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The International Symposium on Isotope Hydrology, Marine 
Ecosystems and Climate Change Studies was held from 
27 March to 1 April 2011 in Monaco, to commemorate the fiftieth 
anniversary of the establishment of the IAEA laboratory in the 
Principality of Monaco. The symposium was jointly organized by 
the IAEA Water Resources Programme and the IAEA Environment 
Laboratories. The event also represented the thirteenth edition 
of the quadrennial Symposium on isotope hydrology and water 
resources management, which has been regularly organized by 
the IAEA since 1963. The technical sessions covered aspects 
related to the use and application of isotope tools in a broad 
spectrum of scientific disciplines through invited talks, oral 
and poster presentations and workshops. The five technical 
sessions covered the following topics: (a) the role of isotopes in 
understanding and modelling climate change, marine ecosystems 
and water cycles (b) carbon dioxide sequestration and related 
aspects of the carbon cycle (c) isotopes and radionuclides in 
the marine environment, (d) groundwater assessments of large 
aquifers and (e) analytical methods and instrumentation. These 
proceedings contain the presentations made at the symposium.

Vol. 1

Proceedings COVER Monaco 2011 VOL 1.indd   1,3 7/16/2013   9:25:28 AM



Atoms for Peace

Atoms for Peace

Organized by the
International Atomic Energy Agency

Hosted by  
the Principality of Monaco

The material in this book has been supplied by the authors and has 
not been edited. The views expressed remain the responsibility 
of the named authors and do not necessarily reflect those of 
the government of the designating Member State(s). The IAEA 
cannot be held responsible for any material reproduced in this book.

Proceedings COVER Monaco 2011 VOL 1.indd   4,6 7/16/2013   9:25:28 AM



Isotopes In Hydrology, 
MarIne ecosysteMs and 
clIMate cHange studIes

VoluMe 1



AFGHANISTAN
ALBANIA
ALGERIA
ANGOLA
ARGENTINA
ARMENIA
AUSTRALIA
AUSTRIA
AZERBAIJAN
BAHRAIN
BANGLADESH
BELARUS
BELGIUM
BELIZE
BENIN
BOLIVIA
BOSNIA AND HERZEGOVINA
BOTSWANA
BRAZIL
BULGARIA
BURKINA FASO
BURUNDI
CAMBODIA
CAMEROON
CANADA
CENTRAL AFRICAN

REPUBLIC
CHAD
CHILE
CHINA
COLOMBIA
CONGO
COSTA RICA
CÔTE D’IVOIRE
CROATIA
CUBA
CYPRUS
CZECH REPUBLIC
DEMOCRATIC REPUBLIC

OF THE CONGO
DENMARK
DOMINICA
DOMINICAN REPUBLIC
ECUADOR
EGYPT
EL SALVADOR
ERITREA
ESTONIA
ETHIOPIA
FIJI
FINLAND
FRANCE
GABON
GEORGIA
GERMANY
GHANA
GREECE

GUATEMALA
HAITI
HOLY SEE
HONDURAS
HUNGARY
ICELAND
INDIA
INDONESIA
IRAN, ISLAMIC REPUBLIC OF 
IRAQ
IRELAND
ISRAEL
ITALY
JAMAICA
JAPAN
JORDAN
KAZAKHSTAN
KENYA
KOREA, REPUBLIC OF
KUWAIT
KYRGYZSTAN
LAO PEOPLE’S DEMOCRATIC 

REPUBLIC
LATVIA
LEBANON
LESOTHO
LIBERIA
LIBYA
LIECHTENSTEIN
LITHUANIA
LUXEMBOURG
MADAGASCAR
MALAWI
MALAYSIA
MALI
MALTA
MARSHALL ISLANDS
MAURITANIA
MAURITIUS
MEXICO
MONACO
MONGOLIA
MONTENEGRO
MOROCCO
MOZAMBIQUE
MYANMAR
NAMIBIA
NEPAL
NETHERLANDS
NEW ZEALAND
NICARAGUA
NIGER
NIGERIA
NORWAY
OMAN
PAKISTAN
PALAU

PANAMA
PAPUA NEW GUINEA
PARAGUAY
PERU
PHILIPPINES
POLAND
PORTUGAL
QATAR
REPUBLIC OF MOLDOVA
ROMANIA
RUSSIAN FEDERATION
RWANDA
SAUDI ARABIA
SENEGAL
SERBIA
SEYCHELLES
SIERRA LEONE
SINGAPORE
SLOVAKIA
SLOVENIA
SOUTH AFRICA
SPAIN
SRI LANKA
SUDAN
SWAZILAND
SWEDEN
SWITZERLAND
SYRIAN ARAB REPUBLIC
TAJIKISTAN
THAILAND
THE FORMER YUGOSLAV 

REPUBLIC OF MACEDONIA
TOGO
TRINIDAD AND TOBAGO
TUNISIA
TURKEY
UGANDA
UKRAINE
UNITED ARAB EMIRATES
UNITED KINGDOM OF 

GREAT BRITAIN AND 
NORTHERN IRELAND

UNITED REPUBLIC
OF TANZANIA

UNITED STATES OF AMERICA
URUGUAY
UZBEKISTAN
VENEZUELA
VIETNAM
YEMEN
ZAMBIA
ZIMBABWE

The following States are Members of the International Atomic Energy Agency:

The Agency’s Statute was approved on 23 October 1956 by the Conference on the Statute of the 
IAEA held at United Nations Headquarters, New York; it entered into force on 29 July 1957. The 
Headquarters of the Agency are situated in Vienna. Its principal objective is “to accelerate and enlarge the 
contribution of atomic energy to peace, health and prosperity throughout the world’’.



proceedIngs serIes

Isotopes In Hydrology,   
MarIne ecosysteMs  

and clIMate cHange studIes

proceedIngs of tHe InternatIonal syMposIuM  
Held In Monaco,  

27 MarcH–1 aprIl 2011

InternatIonal atoMIc energy agency
VIenna, 2013

In two volumes

VoluMe 1



IAEA Library Cataloguing in Publication Data

Isotopes in hydrology, marine ecosystems and climate change studies : proceedings 
of the International symposium held in Monaco, 27 March–1 april 2011 : in 
two volumes. — Vienna : International atomic energy agency, 2013.

p. ; 24 cm. — (proceedings series, Issn 0074–1884)
stI/puB/1580
IsBn 978–92–0–135610–9
Includes bibliographical references.

1. radioisotopes in hydrology — congresses.  2. groundwater flow.  3. climatic 
changes — research.  I. International atomic energy agency.  II. series: 
proceedings series (International atomic energy agency).

Iaeal 13–00820

© Iaea, 2013

printed by the Iaea in austria
July 2013

stI/puB/1580

COPYRIGHT NOTICE

all Iaea scientific and technical publications are protected by the terms of 
the universal copyright convention as adopted in 1952 (Berne) and as revised 
in 1972 (paris). the copyright has since been extended by the World Intellectual 
property organization (geneva) to include electronic and virtual intellectual 
property. permission to use whole or parts of texts contained in Iaea publications 
in printed or electronic form must be obtained and is usually subject to royalty 
agreements. proposals for non-commercial reproductions and translations are 
welcomed and considered on a case-by-case basis. enquiries should be addressed 
to the Iaea publishing section at: 

Marketing and sales unit, publishing section
International atomic energy agency
Vienna International centre
po Box 100
1400 Vienna, austria
fax: +43 1 2600 29302
tel.: +43 1 2600 22417
email: sales.publications@iaea.org 
http://www.iaea.org/books



FOREWORD

Humanity is facing many water related challenges, including access to safe 
water, pollution of continental and coastal waters and ocean acidification, as well 
as the growing impact of climate change on the hydrological cycle. Many countries 
are confronted by increasingly stressed water resources due to rapidly growing 
populations, increasing agricultural and energy production demands, industrial 
development, and pollution. the greatest issues of the 21st century, including 
competition for resources and possible related conflicts, may well focus on the role of 
water in food and energy security.

 for more than 50 years, the Iaea has played a key role in advancing and 
promoting the development and use of isotope techniques to address global 
environmental issues, such as water resources assessment and management, 
the study of marine ecosystems, and more recently the impact of climate change. 
this symposium was jointly organized by the Water resources programme and Iaea 
environment laboratories to commemorate the 50th anniversary of the establishment 
of the Iaea laboratory in the principality of Monaco, and represented the 13th 
edition of the quadrennial symposium on isotope hydrology and water resources 
management, which has been regularly organized by the Iaea since 1963.

 the main objectives of the symposium were to review the state of the art 
in isotope hydrology, the use of isotopes in the study of climatic systems and in 
marine ecosystems and to outline recent developments in the application of isotope 
techniques, as well as to identify future trends and developments for research and 
applications. the contributions submitted by the authors are included in two volumes 
of proceedings with editorial corrections. these proceedings are intended to serve 
as an aid for those using isotopes for applied problems in hydrology as well as for 
the research community.

 The IAEA officers responsible for this publication were H. Nies of the IAEA 
environment laboratories and B. newman and l. araguas of the department of 
nuclear sciences and applications.



EDITORIAL NOTE

The papers in these Proceedings (including the figures, tables and references) 
have undergone only the minimum copy editing considered necessary for the 
reader’s assistance.The views expressed remain, however, the responsibility of the 
named authors or participants. In addition, the views are not necessarily those of the 
governments of the nominating Member States or of the nominating organizations.

Although great care has been taken to maintain the accuracy of information 
contained in this publication, neither the IAEA nor its Member States assume any 
responsibility for consequences which may arise from its use.

The use of particular designations of countries or territories does not imply 
any judgement by the publisher, the IAEA, as to the legal status of such countries 
or territories, of their authorities and institutions or of the delimitation of 
their boundaries.

The mention of names of specific companies or products (whether or not 
indicated as registered) does not imply any intention to infringe proprietary rights, 
nor should it be construed as an endorsement or recommendation on the part 
of the IAEA.

The authors are responsible for having obtained the necessary permission for 
the IAEA to reproduce, translate or use material from sources already protected 
by copyrights.

This publication has been prepared from the original material as submitted by 
the authors. The views expressed do not necessarily reflect those of the IAEA, the 
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for external or third party Internet web sites referred to in this book and does 
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sYmPOsIum summARY

the International symposium on Isotopes in Hydrology, Marine ecosystems 
and climate change studies was held from 27 March to 1 april 2011 in the 
principality of Monaco. the symposium was jointly organized by the Iaea Water 
resources programme and the environment programme. the symposium was held 
at the oceanographic Museum of Monaco to commemorate the 50th anniversary 
of the establishment of the Iaea laboratory in the principality of Monaco. 
the symposium also represented the 13th edition of the quadrennial symposium 
on isotope hydrology and water resources management, which has been regularly 
organized by the Iaea since 1963.

the symposium attracted 278 participants and observers from 67 Member states, 
covering aspects related to the use and application of isotope tools to address a broad 
spectrum of scientific disciplines through invited talks, oral and poster presentations, 
and workshops. participants from developing countries were well represented 
with 120 attending. there were 49 oral presentations in the morning sessions and 
workshops, and 142 posters were presented. Brent newman and luis araguas from 
the Iaea Water resources programme and Hartmut nies from the Iaea Marine 
Environment Laboratory in Monaco were the symposium scientific secretaries.

the symposium was formally opened by H.s.H prince albert II of Monaco, 
followed by an invited talk on the interaction between the science and politics of 
climate change by Hartmut grassl. afterwards participants were able to enjoy 
the unique venue of the museum during the evening reception.

The symposium addressed five major topics through invited talks and oral 
presentations during the morning sessions and poster sessions and dedicated 
workshops during the afternoon sessions. On Monday, the first topic addressed 
was the role of isotopes in understanding and modelling climate change. oral and 
poster sessions explored a variety of climate related issues including paleoclimate 
reconstruction using groundwater and other proxies, and understanding impacts of 
anthropogenic activities using various isotope approaches. the poster session also 
included a theme on isotope hydrology where a large number of posters focused 
on the use of isotopes in understanding atmospheric moisture and precipitation, 
including isotope monitoring networks such as the Iaea global network of Isotopes 
in precipitation (gnIp). Many isotope applications for surface water studies and 
water quality problems were also presented. 

on tuesday the symposium continued with a climate related theme, but was 
focused on isotope related aspects of carbon sequestration and carbon cycling. 
Interesting talks were presented on the challenges of monitoring deep geological 
sequestration of carbon dioxide as well as carbon cycling in groundwater and 
the oceans. the themes of the afternoon poster session were on analytical methods for 
isotope measurements and a second isotope hydrology session which had a focus on 
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isotope applications to flow and transport modelling as well as general groundwater 
studies. Methods posters discussed new developments for measuring isotopes such as 
argon-39 as well as ways to improve isotope measurement accuracy.

Wednesday was dedicated to isotopes and radionuclides in the marine 
environment where a wide variety of marine related isotope techniques and 
applications were presented. Isotope and radionuclide studies were used for source 
identification of pollutants and investigation of marine processes. The very long lived 
I-129, released by the european nuclear industry, was used for very wide range studies 
of ocean circulation and dispersion from european seas to arctic areas. Investigations 
on coastal pollution areas applying both natural and artificial radionuclides were 
presented as a tool for the reconstruction of pollution history. a special workshop 
was held in the afternoon covering radionuclides in the southern hemisphere, where 
more data gaps occur than in other parts of the world ocean. the poster session 
completed the wide range of applications of isotopes and radionuclides for marine 
and radioecological studies.

thursday was dedicated to hydrology and the morning session included a series 
of stimulating talks on groundwater assessments using satellite remote sensing and 
noble gases. groundwater assessment case studies were also presented for studies in 
Brazil, the democratic republic of the congo, tunisia, and turkey. the afternoon 
session was dedicated to a workshop on new frontiers and future directions in isotope 
hydrology. this session had a unique format in that a series of experts led guided 
discussions with conference participants on four topics. 

The first workshop topic was on isotope monitoring networks and isotope 
mapping and george darling led the discussion which considered the value of isotope 
networks and issues related to expanding and maintaining monitoring stations. 
another important aspect of this topic was the increasing use of and need for isotope 
mapping from basin to global scales. It was clear that isotope monitoring networks 
and related databases such as those associated with gnIp and global network of 
Isotopes in rivers (gnIr) are increasingly useful for a variety of applications. 
However, important areas lack sufficient station coverage and it was suggested that 
more monitoring stations are especially needed in parts of africa, asia, and australia. 
Because running monitoring stations is voluntary, participants were encouraged to 
contact the Iaea Water resources programme to inform them of whether they can 
establish new precipitation or river monitoring stations in their areas. the generation 
of isotope maps using gIs interpolation methods was noted as a positive step 
for interpreting isotope data and presenting results to stakeholders. However, 
measurement gaps can cause large uncertainties for some regions or locations on 
isotope interpolation maps. thus in addition to reducing gaps, the isotope hydrology 
community should strive to make map users more aware about the limitations of 
using interpolated data to make interpretations.

the second topic involved analytical developments and was led by roland 
purchert. new technologies and methodological improvements have been substantial. 
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for example, the rapid adoption of laser absorption based stable isotope analysers, 
satellite imaging for isotopes, and improved sampling methods for noble gases are 
facilitating the collection of more and better isotope data around the world. Much of 
the initial discussion involved issues related to new and emerging analytical methods 
for collecting and measuring noble gases. It was clear that argon and krypton isotopes 
have great potential if progress on analytical and sampling methods continues to 
be made. It was also noted that the Iaea can play an important role for making 
access to noble gas analyses (including tritium/helium-3) available to Member states. 
The topic finished with a discussion of the value of isotope analysers robust enough 
for use in the field. Laser absorption based stable isotope analysers are starting to be 
used in the field and the possibility to analyse for nitrogen-15 in the near future is 
also a welcome development. other portable analysers such as radon-222 systems 
can now be used effectively to map groundwater discharges in the field.

the third topic was hydrological residence times and the discussion was led 
by Jay famiglietti. Quantifying the residence time of water in a system is key for 
understanding the sustainability of groundwater resources and for understanding 
the fate of pollutants in hydrological systems. one issue of concern brought up is that 
many applications use a steady state assumption, however, pumping, for example, 
can create a situation where transient behaviour can be important. another issue 
is that there has historically been a great deal of focus on determining the mean 
residence time, but there needs to be more focus on estimating the residence time 
distribution. this idea brought up the question of whether studies typically sample 
enough to be able to determine the distribution. As a final comment it was noted 
that despite their complications isotope tracer methods for estimating residence times 
and residence time distributions have distinct advantages over conventional hydraulic 
approaches and can be a very effective way of testing and constraining numerical 
flow and transport models. 

the fourth topic was on groundwater assessments and was led by niel sturchio. 
the discussion started off with a talking point on what kind of information might be 
needed when starting an assessment of an aquifer about which little is known. for 
an initial reconnaissance it was suggested that deuterium, oxygen-18, and carbon-14 
and/or tritium would be a good starting point for the isotope component of a sampling 
plan. It was emphasized that building and testing hydrological conceptual models is 
an important aspect for developing sampling plans and to identify which kinds of 
isotopes and which sampling locations may be the best for the initial and subsequent 
assessments. numerical models can also be used effectively as part of conceptual 
model development. from the discussion it was clear that properly planning an initial 
groundwater assessment is important to efficiently develop an understanding of 
the system and to decide on what the best applications for future investigation might 
be. such an approach provides the most useful information to water managers who 
need to make decisions about how to address their specific water resource concerns.
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the symposium concluded on friday morning with a series of talks on 
analytical methods and instrumentation. the session covered topics related to 
krypton-81 dating, novel cosmogenic radionuclides such as sodium-22, as well as 
other radionuclide methods. The talks were followed by a ceremony where five 
young scientists (Vasileios salamalkis, fria Hadj ammar, Wen yu, Joachim Welte, 
and Helene delattre) were presented awards and bottles of champagne for their 
outstanding posters. the conference was then adjourned after closing comments by 
the Manager of the Water resources programme, pradeep aggarwal and Maria Betti, 
the director of the Iaea environment laboratory.

In general, presentations by participants throughout the symposium illustrated 
the contributions of isotope tools in addressing many pressing issues in Member states 
regarding the need to conduct more sound assessments of water resources which will 
help meet sustainable management goals. In addition, it was clear that isotopes have 
a major role to play in understanding marine and terrestrial environments, climate 
change and for evaluating mitigation strategies such as carbon sequestration. 

conclusIon

the symposium constituted an excellent opportunity to review the current 
status and recent developments in the application of nuclear and isotope tools in 
the study of the water cycle, climate change, and marine systems. the symposium 
brought together experts and counterparts with a wide range of expertise compared to 
other similar meetings and this aspect was appreciated by many of the participants.
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Abstract

a quantitative palaeoclimate record was derived from the aquifer system of the cam-
bay Basin, gujarat, India, a region characterised by a semi arid, monsoon dominated cli-
mate. Stable isotopes generally increase with flow distance and 14c age, whereas noble gas 
temperatures (ngts) show a decline with age, amounting to a difference of ~3.5°c between 
Holocene and last glacial samples. the paper focuses on the Holocene covariation of the cli-
mate proxies. Stable isotopes and excess air show consistent variations, confirming their 
interpretation as proxies for palaeohumidity. a group of early to mid Holocene samples de-
pleted in stable isotopes and enriched in excess air indicates a phase of strong monsoon 
during the Holocene climate optimum. this is followed by a drying trend in the second half 
of the Holocene, and more humid conditions in the youngest part of the record. a temporary 
rise of NGT in the dry late Holocene may reflect a change in the soil temperature–air tem-
perature relationship. 

1. IntroductIon and study area

the monsoonal climates of asia, e.g. the Indian summer monsoon, affect 
the livelihoods of billions of people and are therefore a focus of climate research. 
Many palaeoclimatic studies have detected a connection between northern hemi-
sphere insolation and the intensity of the Indian summer monsoon [1], as the ItcZ is 
forced further towards the north with stronger insolation (e.g. ref. [2]). Implications 
of such relationships for the future may be a strengthening of the monsoon as a result 
of global warming.

our study region in the cambay Basin, northern gujarat, India, is semi arid and 
receives most of its precipitation from the Indian summer monsoon. Besides the mon-
soon months, precipitation in gujarat originates only from isolated thunderstorm 
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events. Most rainfall takes place in the eastern highlands of the cambay Basin, feeding 
a sedimentary aquifer system in which flow is directed towards the southwest. The sed-
iments filling the basin descend from both fluvial and aeolian origin, the youngest lay-
ers being of Quaternary age. these young sediments have a thickness ranging from 300 
to 800 m in their deeper parts [3]. shallow aquifers in most of the region have dried up 
due to exploitation of the groundwater over several decades, and deeper aquifers have a 
greater salt content due to rock–water interaction. the geographical distribution of the 
chemical and isotopic properties of groundwater is reported to be related to past climate 
change, the topography and the tectonic framework of the study area.

the palaeoclimate of India has been described by numerous studies. In late 
pleistocene times from 30 to 50 kyr Bp, dune and alluvial deposits [4] near the pro-
ject location indicate an enhanced monsoon that declined around peak glacial times. 
In the last glacial Maximum (lgM), little precipitation and arid conditions are in-
dicated, as the alluvial deposits from flood plain aggradation make room for aeolian 
deposits. stalagmite data support these discoveries [5, 6]. after the end of the lgM, 
a strong monsoon phase occurred in the early Holocene and left marks in lake [7] and 
river [4] sediments and their isotopic condition. stalagmites in oman [2, 8] china [6] 
and India [9] with stable isotope data also show enhanced precipitation, which is also 
predicted by model simulations [10]. In all these different studies, the climate opti-
mum ranges between 10 to 12 and 5 to 8 kyr Bp.

temperature information is not provided by isotopic data in this subtropic re-
gion, where the amount effect dominates stable isotope signals [2, 11]. noble gas 
temperatures (ngts) can provide quantitative temperature information, but only few 
such records are available for asia. the most adjacent studies of this type were con-
ducted in oman, indicating a present–lgM temperature change of 6.5°c [12] and 
in china with a result of 4.5°c [13] also indicating an enhanced monsoon during 
the early Holocene. 

the wet phase is superseded by a weakening of the monsoon which set in grad-
ually [8]. desiccated lakes [7] and piston core data from the arabian sea as well 
as a change in vegetation and civilisation indicate this dry period with events of 
drought. a noble gas study from niger [14] also provided evidence for this dry phase 
in the late Holocene. several records place this time period from around 5 to 8 until 1 
to 2 kyr BP. According to some records, the recent time shows more fluctuation [11] 
with dry phases around 1 to 2 kyr Bp and a wet phase which started in about 600 year 
Bp. the most recent increase of monsoon precipitation may among other reasons re-
sult from global warming [15].

2. MetHods

from 2008 to 2010, three sampling campaigns along two different tran-
sects through the aquifer system of the north cambay Basin took place (fig. 1). 
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The transects running from the northeast towards the southwest follow the flow di-
rection and slope of the basin, beginning with very shallow wells in the recharge area, 
where the aquifer is still unconfined and infiltration takes place, and ending with deep 
wells in the confined aquifer. 

Parameters analysed directly in the field were water temperature, specific con-
ductivity, alkalinity, dissolved oxygen and pH. stable isotopes and tritium were sam-
pled in small glass bottles. the analysis of stable water isotopes was performed on 
a Mat 252 finnigan mass spectrometer and tritium was analysed radiometrically, 
both at the university of Heidelberg. 14c samples were taken in glass bottles and 
poisoned to avoid biological alteration. In the lab, dissolved carbon was extracted 
as co2 and converted to graphite, which was analysed by aMs at etH Zurich. for 
the noble gas samples, a copper tube fit into an aluminium rack was well flushed 
before being closed with steel clamps on either end. the samples were analysed on 
a gV 5400 noble gas mass spectrometer in Heidelberg. In this system, noble gases 

FIG. 1. Map of the study area showing the positions of the sampled wells along two transects. 
The 14C age of the water is indicated by the shading of the symbols. It increases progressively 
from the recharge area in the northeast towards the confined parts of the aquifer in 
the southwest. Thin lines indicate isolines of hydraulic head, bold lines outline tectonic faults, 
in par  ticular the east and west Cambay Basin Bounding Faults (double lines) running NW–SE, 
perpendicular to groundwater flow. 
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are extracted from a sample, collected, cleaned and finally measured successively in 
the mass spectrometer. air aliquots are used for calibration. 

gas solubility in water depends on the equilibration temperature. for inert gas-
es, this can be used to identify the infiltration temperature of water masses from past 
times, as no temporal alteration takes place. noble gas concentrations extracted from 
water samples in a confined aquifer, therefore, reflect the water table temperature that 
prevailed in the recharge area at the time of infiltration. A complication occurs due to 
the trapping and (partial) dissolution of air bubbles during groundwater infiltration, 
leading to an excess of dissolved gas concentrations above solubility equilibrium. 
This so-called excess air component is usually expressed by ΔNe, which is the neon 
excess in relation to the equilibrium concentration of neon, given in percent: ΔNe (%) 
= (neexc/neeq) × 100%.

Various models to parameterise the excess air component have been pro-
posed [16]. ΔNe is almost independent of the adopted model and depends mainly 
on the pressure exerted on the bubbles, which in turn is due to increases of the wa-
ter table. In arid regions, several studies have attributed high excess air signals to 
a strongly fluctuating water table as a result of strong rain events between periods 
of aridity [14, 17]. the effect is more pronounced in regions with temporal aridity 
such as monsoon affected regions, but can also be observed in temperate zones [18]. 
therefore, excess air appears to be an interesting climate proxy for changes in the de-
gree of precipitation.

the equilibration temperature (ngt), the amount of excess air and its possible 
fractionation relative to the composition of atmospheric air are three model param-
eters, which can be determined by fitting the model to the observed concentrations 
of the four atmospheric noble gases ne, ar, Kr, Xe [19]. Helium is ignored in such 
calculations, as non-atmospheric components occur. 

3. results and dIscussIon

groundwater was dated by 14c, taking into account various correction mod-
els for the addition of old carbon from the sediments. The final ages were estimated 
as the mean of selected models, which yielded broadly consistent ages. the main 
characteristics of the age distributions are displayed in fig. 1. firstly and as expect-
ed, the ages of the wells increase with increasing distance to the recharge area in 
the northeast. secondly, ages increase gradually on the northern transect, while on 
the southern transect the ages first increase slowly east of the west Cambay Basin 
Bounding fault, but increase rather quickly west of it. ages of all wells in the un-
confined region east of the east Cambay Basin Bounding Fault are very young, as 
indicated by the presence of bomb-derived tritium.

Stable isotopes ratios δ18O and δ2H show a general increase with age. Higher 
values of δ18o during the lgM are at least in part attributed to the global ice-volume 
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effect. In contrast, the variability of δ18o of about 1‰ during the Holocene is prob-
ably mostly due to the amount effect, indicating changes in monsoon strength [10]. 
this interpretation is supported by a comparable pattern of variation in the excess air 
(ΔNe) signal. The variation of δ18O and ΔNe for the Holocene samples from the con-
fined part of the aquifer (the unconfined area is assumed to be too strongly disturbed 
by effects of point recharge and pumping) is shown in fig. 2. Based on the 14c ages 
and the characteristics of various tracers, three groups of Holocene samples were de-
fined, which are distinguished in this plot: samples from the early Holocene climate 
optimum, from the following period of the late Holocene, and a few modern samples. 

High excess air signals are found in the samples from the climate optimum and 
the modern period. These samples also show generally lower δ18o values. Both char-
acteristics are indicative of humid conditions, i.e. phases of strong monsoon activity. 
stronger precipitation and massive rain events in these times are therefore strongly 
suggested and agree with numerous palaeoclimate studies of the region. In contrast, 
the late Holocene group of intermediate age shows generally low excess air amounts 
and comparatively high δ18o values. Weak monsoon and dry conditions are there-
fore expected in this period, again confirmed by other studies [7]. The independent 
humidity proxies provided by the stable isotopes and the noble gases thus confirm 
the view that a moist phase in the early Holocene was followed by dryer conditions 
except for the most recent part of the Holocene. 

It is interesting to note that a correlation between NGT and ΔNe seems to exist 
for the Holocene samples (fig. 3). contrary to expectations, the warmest ngts are 

FIG. 2. Excess air (as ΔNe) versus δ18O for Holocene samples. High ΔNe and depleted δ18O 
both indicate humid conditions in the early Holocene climate optimum as well as in modern 
times. In contrast, the late Holocene period shows low ΔNe and enriched δ18O, indicating dryer 
conditions.
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not found in the climate optimum or modern times, but during the dry late Holo-
cene epoch. the ngts of the late Holocene group (28.7°c on average) are somewhat 
higher than the present-day mean annual air temperature (Maat) of ahmedabad of 
27.5°c. In contrast, the ngts obtained for the two more humid Holocene phases 
are in good agreement with modern Maat. We interpret the variation of ngt be-
tween the Holocene groups as a change in soil temperature rather than air tempera-
ture. The noble gas thermometer directly reflects the soil temperature at the water 
table, which is in general close to Maat. However, in dry periods such as the late 
Holocene in our study area, soil temperatures may be significantly higher than air 
temperatures, producing an offset in the relationship between ngt and Maat. 

the same effect of enhanced soil and thus noble gas temperatures relative to 
air temperature in dry periods has been found before in a study in niger [14]. It was 
explained by reduced vegetation in dry periods exposing the soil to radiative heating. 
That study also found a concurrent relationship between δ18O and ΔNe, identifying 
the dry and humid phases. We conclude from these results that in warm semi arid 
regions such as the sahel zone and north gujarat, India, ngt is a good proxy for 
air temperature only in comparatively wet periods. In dry phases, ngt is enhanced 
compared to Maat. 

this result has to be taken into account in the estimation of temperature chang-
es between the last glacial period and the Holocene from noble gas data. Based on 
δ18O and ΔNe data, we find that the LGM in our study area was a rather dry phase, 
consistent with other climate records. therefore, the ngt for this period should be 

FIG. 3. Excess air (as ΔNe) versus NGT for Holocene samples. Low ΔNe values indicating dry 
conditions in the late Holocene period coincide with high NGTs, presumably due to a relative 
enhancement of soil temperatures compared to air temperatures in dry phases.
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compared to the warmest ngts from the dry late Holocene phase in order to avoid 
offsets due to changes in the air–soil temperature relationship. this comparison 
results in an estimate for the difference in mean annual air temperature between 
the Holocene and the last glacial period of 3.5 ± 0.5°c. 

a slightly higher temperature change of 4.5°c has been observed in northeast-
ern china [13]. as shown by palaeotemperature studies in different latitudes [16] 
temperature change between Holocene and the lgM was more pronounced at higher 
latitudes. Our result for northwest India fits into this pattern. It is, however, contra-
dictory to a groundwater study from oman, which suggested a tempera    ture change 
between modern times and the lgM of 6.5°c [12] at a location relatively close to 
the present study site. It may be crucial for groundwater studies in tropical arid re-
gions to take changes of the air–soil temperature relationship due to changing humid-
ity into account. 
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Abstract

on the southeastern Brazilian coast, mangrove organic matter records have been studied 
by c and n isotopes, pollen and diatom analysis to reconstruct 40 ka of vegetation and climatic 
history. The δ13C and δ15n presented more depleted values from 40 to 19 ka Bp. the high c/n 
ratios and depleted isotopic values indicate the predominance of c3 land plants in the location 
presently occupied by the mangrove vegetation, and a lower sea level than today. the presence 
of pollen of Ilex, Weinmannia, Symplocos, Drimys and Podocarpus suggest a colder and more 
humid climate than present. from 19 to 2.2 ka Bp a sedimentary hiatus is associated with a sea 
level rise. the presence of mangrove in its present position since at least 2.200 a Bp and the re-
turn of the marine coastline are associated with the lowest C/N ratio, more enriched δ13c and 
δ15n values and the presence of marine diatoms.
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1. IntroductIon

the Brazilian atlantic rainforest has the second highest biodiversity in Brazil 
after the amazonian rainforest. Its present distribution has been drastically reduced 
due to intensive deforestation since european colonization in the 16th century and 
only 7% of its original distribution remains in preserved areas. The original rainforest 
domain included different types of forest adapted to varying ecological conditions, 
extending ~4000 km in the coastal region and covering an area of approximately 
1.2 Mkm2. 

this study emphasizes the mangrove vegetation, a coastal ecosystem with con-
stant influence of marine tides, which is typical of tropical and subtropical regions; 
it is defined by the existence of flora consisting of an association of specific arboreal 
taxa such as Rhizophora mangle and Avicennia sp., adapted to variations in salinity 
and low levels of free oxygen in the substrate. previous studies of pollen records in 
Brazilian mangroves have demonstrated that palynological analysis can provide im-
portant information about the vegetation history of this particular ecosystem [1, 2].

Bulk organic carbon isotope (δ13c) analysis has been used to determine the ori-
gin of organic matter in coastal sediments and reflects the relative amounts of the iso-
tope distinctive parent source materials in the sample [3]. this is because the mean 
δ13c value of c3 vascular vegetation and freshwater phyto-plankton is ~ –27‰, 
therefore distinguishable from the C4 plants and marine phytoplankton δ13c signature 
which are ~ –20‰. organic carbon to total nitrogen (c/n) ratios can be measured 
alongside δ13c in an effort to distinguish between vascular vegetation and freshwater 
phytoplankton. Vascular vegetation has higher c/n ratios around 12 and over, in con-
trast to phytoplankton, which tends to be nitrogen rich and has lower ratios around 5 
and 7 [3]. δ15n indicate the terrestrial (~ +1‰) or phytoplankton (~ +8.5‰) constitu-
tion of the sediment organic matter [3].

the aim of this paper is to verify changes in the origin of the organic matter in 
the mangrove area, based on isotope, pollen and diatom analysis in order to contrib-
ute with the studies of paleo-environmental reconstruction on this area of the Brazil-
ian atlantic rainforest region, southeastern Brazil, in the last 40 000 a Bp.

2. study area 

samples were collected in the sitio grande mangrove (Msg), 24º40´s, 
47º56´W, at cardoso Is land, located at the cananéia lagoon estuarine system on 
the south coast of Brazil (fig. 1). car doso Island has an area of 25 500 ha and it is 
situated between the latitudes of 25º05´–25º15´s and long itudes of 47º53´–48º06´W. 
Mean annual temperature oscillates between 20ºc and 22ºc and mean annual pre-
cipitation is 2250 mm. Highest precipitations occur during the summer (december to 
March) and the lowest in winter (July to August), although there is no well-defined 
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dry season. the topo graphy of the island is largely mountainous dominated by 
a massif of over 800 m. The soils of the coastal plain are classified as Spodosols. 
Vegetation types are pioneer dune vegetation, arboreal/shrubby restinga vegetation, 
coastal plain rainforest, lowland to cloud tropical rainforest and man grove. the veg-
etation of the sítio grande mangrove is constituted by Rhizophora mangle (rhizo-
phoraceae), Avicennia schaueriana (acanthaceae) and Laguncularia racemosa 
(combretaceae) [4]. 

3. MaterIals and MetHods

a 190 cm mangrove sediment core was collected using a vibrocorer [5] at the 
location identified as MSG in Fig. 1. After core opening, colour, grain size, roots and 
other fragments of vegetation were recorded. the samples were collected at 2 cm 

FIG. 1. Map of Brazil and the study site (MSG) at Cardoso Island.
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depth intervals for carbon, nitrogen and pollen analyses, 10 cm depth intervals for 
diatoms and twelve samples collected for radiocarbon dating [6]. 

chemical and isotopic analyses (total organic c, 13c, total n, 15n) were carried 
out at the stable Isotope laboratory of the center for nuclear energy in agriculture 
(cena). organic carbon and nitrogen results are expressed as a percentage of dry 
weight. carbon and nitrogen isotopes ratios of bulk organic matter were also meas-
ured and results expressed in delta per mil notation, with an analytical precision bet-
ter than 0.2  ‰. 13C results are expressed as δ13c with respect to VpdB standard and 
15N results are expressed as δ15n with respect to atmospheric n2 standard. 

14c analyses were carried out by accelerator Mass spectrometry (aMs) at 
the Isotrace laboratory of the university of toronto, canada, and benzene synthesis 
liquid scintillation counting methods [6] at the 14c laboratory of cena. radiocar-
bon ages are expressed as 14C years BP (before present) normalized to δ13c of –25‰ 
VpdB. 

the methodology for pollen analysis is described as follows: mineral removal 
with 50% HF for 18 hours, followed by a 50  % HCl treatment in a hot water bath 
and by a 10% KOH solution [7, 8]. Palynomorphs were extracted using a ZnCl2 
solution of density 2 g/cm3 and mounted in glycerine for light microscopy. pollen 
was identified by comparison with the 14c laboratory reference collections of about 
5000 Brazilian forest taxa and several pollen keys [8, 9]. at least 300 arboreal pollen 
grains were counted at each level and the percentage diagram (fig. 3) prepared using 
the tilia and tilia*graph softwares [10]. 

Diatom analyses followed the standard technique [11] using 30% H2o2 solu-
tion for 24 hours for organic matter removal. permanent slides were mounted in Zrax 
Mounting Medium for light microscopy analyses and identified based on published 
diatom keys [12, 13]. diatom concentration (diatom per cubic centimeter) was deter-
mined by the addition of exotic Lycopodium clavatum spores according to the tech-
nique described in the reference [14]. 

4. results and dIscussIon

4.1. 14C age 

the radiocarbon dates obtained from the mangrove samples are presented 
in fig. 2. the base of the sediment core (196–190 cm) presented the age > 40 000 
a Bp. In the surface layers inversions were observed. the woody fragment collected 
in the 180–175 cm layer presented the date of 28 060 years Bp whereas sediment 
samples from 156–150 cm, 130–123 cm and 98–93 cm depths were dated at 23 880, 
25 420 and 35 900 a Bp, respectively. the 130–100 cm and 97–83 cm interval indi-
cate black clayey sediment with frequent roots and bioturbation (ichnofossils), which 
could have enhanced transport of allochthonous materials and thus contributed to 
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the date inversions. a hiatus of approximately 19 600 a Bp is recorded within the 84–
75 cm interval (19 658–2238 a Bp). this could represent an erosive event associ-
ated to the rsl rise, which began at ~ 17.000 a Bp, reaching the maximum at ~ 5000 
a Bp [15]. an age of 1010 a Bp was obtained in the surface (33–23 cm) of the core. 
the woody fragment in the same layer showed a younger age, ~ 300 a Bp, probably 
associated to an eventual transport of this material from surface layers due to the bio-
logical activity (crabs) found in the sampling location.

4.2.	 Total	organic	carbon,	C/N,	δ13C	and	δ15N values of mangrove samples

The total organic carbon (TOC) content showed a value of 2.6% in the deeper 
part of the profile (> 40 000 a BP) and a trend toward higher values (between 3.4 
and 40.2%) to ~ 28 000 a BP (Fig. 2). A decrease in TOC content was observed from 
~28 000 (29%) to ~25 000–24 000 a BP (2.1%) and an increase to 19.4‰ (~ 24 000 
a Bp). from ~ 24 000 to the surface (~300 a Bp) the values varied between 0.3 and 
5.7‰.

the c/n values varied from 17 up to 62 at > 40 000 a Bp (fig. 2). a trend 
towards higher values (between 44 and 107) is observed at ~30 000 a Bp, chang-
ing to lower values around 7 to ~28 000 a Bp and reversing to higher values (~130) 
around 25 000 a Bp, indicative of the predominance of c3 land plants in the location 
presently occupied by the mangrove, in consequence of the decrease of the rsl of 
at least 100 m during the glacial period [16]. In consequence, the present mangrove 
location was occupied by c3 land plants, probably arboreal species and herbs from 

FIG. 2. 14C dating, total organic carbon (TOC), C/N, δ15N and δ13C of the sedimentary organic 
matter.
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the atlantic forest. Values ranging from 2 to 27.5 are observed from ~ 2200 a Bp to 
present, and are indicative of higher phytoplankton influence as a source of organic 
matter.

More depleted δ13c values, around –28.5‰, are found in the bottom of the sedi-
ment core (fig. 2), also suggesting the predominance of c3 land plants. a trend to-
ward more enriched δ13c values is observed from ~25 000 a Bp to surface of the pro-
file (~ –24.5‰). These values associated with C/N ratios from 2 to 27 indicate 
a mixture of c3 land plants and phytoplankton since at least 2220 a Bp. 

The δ15n values from ~40 000 to ~25 000 a Bp varied from ~+1.0 to +4.5‰ 
(fig. 2), indicative of c3 land plants dominance and a mixture with phytoplankton. 
from ~25 000 to ~2200 a Bp the values varied from +0.8 to +9.0‰, suggesting an 
increase in the phytoplankton influence. From ~2200 a BP to the present the values 
between +2.5 and +7.5‰ characterized the mixture of c3 land plants and phyto-
plankton in the organic matter composition. 

4.3. Pollen analysis

the results of pollen analysis are presented in fig. 3. three zones may be dis-
tinguished. Zone I (~40 000 to < 24 000 a Bp) is composed basically of organic 
rich clay and clayey-sandy sediments. The significant percentage of Myrtaceae, Al-
chornea, Weinmannia, Melasto mata ceae/combretaceae, Symplocos and Rapanea, 
and the presence of Hedyosmum (1.4%) and Podo carpus (1%), associated with aquat-
ic herbs and typical ferns of forest formations [17], suggest a colder and humid forest 
in the current area of the mangrove. therefore the paleo-environmental interpretation 
for zone I is a tropical forest under a more humid and colder climate than the present. 

the zone II (~24 000 to ~19 000 a Bp) is composed basically of sandy sedi-
ments which gradually become organic rich. this interval is similar to the previous 
zone due to the constant presence of forest elements such as Myrtaceae, Ilex, Melato-
mataceae/combretaceae, Miconia, Symplocos and Rapanea. the presence of poace-
ae, Cyperaceae, aquatic herbs and ferns [17], suggest a humid and/or flooded envi-
ronment, probably with the poaceae being represented by c3 grasses. the presence 
of Drimys, Hedyosmum, Cyathea and Podocarpus reinforce the interpretation of 
a cold forest in the area. The δ15N and C/N ratios indicated a phytoplankton influence 
in the organic matter composition. Isotopic studies developed in a peatland in the al-
titude atlantic forest, located ~ 170 km to the north of cardoso Island, also revealed 
a cold and humid climate during the period 28 000 to 19 000 a Bp [18].

due to the sedimentary hiatus, the zone III (~ 19 000 to 2200 a Bp) cannot be 
characterized. the lack of palynomorphs in the upper part of the sediment might also 
be explained by the presence of oxidizing conditions within the modern mangrove 
continuously submitted to alternating anoxic/oxic conditions, controlled by tides 
[19]. palynological study conducted in marine sediments collected in Vitória, espíri-
to santo state, southeastern Brazil [20], observed a larger amount of pollen grains in 
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materials of the glacial period when the sea level was lower. during the Holocene, 
with the highest sea level and consequent sea influence, reduced amounts of palyno-
morfs were observed.

4.4. Diatoms analysis

Well preserved diatoms are found only from ~2200 a Bp to the present. In 
the period 2200 to 1.010 a Bp, marine taxa Actinoptychus splendens (5 to 10%), Cos-
cinodiscus marginatus (5 to 20%), Cyclotella striata (5 to 10%), Diploneis gruend-
leri (3 to 8%) and Paralia sulcata (10 to 25%) were found [17]. Despite the low 
percentage values, high concentrations of Cocconeis disculus, a periphytic freshwater 
diatom ranging from 21 600 to 14 450 valves per cm3, indicates a source of conti-
nental waters [17]. this taxon is commonly found in water with temperature ranging 
from 0 ºc to 15 ºc, so it is possible to assume that the diatom community in this zone 
is indicative of an estuarine-lagoon system under strong marine influence. The as-
semblage found for the period ~1010 a Bp to the present is composed of approx. 
80% of marine taxa, approx. 5% of brackish water diatoms and 2% of fresh water 
elements. Within the marine group the best represented taxa are Actinoptychus cam-
panulifer (approx. 5%), Coscinodiscus marginatus (approx. 10 to 15%) and Cyclo-
tella striata (approx. 15%) [17].

5. conclusIons

From ~40 000 to 25 000 a BP, higher C/N and more depleted δ13C and δ15n 
values indicated the predominance of c3 land plants in the location at present occu-
pied by the mangrove ecosystem, associated with the retreatment of the modern ma-
rine coast line (decrease of the rsl). Between ~25 000 and 19 000 a Bp the results 
suggest the dominance of c3 land plants in the sedimentary record, however they 
also indicate a contribution of the phytoplankton in the organic matter composition, 
probably characterizing a mixture of tress and herbs in a flooded environment. Pol-
len analysis indicated the presence of arboreal elements of cold and humid forest, as 
well as aquatic herbs. the climate inference is a colder and more humid climate than 
the present. from ~19 000 to 2200 a Bp a sedimentary hiatus was observed. the pres-
ence of mangrove since at least 2200 years Bp in its present position and the return 
of the modern marine cost line are associated with the lowest c/n and more enriched 
δ13C and δ15n values and the presence of marine diatoms.
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Abstract

Thawing permafrost peatlands substantially influence Canadian northern ecosystems 
by changing the regional hydrology and mobilizing the vast carbon (c) reserves that results 
in increased greenhouse gas (gHgs) emissions to the atmosphere. With permafrost distribu-
tion controlled largely by topography and climate, our International polar year (Ipy) study 
intensively monitored the local C cycling processes and GHG fluxes associated with different 
hydrologic and permafrost environments at 4 sites along a climatic gradient extending from 
the Isolated patches permafrost Zone (northern alberta), to the continuous permafrost Zone 
(Inuvik, nWt). each site encompasses a local gradient from upland forest and peat plateau 
to collapse scar. Our multi-year measurements of peatland profiles and flux chambers for CH4 
and co2 concentrations and stable isotope ratios indicate processes, including methanogenesis, 
methanotrophy, transport and emission that control the distribution of these gHgs. these re-
lationships are modulated by fluctuating local soil water and corresponding ecosystem condi-
tions. The gas geochemistry shows that significant surface CH4 production occurs by both hy-
drogenotrophic and acetoclastic methanogenesis in submerged, anaerobic peats, e.g., collapse 
scars, whereas methane oxidation is restricted to aerobic, drier environments, e.g., upland sites 
and peat-atmosphere interface. the most active methanogenesis and emissions are in areas of 
actively thawing permafrost contrasting with sites under continuous permafrost. this degree 
of methanogenesis is being amplified by the increased rate of Arctic warming and the rapid 
retreat of permafrost in canada’s arctic (approximately. 2.5 km/a). 

1. IntroductIon

forests and peatlands in northern regions are the largest terrestrial reservoir of 
carbon (c)  [1]. In canada’s northern region, the 304 M ha of forest and 89 M ha of 
peatland represent a combined estimated C pool of 186 Pg and annual C flux of 87 Tg 
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[2, 3]. In continental western canada, peatlands cover ca. 365 000 km2 or 20% of 
the land area [4, 5]. These large forest and peatland areas are the most significant po-
tential source of terrestrial c in canada. these northern ecosystems are also a major 
contributor of global, atmospheric greenhouse gases (gHgs), including cH4, co2, 
and n2o. further, the global warming potential of cH4 and n2o are 23 and 296 times 
that of co2, respectively, and the concentrations of co2, cH4 and n2o in the atmos-
phere are increasing significantly [6]. 

growing evidence indicates that the northern latitudes of canada are warming 
more rapidly than the mid latitudes [7]. In canada’s northern region this trend has 
increased to a rate of 1.8°c/century during the past 25 to 30 years and is associated 
with drier conditions. the Mackenzie Valley region of northwestern canada (fig. 1) 
has undergone the most warming (1.7°c) over the last century in canada [7]. Moreo-
ver, general circulation models predict that for climate warming resulting from a dou-
bling of co2, the region will experience increases in mean annual air temperature of 
up to 5°c. 

In the event of such predicted climate change, forest and peatland ecosystems 
in the Mackenzie valley region will also be affected by changes in the key distur-
bance regimes of permafrost and wildfire. Regional studies including ECMBIS [8] 
and nrcanpeMV [9] predict that permafrost will partially or completely disappear 
over large areas in the Mackenzie Valley. 

FIG. 1. Left: location map of study in different permafrost areas (with δ2HH2O). Right: record of 
temperature increase at Anzac, Ft. Simpson, Norman Wells and Inuvik study sites.
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climate change may lengthen growing seasons, change mineralization rates, in-
crease fire frequencies, and lead to widespread thawing of permafrost. It is estimated 
that since 1960 about 2600 km2 of permafrost has thawed in the peatlands of boreal 
western canada [10], and the projections are for this to increase spatially and tempo-
rally. Recent analysis projected a 74–118% increase in area burned in northwestern 
canada by end of this century under 3 × co2 scenarios [11]. 

It is uncertain how the above-mentioned changes will affect the distribution, 
composition and c source–sink capacity of forests and peatlands, i.e., balance be-
tween organic matter production, heterotrophic mineralization, and gHg emissions, 
especially cH4 [12–16]. Because of the relatively large changes in climate and asso-
ciated disturbances occurring in this region, our Ipy project was designed to improve 
our understanding of the potential effects of recent climate change, as well as natural 
and anthropogenic disturbances, on the total c storage and source–sink relationships, 
and gHg emissions of forests and peatlands in the Mackenzie Valley.

Quantifying the c source/sink nature and gHg emissions budgets of forests 
and peatlands represents a substantial challenge. Yet even more difficult is predicting 
future c and gHg balances under climate change and associated disturbances such 
as fire and permafrost melting. The warming and drying predicted for the Mackenzie 
Valley is expected to lead to increased area burned [11]. fire also indirectly controls 
longer term patterns of c accumulation by initiating secondary succession [17–19] 
and altering site environmental conditions  [20, 21]. Fire has a strong influence on 
patterns of net primary production [22] and soil respiration [23], which cumulatively 
influence long term patterns of soil C storage [24, 25]. In addition to soil CH4 release 
with melting permafrost, increased fires are a potential source of GHGs and were im-
portant during enhanced warming periods in the Holocene [12, 26, 27, 15]. consider-
ing these interactions, the role of fires in long term C cycling in the region is complex 
and remains little understood. 

In forest and peat ecosystems, soil organic c can be assimilated, immobilized, 
leached and emitted to the atmosphere as co2 via aerobic, or cH4 via anaerobic, 
microbial respiration. To estimate the microbial mediated fluxes of CO2 and cH4 to 
the atmosphere, we need to identify the types of microbes and establish the linkages 
with GHGs formation. At present, there has been very little research linking specific 
the types of microbes and gHgs dynamics in northern ecosystems. 

during the younger dryas-preboreal (yd-pB) transition (ca. 11.5 kyBp), 
warming, similar to that expected in this century, led to the retreat of ice cover and 
permafrost. new cH4 c isotope measurements from greenland ice over this yd-
pB period [28, 29] strongly suggest that this cH4 rise was not from marine gas hy-
drates (clathrate gun Hypothesis, [30]) or from tropical wetlands. rather, permafrost 
modulated cH4 emissions are the most probable, yet poorly characterized, cause of 
the rise. 

In the subarctic region of sweden [31] between 1970 and 2000 there was a 22–
66% increase in CH4 emissions on a landscape scale attributed to climate change 
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influence on permafrost and bog vegetation. It is conceivable that climate change and 
its associated disturbances could tip c balances from net sinks to net sources over 
the next 20 to 60 years. 

overall, the most important controls of c cycling in forests and peatlands are 
plant communities, soil temperature, hydrology, and the chemistry of peat and plant 
tissues [32]. limited data and understanding of how changing environmental condi-
tions and disturbances (including fires and permafrost thawing) influences the C cy-
cle of forests and peatlands over short and medium timescales (10–100 years), poses 
a great challenge to predict changes in c sink–source relationships and gHg dynam-
ics under a changing climate. given the complexity of climate–disturbance–c cycle 
interactions, there is a strong need for across-scale and across-ecosystems studies. 

Our research focuses on soil profiles of GHG (CH4, co2) concentrations and 
their corresponding isotope ratios (δ13co2 and δ13cH4) to determine and track the dif-
ferent processes of methanogenesis, methylotrophy and microbial respiration, e.g., 
ref. [33]. this is possible due to the distinctive isotope effects (and resultant isotope 
ratio signatures) that are characteristic of these various microbial processes, e.g., ref. 
[33]. By comparing co-existing isotope pairs, i.e., δ13co2–δ13cH4, it is possible to dis-
tinguish between different methanogenic pathways, i.e., acetoclastic fermentation vs 
hydrogenotrophic (co2-reduction) [33]. this information reveals the state of organic 
substrate availability and ‘reserve’, which could be expected to shift in type or strati-
graphic depth as the climate changes. for example our previous work in fluxnet [34] 
and elsewhere has shown that acetoclastic fermentation is a dominant methanogenic 
process until the labile organic pool (loc, e.g., acetate, formate, tMa, dMs etc.) is 
exhausted. the methanogenic pathway then shifts, typically in older and deeper soils 
and sediments, to hydrogenotrophic methanogenesis. 

We test with concentration and isotope information whether the acetoclastic 
methanogenic pathway diminishes during dryer conditions with lowered water tables 
(less loc), with a resultant drop in longer-term cH4 fluxes. It is important to note 
that measurements on soil profiles, not just flux chamber studies, are vital to under-
stand the spatial and temporal (seasonal and decadal) variations in diagenesis and 
gHg systematics. 

furthermore, c-isotope information is critical to identify the presence and de-
gree of aerobic methane oxidation occurring in soils [33]. characteristic isotope shifts 
are diagnostic of this process [33, 34]. We use isotopes to test the hypothesis that de-
creased water table leads to enhanced microbial oxidation of cH4 and enhanced co2 
formation.

2. study area

the study area is a 1500 km transect from northern alberta along the Mac-
kenzie Valley to the Beaufort sea coast (fig. 1). the transect covers the latitudinal 
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gradient of Boreal, subarctic and arctic ecoclimatic regions. Its general south-north 
orientation offers representative permafrost distributions from the southern fringe of 
the discontinuous permafrost zone, where the Mackenzie river begins at great slave 
lake, to the continuous permafrost zone on the arctic ocean coast and the Macken-
zie delta. In May 2007 intensive monitoring sites were selected throughout the Mac-
kenzie Valley and northern Alberta. Each study site was chosen to reflect a gradient 
from upland to peatland conditions. Individual plots are located within the upland 
forest (ul), peat plateau (pp), and collapse scar (cs), as shown in fig. 2.

3. saMplIng and MetHods

Passive gas flux chambers using permanent soil collars inserted in the ground 
were deployed at all sites to determine the net cH4 and co2 fluxes. Soil gas samples 
are collected using thin metal tubes (sas tubes) permanently inserted in the soil to 
pre-determined depths from 5 to approx. 200 cm and. soil water or gases are sampled 
seasonally by aspirating with a syringe (cH4 in water samples is extracted by shak-
ing the water with air). cH4 and co2 concentrations are measured in the field using 
a portable optical spectrometer system (gyro™) developed by Isometric Instru-
ments, Victoria. stable isotope ratios are measured by continuous flow-Isotope ra-
tio Mass spectrometry (cf-IrMs) methods at the Bf-seos uVic [35]. the carbon 
isotope ratios are expressed as δ13C in per mil (‰) using standard δ-notation:

FIG. 2. Comparative sampling sites along hydrologic gradient (UL – Upland, PP – Peat 
Plateau, CS – Collapse Scar) at Anzac, Ft. Simpson, Norman Wells and Inuvik.
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sample standard 3

standard
(‰)= 10R R

R
−

d

where R is the molar ratio of heavy to light isotope, i.e., 13c/12c for the sample and 
standard. carbon isotope ratios are referenced to Vienna pee dee Belemnite (V-pdB).

4. results and dIscussIon

cH4 emissions varied significantly between study sites with the highest val-
ues in the ft simpson collapse scar (cs) even though anzac has the highest annual 
soil temperature. ft simpson is located in the zone of most active permafrost thaw-
ing. the highest cH4 emissions are consistently observed in the submerged or water 
saturated features of the landscape at all study sites (fig. 3). Both peatland and up-
land landscape features showed very low efflux or even negative influx of CH4 from 
the boundary layer into the soil, i.e., cH4 concentration was continually dropping 
with time in the chamber (Fig. 3). This indicates significant CH4 uptake and micro-
bial oxidation in these soils.

Although the peatlands (PP, UP) had no surface flux of CH4, soil cH4 concen-
trations in water-saturated layers at depth reached several hundred ppm, indicating 
that the drained soil effectively oxidized produced cH4. 

Methane concentration soil depth profiles in water saturated areas of the CS 
show sharp increases in cH4 concentration with depth (fig. 4). overall, cH4 produc-
tion was greatest in early summer across all sites. In midsummer, cH4 production 
was minimal in all study sites despite the fact that the water table remained high 
(within 10 cm from the surface) (fig. 4). this can be attributed to the increased o2 
concentration throughout the profile and was observed in mid-July to mid-August. 

FIG. 3. Comparison of methane concentration build-up in flux chambers at CS, PP and UL sites 
along the hydrologic gradient at Anzac.
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We hypothesize that the increase in o2 concentration is due to the activity of herba-
ceous roots, capable of transporting o2 down the profile of anaerobic soils [36].

The δ13cH4 from collapse scar soil samples in the 4 study areas (fig. 5) show 
considerable range from –83.7‰ to –47.8‰, the latter a value similar to atmospheric 
air (–47.6‰). The soil samples show remarkably little variation in δ13cH4 with depth 
at any specific site, but large differences between sites. In particular, at Ft Simpson 
the δ13cH4 varied about –52‰, whereas it was more 12c-enriched around –66‰ at 
the southern anzac site (fig. 5). this isotopic homogeneity is rather unexpected 
based on the soil methane concentration gradients observed in fig. 4. Isotope effects 
due to methane production, consumption or even diffusion, should lead to a vertical 
partitioning of the δ13cH4 [33], but this is not observed in this soil profile dataset. 
The surface soil chamber δ13cH4 measurements at anzac are similar to the soil pro-
file, whereas at Ft Simpson the chambers δ13cH4 are about 8‰ 12c-enriched relative 
to the soil (fig. 5).

A possible explanation for the vertical δ13cH4 homogeneity could be that 
the methane in collapse scars is generated rapidly and in relatively large amounts 
once the soil becomes anoxic. Vertical migration may smear the isotope signature so 
that there is no change in δ13cH4 with depth. The consistent δ13cH4 offset between ft. 
simpson and anzac (ca. 14‰) could be due to differences in the methanogenic path-
way. If so, then Ft Simpson expresses a δ13cH4 signature that is more characteristic 

FIG. 4. Comparison of soil methane concentration depth profiles in collapse scars (CS) at 
Anzac, Ft. Simpson, Norman Wells and Inuvik.
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of acetoclastic methanogenesis [33]. In contrast, Anzac has a δ13cH4 signature more 
representative of hydrogenotrophic methanogenesis [33]. 

The comparison of the soil δ13co2 and δ13cH4 values as shown in fig. 6 [33] 
can be useful to determine the methanogenic/methanotrophic pathways and process-
es. Although the soil δ13co2-δ13cH4 database is currently limited, it does appear from 
these data that the northern permafrost sites, including ft simpson, are dominated by 
acetoclastic methanogenesis. In contrast, anzac, the southern permafrost-free site, is 
dominated by hydrogenotrophic methanogenesis. a possible explanation is related to 
the carbon precursors. the northern sites may have more labile organic material pre-
sent, e.g. organic acids, that support acetoclastic methanogenesis. these labile sub-
strates have only recently, and to a limited degree, become active due to the exposure 
of the active layer (especially at ft simpson) because of the retreat and loss of per-
mafrost at these sites (fig. 1). In comparison the anzac site has been permafrost-free 
for thousands of years and the labile carbon pool has been exhausted. under these 
conditions, the methanogenic pathway shifts from acetoclastic to hydrogenotrophic 
methanogenesis (as observed).

overall, our study reveals that there is a net emission of cH4 and co2 from 
the soils at all 4 sites (fig. 7). In particular, co2 from the upland soils is the larg-
est source of gHg emissions observed up to 1 g co2 m–2 hr–1. the emissions follow 

FIG. 5. Comparison of soil δ13CH4 depth profiles and chambers in collapse scars at Anzac, Ft. 
Simpson, Norman Wells and Inuvik.
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a clear trend to lower values as we move down the hydrologic gradient to peat pla-
teau (pp) and then collapse scar (cs) (fig. 7). only in the collapse scar at the north-
ern sites is there net uptake of co2 by the soils. Methane is only a minor contributor 
at all sites compared with co2 (cH4 converted by gWp to co2 equivalents [36] and 
is relevant only in the collapse scar settings (fig. 7).

5. conclusIons

this study indicates that in permafrost-related peatlands, increased cH4 pro-
duction by anaerobic methanogenesis is associated with water saturated areas, such 
as the collapse scars. the greatest cH4 production takes place in the regions with 

FIG. 6. Comparison of soil δ13CO2 and δ13CH4 at Anzac, Ft. Simpson, Norman Wells and Inuvik.

FIG. 7. Comparison of CH4 and CO2 emissions at Anzac, Ft. Simpson, Norman Wells and 
Inuvik.
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the most recently thawed permafrost. this illustrates the potential for increased gHg 
emissions under climate warming.

Based on initial stable isotope measurements, the soils with an active layer 
most recently thawed (ft simpson) appear to be dominated by acetoclastic metha-
nogenesis, whereas the ‘aged’ soils, e.g., anzac, appear to have depleted the labile 
organic material and have transitioned to hydrogenotrophic methanogenesis.

In the upland forest and peat plateau methanogenesis is absent or low. In these 
aerated, oxic soils there is evidence for methane uptake and consumption by methy-
lotrophs in the soil.

At the height of the growing season, increased oxygenation of the soil profile, 
possibly due to root activity, led to decreasing cH4 concentrations throughout the soil 
profile.

the effect of temperature (Q10 factor) for cH4 emissions decreased from 
southern to northern sites, indicating differences in methanogenic microflora adapta-
tion and possibly available methanogenic substrates.
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Abstract

evaporation is an important yet poorly constrained component of the water budget of 
the Laurentian Great Lakes, but is known historically to have a significant impact on regional 
climate, including enhanced humidity and downwind lake effect precipitation. sparse over 
lake climate monitoring continues to limit ability to quantify bulk lake evaporation and pre-
cipitation rates by physical measurements, impeded by logistical difficulties and costs of in-
strumenting large areas of open water (103–105 km2). Measurements of stable isotopes of oxy-
gen and hydrogen in water samples of precipitation and surface waters within the great lakes 
basin are used to better understand the controls on the region’s water cycle. a stable isotope 
mass balance approach to calculate long term evaporation as a proportion of input to each lake 
is discussed. the approach capitalizes on the well understood systematic isotopic separation of 
an evaporating water body, but includes added considerations for internal recycling of evapo-
rated moisture in the overlying atmosphere that should be incorporated for surface waters suf-
ficiently large to significantly influence surrounding climate.

1. IntroductIon

evaporation is an important component of the water budget for the laurentian 
great lakes of north america; it is the least understood control on lake levels, and 
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has a significant influence on lake and local climates. The Great Lakes contain rough-
ly 20% of the global reservoir of unfrozen fresh surface water, and support a robust 
binational regional economy. evaporation estimates by the great lakes environmen-
tal research laboratory (glerl) lumped heat storage model estimate the evapora-
tion flux to be similar in magnitude to catchment runoff or direct precipitation into 
each great lake. this model utilizes lakeshore climate station data and satellite 
measurements, but does not incorporate temperature and humidity data from over 
lake monitoring buoys [1]. further, lake superior’s residence time is greater than 
a century, and necessary data for the GLERL model does not extend sufficiently far 
back in time to produce a long term evaporation estimate. evaporation for the great 
lakes ranges from roughly 600 mm to 900 mm. evaporation is highly seasonal, 
weighted to fall and early winter months. 

2. consIderatIon of laKe effects on tHe atMospHere 
and tHe use of an Isotope Mass Balance to calculate 
eVaporatIon

Use of stable isotopes of oxygen and hydrogen in water is a cost efficient meth-
od of determining evaporation as a proportion of inflow (E/I) for small lake systems, 
particularly for regions in which it is difficult and expensive to set up instrumenta-
tion [2]. also, this approach is shown to rapidly assess small scale spatial variabil-
ity in evaporation as a proportion of input to lake systems [3, 4]. a synchronized 
approach using two conservative tracers, namely δ18O and δ2H, is used to calculate 
E/I and allows for a calculation check to ensure that the model realistically captures 
the physical characteristics of the lake evaporation process. evaporation calculations 
have been described for large systems such as the caspian sea, the eastern Mediter-
ranean sea and lake titicaca [5–7]; however, a unifying approach to calculating E/I 
for large surface water bodies that accounts for effects on the overlying atmosphere, 
and matches outputs for both δ18O and δ2H has yet to be described.

the evaporation as a proportion of hydrologic inputs to a surface water body 
(E/I) can be calculated for δ18O and δ2H by equation 1. 

I l

e l

E
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 (1)

where a δ symbol represents a value for either δ18O or δ2H, and the subscripts 
represent the isotope composition of inputs, outgoing evaporate, and the lake (δI, 
δE, δL, respectively). the application of an isotope mass balance model to calculate 
evaporation is reliant upon an accurate determination of δe, as all other values can 
be well approximated and readily measured. δe is best estimated as a function of air 
temperature, relative humidity, the isotope composition of the lake surface (δl) and 
of moisture in the overlying atmospheric (δa) following a linear resistance model [8].
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2.1. Appropriate weighting of calculation inputs 

Hydrologic inputs to the great lakes are direct precipitation, catchment runoff, 
and input from another Great Lake by connecting channel inflow, or interlake mixing 
in the special case of great lakes Michigan and Huron that share a common lake lev-
el. In order to produce a representative estimate for the isotope composition to a lake, 
the isotope composition of each lake input must be weighted to water amount. In 
the case of precipitation (P), runoff (R) and inflows (C), this is completed at a month-
ly time step following equation 2.

1
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i i i
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i i
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where i is a month (n = 1, 2... 12), δ is a measured value for δ18O or δ2H, and 
Q represents the monthly mean precipitation flux, runoff flux, or connecting chan-
nel discharge. results for the three possible inputs to each great lake are weight-
ed against one another to produce a single value for δ18O and δ2H for the input to 
the great lake (δI) following eq. 3.
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fluxes of precipitation, runoff, and interlake input correspond to P, R and C, 
respectively. Subscripts attached to δ symbols represent the flux weighted δ18O or δ2H 
value for each flux. The Great Lakes are a chain lake system, and the contribution of 
connecting channel inflow is the dominating input to the lower Great Lakes, Erie and 
ontario, but is non-existent for lake superior.

finally, since evaporation is a seasonal occurrence, atmospheric and lake con-
dition inputs to the calculation of E/I must be weighted to months when evapora-
tion dominates as established by [9]. this is completed at a monthly time step using 
glerl monthly evaporation estimates. as a result, winter and fall conditions domi-
nate the calculation inputs for the great lakes. Weighting by evaporation to winter 
weighting conditions opposes isotope mass balance studies for smaller lake systems 
in seasonal climates. for these lake systems, weighting by evaporation commonly 
results in a greater influence of warmer temperatures and generally higher δa values 
of summer months than the annual mean values. 

2.2.	 Calculating	δE : considerations for the Great Lakes

the immense areas of open water covered by the great lakes and the known 
effects the lakes have on the atmosphere encourage modifications to the formulation 
of the isotope value for evaporating water. since evaporated moisture in an upwind 
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area of a Great Lake modifies the downwind over lake atmosphere, it is reasonable to 
include a certain proportion of evaporated moisture in the isotope value for the over-
lying atmosphere (δa). 

other considerations include the choice of a kinetic fractionation factor for ei-
ther smooth or rough conditions. In many studies, fractionation factors developed in 
wind tunnel experiments are applied. However, in the case of the oceans smooth con-
ditions best represent the kinetic fractionation process. due to the large areas covered 
by the north american laurentian great lakes, smooth kinetic fractionation factors 
are worth considering for use in calculating value for the isotope value of outgoing 
evaporate (δe).
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Abstract

gamma spectroscopy was used for the determination of radionuclides in sediment cores 
from the continental shelf off northwest africa to provide age control of the sediment record 
used for a study of aridification of the Sahel zone. 210pb, 226ra and 137cs were measured in 
the upper part of a gravity core and the associated multicorer and used for aligning these cores. 
this provided information about the amount of sediment loss due to the sampling procedure 
in the upper part of the gravity core. The age model based on the matched profiles extended to 
140 years B.p. and the rest of the gravity core was dated by 14c. the 210pb age allowed the esti-
mation of the local radiocarbon reservoir age. application of 210pb and 137cs chronology helps 
to significantly extend paleoclimatic proxy data into the Anthropocene, thereby allowing the 
comparison of human induced climate change with natural climate variability. 

1. IntroductIon

gamma spectroscopy is a widely used method for studying sediment samples. 
a number of radioisotopes which can be used for dating young sediment sequences 
or tracing changes in recent parts of sediment cores are routinely analysed. these 
most often include:

• u/th decay series members: 210pb, 226ra (via 214pb and 214Bi), 234th, 228th 
(via 212pb, 212Bi and 208tl), 228ra ( via 228ac);

• primordial isotope: 40K;
• cosmogenic isotope: 7Be;
• Artificial isotopes: 137cs, 241am.
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210pb (half-life 22.3 a) is a part of 238u series. It enables the relative dating of 
ages between 20–150 a and is used for estimation of sedimentation rates in lakes, es-
tuaries and marine sediments as part of environmental, pollution and climate change 
studies [1]. 210pb in sediments consists of two components: supported 210pb (210pbsup), 
which is present due to authigenic material of the sediment and is usually assumed 
to be in radioactive equilibrium with its parent nuclide 226ra (half-life 1600 a) and 
unsupported (or excess) 210pb (210pbxs), which originates from atmospheric deposition. 
unsupported lead is then determined by subtracting supported activity from the total 
activity and used for estimation of accumulation rates and age models.

Measurement techniques of the total signal of 210pb (210pbtot) include alpha 
spectroscopy via 210po with assumption of radioactive equilibrium between 210po and 
210pb, or gamma spectroscopy. advantages of gamma spectroscopy over alpha spec-
troscopy of 210pb [2] are that gamma spectroscopy is non-destructive, several isotopes 
can be measured simultaneously in one spectrum (including 210pbsup), only physical 
preparation of the samples (no time consuming chemical separation) is needed and 
the detection efficiency is only dependent on physical parameters. On the other hand, 
this method has certain disadvantages. It requires a large amount of sample (mini-
mum 1 g d m., optimum about 50 g d m) for the analysis, gamma spectra have a high-
er and more complicated background, detection efficiency varies with gamma energy 
and self absorption of gamma radiation in the sample itself must be considered.

137Cs, an artificial radionuclide introduced to the atmosphere by nuclear bomb 
tests, nuclear accidents and routine discharges from nuclear installations and has 
a half-life of 30 a. It is often used as a complementary independent and also as an 
absolute chronometer for the last 60 a. Its onset in the environment can be observed 
since early 1950s, with maximum nuclear test fallout occurring in 1963. In europe, 
the 1986 chernobyl accident represents another important input of 137cs.

2. MetHods

2.1. sampling

terrigenous sediments deposited at the marine site geoB9501 were sampled 
by high resolution gravity core (gc) geoB9501–5 (16°50.44’n, 16°43.97’W, 323 
m depth) and multicore (Muc) geoB9501–4 (16°50.38’n, 16°43.96’W, 330 m 
depth) on the northern rim of the Mauritania canyon in the senegal mud belt during 
the Meteor cruise M65/1 in June 2005 (fig. 1). a multicorer deployed to recover 
sediment-water interface, the undisturbed sediment surface to the depth of 42 cm and 
the overlaying water, was equipped with 8 large and 4 small plastic tubes, each of 60 
cm length and 10 and 6 cm in diameter, respectively. a core recovered using one of 
the larger tubes was used for radiometric analysis. a gravity corer was deployed to 
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recover longer sediment sequences of a total of 532 cm. this set of cores was used as 
a sediment archive for interpreting a history of 3200 a of sahel droughts [3].

2.2. sample preparation

Material of each 1 cm slice of Muc and every other 1 cm slice of gc (upper 42 
cm long part of the core – 21 slices) was placed wet into cylindrical plastic containers 
with a diameter of 69 mm and height of 20 mm. the Muc samples (total 42 slices) 
were filled in variable heights in the measurement dishes in order to use the maxi-
mal amount of the material, while the GC samples were filled to a uniform height of 
10 mm. all measurement dishes were sealed in radon proof foil for a minimum of 3 
weeks to establish radioactive equilibrium between 226ra and 222rn (and its daughter 
products).

2.3. Gamma spectroscopy

the samples of both gc and Muc were analysed by low level low background 
gamma spectroscopy using a coaxial HPGe detector (Canberra Industries) of 50% 
rel. efficiency housed in a 10 cm Pb shielding with Cu, Cd and plastic lining, operat-
ed under canberra genie 2000 software. activity concentrations in Bq/kg in the wet 

FIG. 1. Location of the marine site GeoB950 (from [3]). The averaged TOMS 1997–2005 
aerosol (http://toms.gsfc.nasa.gov/) shows the Sahara-Sahel dust corridor. Aeolian dust 
together with Senegal river suspension is the main constituent of the GeoB950 sediment. 
Horizontal hatching indicates agricultural areas with groundnut (solid) and cotton (dashed) 
production in AD 1914. (Reprinted by permission from Macmillan Publishers Ltd: Nature 
(Mulitza et al.), copyright (2010)).



Pittauerová et al.

44

mass sediment of 210pb, 137cs, 214Bi, 214pb and 40K were determined. activity concen-
trations in Bq/cm3 were calculated by multiplying with measured wet densities for 
Muc. for gc, sediment volume could not be estimated reliably, therefore activity 
concentrations in Bq/kg dry mass were used instead. the latter quantity was also 
used for aligning of MUC and GC profiles.

210pbxs activity concentrations were calculated for each sample as a difference 
between 210pbtot and 210pbsup. for estimation of 210pbsup, 214pb in equilibrium with 226ra 
was used. additionally, self attenuation corrections for low energy 210pb (45.6 keV, Iγ 
4.25%) for the MUC were necessary due to varying sample geometries. They were 
calculated using a modification of the Hurtado et al. method [4], combining both ex-
perimental transmission measurements and mathematical Monte carlo simulations. 
In this study, the full energy peak efficiencies for samples of zero density with dif-
ferent heights in measurement containers were generated using the Monte carlo 
based labsocs genie 2000 calibration tool [5]. for the associated gc no individual 
self-attenuation corrections were applied for 210pb due to the constant geometry of 
the samples. Instead, efficiency values experimentally obtained with test sources of 
similar geometry were used.

3. results and dIscussIon

3.1. 210Pbxs and 137Cs age model

the age model for Muc and gc was developed using a combination of two in-
dependent radiometric methods. a 210pbxs and 137cs pair was employed for the upper 
part of the cores and aMs radiocarbon dating of planktonic foraminifera for the rest 
of the gc [3].

for the 210pbxs age model of Muc, the classical constant rate of supply (crs) 
model was applied [6]. the ab solute chronology extends to ad 1915 ± 7 in the depth 
of 42.5 cm. 137cs activity concentrations were compared to the expected 137cs bomb 
fallout atmospheric input. the 137cs data show a broad maxi mum in approximately 
ad 1962–81. the onset of 137Cs in the profile in AD 1947 ± 3 is in a relatively good 
agreement with atmospheric bomb testing initiation in the early 1950s. due to rath-
er low 137Cs values, the measurement uncertainties are high and do not provide fine 
resolution. It was not possible to clearly identify the ad 1963 nuclear fallout peak 
or the contribution of the four geographically close french atmospheric nuclear tests 
in algeria, performed in ad 1960–61. nevertheless, the shape of the 137Cs profile 
is compatible with the bomb fallout chronology, possibly followed by a terrestrial 
erosion component, especially when the activities are decay corrected using ages de-
rived from the 210pbxs chronology (fig. 2).
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3.2. matching the cores and extending the chronology

during sampling using a gravity corer, usually some loss of material on the top 
of the core is inevitable. It is thus important to determine how much material was lost 
during the sampling procedure. Obtaining a continuous profile by aligning GC and 
Muc is also desirable. routinely this is done by colour, physical properties, stable 
isotopes or main elements content. our approach suggests using radionuclide data for 
matching Muc and gc.

depth aligning of the gc and the Muc was performed using the correspond-
ing 210pbxs and 137Cs profiles using a method based on least square fitting described in 
[7]. the onset of 137cs corresponds to a depth of 29.5 cm in Muc and to a depth of 8 
cm gc. an upper segment of about 21.5 cm long sediment material was lost during 
gravity coring (fig. 2). the correctness of the matching was independently validated 
by profiles of the main element composition (Al, Si, K, Fe, Ti) and their ratios, which 
were also variable [7]. the 210pbxs profile appears to be disturbed in the uppermost 
part of the GC (not an unusual finding due to the mechanical impact applied dur-
ing the coring procedure), but it shows a very good continuity to the Muc-B pro-
file from the composite depth of 43 cm downwards, which enables the extension of 
the chronology.

FIG. 2. Depth matching of the MUC and GC records for 210Pbxs (log-scale, left) and 137Cs 
(linear scale, middle and right) profiles. The error bars for all data are 1 standard deviation 
(they include counting statistics and calibration of the measuring device). 137Cs under 30 cm 
depth are below detection limit. 137Cs profile in the right is decay corrected to the date of 
analysis using ages derived from 210Pbxs model. A broad maximum in approximately AD 1962–
81 is shaded.
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following the aligning of Muc and gc, the age model for the Muc could be 
extended to the gc based on an average sedimentation rate obtained from a com-
bined record of Muc 210pbxs data from the depths of 16.5–42.5 cm with the follow-
up part of the GC (depth 43.5–63.5 cm) (Fig. 3). This part of the composite profile 
showed an exponential decrease, which enabled the expression of a mean sedimenta-
tion rate based on an exponential fit obtained by the least squares method. The aver-
age sedimentation rate was then used for dating the upper part of the gc to the com-
posite depth of 63.5 cm, corresponding to ad 1864 ± 9.

the combined Muc and gc chronology based on gamma spectroscopy cov-
ered the youngest, 140 year old, part of the core. the interconnection of the com-
bined 210pbxs and 137cs model to the radiocarbon model of the gc (fig. 3) was con-
structed by fitting a weighted four-order polynomial function to the pooled 210pbxs and 
calibrated radiocarbon ages by the least square method [3].

3.3. Radiocarbon reservoir age

the 210pbxs age model allowed the estimation of the local radiocarbon reservoir 
age using the aMs 14c-date of a foraminifera sample from the bottom of a parallel 
core (45.5 cm) from the same Muc cast. from the 210pbxs-based age model, it was 
estimated that this core depth corresponds to ad 1907. the calculated local reservoir 
effect of 140 years [3] was used for the calibration of the conventional aMs radio-
carbon dates of gc. a constant reservoir age was assumed throughout the time period 
covered by the sediment record.

FIG. 3. Left: Extended 210Pbxs chronology for aligned MUC and GC. The dashed lines stand for 
1σ confidence limit of 210Pbxs age. 137Cs onset in the depth of 29.5 cm is in a good agreement with 
210Pbxs chronology. Right: Radiocarbon ages [3] (error bars indicating 2 standard deviations) 
together with 210Pbxs chronology from the left figure.
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3.4. use of the age model for paleoclimatological interpretations

further sediment sample parameters were determined, including bulk geo-
chemistry of si, al, ti, K, ca, and grain size analysis was performed by the team 
at MaruM. the data were analysed and interpreted in Mulitza et al. [3]. the main 
constituents of the studied sediment material are aeolian dust (si rich, with particles 
up to 200 mm) and fine Senegal river suspension (Al and Fe rich, 95% < 10 mm). 
the relative proportions of riverine, aeolian and marine contributions were evalu-
ated by endmember analysis. Dust and fluvial endmembers were constructed using 
the normalized relative abundances of si, al, ti, K and ca from modern aeolian and 
riverborne materials and the marine endmember was constructed theoretically (98% 
Ca, 2% Si) [3]. Knowing sedimentation rates enabled the expression of dust fluxes in 
the past (fig. 4).

FIG. 4. Left (from [3]): The mean dust fraction, terrigenous grain size fraction > 10 µm and 
dust deposition flux records were compared to literature data on δ18O authigenic carbonate 
from Lake Bosumtwi (Ghana), indicating dry and wet periods in Sahel history. The triangles 
indicate radiocarbon age control and the horizontal bar the time period dated by the 210Pbxs 
and 137Cs method.
Right (from [3]): Recent records of mean dust fraction and dust deposition flux compared to 
instrumental measurements of airborne African dust concentrations at Barbados from mid–
1960s (the pre-1968 record is estimated from regression with Sahel precipitation) and Senegal 
river discharge.
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4. conclusIons

the reconstruction of the history of african dust generation showed that the on-
set of commercial agriculture about 200 years ago started to contribute to the overall 
dust budget (fig. 4). corn was introduced to the sahel in the early 18th century. It 
was gradually replaced by millet and sorghum in the mid 18th century. the steepest 
dust deposition increase can be observed in the period of commercial peanut pro-
duction in senegal, nigeria and gambia starting in the 1840s. It was suggested that 
deforestification and the expansion of agriculture use of the land in the Sahel zone 
contributed extensively to wind erosion in the region [3].
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Abstract

fresh water and sediment supply at estuary and plume regions has dramatically changed 
due to land use changes, mostly damming, in river basins. the resulting impact, however, 
may vary significantly depending on climate and hydrology. The seasonal differences in shelf, 
plume, estuarine and river waters of two watersheds located under contrasting climates in 
the Brazilian coast are reported using a multi-tracer approach (salinity, barium, silica, ura-
nium, deuterium and 18o) to characterize the mixing processes. at the paraíba do sul river, 
se Brazil, in a wet tropical coast, all results showed similarity between dry and wet seasons; at 
the Jaguaribe river under semi arid climate in ne Brazil, the results showed a moving fresh-
water plume depending on season, with freshwater at the estuary in the rainy season and shelf 
water intrusion upstream in the estuary in the dry season. Most tracers used were able to con-
sistently characterize water masses even in the wide range of latitudes studied, confirming 
their importance as a tool for modelling mixing processes at the continent–ocean boundary. 
Barium, however, still needs better studies on its seashore chemistry, since in the semi arid site, 
Ba distribution could not be directly related to conservative mixing behaviour, at least during 
the rainy season.
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1. IntroductIon

rivers are the major route of transfer of dissolved and particulate continental 
materials to the ocean. during transport, several physical, chemical and biological 
factors can quantitatively and qualitatively modify the original geochemical forms 
and source signatures along the continent–ocean axis. the longitudinal distribution 
of these factors is a function of the regional climate, resulting in multiple situations 
of complex hydrodynamics that makes the assessing of water and materials flows 
through conventional techniques difficult, in particular in medium and small catch-
ments, which, although generally disregarded, can represent a large contribution for 
certain elements, especially in areas with dense human occupation. under humid 
climates, rivers always have a positive flux towards the ocean, meaning that vary-
ing proportions of freshwater can be identified in over continental shelf areas. Under 
semi arid climates, however, fluvial fluxes can be zero or even negative, meaning that 
seawater may move upstream into rivers. the mixing zones in estuaries and river 
plumes are highly dynamic milieus where sorption/desorption processes, biological 
uptake, sedimentation and erosion combine to give typical hydrochemical signatures, 
which once identified can be used to monitor alterations in flux dimensions due to 
changes in land use along river basins and due to global climate changes. 

different tracers have been used in many studies; however, few compared sig-
nificantly large latitudinal gradients. Among these, the most used so far for estuarine 
mixing process studies were Ba, u, si, and more recently 18o and deuterium. Barium 
distribution at the continent–ocean interface suggests desorption from river-borne 
sediments, which effectively increases Ba flux to the ocean [1]. Desorption of ele-
ments bound to particles presumably occurs owing to a decrease in their adsorption 
coefficients with increasing ionic strength [2]. Ba behaviour in estuarine waters is 
dominated by the release from particle phases in the low to moderate salinity ranges. 
Most of the release is attributed to ion exchange between major cations of seawater 
and Ba bound to the fluvial suspended particle load. Uranium behaviour in estuarine 
waters is frequently characterized as a conservative mixing of the enriched seawater 
with u-poor freshwater. In continental surface waters, u mainly comes from the pres-
ence of naturally occurring radioactive materials in the earth’s crust. Its release is pri-
marily controlled by the weathering rates of the source rocks. uranium forms various 
soluble complexes with ions, such as bicarbonate. In estuaries, dissolved uranium 
behaves in a globally conservative manner and shows a linear relationship with salin-
ity [3]. silicon as well as barium derives from the weathering of continental rocks, 
and being relatively inert along the mixing zone of estuaries, save for eventual uptake 
by the biota, si has been successfully used as a tracer of the river water in mixing 
studies of the continent–ocean interface. Along estuaries, the δ2H vs δ18o plot should 
be a straight line between the two water endmembers: sea and river water. the rela-
tive distance to the endmembers represents the percentage of mixture. deviation of 



IAEA-CN-186/193

51

the expected behaviour indicates the presence of an additional water source — under 
natural conditions generally groundwater discharge. 

the result of the adsorption/sorption process, however, will result in different 
settings depending on the actual location of the mixing zones within estuaries. there-
fore if sedimentation or solubilization will be the end processes they can either oc-
cur inside the river proper or outside in the continental shelf. this study examines 
the dominant water mixing patterns using different stable and radionuclide tracer dis-
tributions in surface waters along a continuum from the river to the continental shelf, 
during different seasons and under contrasting climates in the humid southeastern 
and the semi arid ne sectors of the Brazilian coast. our main objective is to propose 
a set of tracers to be used for the monitoring of eventual changes in the extension 
and intensity of the mixing processes at the continent–ocean interface and changing 
environmental scenarios due to land use modifications and global climate changes. 
the chosen tracers will be tested for their validity over a wide range of latitudes.

2. MaterIal and MetHods

2.1. study area and sampling strategy

sampling campaigns were carried out in two sectors of the Brazilian coast. at 
the humid southeast coast at the paraíba do sul river (psr) surface water samples 
from the river plume and the adjacent continental shelf were collected from two day-
long cruises conducted in august 2007 (winter, dry season), when the river discharge 
averaged 330 m3/s and in March 2008 (summer, rainy season) when the average river 
discharge was a maximum of 780 m3/s (details of the region and its environmen-
tal characteristics can be found in ref. [4]). sampling points were distributed along 
perpendicular transects from the river mouth to about 30 km away in the continental 
shelf (fig. 1a). 

the other campaigns were carried out at the semiarid northeastern coast off 
the Jaguaribe river (Jr), where surface water samples were collected from the river 
proper, estuary, plume and the adjacent continental shelf. cruises were conducted 
during the rainy season (May 2009) when the river discharge was a maximum of 
160 m3/s and the dry season (october 2009) when the river discharge may approach 
zero (details of the region and its environmental characteristics can be found in ref. 
[5]). each cruise from these campaigns lasted an average of 10 days and consisted of 
hydrographic stations distributed in five transects of 3 nautical miles each totalling 16 
stations at the inner shelf region off the mouth of the Jaguaribe river. the middle and 
external continental shelf off the Jaguaribe River were represented by five transects 
of about 25 nautical miles each, totalling 25 hydrographic stations. In the river and 
estuary fixed stations representative of each section were established and 6 samples 
were collected at 2 hour intervals through an entire tidal cycle (fig. 1b). 
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FIG. 1. Satellite imaging showing the 4 study transects (2 for each season) at the Paraíba do 
Sul River (1a). Continental shelf off the Jaguaribe River showing sampling grid (16 stations 
five transects in the plume region) and the 25 stations grid in five shelf transects between the 
10–100 m isobaths, during dry and rainy seasons. At the river and estuary the two fixed stations 
are shown as dots in the river (1b). Maps were laid over images provided by the National 
Institute of Space Research of Brazil (INPE, www.inpe.gov.br).
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2.2. Hydrochemistry

at the psr only water temperature and salinity/conductivity were measured 
with a pH/conductivity pocket meter (WtW, model: pH/cond 340i), which was cali-
brated with a solution of Kcl (35 g/kg). all salinity measurements were performed at 
25 ºc. at the Jr ctd data (pressure, temperature and salinity) were collected along 
10 m isobaths in the inner shelf and along 10 m, 20 m, 30 m, 50 m and 100 m iso-
baths in the middle and external shelf. Based on calibration, the final precision of 
ctd data was  ± 0.05 su and ±  0.02°c. the sampling rate of the ctd was 15 Hz.

2.3.	 Silicon,	barium,	uranium,	δ18O	and	δ2H

concentrations of silicon and barium in seawater samples were determined by 
Inductively coupled plasma-optical emission spectroscopy (Icp–oes; perkin elm-
er, model: optima 4300 dV). direct analysis was used without dilution and scandium 
was applied as an internal standard. during the second sampling campaign, the 238u 
concentration in seawater samples was determined by Inductively coupled plasma 
Mass spectrometry (Icp–Ms; Varian, model: 820 Ms). analysis was performed after 
dilution by 1:100 and thallium (tl) was applied as an internal standard.

δ2H and δ18o were determined by applying a pIcarro isotope water analyser 
l1120i with an auto sampler. Iaea standards, VsMoW2, gIsp and slap2, were 

FIG. 2. Tracer (Ba, Si and U) concentrations distributions in dry and rainy seasons along 
the salinity gradient at the continent-ocean interface in the Paraíba do Sul region, humid coast 
of SE Brazil. Only rainy season samples were available for U.
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measured in six samples each. samples and standards were injected six times and 
only the last three injections were used to calculate the results. each batch of twelve 
unknown samples also contains control samples.

3. results and dIscussIon

concentration distributions of Ba, si and u in the paraíba do sul area is pre-
sented in Fig. 2. There is no significant difference between tracer distributions in 
the rainy and the dry season. the three tracer elements presented expected distribu-
tions with straight lines strongly suggesting dilution of the fluvial waters (enriched in 
Ba and si) into marine waters (enriched in u).

FIG. 3. Tracer concentrations distributions in dry and rainy seasons along the continent-ocean 
interface in the Jaguaribe River region, semi arid coast of NE Brazil.
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at the paraíba do sul river, under a humid climate, Ba, si and u presented 
significantly linear correlations with salinity, suggesting diffusion and dilution as 
the major controls of the final tracer concentrations along the continent–ocean inter-
face. the only seasonal difference noted at this site was the occurrence of a certain 
displacement in the seaward reach of freshwater into the shelf. therefore, the tracers 
used can be consistently applied irrespective of the season. 

at the semi arid coast, off the Jaguaribe river, the distribution of the tracers 
(fig. 3) also followed the salinity gradient. However, seasonal differences were most 
striking. during the dry season shelf waters invade the estuary and river sites, where-
as in the rainy season river waters invade the estuary. comparing the two sites, si 
and u presented similar concentrations, since their geological sources and dissolution 
processes are similar in both areas. However, Ba concentrations were much higher 
in the semi arid nW, at almost twice the level. also, during the rainy season when 
Ba is particularly enriched in plume waters it shows a poorer correlation with salin-
ity. the local continental geology is particularly enriched in calcareous rocks. also, 

FIG. 4. Seasonal distribution of δ2H and δ18O along the continent–ocean interface at 
the Jaguaribe River, semi arid coast of NE Brazil.
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continental shelf and near shore bottom sediments may reach up to 98% of biogenic 
carbonates. previous work in this region’s continental shelf showed the control of Ba 
concentrations by carbonate chemistry [6]. therefore, autogenous control of Ba con-
centrations may affect its concentration gradient, reducing its application as a con-
sistent tracer in this region. 

Fig. 4 presents the seasonal distribution of δ2H and δ18o along the continent–
ocean interface at the Jaguaribe river site. during the rainy season river water is 
dominated by precipitation showing typical distribution patterns. However, during 
the dry season the distribution suggests another source of freshwater, probably sub-
terranean as shown by the outlier of river water within the marine endmember. this 
agrees with Ba distribution, also suggesting that careful analysis of Ba distribution 
should be made when using this tracer in semi arid climates.

Based on the results, it was possible to conclude that the multitracers used in 
this study (salinity, Si, and U, as well as δ18O and δ2H) presented satisfactory results 
defining the plume reach and determining the positioning of the estuarine mixing 
zone in different seasons and along a large latitudinal gradient, which includes humid 
and semi arid climates. Barium, however, should be used with care, at least in semi 
arid littorals and during specific seasons.
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Abstract

to evaluate the extent to which contaminated sediments could introduce metals into 
marine food chains, gamma emitting radioisotopes of arsenic, cadmium and chromium were 
used to study their geochemical fractionation in estuarine sediments and bioavailability to de-
posit feeding polychaetes. radioisotopes were added to sediments directly or via planktonic 
debris and were then fractionated with a sequential extraction scheme after aging for up to 90 
days. the assimilation of ingested metals was positively related to their partitioning in the two 
most readily extractable (labile) sediment fractions and negatively related to refractory organic 
fractions, oxides, and pyrite. In comparison to uptake from ingested sediment, metal uptake 
from pore water was negligible. A metal bioaccumulation model, modified to consider their 
geochemical fractionation, was found to quantitatively predict metal concentrations in benthic 
polychaetes better than total metal concentrations in sediment. Metals need to desorb from in-
gested particles into gut fluid within the polychaete gut before they can be assimilated.

1. IntroductIon

coastal and estuarine sediments are greatly enriched in particle reactive metals 
relative to overlying waters [1, 2], and they can serve as important sources of met-
als for benthic animals [3–5]. deposit feeding animals ingest sediments to acquire 
nutrients and have been shown to assimilate potentially toxic metals from ingested 
sediments [6, 7]. Benthic animals can also acquire metals released from sediments 
into pore water and overlying water, although the aqueous phase typically represents 
a much smaller source of metals for benthic animals than dietary sources [8, 9]. de-
spite the importance of sediments as a source of metal contaminants for marine food 
chains, there remain many uncertainties with respect to the extent to which sediment-
bound metals are biologically accessible to benthic animals. In particular, it is known 
that metals can partition into different geochemical fractions in sediments [10], and 
the bioavailability of metals from these distinct fractions can vary significantly [7, 
11]. Moreover, differences are to be expected among different kinds of sediments, 
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with varying grain sizes and organic contents and among metals, each with its own 
characteristic binding patterns to different sediment phases and its own ability to 
cross the gut lining of deposit feeding animals. differences are also to be expected 
among animal species, whose gut characteristics, including gut fluid composition, 
acidity, and redox conditions all may influence the fate of ingested metals [12]. Previ-
ously, it was concluded that a metal must be solubilized from ingested sediment into 
gut fluid before it can be assimilated across the gut lining [13].This issue was further 
explored here.

2. descrIptIon of eXperIMents

In this study, we present the results of controlled experimental studies involving 
radiotracers, in which the fractionation of radioisotopes of three different metals (ar-
senic, cadmium, and chromium) introduced to sediments collected from three differ-
ent estuaries was assessed. the fractionation patterns of the radiotracers were related 
to their assimilability in the deposit-feeding polychaete, Nereis succinea, a ubiqui-
tous worm which can serve as a source of metal for bottom feeding fish and crabs. 
three different sediments were used in these experiments. two sample sites were 
from chesapeake Bay: Baltimore Harbor (salinity 8.5) and elizabeth river, norfolk, 
Virginia (salinity 19.5). a third site was from Mare Island in san francisco Bay (sa-
linity 23). the organic carbon and nitrogen contents of the sediments were 5.0 and 
0.3%, respectively (by wt) for Baltimore, 2.0 and 0.1% for Elizabeth River, and 1.5 
and 0.1% for Mare Island.

gamma emitting isotopes of arsenic (73as, t1/2 = 80.3 d), cadmium (109cd, t1/2 = 
461.4 d), and chromium (51cr, t1/2 = 27.7 d) were used to follow the fate of these met-
als. Tracer concentrations (typically amounting to <<1% of background metal con-
centrations in the sediments) were added directly to the surface of sediments or added 
via radiolabelled algal debris. these labelling methods simulated sorption of metals 
from overlying waters (direct addition method) or addition of metals through settling 
planktonic debris (algal debris method). to add the metals directly to the sediments, 
the isotopes were injected directly onto the surface of sediments so the isotopes could 
sorb to the sedimentary particle surfaces. to add the metals via algal debris, diatom 
cells were exposed to dissolved radioisotopes for up to one week and, after becoming 
uniformly radioactive, were harvested by filtration and centrifugation; this radioac-
tive algal paste of radiolabelled cells was mixed in with the sediments. the isotope 
additions resulted in concentrations of 1–11 kBq/g or 3–12 kBq/g (wet wt) sedi-
ment for 73as added directly or via algal debris, respectively, from 9–169 kBq/g or 
4–72 kBq/g (wet wt) sediment for 109cd added directly or via algal debris, respec-
tively, and from 2–28 or 2–31 kBq/g (wet wt) sediment for 51cr added directly or via 
algal debris, respectively. the radiolabelled sediments were then incubated at 21°c 
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for 2, 30 or 90 days, after which they underwent a sequential extraction procedure 
(fig. 1) or were presented to N. succinea for feeding and assimilation studies.

 the assimilation of radioisotopes by the worms was determined using a pulse-
chase feeding approach for polychaetes described by Wang et al. [14] and Baumann 
and Fisher [7]. Calculations of radioisotope assimilation efficiencies were made by 
regressing the retention of each isotope in the worms over time following the radio-
active feeding, specifically by determining the y-intercept of the slowly exchanging 
pool of isotope retained by the worms [8]. The efflux rate constant of a radioisotope, 
reflecting the physiological turnover of the assimilated radioisotope, was determined 
by calculating the slopes of the slowly exchanging pool of each isotope in the worm. 
Metal uptake from pore water, extracted from sediments by centrifugation at 7500 g, 
was also determined with these radioisotopes for worms exposed for 2–4 hours and 
depurated for up to 14 days [9]. these parameters were used in a widely-used bioki-
netic (or biodynamic) model of metal bioaccumulation in animals, in which the metal 
concentration at steady state in the animal tissue (css) is determined as:

FIG. 1. Scheme showing the steps of the sequential extraction procedure used in this study.
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where ku = the metal uptake rate constant from the aqueous phase, Cw = the con-
centration of metal dissolved in pore water, AE = assimilation efficiency, IR = wet-
specific ingestion rate, Cf = metal concentration in the food, kew and kef = metal efflux 
rate constants from the worms following uptake from water and food, respectively, 
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compared to ke values). This model has been shown to accurately reflect metal body 
burdens measured independently in marine animals on a site-specific basis [15, 16] 
and can be used to delineate metal uptake from dietary and aqueous sources [8]. In 
the case of deposit feeding worms feeding on sediments, we further refined the metal 
concentration in the sediments (Cf) to reflect the fractionation of the metal in them, 
specifically in the two most labile fractions (nominally, the ‘exchangeable’ and ‘car-
bonate’ phases, dubbed here ‘carbonex’).
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This modification took into consideration the % of metal in the carbonex sedi-
mentary fraction (zcarbonex) and the regression slope between the metal AEs and % of 
metal in a given sedimentary fraction (bcarbonex) [9].

to better understand the process of metal assimilation from ingested sediment, 
the assimilation of 73as in N. succinea was compared with the release of 73as from 
ingested sediment (radiolabelled with or without added algae) into gut fluid. Radi-
olabelled sediments were immersed in extracted gut fluid for up to 4 hours (to simu-
late typical gut passage times) and the 73As release into gut fluid was compared with 
the ae of 73as from those sediments in intact worms.

3. results and dIscussIon

the fractionation of as, cd, and cr radioisotopes in the different sediments 
after 30 days of exposure is shown in table 1. for the directly labelled sediments, as 
was predominant in the organic phases, aVs and residual phases, whereas in the sedi-
ments labelled via algal debris Fe/Mn oxides also accounted for about 20% of the As. 
cd was most prominent in the exchangeable phases of the different sediments, fol-
lowed by fe/Mn oxides. cr was predominantly in the pyrite fraction in directly la-
belled sediment and in the fe/Mn oxide fraction in the sediments labelled with algal 
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debris. Fig. 2a shows the significant positive relationship — across all metals and 
sediments — of metal aes in N. succinea with their distribution in the carbonex pool. 
the slope (0.30) suggests that about one third of the metal in the carbonex fraction 
was assimilable by this polychaete. By contrast, there was a significant (p < 0.05) 
negative correlation between metals associated with more refractory sediment phases 
and aes (slopes ranging from –0.4 to –0.2) [7], indicating that metals associated with 
these phases are generally not bioavailable to deposit feeding polychaetes. uptake 
rate constants (ku) for metals from pore water (L/(g∙d) ranged from 0.02 to 0.18 for 
73as at the 3 sites, from 0.2 to 3.4 for 109cd, and from 0.8 to 2.3 for 51cr [9].

the model predictions of metal concentrations in polychaetes that considered 
the labile (carbonex) fractions in sediments using eq. 3 were compared with inde-
pendent field measurements of metal concentrations in field collected polychaetes 
from these same estuarine sites [9] (fig. 2b). Model predictions for sediments di-
rectly labelled underestimated metal body burdens by a factor of about 2, while those 
for sediments labelled with algal debris overestimated body burdens by a factor of 
almost 2 (fig. 2b). the underprediction associated with the directly labelled sediment 
suggests that sediments in situ at the sites we considered have some freshly added 
planktonic debris that could more efficiently deliver metal to resident polychaetes. 
Model predictions that considered only total metal concentrations in sediments or 
other sediment fractions showed no significant positive relationship to field meas-
ured metal concentrations in polychaetes, indicating that the labile phases are the best 

FIG. 2. (a) Significant regression of As, Cd and Cr AEs in Nereis succinea and their concentration 
in the carbonex pool. (b) Relationships between metals measured in deposit feeding polychaetes 
collected from contaminated sediments in Elizabeth River, Baltimore Harbor and Mare Island, 
and metal body burdens predicted by the biokinetic model in which metal concentrations in 
sediments used the carbonex metal fraction as a measure of the bioavailable metal pool in 
sediments. Sediments labelled directly and via algal debris are compared. Dashed lines indicate 
95% confidence intervals. The r2 values for AEs vs total metal in sediments ranged from 0.11 for 
sediments labelled via algal debris to 0.50 for directly labelled sediment [9].

(a) (b) 
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predictors of bioavailable metals in estuarine sediments. further, the model showed 
that in all but one case, > 97% of the metal body burden in these polychaetes was 
obtained from ingested sediment as opposed to pore water (the exception being for 
As in one of the sediments, in which 86% was from ingested sediment) [9]. Thus, 
the ingestion pathway is critical for understanding metal bioaccumulation in these 
worms and understanding the geochemical fractionation of the metals is essential for 
understanding the metal uptake from sediments.

table 2 shows that release of 73as from ingested sediment into N. succinea gut 
fluid was significantly greater from sediments labelled with algal debris than from 
sediments that were directly radiolabelled (p < 0.05). the pattern of as aes paral-
leled the desorption of 73as from the sediments, suggesting that desorption of metals 
from ingested sediment into gut fluid is a necessary step for metals to be ultimately 
assimilated in these polychaetes. 

4. conclusIons

the release of 73As from radiolabelled goethite into gut fluid was significantly 
greater than the resulting AE (14.7 vs 2.5%) in worms, suggesting that metal release 
into gut fluid alone cannot explain AEs and indicating that metals tightly bound to 
organic compounds that are nutritionally useful to the polychaete are most likely to 
cross the gut lining and become assimilated.
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Abstract

a 80 cm sequence has been cored from carbonated travertine in the limagne area 
(French Massif Central, France) in order to document recent environmental fluctuations 
(0–100 a) of gaseous springs, in relation to the environmental and geochemical parameters that 
control the isotopic signatures of modern carbonate deposits. The chronology of these finely 
laminated deposits that are ideal for reconstructing hydrological conditions at very narrow 
time steps is determined through aMs-14c and 210pb/226ra radiometric methods. preliminary 
results highlight a high enrichment in stable isotopes (eg up to +8‰ vs VPDB for δ13c), likely 
linked to both recharge temperature and degassing processes. Moreover, two general trends are 
superimposed: the first one, cyclic, may be correlated to the hydrologic annual/biannual budget 
while the second one, linear, implies a long term environmental trend.

1. IntroductIon

the t-rIp project (travertine-reconstruction of Isotopical palaeo-environ-
ment) focuses on the understanding of the hydrogeochemical processes related to 
carbo-gaseous springs in the area of the limagne plain (french Massif central) in re-
lation with recent environmental changes (0–100 a), including evolution of recharge 
areas and fluxes for surrounding aquifers. Some of the springs are producing fine, 
laminated carbonated deposits that are ideal for the reconstruction of hydrological 
fluctuations at very narrow time steps.
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2. general conteXt

the main factors determining groundwater resources in the study area are (1) 
the morphological aspects of the relief, sedimentary facies and basin superstructure, 
(2) the continental climate characterised by important thermic gaps and abundant 
summer rainfall, and (3) the piezometric level. the study area can be divided in two 
distinct zones [1, 2]: the granitic and metamorphic domain in the east and south-east, 
and the sedimentary infilling of the Limagne basin everywhere else [1].

the Médagues springs group formed one of the most important networks 
in central france. among all the springs referenced in this area, the Bear spring 
is the most important since its flow is over 80 L.mn–1 (more that 100 m3 per day). 
It is a co2-rich sparkling spring of 13.8 °c mean annual temperature. In the 1970s, 
the society of the ‘eaux du Bassin de Vichy’ bought the spring area and protected it 
through the definition of a ‘strategic reserve’ protocol. The Bear spring is now part 
of the ‘conservatoire des espaces et paysages d’auvergne’ as it presents protected 
halophyte flora.

FIG. 1. Location and geological profile of the core.
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3. tHe geocHeMIcal systeM

3.1. Description

A 80 cm long core was drilled on a flat zone located approximately 200 m un-
der the emerging spring. sediments consist of indurated carbonate, alternating from 
finely laminated to massive layers. In situ organic remains (leaves) have been found 
sandwiched in the laminated sections.

samples were taken every 1 to 2 cm in relation to the induration degree of 
the core. leaves were carefully hand-picked and prepared for the establishment of 
the 14c chronology. 

3.2. Analytical methods

for stable isotope content analyses, water, gas and carbonate samples were con-
verted into co2 by direct acidification, and the 13c contents of carbon species were 
measured by mass spectrometry (sIra) at the Ides laboratory (university of paris 
sud, france). the 13C content is reported using conventional δ notation, as a devia-
tion from the V-pdB (Vienna-Belemnitela from the pee dee formation, north caro-
lina, usa). 

concerning 14c measurements, all the dating was performed on in situ depos-
ited left remains. The specific treatment for organic samples was applied following 
the standard alkali-acid-alkali protocol to avoid any contamination either by humic 
acids or by atmospheric co2. the co2 gas produced after burning was reduced on 
iron powder (Ides laboratory) and graphite sources were measured with the accel-
erator mass spectrometry (arteMIs) of the uMs lMc14 in gif-sur-yvette (Insu-
cnrs france). the 14c activities are expressed as percentages of modern carbon 
(pMC) normalized to a δ13c = –25‰.

4. results

the stable isotopic composition of the spring water is –9.6‰ and –62.8‰ vs 
V-sMoW for 18o and 2H respectively.

Stable isotope contents of finely laminated carbonates comprise between 5.8‰ 
and 7.6‰ for 18o, and from –7.9‰ to –6.7‰ for 13c, with mean values of +6.6‰ and 
–7.2‰ respectively. these results display a 13c enrichment (up to +8‰) with respect 
to the isotopic composition of the spring tdIc (total dissolved Inorganic carbon). 
this enrichment may be due to either degassing of the dissolved co2 from the run-
ning spring water, the temperature during the deposition and/or to precipitation frac-
tionation during the solid carbonates deposits [1]. 
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FIG. 2. Evolution of the stable isotope contents of carbonated deposits from the Bear Spring 
with depth. Plain circles represent sampled levels for 238U/234U/226Ra analyses (ongoing). 
The grey line indicates the variability of the data after a two-step running mean calculation.

fIg. 3. Evolution of the 14C activity in atmospheric CO2 (normalized at 25‰) since 1950. 
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preliminary results indicate that the organic residues come from c3-plants, 
with a mean δ13C of –26‰ vs PDB [3]. A first 14c activity of 118 pMc performed on 
in situ leaves at 65 cm depth indicate that the time period covered by our core is of 
a few decades (figure 3).

5. dIscussIon and conclusIon

for carbo gaseous waters, the quantity of co2 dissolved at great depth controls 
the carbonate system during water recovery to the surface through the calcareous de-
posits of the limagne plain. It evolves according to the equilibria of the calco car-
bonic system. the increase of ca2+ during the rising up of the water is accompanied 
by a progressive saturation of the solution with respect to calcium carbonate.

The solid carbonates precipitates along the surface flowpath originate from 
water with a nearly constant 18o isotopic composition, highlighting the inertia of 
the system that gives rise to the springs. In such a geochemically homogenized water 
system, the stable isotope contents of the carbonates issued from precipitation reflect 
the mean isotopic composition of water, with respect to the thermodependant frac-
tionation factors. the deviation between isotopic compositions of water and carbon-
ates, taking into account the water-calcite fractionation and its related variability, can 
give information on the temperature during carbonate precipitation.

Preliminary calculations indicate a temperature significantly lower than 
the mean annual temperature of this area for carbonate precipitation, which is an 
aberration for the time lag covered. other processes have then to be considered to 
explain this anomaly such as (1) a biofilm intimately mixed with carbonates, (2) ki-
netic fractionation, (3) the evolution of the isotope signature of the water between 
the emergence and the zone of precipitating carbonates, due to either evaporation, 
impact of hydroxide precipitation preceding carbonate precipitation, or the variability 
of the aquifer reservoir, and/or (4) the recrystallisation or mixing of different carbon-
ated phases. 

Whatever the processes involved, a significant evolution in the environmental 
signal is highlighted on δ13c signatures. this is clearly related with the geochemical 
process of rayleigh distillation during water degassing and carbonate precipitation 
[4–6]. We may infer two superimposed fluctuations: the first one, cyclic, is probably 
annual to biannual, while the second one, linear, implies geochemical processes in 
relation with a long term evolution of the system. 

as a conclusion, the chronology needs to be more deeply investigated through 
the comparison of 14c activity measurements and of 210pb/226ra dating [7–8], in order 
to discriminate short hydrological events/peaks. Moreover, associated stable isotope 
contents of these finely laminated carbonated samples will be compared with histori-
cal records such as temperature and precipitation, in order to identify the key param-
eters of the geochemical differentiation footprinted in the solid carbonates.
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Abstract

Matrix pore water in the connected inter- and intragranular pore space of low permeable 
crystalline bedrock interacts with flowing fracture groundwater predominately by diffusion. 
Based on the slow exchange between the two water reservoirs, matrix pore water acts as an 
archive of past changes in fracture groundwater compositions and thus of the palaeohydrologi-
cal history of a site. Matrix pore water of crystalline bedrock from the olkiluoto investigation 
site (SW Finland) was characterised using the stable water isotopes (δ18O, δ2H), combined with 
the concentrations of dissolved chloride and bromide as natural tracers. the comparison of 
tracer concentrations in pore water and present day fracture groundwater suggest for the pore 
water the presence of old, dilute meteoric water components that infiltrated into the fractures 
during various warm climate stages. these different meteoric components can be discerned 
based on the diffusion distance between the two reservoirs and brought into context with 
the palaeohydrological evolution of the site.

1. IntroductIon

In low permeable bedrock, pore water resides in the connected inter- and in-
tragranular pore space of the rock matrix where solute transport may be dominated 
by diffusion. The amount of pore water present in the rock matrix is significant and 
its influence on fracture groundwater needs to be understood for the long term safety 
of future deep repositories for radioactive waste, for example. Here, pore water will 
be the first water that will interact with the various technical barriers (e.g. bentonite 



EichingEr et al.

74

backfill, Cu-canister). Such interaction may modify the chemical and physical proper-
ties of the barrier materials and possibly lead to a deterioration of their functionality. 

Within fractured bedrock, pore water in the tight rock matrix and groundwater 
in the transmissive fracture network are connected systems that will tend to reach 
chemical and isotopic equilibrium. the driving force for the interaction between pore 
water and fracture groundwater are the chemical and isotopic gradients established 
between these two reservoirs. Such interaction can be quantified as a function of time 
and space by comparing the signatures of stable water isotopes (δ18O, δ2H) and chem-
ically conservative elements (cl, Br) in pore water and fracture groundwater. 

An isotopic and chemical signal established in the pore water at a specific time 
in the hydrogeological evolution of a site might be preserved over long geological 
time periods. for chemically conservative tracers, the preservation of such signatures 
depends on: (1) the distance between the pore water sample and the nearest water 
conducting feature in three dimensions, (2) the solute transport properties of the rock 
matrix (i.e. diffusion coefficient, porosity), and (3) the boundary conditions given by 
the initial pore water and the fracture groundwater compositions. the interpretation 
of an observed pore water signature is greatly facilitated if it has been transmitted 
from constant boundary conditions in the fracture(s). In reality, however, superim-
posed signatures as a result of changing boundary conditions as a function of time are 
more common.

unravelling complex, superimposed signatures can be approached by com-
paring data sets of different tracers that carry different information with respect to 
the groundwater infiltration conditions. Thereby, the stable water isotopes will pro-
vide information about the climate and the water origin (e.g. meteoric vs marine). 
the pore water cl concentration will provide information about the groundwater sa-
linity, and the Br/cl ratio about the salinity source. the interpretation of an observed 
signature in the pore water needs to be consistent for all tracers taking into account 
compositional differences in fracture groundwaters as a function of time and differ-
ences in the diffusion behaviour of the tracers.

Within this study, pore water of crystalline rocks from the olkiluoto investiga-
tion site (sW finland) was investigated and compared to fracture groundwater that 
circulates in the local and regional fracture systems. core samples for pore water 
extraction were collected from two subvertical deep drillings located in the centre of 
the island (Kr39: 500 m length) and directly on the shore line (Kr47: 1000 m length) 
and from one horizontal drillhole (pH9: 150 m length) drilled from the onKalo 
access tunnel at a depth of 306 m below sealevel (b.s.). In the deep drillholes, pore 
water samples were collected at intervals of 10 to 40 m, whereas sampling in the hor-
izontal drillhole consisted of a 10 m long continuous profile away from a water con-
ducting fracture into the rock matrix.

the present contribution focusses on the palaeohydrogeological implications 
of the water isotope compositions δ18O and δ2H of pore water. pore water concen-
trations of the chemical tracers chloride and bromide including the chloride isotope 
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composition are used in support of the δ18O and δ2H data where needed, but extensive 
discussions of these tracers are given elsewhere [1–4].

2. geology and Hydrogeology of tHe olKIluoto 
InVestIgatIon sIte

olkiluoto bedrock consists of precambrian metasedimentary, supracrustal 
rocks. It mainly comprises fine to medium grained foliated gneisses with intercalated 
coarse-grained granitic pegmatites [5]. the crystalline rocks mainly consist of quartz, 
feldspar, biotite and cordierite [1–3, 5]. they show variable degrees of hydrother-
mal alteration resulting in a large range of connected porosity between 0.32 and 2.62 
Vol.% [1–3]. 

Groundwater flow in the Olkiluoto bedrock is limited to the connected frac-
ture network created by brittle deformation of the bedrock. this fracture network 
is subdivided into two domains which are the hydrogeologically active deformation 
zones and the sparsely fractured rock between these zones [6]. In both domains, more 
or less large portions of undisturbed, non-fractured rock matrix occur. Hydrogeo-
logically active deformation zones have high fracture transmissivities (10–7 m2/s to 
> 10–5 m2/s) and seem to form subhorizontal to moderately dipping flow planes [6]. In 
contrast, fractures detected in the sparsely fractured bedrock domains have low trans-
missivities (< 10–7 m2/s [6]) and show no preferential orientation and angle of dip. at 
olkiluoto, the fracture frequency and transmissivity decrease with increasing depth 
corresponding approximately to the shallow (0–150 m b.s), intermediate (150–400 m 
b.s) and deepest zone (400–800 m b.s).

fracture groundwaters at the olkiluoto site are of variable composition and 
represent mixtures of different components suggesting a complex evolution [6, 7]. 
a general increase in salinity with depth becomes especially pronounced below about 
400 m and fracture groundwaters reach brine compositions at around 1000 m depth. 
oxygen and hydrogen isotope compositions combined with the chemical composi-
tions suggest the presence of meteoric cold climate and glacial components that in-
teract with older non-marine saline (brine) components and younger marine compo-
nents (Littorina and Baltic Sea) besides the present day meteoric infiltration [6, 7]).

3. MetHods

pore water residing in the rock matrix cannot be sampled by conventional 
groundwater sampling techniques. the isotopic and chemical composition of pore 
water has, therefore, to be derived by indirect extraction techniques based on rock 
material. the stable water isotopes are determined by the diffusive isotope exchange 
technique developed for sedimentary rocks [8] and adapted to crystalline rocks [4, 9]. 
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In this technique the pore water of originally saturated rock pieces is equilibrated 
with a test water of known isotopic composition over the vapour phase. the pore 
water δ18O and δ2H values are then derived by isotope mass balance calculations with 
the error being determined by gaussian error propagation. chemical pore water trac-
ers are derived by out-diffusion experiments in which an originally saturated, intact 
core is immersed in deionised water for equilibration [4, 9]. periodic sampling from 
the out-diffusion experiment for tracer time series allows the derivation of transport 
properties of the rock matrix by modelling the tracer breakthorugh curves by radial 
diffusion [1–3]. these methods require thoroughly tested core preservation tech-
niques and a concerted logistical effort to minimise the time from drilling through 
sampling to commencement of the laboratory investigations [4, 9]. the obtained data 
have to be carefully evaluated for potential perturbations induced by drilling activi-
ties and rock stress release [10] in the field, and sample treatment in the laboratory, in 
order to derive the degree to which the samples represent in situ conditions [4]. 

4. results

4.1. Transport properties of the rock matrix

chloride breakthrough curves of out-diffusion experiments conducted on olki-
luoto bedrock can be adequately described by diffusion indicating that in the con-
nected pore space of the rock matrix the transport of cl occurs by diffusion [2–4]. for 
the different lithologies, pore diffusion coefficients of chloride vary between 1.8 and 
8.1 × 10–11 m2/s at 10 °c [2–4]. applying these results to the site scale, the isotopic and 
chemical concentrations of pore water samples can be brought into an evolutionary 
context as a function of time and space using the fracture groundwater compositions 
as boundary conditions for the diffusion domain. for different time periods, figure 
1 shows schematically the relative concentration change, C/C0, in a pore water com-
position induced by fracture groundwater as a function of the distance to the nearest 
water conducting fracture.

4.2. Pore water tracer composition and their palaeohydrogeological 
implications

the water isotope composition of pore water in rocks of the olkiluoto bed-
rock covers a large range of δ18o values between –13.1‰ and –4.3‰ V–sMoW 
(Fig. 2) and δ2H values between –105‰ and –17‰ V–sMoW. the general trends 
described by the oxygen and hydrogen isotopes with depth correlate so that only 
the δ18o signatures of pore water are discussed. large concentration ranges are also 
obtained for the cl and Br concentrations in the pore water, which vary between 60 
and 13 000 mg/kg H2o (fig. 2) and between < 0.5 and 82 mg/kg H2o. 
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the shallow bedrock zone (0–150 m b.s.) is characterised by a high frequency 
of water conducting (wc) fractures and short distances(< 2 m) between pore water 
samples and the water-conducting fractures. stable isotope signatures and cl con-
centrations of pore water from drillhole ol-Kr39, located in the centre of olkiuoto 
island, are in equilibrium with fracture groundwater at equal depth (figs 2 and 3a); 
the same accounts for cl and Br. this indicates that the time period since the present-
day fracture groundwater began to circulate is sufficient to reach equilibrium between 
pore water and fracture groundwater, i.e. the time since olkiluoto emerged from 
the sea (~3000 a B.p.). In drillhole ol-Kr47, which is located directly on the shore 
line and dips under the Baltic sea, the shallowest pore water sample is depleted in 18o 
compared to the others and also to pore water from ol-Kr39, but is still enriched in 
18o and 2H compared to nearby fracture groundwater. the depleted isotope composi-
tion indicates the presence of a cold climate or glacial component in the pore water. 

FIG. 1. Relative concentration changes (C/
C0) in the pore water caused by the exchange 
with fracture groundwater of a rock matrix 
sample located at different distances between 
two water conducting fractures. The induced 
changes are calculated for various time 
periods using a pore diffusion coefficient of 
4.0 × 10–11 m2/s (10 °C) and an average porosity 
of 0.6 Vol., corresponding to the average values 
determined for the individual rock types and 
weighted to their occurrence in the Olkiluoto 
bedrock [5]. The model concept at t = 0 is 
illustrated to the left.



EichingEr et al.

78

such a component is, however, present in different proportions compared to that of 
the nearby sampled fracture groundwater which is based on a stronger depletion of 
18o and 2H, but still has cl concentrations twice as high as the pore water with the cl 
coming from the overlying littorina/Baltic seawater (figs 2 and 3a). this further 
implies that the ol-Kr47 pore water contains another type of dilute component, but 
with an enriched isotope signature. Because the location of the pore water sample 
has been submerged under seawater since the last cold climate stage, which inhibits 
recent warm climate meteoric infiltration, this component must be older than the cold 
climate or glacial component in the fracture groundwater. pore water from a depth 
of 140 m in drillhole ol-Kr47 has stable isotope ratios enriched in 18o and 2H 
compared to the sample above, and slightly depleted compared to samples taken in 
drillhole ol-Kr39 (figs 2 and 3a). the different isotopic signatures combined with 
the transient state between pore water and groundwater with respect to cl and the po-
sition of the drillhole under the sea, indicates the preservation of a different meteoric 
water component compared to that observed in pore water of borehole ol-Kr39 at 
similar depth. the data suggest the preservation of a pre-Holocene meteoric warm 
climate fresh water component in the pore water of borehole ol-Kr47, which is no 
longer observable in that of borehole ol-Kr39. the transient state with respect to 
the stable isotopes and cl concentrations between pore water and fracture groundwa-
ter, and the short distances between the two reservoirs, suggests that the circulation of 

FIG. 2. δ18O values and Cl concentrations of pore water and fracture groundwater (data from 
[6]) from the deep boreholes OL-KR39 and OL-KR47as a function of sampling depth and 
compared to the position of water conducting fractures and their transmissivity (right). The red 
and green lines indicate average compositions of Baltic and Littorina Sea water.
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the present-day fracture groundwater in ol-Kr47 is in the range of several hundreds 
to few thousands of years at the most (see fig. 1).

the intermediate bedrock zone (150–400 m b.s.) is characterised by an interme-
diate to low transmissive hydraulic regime and strongly variable distances between 
pore water samples and water conducting fractures (< 2 to almost 50 m). pore waters 
are generally enriched in 18o and 2H compared to the corresponding fracture ground-
waters and a transient state is established (fig. 2). Intermediate zone pore water from 
ol-Kr39 plots further to the right of the lMWl than pore water from borehole 
ol-Kr47 (fig. 3b). the difference in the isotopic composition of pore waters from 
the two locations is in agreement with the different cl and Br concentrations, and 
suggests the presence of one (or more) old dilute warm climate component(s) in 

FIG. 3. δ18O versus δ2H signatures of pore water from the deep boreholes OL-KR39, OL-KR47 
and the horizontal bore-hole ONK-PH9 compared to those of fracture groundwater and surface 
water (data from Ref. [6]) and sub-divided into shallow, intermediate and deep bedrock zones. 
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the pore water. this component is present in higher amounts in pore water from ol-
Kr39 compared to that from ol-Kr47 at equal depth. Its preservation is, however, 
largely independent of the distance between the pore water sample and the water con-
ducting fractures. This indicates a long term influence of dilute meteoric water during 
a warm climate period in the range of several tens to few hundreds of thousands of 
years (see fig. 1). 

In the very low transmissive deep bedrock zone (400–800 m b.s.), the distances 
between pore water samples and water-conducting fractures are between 5 and >> 50 
m. Here, the isotope ratios of pore water become increasingly enriched in 18o and 
2H in the first 100 m and remain almost constant at much more enriched ratios com-
pared to shallow and intermediate zone pore waters (figs 2 and 3c). the difference 
in the isotopic composition between pore water and groundwater, as well as in the cl 
and Br concentrations, becomes larger with increasing depth and a transient state 
is established. In the δ18O-δ2H diagram most of these deep pore waters tend to plot 
close to, or to the right of the lMWl above present-day fracture groundwaters and 
shallower pore waters. In combination with the cl concentrations, this also indicates 
the influence of warm climate meteoric water in the deep fracture systems. The tran-
sient state between pore water and fracture groundwater with respect to stable water 
isotopes and chloride is independent of the strongly variable distances between pore 
water samples and the nearest water conducting fractures. this indicates that warm 
climate meteoric components were present in the deep fracture systems over time 
periods in the range of several hundreds to millions of years.

 the warm climate meteoric water components observed and preserved in 
pore water below 150 m b.s. had to infiltrate during times when Olkiluoto was ice 
free and above sea level. such conditions occurred, for example during the eemi-
an interglacial (128–117 ka B.p.), most probably during the Holsteinian interglacial 
(414–398 ka B.p.) and possibly previous interglacials, as well as during the tertiary 
[11, 12]. the possible presence of an old meteoric water of warm climate origin is 
also consistent with pore water studies carried out in sweden [13].

5. conclusIon

Isotopic and chemical data of pore water residing in the low-permeable crystal-
line rock matrix indicate continuous interaction with nearby fracture groundwater. 
the interaction appears to occur mainly by diffusion so that the pore water acts as 
an archive for the palaeohydrogeological evolution of a site. at the olkiluoto inves-
tigation site, the comparison of isotopic and chemical signatures of pore water with 
those of sampled fracture groundwaters reveals the presence of warm climate mete-
oric water components in the rock matrix below 150 m of depth, which are no longer 
detectable in the present-day fracture groundwaters. combined with the transport 
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properties of the non-fractured rock matrix and the distances between pore water 
sample and the nearest water conducting fractures, it can be shown that these dilute 
warm climate water components must have circulated in the fracture system over rel-
ative time periods in the range of hundreds of thousands of years to a few thousands 
of years before present. 

REFERENCEs

[1] eIcHInger, f.l., WaBer, H.n., sMellIe, J.a.t., characterisation of Matrix 
pore Water at the olkiluoto Investigation site, finland, posiva Working report 
2006–103, posiva oy, olkiluoto, finland (2006).

[2] eIcHInger, f., HäMMerlI, J., WaBer, H.n., dIaMond, l.W., sMellIe, 
J.a.t., characterisation of Matrix pore Water and fluid Inclusions in olkliuoto Bed-
rock from drilling ol-Kr47, posiva Working report 2010–58, posiva oy, olki-
luoto, finland (2010).

[3] eIcHInger, f., HäMMerlI, J., WaBer, H.n., dIaMond, l.W., sMellIe, 
J.a.t., Chemistry and dissolved gases of matrix pore water and fluid inclusions 
in olkiluoto bedrock from borehole onK-pH9, posiva Working report 2011-XX, 
posiva oy, olkiluoto, finland (2011).

[4] eIcHInger, f., Matrix pore water – fracture groundwater interaction in crystalline 
bedrock based on natural tracers: an archive of long term hydrogeological evolution, 
phd-thesis, university of Bern, Bern, switzerland (2009).

[5] KärKI, a., paulaMäKI, s., petrology of olkiluoto, posiva report 2006–02, 
posiva oy, olkiluoto, finland (2006).

[6] posIVa, 2009, olkiluoto site description 2008, posiva report 2009–01, posiva oy, 
olkiluoto, finland (2009).

[7] pItKänen, p., partaMIes, s. and luuKKonen, a., Hydrogeochemical In-
terpretation of Baseline groundwater conditions at the olkiluoto site, posiva tech. 
rep. 2003–07, posiva, Helsinki, finland (2004).

[8] rüBel, a.p., sonntag, cH., lIppMann, J., pearson, f.J., gautscHI, a.,  
Solute transport in formations of very low permeability: Profiles of stable isotope and 
dissolved noble gas contents of pore water in the opalinus clay, Mont terri, switzer-
land, geochim. cosmochim. acta 66 (2002) 1311–1321.

[9] WaBer, H.n., sMellIe, J.a.t., characterisation of pore Water in crystalline 
rocks, app. geochem. 23 (2008) 1834–1861.

[10] WaBer, H.n., gIMMI, t., sMellIe, J.a.t., effects of drilling and stress release 
on transport properties and porewater chemistry of crystalline rocks, J.Hydrol. 405 
(2011) 316–332.

[11] lunKKa, J.p., JoHansson, p., saarnIsto, M., sallasMaa, o., “glaciation 
of finland”, Quaternary glaciations – extent and chronology (eHlers, J., 
gIBBaro, p.l., HugHes, p.d., eds) elsevier, amsterdam (2004) 93–100.

[12] WoHlfartH, B., BJörcK, s., funder, s., HouMarK-nIelsen, M., In-
golfsson, o., lunKKa, J.-p., Mangerund, J., saarnIsto, M., Vor-
ren, t., Quaternary of norden, episodes, 31 (2008) 73–80.



EichingEr et al.

82

[13] laaKsoHarJu, M., sMellIe, J., tullBorg, e-l., gIMeno, M., MolIne-
ro, J., HallBecK, l., MolIner, J., WaBer, n., Bedrock hydrogeochemistry 
forsmark, sKB r 08–47, svensk Kärnbränslehantering aB, stockholm, sweden 
(2008).



83

suBsuRFACE WATER As NATuRAL CO2 sINk

M. gIllon a,b, f. BarBecot a, e. gIBert a, M. Massault a

a Centre National de la Recherche Scientifique (UMR CNRS 8148-IDES), 
Interaction et dynamique des environnements de surface, 
université paris 11, france

b Centre National de la Recherche Scientifique (UMR UAPV-INRA EMMAH), 
environnement Méditerranéen et Modélisation des agro-Hydrosystèmes, 
université d’avignon et des pays de Vaucluse, 
avignon, france

Abstract

In aquifer recharge areas, groundwater mineralization acts as an important sink for co2 
(assessed at 100 Mtco2/a on a European scale). An isotopic study of C fluxes in the unsaturated 
zone of a sand carbonate aquifer shows that the physical and geochemical processes control-
ling co2 abstraction induce changes in the isotopic composition of both dissolved and matrix 
carbonates. An integrated record of these fluxes toward the aquifers is evidenced through iso-
topic investigation of the recharge areas. It is evidenced that the unsaturated zone represents an 
archive of pristine conditions, and would help to quantify downward C fluxes and environmen-
tal changes related to this co2 abstraction process.

1. IntroductIon

one of the most important sinks for co2 exists naturally in the aquifer recharge 
area. this co2 abstraction, although very important in terms of flux (assessed at 100 
Mt/a on a European scale) has not yet been well quantified. CO2 produced by the veg-
etation cover takes part in water mineralization during aquifer recharge. this sink 
of co2 as well as its variability has an incidence on the global c cycle turnover. 
the co2 abstraction process via groundwater mineralization depends on several fac-
tors such as groundwater infiltration rate, climatic conditions and properties of pedo-
geological layers of the unsaturated zone.

In order to highlight geochemical and physical processes induced by the co2 

abstraction, study of C fluxes in the unsaturated zone between all carbon phases (ma-
trix carbonates, dissolved inorganic carbon -dIc-, and co2 gas) has been performed 
using c-isotopes in a sand carbonate aquifer (astian sands, france). 
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2. MetHods

2.1. site description and equipment

the astian sands are a 3 Myr old marine sand carbonate aquifer, located in 
southern france (fig. 1). the site is an outcrop of sands, covered by grassland or 
forest (oaks, beeches, chestnut tree) belonging to the c3-plant group [1]. a 25.5 m 
thick unsaturated zone profile of the aquifer was equipped with a water/gas perma-
nent sampler at different depths (fig. 1). Matrix samples were taken at intervals of 
0.05 to 2 m on a vertical profile down to the water table. For a complete description 
of the profile and of the equipment, see [2] and [3].

2.2. Analytical methods

all samples (gas, water and carbonate) were analysed for 13c and 14c. for 13c 
analyses, the carbon species (i.e. co2, tdIc and carbonates) were converted into 
co2 by direct acidification, and the 13c contents of carbon species were measured by 
mass spectrometry (sIra) at the Ides laboratory (university of paris sud, france). 
the 13C content is reported using conventional δ (‰) notation, as a deviation from 
the V-pdB (Vienna-Belemnite from the pee dee formation, north carolina, usa). 
for 14c analyses, graphite sources were prepared from the carbon species (i.e. co2, 
tdIc and carbonates) in the Ides laboratory, and measured using an accelerator 
mass spectrometry (arteMIs accelerator of the uMs lMc14 of Insu-cnrs, 

FIG. 1. Location, geological profile and equipment of the study site.
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gif-sur-yvette, france). the 14c content is expressed as a percentage of modern car-
bon (pMC) normalized to a δ13c = –25‰.

2.3. modelling approach

the 13c–14c-transfer in the unsaturated zone depends on (1) the co2 produc-
tion, (2) the co2 diffusion, (3) the water advection, and (4) the isotopic exchang-
es between co2-dIc-carbonate. all these processes are characterized by different 
parameters such as co2 production P, the diffusion coefficient of CO2 D and dIc-
carbonate exchange flux ф. each of these parameters can evolve with time, depend-
ing on environmental conditions. a numerical approach is thus developed in order to 
study the 13c–14c transfer in the unsaturated zone and the impact of change of these 
parameters on the 13c–14c content of co2, dIc and carbonate in the unsaturated zone. 
all previous processes are considered in the study and the calculations are solved by 
spatial and temporal discretization in one dimension [4].

3. results and dIscussIon

the dIc in the groundwater of the astian sands aquifer ranges between 4 and 
6 mmol/l. the recharge rate being estimated to 120 mm/a [5], the calculated an-
nual flux of C as DIC reaching the water table is equal to ~ 0.5 ± 0.2 mol∙m–2∙a–1. 
Both co2 and carbonates contribute to this flux in equal proportions [6]. This im-
plies that ~ 0.25 mol∙m–2∙yr–1 of co2 is abstracted from the unsaturated zone during 

FIG. 2. Evolution of (a) 13C content (δ13CCO2  ) of CO2 gas, (b) 13C content (δ13Ccarbonates  ) of 
carbonates and (c) 14C activity (A14Ccarbonates  ) of carbonates, in the unsaturated zone of the 
Astian sands. Solid diamonds, profile 2005; open diamonds, profile 2002.
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groundwater mineralization. the amount of dIc in percolating water depends on re-
charge rate and unsaturated zone-co2 partial pressure, which is controlled by root 
respiration and bacterial activities. these co2 pressures can be 100 times higher than 
those of the atmosphere.

a simple addition of c produced via the dissolution of co2 plus carbonates 
would not have any effect on the isotopic signatures of these two c sources. How-
ever, assuming that recharge has been constant for the last 10 kyrs [7], and knowing 
that the field measured δ13c of soil-co2 (0–1 m below ground level) and of ground-
water-dIc are –24.0 ±  0.4‰ and –12.5  ±  0.4‰ vs V-pdB respectively, depth-trends 
of c-isotopes reveal a dynamic exchange (geochemical and isotopic) between co2, 
carbonate and dIc (fig. 2). co2 dissolution generates a 13c-depleted dIc while car-
bonate dissolution contributes to its enrichment.

as a feedback process, continuous c exchanges between liquid, solid and gas 
lead to 13c-enrichment of co2 and to precipitation of a 13c-depleted/14c-enriched sec-
ondary calcite compared to the original carbonates, at equilibrium with dIc [8]. car-
bon dissolution–precipitation fluxes at the water–carbonates interface have been cal-
culated according to the isotopic compositions of the original matrix and secondary 
calcite. results are ranging between 1 × 10–8 and 1 × 10–7 mol∙m–2∙yr–1 [3]. although 
very small, this flux of secondary carbonates on unsaturated zone bedrock particles 
should have recorded the co2 abstraction process over time.

In order to study the impact of environmental changes on these isotopic evo-
lutions, two parameters related to environmental conditions have been tested using 
the numeric approach: the co2 production P and the diffusion coefficient of CO2 

FIG. 3. Impact of the variations of CO2 diffusion and CO2 production on the isotopic composition 
of CO2 in the unsaturated zone. Solid diamonds, samples collected in February 2006.
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D. Both an increase of co2 diffusion from soil to atmosphere and/or a decrease of 
co2 production support the exchange between co2-dIc-carbonate that then induces 
the 13c enrichment and 14c depletion of soil co2 with the same impact for secondary 
calcite (fig. 3). these conditions can occur during a dry period characterized by low 
water content, one of the parameters controlling co2 diffusion and co2 production. 
at the opposite, a decrease of co2 diffusion from soil to atmosphere and/or an in-
crease of co2 production limit interactions with carbonates. therefore, the isotopic 
compositions of co2 and of secondary calcite in the unsaturated zone highlight en-
vironmental conditions and are sensitive to their changes. Isotopic study of second-
ary calcite in the unsaturated zone would help to understand environmental change 
impact on co2 abstraction process from pristine conditions recorded on the matrix to 
modern ones displayed by gas co2 distribution. 

since the total amount of abstracted co2 through unsaturated zone depends es-
sentially on the extent of recharge areas, the mass balance of the C-fluxes have to 
be more deeply investigated and quantified in relation with groundwater infiltration, 
seriously and continuously reduced by the urbanisation and drained surfaces. Know-
ing that urbanisation surfaces cover ~ 5% of European area and that the rising-up of 
urbanized and drained lands has reached ~ 10% in europe [9, 10] between 1990 and 
2000, the restriction of the co2 abstraction process by more than 9 t co2∙km–2∙a–1 [10] 
would have insidiously enhanced atmospheric co2 concentration. 

4. conclusIon

during the recharge of groundwater, c-isotopic exchanges occur between co2, 
dIc and carbonates inducing changes in the 13c–14c content of these carbon spe-
cies. these isotopic exchanges depend on environmental conditions (temperature, 
water content), and consequently 13c–14c content must be sensitive to environmental 
changes. the secondary calcite records environmental conditions and could be used 
to trace potential changes in c-abstraction (land cover, meteorological conditions) in 
comparison with the modern situation displayed by co2. 
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Abstract

The World Ocean, and specifically the Indian Ocean, plays a significant role in the 
better understanding of the climate. the distribution of global fallout 3H, 14c, 90sr, 129I and 
137cs in the seawater of the Indian ocean, after their main injection from atmospheric nuclear 
weapons tests during the 1960s, have been investigated. results obtained in the framework of 
the sHots (southern Hemisphere ocean tracer studies) project are evaluated and compared 
with previously published data. the enhanced 3H and 137cs levels observed in the south Indian 
ocean indicate transport of water masses labelled with these radionuclides from the central 
Pacific Ocean via the Indonesian Seas to the Indian Ocean. The observed surface gradients and 
presence of several water masses in the south Indian ocean makes this ocean one of the most 
dynamic parts of the World ocean. 
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1. IntroductIon

global fallout radionuclides have been frequently used in oceanic studies [1]. 
they were injected onto the ocean surface from the atmosphere after large scale 
us and former ussr atmospheric nuclear weapons tests carried out mainly during 
the 1950s and early 1960s. Mapping of this deposition revealed that the major injec-
tion on the ocean surface occurred at the mid-latitudes of the western North Pacific 
[2]. global fallout radionuclides have been measured since the 1950s, originally with 
the aim of assessing radiological impact from nuclear weapon tests. later they were 
used as transient tracers to investigate oceanographic processes [1]. the collected ra-
dionuclide data have been recently stored in marine radionuclide databases (glo-
Mard/MarIs [3, 4], and HaM [5]). 

We shall focus in this paper on two global fallout radionuclides, namely tritium 
and 137cs. tritium is an ideal tracer of water motion because it is directly incorporated 
into the water molecule. However, its short half-life (12.32 a) restricts its use to stud-
ies of relatively short term transport processes. tritium is produced naturally by in-
teractions of cosmic ray particles with nitrogen and oxygen in the upper atmosphere. 
tritium has also been released in large quantities from nuclear reprocessing facili-
ties, mainly in Sellafield (UK) and in La Hague (France) [6]. However, the largest 
amounts of tritium were produced in atmospheric nuclear weapons tests. the tritium 
from global fallout in atmospheric moisture peaked in 1963, when it was almost 1000 
times higher than its natural cosmogenic concentration. the penetration of bomb trit-
ium from surface waters into deeper layers of the ocean has been used to study path-
ways and time scales of deep and bottom water formation [7, 8]. 137cs (half-life 30.17 
a) is a fission product of only anthropogenic origin. It was released in large quantities 
during atmospheric nuclear weapons tests, as well as from nuclear reprocessing fa-
cilities [6]. It is found in the seawater of the open ocean mostly in a dissolved phase, 
following well the movement of water masses. Its removal from the water column 
is mainly due to diffusion and radioactive decay [1]. large volume water sampling, 
needed for analysis of 137cs, was a limiting factor for its wider applications in large 
scale oceanic studies. 

GEOSECS programme [9, 10] carried out during the 1970s, was the first large 
scale project devoted to the investigation of the distribution of global fallout tritium 
and 137cs in the ocean basins. tritium was also one of the most important players 
used during the most comprehensive tracer programme Woce (World ocean cir-
culation experiment), which was carried out during the 1990s [11]. Both programs 
covered the World ocean. the International atomic energy agency’s Marine envi-
ronment laboratories (Iaea-Mel) carried out the WoMars (Worldwide Marine 
radioactivity studies) programme during the 1990s [12], which was one of the most 
comprehensive open ocean studies of anthropogenic radionuclides in the water col-
umn. recently results from the sHots (southern Hemisphere ocean tracer stud-
ies) have considerably improved our understanding of radionuclides in the southern 
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Hemisphere oceans. It was the first time that many radionuclide tracers were used 
in such a large scale project producing high density radionuclide data for water 
profiles. Results of several international and national studies have been published 
for the Indian ocean [13–17]. In this paper we present results for the south Indian 
ocean obtained during the sHots project and compare them with some previous 
measurements. 

2.  saMplIng and analytIcal tecHnIQues

2.1.   Waters samples 

Water samples included in the sHots project were collected during the round 
the globe Beagle 2003 expedition, organized by JaMstec (Japan agency for 
Marine-earth science and technology) [18–19], which sampled seawater along 
20–30 °S latitude covering the Pacific, Atlantic and Indian Oceans. The Indian Ocean 
transect was carried out december 2003–January 2004. the transect consisted of 
two parts: (1) leg I4 from the african coast to the Madagascar coast along 25°s 
(the Woce leg I4); (2) leg I3 from the Madagascar coast to port louis and then 
to the australian coast along 20°s (the Woce leg I3). surface seawater and water 
column samples were collected at 22 stations, with sampling spacing of around 2.5°. 
surface water (around 80 l) was collected 5 m below the ocean surface by a pump-
ing system. Water column samples (from 5 to 20 l) were collected using a rosette 
multisampling system and Niskin bottles. All water samples were filtered through 
a membrane filter (Millipore HA, 0.45 µm pore size) immediately after sampling. 

2.2.  Analytical techniques

tritium in seawater samples was analysed mass spectrometrically at the uni-
versity of Bremen using a 3He ingrowth method. 3H concentration is given in tritium 
units (1 tu is the isotopic ratio of one 3H atom to 1018 protium (1H) atoms, equiva-
lent to 118 mBq/l of water). the 3He ingrowth method can measure 3H levels down 
to 0.01 TU (precision at 1 σ is around 0.005 TU). 137cs was concentrated in seawater 
samples by adsorption onto aMp (ammonium molybdophosphate) using a method 
described in detail elsewhere [20]. 137cs activities were determined by low level 
γ–spectrometry with high efficiency HPGe detectors in MRI, Kanazawa University, 
university of Bratislava and Iaea-Mel [20]. Intercomparison exercises and regular 
analysis of Certified Reference Material IAEA–381 (Irish Sea water [21]) were or-
ganized between participating laboratories to ensure quality and management of high 
precision data. recent analytical developments in analysis of very low concentrations 
of 137cs in underground laboratories allowed us to determine 137cs concentrations in 
relatively small seawater samples (10 l) with high sensitivity and precision, had not 
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been possible before. thanks to these new developments it was possible to reach 
a high 137cs data density, which allowed us to draw a detailed picture of the spatial 
and depth distribution of 137cs in the Indian ocean. 

3.  results and dIscussIon 

the distribution of global fallout tritium and 137cs in seawater of the south In-
dian ocean along 20 °s is presented in fig. 1. the elevated tritium and 137cs levels in 
surface waters are well visible, especially in the case of 137cs, where the data density 
is better. the highest surface tritium levels (0.7 tu) were detected at around 40°e, 
60°e and 100°e and the minimum at around 80°e. the tritium transect is thus copy-
ing the cross-section of the subtropical gyre [17]. the central part of the gyre, outside 
of the main streams, should have the lowest tritium concentrations, which is con-
firmed by observation of lower tritium values (0.5 TU) at around 80°E. Surface water 

FIG. 1. 137Cs (top) and 3H (bottom) in in the water column of the South Indian Ocean along 
20°S. Elevated 137Cs and 3H levels are well visible in surface and subsurface waters.
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samples collected in 1998 as a part of the Indian ocean transect [22] also showed 
higher 3H levels around 30°s, comparable with those presented in fig. 1. also Woce 
tritium data (1995) shows surface maxima at around 110°e (1.2 tu) and 63°e (1.1 
tu), and the surface minimum at 75°e (1 tu). 

the 137cs transect along the 20°s latitude also clearly depicts a presence of two 
cores of higher 137cs concentrations at 100°e and 60°e. the subsurface (100–200 m 
water depth) maximum of 137cs concentration near 100 °e is the highest level ob-
served in southern hemisphere seawater, and of the same level as the maximum 137cs 
concentration observed in North Pacific surface water [23], as well as in the western 
subtropical Pacific Ocean [24]. As expected, the intrusion depth of 137cs is deeper 
in the eastern south Indian ocean stations and shallower in the western stations, in 
agreement with the main circulation patterns. 

the elevated tritium and 137cs levels found in the south Indian ocean must be 
therefore due to transport of water masses from the western subtropical Pacific Ocean 
via the Indonesian seas to the south Indian ocean. recent oceanographic measure-
ments [25] suggest that aproximately 107 m3/s of water flow from the Pacific Ocean 
into the Indian ocean through the Indonesian seas. the experimental results have 
recently been confirmed by modelling exercises carried out using an oceanic general 
circulation model [26]. 

the observed tritium and 137cs surface maxima in fig. 1 correspond to the main 
stream of the Indonesian throughflow to the south Indian Ocean subtropical gyre, 
which is situated at 20°s and 40°s. due to the circulation of tritium and 137cs in 
the gyre, and their physical and biogeochemical properties (half-lives over 10 years, 
both stay in seawater in a dissolved form), elevated concentrations of these radionu-
clides are maintained in the subtropical gyre. the gyre acts therefore as a reservoir, 
accumulating radionuclides in the region on a time scale of several decades. as there 
is only a weak transport of water masses labelled with 137cs from the south Indian 
ocean via the agulhas current to the south atlantic ocean [27], the south Indian 
ocean subtropical gyre acts as a reservoir of dissolved pollutants transported from 
the Pacific and Indian Oceans, as well as from the Mediterranean Sea [17]. 

a major contamination of ocean by pollutants has occurred in the northern 
hemisphere, in which most human activities take place. the obtained results there-
fore have important implications for the protection of the marine environment against 
contamination from land based sources, as well as for climate change studies. 

4.  conclusIons

the distribution of global fallout tritium and 137cs in the seawater of the south 
Indian Ocean, along 20 °S, about five decades after its main injection from atmos-
pheric nuclear weapons tests on the ocean surface, is presented and discussed. the el-
evated tritium and 137cs levels observed at the ocean surface indicate a transport of 
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water masses from the subtropical West Pacific via the Indonesian Seas to the Indian 
ocean. although the differences in tritium concentrations alongside 20 °s are smaller 
than in the case of 137cs, the tritium transect has similar features to the 137cs transect. 

the subtropical gyre in the south Indian ocean has been maintaining higher 
tritium and 137cs levels in surface and subsurface waters in the gyre. the obtained 
results have implications for the protection of the marine environment against con-
tamination from land based sources, as well as for climate change studies. 
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Abstract

the upper (northern) adriatic is very rich in precipitation. this input into the water sys-
tem and its stable isotope composition is a basic factor, knowledge of which is required for 
proper use and management of water resources. the geomorphology of the region (e.g., moun-
tains of 1400 m next to the sea) can cause specific local conditions. The isotopic composition 
of precipitation has been measured in various locations at different altitudes. For δ18o this 
‘altitude effect’ is found to lie around −0.2‰ /100 m; its exact value depends on the specific 
location and the season. The δ2H values and the d-excess vary correspondingly.

1. IntroductIon

the use and protection of the karst aquifers in the border area of slovenia and 
Croatia presents a problem since it is strongly influenced by the transboundary hy-
drological situation. three out of seven catchment areas between the Kvarner and 
the trieste bay belong to transboundary aquifers [1], while the geomorphology (e.g., 
mountains of up to 1400 m next to the sea) causes specific local conditions. Rije-
ka, the third largest city in croatia, is located in this region, and her water supply 
needs special attention. evidently, the management of the region’s water resources 
requires a broad knowledge of all related aspects including the precipitation as input 
into the water system. Besides meteorological data, isotopic tracers are an important 
tool to understand and quantify such complex problems. the isotopic composition 
of precipitation is primarily determined by the passage of the water into and through 
the atmosphere. as the air mass passes over the continent preferentially the heavy 
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isotopes rain out due to fractionation; as a consequence, the remaining vapour and 
thus also the further precipitation experience a progressive depletion of the heavy 
isotopes along the way, and, as is well known, such a mostly temperature related 
depletion occurs also with increasing altitude. since only scattered information ex-
ists about the isotopic composition of precipitation in our region of interest [2, 3], 
the stable Isotope laboratory (sIlab, rijeka university) has initiated a network of 
precipitation collection stations on the upper (northern) adriatic, i.e. in the rijeka 
region (fig. 1). In this paper we will report on the altitude effect of the isotopic com-
position of precipitation in this area. the isotopic composition of a water sample is 
usually expressed by abundance ratios r (2H/1H and 18o/16o, respectively) in terms 
of the δ-values, δ (‰) = (Rsample/rstandard – 1) × 103, with rstandard the abundance ratio of 
an internationally accepted standard (e.g., the Vienna standard Mean ocean Water, 
VSMOW). Ref. [3] gave a mean value of −0.3‰ /100 m for δ18o of precipitation in 
the area of interest here; however, as we shall see, the situation is more complicated 
and depends on the location and the season. 

FIG. 1. The upper Adriatic and the precipitation collection stations (■ — recently installed 
stations; ●, ▲ — stations with isotope record of two full years).
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2. sIte descrIptIon

croatia is located in southeast europe, bordering on the adriatic sea. gen-
erally, the islands and the coast have a Mediterranean climate. from autumn until 
spring, Icelandic cyclones can cause weather instability, frequently accompanied by 
secondary Mediterranean cyclogenesis with strong southerly winds along the coast 
and heavy precipitation, the sirocco. In summer, azorean and siberian anticyclones 
can result in rather stable conditions, often with strong, dry northerly winds — bora 
— at the seaside. In the northern adriatic the amount of precipitation during the year 
is quite considerable. Thus, by the Thornthwaite classification, the climate is mostly 
humid, while in the mountainous hinterland of the Kvarner gulf and the wider region 
of rijeka orographic effects can intensify the precipitation to over 1500 mm/a and 
the climate is perhumid [4]. This orographic diversity has an important influence and 
can cause strong variations within short distances of a few kilometers. for example, 
between Istria and the Rijeka region the Učka Mountain massive rises up directly 
from the sea to about 1400 m a.s.l. and is responsible for occasional very heavy lo-
cal precipitation. Other highlands and mountain chains between the flat Pannonian 
plain in the north and the sea provide a rather efficient divide and somewhat miti-
gate weather exchange. average temperatures show quite pronounced regional varia-
tions: in winter they range from –2ºc inland with snow in the mountains to 5 ºc along 
the coast and in summer they range from 15 ºc to 25 ºc, respectively.

3. saMplIng and analysIs

In the northern adriatic, our network comprises at present 16 stations. since 
several stations have been installed only recently (square symbols in fig. 1), we 
will show here only the data of those eight stations which cover two complete years 
(circles and triangles). they are located at different altitudes in the center of rijeka 
(fakultet, 28 m) and the hinterland of rijeka (Kukuljanovo, 281 m; Kastav, 350 m; 
Benkovac, 873 m), what is called below ‘Kvarner’, as well as on Mount Učka (Ičići, 
2 m; Veprinac, 484 m; Poklon, 927 m; and on the top of Učka, 1381 m), ‘Učka’ in 
the following. We will display the data for the two regions separately since the Učka 
stations are very close together; therefore, they are particularly well suited to deter-
mine altitude effects without local influences. A new type of collector is used, which 
allows the storing of the precipitation for weeks and even months without notice-
able evaporation and associated fractionation. the performance of the collector has 
been studied in detail and will be published in a separate paper. Monthly samples 
are brought to the stable Isotope laboratory sIlab at rijeka university where they 
are analysed for their isotopic composition. δ2H and δ18o are measured in a thermo-
finnigan deltaplusXp isotope ratio mass spectrometer using a combination of dual 
inlet and equilibration unit as periphery. the samples are equilibrated with H2 and 
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co2, whereby their isotopic composition is transferred to these gases and then ana-
lysed in the mass spectrometer. The precision of the δ-values thus determined is 1‰ 
for δ2H and 0.1‰ for δ18o. the required working standards were produced by col-
lecting waters of different δ-values and storing them under nitrogen gas in stainless 
steel barrels. they were calibrated through comparison with Iaea standards.

4. results and dIscussIon

the rather large precipitation amounts in rijeka and some stations in the gen-
eral area are displayed in fig. 2. the general behaviour shows strong winter maxima 
and weak precipitation in summer; secondary maxima e.g. in May and september 
2010 are characteristic for the variable character of the local climate. occasionally, 
some local orographic events emphasize this general behaviour (e.g. Kastav in winter 
2009/2010).

At all eight stations, the δ18o values (fig. 3) vary between maximum values 
(around −4‰) in the warm season and minimum values (around −12‰) in the cold 
season; the exact values depend on the location. δ2H (not shown) follows δ18o and 
varies between around −20‰ and −70‰.

from the data we have extracted the altitude dependence (fig. 4) of the pre-
cipitation weighted mean δ18o values, separately for the warm (april-september) 
and the cold season (october-March). In both sets of stations, as expected, the winter 
data are shifted to more negative values, while the slopes are practically identical 

FIG. 2. Precipitation amount at four stations. Left: Kvarner region; right: Učka Mountain.
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(Učka) or slightly different (Kvarner). The yearly averaged δ18o altitude effects 
(ca. −0.2‰ /100 m for Učka and −0.22‰ /100 m for the Kvarner) are considerably 
weaker if compared to the −0.3‰ /100 m as given earlier in Ref. 3. For the station 
on the top of Učka a few winter data had to be eliminated due to ice formation. How-
ever, using the data from a lower-lying station (e.g. Veprinac) where no ice formation 
occurred, and applying the respective altitude relation as shown in Fig. 4, the Učka 

FIG. 3. Precipitation δ18O in the Kvarner region (left) and on Učka (right).

FIG. 4. δ18O altitude effect of the weighted means for the warm (solid lines) and the cold season 
(dashed) lines.
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data including the missing months can be reconstructed (broken curves in fig. 3). 
the agreement with the actually measured values is rather good. 

The linear relationship between δ2H and δ18o (the local Meteoric Water line, 
LMWL) has been determined as δ2H = 7.11 δ18O + 6.75 and δ2H = 7.05 δ18o + 5.16 for 
Učka and Kvarner, respectively. Both LMWLs are close to the Global Meteoric Wa-
ter Line (GMWL, δ2H = 8 δ18o + 10 [5]). slopes and intercept are somewhat smaller 
if compared to the 2001–2003 data for Portorož and Kozina on the western side of 
Istria [3]. as suggested in ref. [3], such a temporal change might indicate a change to 
warmer (and possibly less humid) climate conditions. Since local influences (evapo-
rative enrichment of falling rain drops beneath the cloud base, snow formation, etc.) 
may follow different fractionation rules, the lMWl is more of a descriptive char-
acteristic [6]. The deuterium excess d = δ2H – 8 δ18o appears to be a better indica-
tor [7]. for example, it is generally thought to be useful in identifying the origin of 
the precipitating air mass: atlantic air masses have a d-excess typically of around 
10‰, while Mediterranean air masses are characterized by a larger d-excess [8]. In 
the cold season d-excess is generally higher and shows a significant altitude effect, 
too, at least partly related to the altitude dependence of the temperature. this may 
require further study.

5. conclusIon

the paper presents the isotopic composition of precipitation collected in a sta-
tion network on the Northern Adriatic. The δ18o values decrease with increasing alti-
tude. the slope of this relation depends on the season and on the location; generally it 

FIG. 5. Altitude effect of the precipitation-weighted mean d-excess for the warm (solid lines) 
and the cold season (dashed lines).
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is, however, somewhat smaller than the one reported in ref. [3] for the Western side 
of Istria. Also the d-excess shows a significant altitude effect in that it increases with 
increasing altitude. To our knowledge, this is the first time that a systematic measure-
ment of an altitude dependent d-excess has been reported. 
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Abstract

daily variability of stable isotopes in precipitation was observed at 6 stations in the In-
donesian Maritime Continent from 2000 to 2006. The annual mean δ18o at Bukit Kototabang 
(gaW), Jambi, and Makassar are heavier than those for others. the precipitation amount effect 
was observed only at denpasar and Makassar. there are 2 groups resulting from the local Me-
teoric Water line; (1) slope is nearly 7.0 and high d-excess more than 10 at gaW, denpasar, 
and Manado, (2) slope is around 7.4 and low d-excess less than 7.5‰ at Jambi, Makassar, and 
Palau. Seasonal variability of δ18O and d-excess were classified into three patterns. There are 
no seasonal variations in δ18o and d-excess at gaW and Jambi, but clear seasonal variations at 
Denpasar (DPS) and Makassar (MKS). Due to the amount effect, δ18o in precipitation is high 
when the precipitation amount is low from May to october. In contrast, the amount effect is 
not significant and d-excess is constant throughout the year in Manado and Palau. The δ18o 
in precipitation at 2 stations located in sumatra Island corresponded with the Madden-Jullian 
oscillation index, while those for the other 4 stations in more easterly locations did not. this 
finding indicates that water vapour evaporated from the Indian Ocean can reach the Island of 
sumatra, but can’t reach more easterly locations.

1. IntroductIon

Stable isotopes in meteoric precipitation are strongly influenced by the water 
vapour source and trajectory history and can be used to reconstruct atmospheric cir-
culation. the global network of Isotopes in precipitation (gnIp) operated by the In-
ternational atomic energy agency (Iaea) has been conducting a worldwide survey 
of monthly isotope content in precipitation since 1961 [1]. However, there are few 
stations in the Indonesian Maritime continent (IMc) and the sampling interval is 
monthly. therefore, spatial and temporal distributions of stable water isotopes in pre-
cipitation over IMc are not so much understood. 

since 2001, the daily precipitation in asian Monsoon regions has been sampled 
and stable isotopes (deuterium and oxygen-18) in precipitation have been analysed 
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by the Institute of observational research for global change, Japan agency for Ma-
rine-earth sciences and technology (Iorgc/JaMstec) [2, 3]. fig. 1 shows loca-
tions of the sampling sites by JaMstec and also by gnIp. there are a few gnIp 
stations in the IMc, so the main objective of our sampling is to interpolate the spa-
tial distributions and temporal variability of stable isotopes in precipitation. further-
more, the influences to the precipitation isotopes from the Madden-Jullian Oscillation 
(MJo) are also considered.

2. saMplIng and analysIs MetHod

daily rainfall sampling sites are 5 stations in Indonesia, 7 stations in thailand, 
1 station in Vietnam, and 1 station in palau, but we focus on the Indonesian Maritime 
continent in this study. table 1 summarized the sampling site, period and basic char-
acteristics in precipitation isotopes. In this study, we use 5 stations in Indonesia and 
1 station in palau. Isotopic compositions of samples were analysed by a Mat–252 
analyser with a water equilibrium device at the laboratory of the ecological research 
center of Kyoto university (samples from 2001 to 2003) and Iorgc/JaMstec 
(samples after 2004).

FIG. 1. Locations of the precipitation sampling sites by JAMSTEC and GNIP.
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3. results

3.1. Amount effect and LmWL

Station Name, observation period, annual mean δ18o, amount effect (slope be-
tween δ18O and precipitation amount), and relations between δ2H and δ18o (lMWl; 
Local Meteorological Water Line) are shown in Table 1. The annual mean δ18o 
ranged from –4.56 to –8.32‰. the 18o values at gaW, Jambi, MKs, and Mnd are 
relatively more negative (less than –6.0‰) than those at dps and palau (more than 
–5.0‰). The precipitation amount effect is observed with statistical significance only 
at dps and MKs. the slope is –0.0105 in dps and –0.0061 in MKs. the slope and 
intercept of lMWl are ranged from 7.32 to 8.08 and from 5.55 and 13.73, respec-
tively. There are 2 groups resulting from the LMWL (δ2H–δ18o relationship in table 
1); 1) slope is nearly 7.00 and high d-excess more than 10 at gaW, dps, and Mnd, 
2) slope is around 7.40 and low d-excess less than 7.5 at Jambi, MKs, and palau.

3.2. seasonal variability

The monthly mean δ18o and d-excess values at 6 JaMstec stations were com-
pared to those of gnIp in fig. 2. seasonal variability of these stations can be classi-
fied into 3 groups. There are no seasonal variations in δ18o and d-excess at gaW, and 
there are bimodal peaks at Jambi. these seasonal patterns resemble those of gnIp at 
Jakarta, Jayapura, and Singapore, while there are clear seasonal variations in δ18o at 
DPS and MKS. Due to the amount effect, monthly δ18o in precipitation is high when 
the monthly precipitation amount is small from May to october. this seasonal pat-
tern resembles that of GNIP at Darwin and Madang. In contract, δ18o from May to 
October is low at MND and Palau. The amount effect is not significant and monthly 

taBle 1. suMMary of tHe saMplIng sItes and IsotopIc 
cHaracterIstIcs

station period
annual 

δ18o (‰)
amount effect (r2) δ2H–δ18o relationship (r2)

gaW apr 2001–May 2007 –8.32 –0.0071 (0.15) δ2H =7.98 δ18o + 13.03 (0.98)

Jambi apr 2001–dec 2005 –6.26 –0.0113 (0.23) δ2H =7.44 δ18o + 5.55 (0.97)

dps nov 2002–sep 2006 –4.56 –0.0105 (0.49) δ2H =8.08 δ18o + 13.73 (0.98)

MKs nov 2002–sep 2006 –7.50 –0.0061 (0.43) δ2H =7.32 δ18o + 6.24 (0.96)

Mnd nov 2002–dec 2006 –6.07 –0.0027 (0.07) δ2H =7.96 δ18o + 11.63 (0.99)

palau dec 2001–May 2007 –4.68 –0.0072 (0.21) δ2H =7.47 δ18o + 7.21 (0.97)
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d-excess values are almost constant throughout the year in these stations. this sea-
sonal pattern resembles those of gnIp at Manila, truk, and yap, which are located on 
islands in the Western Pacific.

4, dIscussIons

To consider the relationship between δ18o in precipitation and the Madden Ju-
lian Oscillation (MJO), δ18o observed in precipitation was compared with the pentad 
MJo index produced by the climate prediction center of noaa (downloaded from 
http://www.cpc.ncep.noaa.gov/products/precip/cWlink/daily_mjo_index/pentad.

FIG. 2. Seasonal variability in monthly δ18O and d-excess in precipitation over IMC and 
surrounding area.
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html). A time series of pentad δ18o in precipitation and MJo index at 6 stations in 
2004 were shown in Fig. 3. Variability in δ18o at gaW and JMB in sumatra Island 
corresponds with the MJo index (upper panel), while other 4 stations which are  lo-
cated more easterly in the Indonesian Maritime continent (IMc) are not correspond-
ing (middle and lower panels).

Based on the estimation of water vapour origins by using coloured moisture 
analysis [4], precipitable water at gaW and JMB stations was mostly occupied by 
water vapour evaporated from the Indian ocean. However, precipitable water at other 
4 stations was mostly composed of water vapour evaporated from the Java sea and 
the Pacific Ocean [5]. 

FIG. 3. Time series of pentad δ18O in precipitation and MJO index at 6 stations observed in 
2004.
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These findings indicate that water vapour evaporated from the Indian Ocean 
related to the MJo can only reach the Island of sumatra in the western part of 
the IMc. then, Indian ocean origin was replaced by the water vapour evaporated 
from the Java Sea and the Pacific Ocean. Therefore, there are no correlations between 
δ18o in precipitation and the MJo index at 4 stations located in the more easterly part 
of the IMc.

5. concludIng reMarKs

stable isotopes in precipitation observed at 6 stations in the IMc were compared 
in their seasonal variability with the gnIp stations. there are 2 groups resulting from 
the Local Meteoric Water Line, while seasonal variability in δ18o and d-excess in 
precipitation can be classified into 3 patterns. Due to the amount effect, δ18o in pre-
cipitation is high when precipitation amount is low at only dps and MKs. However, 
the amount effect is not significant at the other 4 stations. To consider the relation 
with the MJO, pentad δ18o in precipitation at only gaW and JMB stations located 
in sumatra Island corresponded with the MJo index. However, the other 4 stations 
located in the more eastern part of IMC were not significant.
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Abstract

Monthly rainfall collected at the douala station (Western cameroon) from 2006 to 2008 
was analysed for oxygen-18 and deuterium content. the dataset, which is now integrated into 
the GNIP database, was compared to the local groundwater record in order to define the in-
put function of regional hydrosystems. the isotope data displays a wide range of values from 
–0.59 to –6.14‰ for oxygen-18 and from –7.75 to –38.8‰ for deuterium, closely following 
the gMWl (global Meteoric Water line), suggesting that rain formation processes occurred 
under isotopic equilibrium conditions between the condensate and the corresponding vapour. 
No significant evaporation tendency was found. The comparison with the previous studies in 
the area provides a realistic pattern of isotope concentrations in both surface and groundwater 
throughout cameroon.

1. IntroductIon

this paper discusses the results of the analysis of monthly rainfall collected at 
the douala station (south-western cameroon) for three years. Isotope data on rain-
fall are scarce for the central african region, although stable isotopes of water are 
very useful tracers in hydrological, hydrogeological and hydroclimatological stud-
ies. a good understanding and characterization of isotope contents of precipitation 
is of major importance for using isotope data as an input function of water systems 
or for describing atmospheric circulation patterns and air mass trajectories. the iso-
topic composition of rainfall in tropical central africa has been studied by fontes 
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and Olivry [1] and Gonfiantini et al. [2] who focused on the Mount Cameroon area. 
these studies showed an altitude gradient of approximately –0.16‰ per 100 m for 
oxygen-18 and the evolution of the isotopic content of rainfall along the slopes. 
ref. [3] focuses on the factors controlling the variations of deuterium and oxygen-18 
in rainfall collected throughout southern cameroon, from Kribi to Moloundou. they 
suggested that the altitudinal variations of the weighted mean oxygen-18 content of 
precipitation in coastal areas are controlled by the continuous extraction of vapour 
from the atmospheric reservoir as rain according to the rayleigh distillation model. 
In the area farther than 230 km from the atlantic coast, the recycling of continental 
moisture influences the isotopic composition of the rainfall.

In addition, the stable isotope records from the rainfall of the douala station 
was compared to some available isotope data from groundwater from the previous 
studies on the cameroonian territory [4–15]. the douala record was compared with 
the sahelian gnIp station of n’djamena (chad), bordering northern cameroon, as 
well as the atlantic gnIp station of sao tome (são tomé e príncipe).

2. study area

cameroon has four distinct topographical regions — the south, a coastal plain 
with dense equatorial rain forests; the centre, the adamawa plateau, consisting of 
a region with elevations reaching about approximately <1300 m.a.s.l.; the far north 
where the savannah gradually descends to the marshland surrounding lake chad; and 
the west, consisting of high, forested mountains of volcanic origin, where the high-
est peak in western africa (4095 m.a.s.l.) is situated. the climate of douala is of 
equatorial type influenced by the monsoon during summer (July to September) with 
maximum rainfall in september and with approximately 174–200 rainfall days per 
year. there are two distinct seasons: a dry season from november to June and a rainy 
season from July to october. the meteorological data (1951–2009) from the douala 
observatoire station (4°00’n, 9°44’e, 9 masl) show that the average annual rainfall 
is 3867 mm with monthly values ranging from 755 mm in august to less than 40 
mm in December and January, thus 75% of precipitation falls from June to October. 
The annual relative humidity is about 82% (1971–2009) with variations from 88% 
in the full rainy season to 80% in the dry season. The average annual temperature 
is 27.7°c. the average annual evapotranspiration — pan evaporation method — 
(1971–2004) is estimated to be around 1235 mm.

 the southern cameroon, including the region of douala (fig. 1), is covered 
by dense moist forest vegetation and is crossed by several rivers. the rainfall regime 
over the cameroon rain forest is mainly governed by the northward migration of 
the intertropical convergence zone (ItcZ). In the cameroon rainforest, there are two 
rainy seasons, namely the winter rainy season from March to June and the summer 
rainy season from august to november. an important hydroclimatological feature to 
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be noted in this region is the influence of dense forest vegetation on the water cycle 
[3], approximately 60–75% of precipitation falling over the African rainforest are 
recycled as continental moisture.

northern cameroon, located in the sudano-sahelian zone, has a very different 
climatological regime. the climate is characterized by a marked dry season (from 
october to March) and a wet season (from May to september) in relation to the lati-
tudinal oscillations of the ItcZ where the Harmattan wind, dry saharan air masses, 
and the monsoon, fresh and wet air masses from the gulf of guinea, meet. the wet 

FIG. 1. Location of the study area and references to isotope data: Cameroon Mount [1, 2], 
Grand Yaéré [4, 11], Banana Plain [5], Garoua [6], Maroua [7], Douala and Yaoundé data 
are from IAEA CMR/8/008 project.
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season is linked to the northward migration of the ItcZ, which reaches its extreme 
northern limit in July–august around a mean latitudinal position of 20–23°n [3].

the combination of the equatorial climate and the closeness of the ocean causes 
fractional distillation of the vapour masses (conditions of rayleigh), according to 
ref. [1]. this mechanism partly reduces annual thermal amplitudes and the variation 
of the isotopic composition of precipitation.

2. saMplIng and Isotope MeasureMents

total precipitation events were collected on a monthly basis at the douala Hy-
drac station (4°1’48’’n/9°43’48’’e/18 m) from July 2006 to november 2009, rep-
resenting 34 rainwater samples, which corresponds to 97% of the total rain amount. 
Samples were collected at the end of each month in a raingauge. Paraffin oil was 
added to the rain container in order to prevent evaporation during the sample collec-
tion. Hydrogen and oxygen isotope analyses were conducted by employing the stand-
ard co2 equilibration and the zinc reduction techniques respectively, followed by 
analysis on a mass spectrometer, at the Isotope Hydrology laboratory of the Iaea 
(Vienna, Austria). All oxygen and hydrogen analyses are reported in the usual δ no-
tation relative to Vienna Standard Mean Ocean Water (VSMOW), where δ = [(RS/
rsMoW)–1] × 1000; rs represents either the 18o/16o or the 2H/1H ratio of the sam-
ple, and rsMoW is 18o/16o or the 2H/1H ratio of the sMoW. typical precisions are 
±0.1‰ and ±1.0‰ for the oxygen and deuterium respectively.

3. results and dIscussIon

Values of δ18O and δ2H vary from –0.59 to –6.14‰ and from 7.75 to –38.80‰ 
respectively. The weighted mean values in stable isotopes are –3.55 δ18o‰ and 
–16.67 δ2H‰ for the whole period of sampling. these values are close to the ones of 
the IAEA GNIP stations of Sao Tome (–3.27 δ18O‰, –16.44 δ2H‰; 1962–1976) and 
N’Djamena (–3.68 δ18O‰, –19.46 δ2H‰; 1965–1978), which has the longest records 
available in the region.

Fig. 2 shows a plot of δ2H versus δ18o for rainwater samples collected in doua-
la from 2006 to 2009; the n’djamena and sao tome weighted mean values are also 
reported. The Douala meteoric water line is expressed as: δ2H = (8.17 ± 0.40) δ18o + 
(12.76 ± 1.38), n=34. the weighted mean values of sao tome and n’djamena fall 
on the gMWl whereas the weighted mean value of douala is on the douala mete-
oric water line, above the gMWl. deuterium excess (d-excess) values of sao tome 
and n’djamena are close to 10‰, but douala’s d-excess is 11.7‰. the higher value 
of d-excess could be explained by a continental source of vapour related either to 
the non-fractionating transpiration from vegetation or to the fractionating evaporation 
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from water bodies [8, 12]. transpiration is supposed to add vapour to the atmosphere 
which tends to offset the continental effect by lowering the expected depletion of 
δ18o values but not modifying the d-excess value. However, due to the abundance of 
equatorial rain forests and the saturated atmosphere, the humid vegetation can act as 
water bodies and contribute to isotopic content through the evaporation from the sur-
face of the vegetation cover.

the comparison of stable water isotope values in rainfall with those of ground-
water in the douala region and more generally those of the whole cameroon territory 
towards the Chad Lake can be helpful to fingerprint the evolution of the isotope sig-
nal in rainfall across central africa.

FIG. 2. δ2H versus δ18O for rainwater samples collected in Douala for the 2006 to 2009 period.

FIG. 3. δ2H versus δ18O for groundwaters of Cameroonian aquifers.
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Fig. 3. presents the evolution of the δ2H versus δ18o relationships in differ-
ent aquifers of cameroon. data are provided for the garoua sandstones aquifer [6], 
the Maroua plain [7], the Banana plain [5], the grand yaéré plain [4], the city of 
Yaoundé [this study] and the city of Douala [this study]. The variety of δ2H and δ18o 
data illustrates the great diversity of the cameroonian climate with depleted isotope 
data without evaporation pattern for the northern deep aquifers (garoua, grand yaé-
ré deep groundwaters). the isotope values of groundwaters in the douala city and 
the Banana plain aquifer are in good agreement with those of rainfall. the ground-
waters from the Maroua plain and the grand yaéré shallow aquifers show a strong 
influence of the evaporation processes towards enriched values. The isotope data in 
the city of Yaoundé also exhibit a very developed evaporation influence over the iso-
tope signature of groundwater which is probably related to the shallow structure of 
the yaoundé aquifer [9, 10].

4. conclusIon

This study is the first isotope analysis of precipitation in Douala, Cameroon. 
The precipitation collected at this GNIP station is strongly influenced by the adja-
cent atlantic ocean but probably also shows a supply of recycled continental mois-
ture to the atmospheric vapour reservoir originating from the equatorial rainforest. 
the weighted mean isotope values of precipitation calculated for the 2006–2009 pe-
riod is well reflected by the stable isotopes measured in local groundwaters in Douala 
city and the Mount cameroon region. Isotope tracers are of major importance to 
evaluate the groundwater dynamics in cameroon in order to undertake appropriate 
conservation measures for better water resource management. Indeed, strong anthro-
pogenic impacts are present either in southern cameroon [13] or in the lake chad 
vicinity [14, 15].

ACkNOWLEDGEmENTs

the authors would like to acknowledge the technical cooperation department 
and the Isotope Hydrology Section of the IAEA for providing financial and scientific 
support to this study in the framework of project cMr/8/008. Warm thanks are also 
addressed to the Hydrac company for allowing the establishment and operation of 
the rainwater collection station.



IAEA-CN-186/63

119

REFERENCEs

[1] fontes, J.c., olIVry, J.c., composition isotopique des précipitations de la ré-
gion du Mont cameroun, onarest report (1977) (in french).

[2] gonfIantInI, r., rocHe, M.a., olIVry, J.c., fontes, J.c., 
ZuppI, g.M., the altitude effect on the isotopic composition of tropical rains, 
chemical geology 181 (2001) 147–167.

[3] nJItcHoua, r., sIgHa-nKaMdJou, l., deVer, l., MarlIn, c., sIgHoM-
nou, d., nIa, p., Variations of the stable isotopic compositions of rainfall events 
from the cameroon rain forest, central africa, J. Hydrol. 223 (1999) 17–26.

[4] KetcHeMen, B., etude hydrogéologique du grand yaere (extrême nord du 
cameroun), synthèse hydrogéologique et étude de la recharge par les isotopes de 
l’environnement, Master’s thesis, univ. cheikh anta diop, dakar (1992) (in french).

[5] aKo, a.a., sHIMada, J., IcHIyanagI, K., KoIKe K., Hosono, t., eyong, 
g.e.t., IsKandar, I., Isotope hydrology and hydrochemistry of water resources 
in the Banana plain (Mungo-division) of the cameroon volcanic line, J. environ.  
Hydrol. 18 (2009).

[6] nJItcHoua, r., deVer, l., fontes, J.c., naaH, e., geochemistry, origin and 
recharge mechanisms of groundwaters from the garoua sandstone aquifer, northern 
cameroon, J. Hydrol. 190 (1997) 123–140.

[7] nJItcHoua, r., ngounou ngatcHa, B., Hydrogeochemistry and environ-
mental isotope investigations of the north diamaré plain, northern cameroon, J. af-
rican earth sci. 25 (1997) 307–316.

[8] taupIn, J.-d., coudraIn-rIBsteIn, a., gallaIre, r., ZuppI, g.M., fIl-
ly, a., Rainfall characteristics (δ18O, δ2H, ΔT and ΔHr) in western africa: regional 
scale and influence of irrigated areas, J. Geophys. Res., D9 105 (2000) 11911–11924.

[9] fouepe taKounJou, a., ndaM ngoupayou, J.r., rIotte, J., taKeM, 
g.e., Mafany, g., MarecHal, J.c., eKodecK, g.e., estimation of ground-
water recharge of shallow aquifer on humid environment in yaounde, cameroon, 
using hybrid water-fluctuation and hydrochemistry methods, Environ. Earth Sci. 64 
(2010) 107–118.

[10] ZeBaZe togouet, s.H., BoutIn, c., nJIne, t., KeMKa, n., nola, M., 
foto MenBoHan, s., first data on the groundwater quality and aquatic fauna 
of some wells and springs from yaounde (cameroon), eur. J. Water Qual. 40 (2009) 
51–74.

[11] ngounou ngatcHa, B., Mudry, J., aranyossy, J.f., naaH, e., sar-
rot reynault, J., apport de la géologie, de l’hydrogéologie et des isotopes 
de l’environnement à la connaissance des “nappes en creux” du grand yaéré (nord 
cameroun), revue des sciences de l’eau 20 1 (2007) 29–43 (in french).

[12] nJItcHoua, r., et al., oxygène-18, deutérium et chlorures dans les précipitations 
à garoua (nord-cameroun): implications météorologiques, c.r. acad. sci. paris 321 
(1995) 853–860 (in french).

[13] taKeM, g.e., cHandraseKHaraM, d., ayongHe, s.n., tHaMBIduraI, 
p., pollution characteristics of alluvial groundwater from springs and bore wells in 



Ketchemen-tandia et al.

120

semi-urban informal settlements of douala, cameroon, Western africa, environ. 
earth sci. 61 (2010) 287–298.

[14] ngounou ngatcHa, B., daIra, d., nitrate pollution in groundwater in two 
selected areas from cameroon and chad in the lake chad basin, Water policy 12 
(2010) 722–733.

[15] fantong, W.y., sataKe, H., aKa, f.t., ayongHe, s.n., asaI, K., Man-
dal, a.K., aKo, a.a., Hydrochemical and isotopic evidence of recharge, apparent 
age, and flow direction of groundwater in Mayo Tsanaga River Basin, Cameroon: 
bearings on contamination, Environ. Earth Sci. 60 (2010) 107–120.



121

IsOTOPIC CHARACTERIzATION OF sNOW, ICE AND 
GLACIAL mELT IN THE WEsTERN HImALAYAs, INDIA

s.p. raI, B. KuMar, M. arora, r.d. sIngH
national Institue of Hydrology, 
roorkee, 247 667, India,

Abstract

precipitation and glacial melt samples were collected at the snout of the gangotri 
glacier, popularly known as gaumukh, located in the western Himalayas, India. snow and 
ice samples were collected from different sites of the gangotri glacier. the local meteoric 
water line (LMWL) developed for the ablation period (May to October) is δ2H = 8.2 δ18o + 
17.1 (r2 = 0.99), which shows a slightly higher slope and intercept than gMWl. this may 
be due to local summer connective precipitation occurring under dry climatic conditions 
and mountainous region moisture recycling with the south-west monsoon. the meltwater 
line, δ2H =9.4 δ18o + 37.5 (r2 = 0.96), having a significantly higher slope and intercept than 
the gMWl and lMWl. the main reasons for the higher slope and intercept of meltwater line 
may be due to the recycling of local vapour with moisture derived from the Western distur-
bance moisture whose source is the Mediterranean sea. the high d-exess values of snow, ice 
and meltwater indicate that the source of moisture is the Western disturbances. 

1. IntroductIon

the Himalayas encompass the world’s third largest glacier systems after ant-
arctica and Greenland, occupying about 15% of the mountain terrain. The glacier 
systems are classified as mountain or ice caps [1]. Mountain glaciers constitute only 
about 3% of the glacierized area of earth. In India, there are more than 5000 gla-
ciers on the southern slope of the Himalayas covering an area of nearly 38 000 km2. 
the distributions of these glaciers are higher in the north-west than in the north-east-
ern part of the Indian Himalayas due to the criss-cross mountains, altitude variations 
and different climatic environment. the three important river systems originating 
from the Himalayan region are: the Indus system, the ganges system and the Bra-
hamaputra System, which are significantly fed by snow and glacial melt during the 
low flow period.

Himalayan glaciers are a sensitive indicator of climate changes, as are 
the world’s other mountain glaciers. the isotopic composition of snow and glacier 
melt can provide information on atmospheric circulation such as responses to cli-
matic fluctuations, changes in the strength of the south west summer monsoon, and 
western disturbances. A number of studies have specifically examined δ18o, and to a 
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lesser extent δ2H, in precipitation and groundwaters from the Himalayan front, e.g. 
refs [2–5], the tibetan plateu, e.g. refs [6–15] and southeast asia, e.g. refs [16–18]. 
other studies revealed that the isotopic composition of modern precipitation provides 
a conservative tracer for the origin, phase transitions and transport paths of water 
[19–21]. streamwater provides a time integrated record of the isotopic composition 
of precipitation [21–23] and thus a first order measure of broad factors controlling re-
gional scale isotopes of precipitation. further, the isotopic composition of stream wa-
ter is helpful to separate out the contribution of snow and glacial melt in the stream 
discharge with time because different water sources are acting within a river at dif-
ferent seasons [24]. dalai et al. [25] studied the isotopic composition of the yamuna 
river and its relationship with water chemistry. nizampurkar et al. [26] have studied 
the climatic changes and ice dynamics of the dokriani glacier by dating the ice and 
measuring the isotopic composition of snow and ice. Kumar et al. [27] have devel-
oped the meteoric water line for India and for its various regions. an attempt has 
been made by rai et al. [28] and Maurya et al. [29] to separate out the hydrograph 
of the Bhagiarathi and ganges rivers using isotopic techniques. no systematic study 
has been reported on isotopic investigations of the snow, ice and glacial melt of the 
western Himalayas.

In the present study, rainfall, snow, ice and glacial melt was collected at the snout 
of the gangotri glacier during the ablation period of 2004 and 2005 in order to un-
derstand the source of moisture to the western Himalayas using isotopic signatures.

2. study area

the gangotri glacier is the largest glacier in the western Himalayas. the study 
area falls in uttarkashi district of uttarakhand state (u.K.) between latitude 30° 
43’n and 31°01’n and between longitudes 79° 0’e and 79°17’e (fig. 1). the pro-
glacial meltwater stream, known as the Bhagirathi river, emerges from the snout 
of the gangotri glacier at an elevation of 4000 m. the meltwater is drained through 
a well defined single terminus of the glacier, known as Gaumukh (the mouth of 
a cow). gaumukh is considered the origin of the river ganges. the main gangotri 
glacier (length: 30.20 km; width: 0.2–2.35 km; area: 86.32 km2) forms the trunk part 
of the gangotri glacier system. the major glacier tributaries of the gangotri glacier 
system are raktvarn glacier, chaturangi glacier, Kirti glacier, swachand glacier, 
ghanohim glacier, Meru glacier, etc. the total catchment area up to the sampling 
location is about 556 km2. out of this, a total area of 286 km2 is glacierized. the el-
evation range of the gangotri glacier varies from 4000 to 7000 m and the elevation 
of the study area up to the gauging site lies between 3800 and 7000 m. 
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3. saMple collectIon and MeasureMent tecHnIQues

In order to measure the discharge of the river and weather parameters, a hydro-
meteorological observatory was established near Bhojwasa by the national Institute 
of Hydrology (NIH), Roorkee. To measure the δ18o and δ2H of precipitation, inte-
grated ten day and monthly samples were collected during an ablation period of years 
2004 and 2005 using an ordinary rain gauge. diffusive and evaporative losses from 
the rain gauge were avoided by collecting the water daily in a double lidded plastic 
container while evaporation from storage containers was avoided by sealing the outer 
cap with paraffin. Meltwater samples were collected from the stream emerging from 
the gangotri glacier snout on a ten day basis for the years 2004 and on a daily basis 
for the year 2005. snow and ice samples were collected from the gangotri glacier. 

The isotopic analyses (δ2H, δ18o) of the collected samples were carried out at 
NIH, Roorkee. δ2H and δ18o were measured by pt–H2 and co2 equilibration meth-
ods respectively, following the standard procedure [30, 31]. To determine δ2H and 
δ18o, a three point calibration equation was used with the isotopic water stand-
ards V-SMOW, GISP and SLAP (Precision: ±1.0‰ and ±0.1‰ for δ2H and δ18o, 
respectively). 

FIG. 1. Location map of sampling site and Gangotri glacierized system in the western 
Himalayas.
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4. results and dIscussIon

4.1. Isotopic composition of rainfall

Fig. 2 shows the plot of δ2H versus δ18o for all precipitation samples col-
lected during the ablation period of 2004 and 2005. the local Meteoric Water line 
(LMWL) developed as δ2H = 8.2 (±0.10) δ18o + 17.1 (±1.53) (n = 15, r2 = 0.99) for 
a complete ablation period shows a higher slope and y-intercept in comparison with 
the gMWl. It is consistent with the lMWl of the tuotuohe stations of the tibetan 
plateau with a slope of 8.2 and an intercept of 17.5 [10].

The δ2H and δ18o values are enriched during the months of May, June and July 
and depleted during august and september. the most depleted rainfall in terms of 
the oxygen isotope (δ18o) observed during the month of september in 2004 and 2005 
are –23.8‰ and –30.3‰, respectively. Similarly, the most enriched δ18o values in 
rainfall observed in the month of June in 2004 and 2005 are –1.7‰ and –3.6‰, re-
spectively. In the months of May, June and July high d-excess and enriched δ18o in 
precipitation are due to local summer convective precipitation occurring under dry 
climatic conditions and resulting from local moisture which was also reported by 
Tian et al. [32] for the Tibetan plateau. The low d-excess and δ18o in the month of 
august and september recorded at gaumukh indicate change in the source of mois-
ture, which is the southwest (sW) summer monsoon originating from the Bay of 
Bengal. the sW summer monsoon moves towards the Indo-gangetic plains reaching 
up to the western Himalayas with heavy amounts of precipitation which leads to low 
d in the Indo-gangetic plains. further, amounts are released due to uplift of humid 
air masses resulting in depleted δ18O. The low δ18o in the months of august and sep-
tember at gaumukh indicates that the sW summer monsoon reached up to gaumukh 
(3800 m amsl) in the months of august and september during the years 2004 and 
2005. 

FIG. 2. δ2H versus δ18O of precipitation (monthly weighted) during the ablation period 2004 
and 2005
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taBle 1. IsotopIc Values of snoW, Western HIMalayas

location altitude (m) δ18o (‰) δ2H (‰)

chhota sigari 4050 to 4750 –5 to –9

dokriani 4695 –4.5 to –7.2

 4695 –5 to –23  

gomukh

3800 –11.6 –91

3800 –13.9 –100

3800 –9.7 –70

3800 –10.1 –70

3800 –11.7 –86

3800 –4 –27

3800 –14 –103

taBle 2. IsotopIc Values of Ice/glacIer reported By VarIous 
InVestIgators

location altitude (m) δ18o (‰) δ2H (‰) d Investigators

rohtang 3748 –18.1 –128 17

[3]

Balacha la 4650 –15.9 –119 8

thanglang la 5210 –24.7 –180 18

Zozilla 3540 –12.2 –90 8

Khardung la 5629 –17.2 –127 11

Khardung la 5649 –15.3 –107 15

dokriani 4836 –11 to –15.2  [26]

chhota sigari 4100  to 4600 –6 to –11 [32] 

gomukh

4000 –18.5 –132.9 15

present study

4000 –13.37 –91.7 15

4000 –18.1 –134.3 10

4000 –14.5 –104.4 16

4000 –13.5 –97.0 16

4000 –15 –108.1 16
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4.2. Isotopic composition of snow and ice 

the isotopic signature of the fresh snow and surface ice samples collected from 
different altitudes in the accumulation and ablation zones of the western Himalayan 
glaciers by various investigators and under the present study from the gangotri gla-
cier are presented in table 1 and table 2. 

the results clearly indicate that the fresh snow bears more enriched isotopic 
signature than the glacier. this is possible as the glacier is formed from the snow 
that occurs at higher altitude and it also takes several decades in transformation from 
snow to ice. Based on 32si and 210pb radioactivity, the age of the nehnar, chhota 
shigri and dokriani glaciers is calculated to be about 500 years, 250 years and 400 
years respectively [26]. The depleted δ18o of these dated glacier snouts revealed that 
these regions had a cooler atmosphere by a few degree during their formations. High 
d of these samples reveals that western disturbances are the source of moisture for 
the precipitation.

4.3.	 Temporal	variation	of	δ18O in meltwater

The δ18o values of meltwater during the month of april to June (pre-monsoon 
period) are found between –12‰ and –13‰. The δ18o values gradually deplete fur-
ther during July to September with an abrupt depletion of δ18o due to heavy rainfall 
events during these months (fig. 3). It has been observed that the isotopic values of 
melt initially follow the average δ18o values of snow (–4.0‰ to –14.4‰, table 1). It 
suggests that melting of fresh snow dominates in the melt discharge at an initial stage 
during May and June. due to melting of snow in the initial phase, the glacier/ice 

FIG. 3. Variation of δ18O in meltwater during the ablation period of 2005.
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becomes exposed and this results in the subsequent melting of ice, along with snow 
of higher altitude. the meltwater generated due to the melting of the glacier will bear 
depleted isotopic signatures. the depletion in isotopic composition of the river starts 
from the last week of June/first week of July indicating glacier melt dominance in 
the river discharge. this is the reason that the maximum discharge of meltwater is 
recorded in the month of July and august at gomukh [28].

4.4. Isotopic Composition of meltwater

Fig. 4 shows a δ2H vs δ18o plot for the meteoric water line developed for 
the meltwater of Gangotri Glacier at the Gomukh site and the best fit line is 
δ2H = 9.4 ± 0.7 δ18o + 37.5  ±  9.7, R2 = 0.96, n = 16 (2004–2005), which is consistent 
with lMWl of higher Himalayan snow and glacier with a slope of 8.7 and intercept 
of 29.9 [3]. 

the slope and intercept of the meltwater for the study region is similar to that 
reported earlier by Hren et al. [15], a slope of 10 and intercept of 39 for the stream 
water of the middle yarlung region and Zhou et al. [33], a slope of 10.4 and intercept 
of 41.4 for the snow pack at the altitude of 4860 m of Qilian Mts glacier. the three 
main post deposition processes of snow evaporation, melting and refreezing may 
modify the slope of the meteoric water line but do not cause an increase. evaporation 
and refreezing result in a slope decrease and melting has no clear impact on it [34, 
35]. the high d-excess reveals that the source of moisture is western disturbances.

5. conclusIons

the results reveal that the source of precipitation during the ablation period is 
local moisture and sW summer monsoon.the high d value of snow, ice and glacial 

FIG. 4. δ2H versus δ18O of meltwater (monthly weighted) during the ablation period 2004 and 
2005.
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melt reveals the source of moisture is western disturbances. the temporal variation 
in the isotopic composition of meltwater at gomukh is due to the melting of snow 
and ice at different altitudes and with an increase in air temperature. the meltwa-
ter represents the integrated isotopic signature of snow and ice of different altitudes. 
the abrupt change in isotopic signature in meltwater is due to the contribution from 
the sW monsoon to stream discharge as surface runoff. the present study reveals that 
stable isotopes are very useful in segregating the different components of stream dis-
charge near the snout while conventional techniques have limitations. the long term 
data of δ18o of  the river near the snout would be useful to study the impact of climate 
change on the melting of Himalayan glaciers.
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Abstract

to understand the spatial distribution of stable isotopic compositions in precipitation, 
precipitation samples were collected every two weeks from november 2009 to december 2010 
at 6 points in Kumamoto, Japan. The δ18O and δ2H of precipitation samples were measured by 
isotope ratio mass spectrometry (delta-s) with co2/H2O equivalent method for δ18o and the 
chromium reduction method for δ2H. The range of δ18O and d-excess (= δ2H – 8 δ18o) in pre-
cipitation is from –13.4‰ to –3.5‰ and from 2.6‰ to 35.6‰, respectively. seasonal variabil-
ity of δ18o (d-excess) in precipitation was low (high) in winter and high (low) in summer. the 
seasonal wind of this study area was dominated by south-westerly in summer (from June to 
august) and north-westerly in winter (from december to february). these wind regimes indi-
cate seasonal variabilities of the water vapour pathway from the origin. In this paper the trend 
of inland effect to the δ18o for both south-westerly and north-westerly are also considered. as 
a result, significant correlation between distances from the coastal line at south-westerly or 
north-westerly and δ18o in precipitation was recognized, particularly from 18 february to 7 
March and from 29 September to 19 October in 2010 (statistically significant with 5% level). 
furthermore, in order to evaluate the course of precipitation, the column total of water va-
pour flux was considered in the whole period by using JRA–25 and JCDAS. It is interesting 
that the inland effect corresponded to the column total of water vapour flux at south-westerly 
(north-westerly). Hence, it is conceivable that the spatial distribution of δ18o in precipitation 
was controlled by a column total of water vapour flux in this area.

1. IntroductIon

Many studies on the spatial distribution of stable isotopes in precipitation, espe-
cially in a relationship between the distance from the coastal line and stable isotopes 
in precipitation, were considered. In Japan, the inland effect of stable isotopic com-
positions in precipitation has not been studied, except for investigations such as refs 
[1, 2]. However, their investigations have reported an inland effect of stable isotopes 
in precipitation considered by one direction or distance from the shortest coastal 
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lines. In this study area, Kumamoto, seasonal winds change from the south-westerly 
wind in summer (from June to august) and the north-westerly wind in winter (from 
december to february). this evidence shows that there is seasonal variability in 
the course of water vapour from the origin (where the water vapour evaporated from). 
therefore, it is conceivable that the trend of inland effects changes the relationship 
between the distance from the coastal line and δ18o in precipitation by the variability 
of the course of precipitation. Hence the distance from the coastal lines at the south-
westerly and the north-westerly was considered. the purpose of this study is to reveal 
the correlation between distances from the coastal lines at two directions of wind and 
stable isotopic compositions in precipitation over Kumamoto by analyzing precipita-
tion samples collected on a two-weekly basis.

2. saMplIng and analysIs MetHod

the map of observational stations is shown in fig. 1. precipitation samples 
have been collected from november 2009 to december 2010 in Kumamoto. How-
ever the starting date was different. samples form Kumamoto, uki and Koushi were 
first taken on 3 November 2009, whereas Kahoku on 8 December 2009, Matsushima 
on 9 December while Ohzu was first taken on 21 March 2010. These have been col-
lected approximately twice weekly at 6 stations. the water was sampled a total of 21 

FIG. 1. The map of observational stations in Kumamoto.
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times, and each observation period was numbered from p01 to p21. each observation 
period is shown in table 1.

δ18O and δ2H of the precipitation samples were measured by isotopic composi-
tion mass spectrometry (delta-s) with a co2/H2O equivalent method for δ18o and a 
chromium reduction method for δ2H. Isotopic compositions are expressed by conven-
tion as parts per thousand deviations related to Vienna standard Mean ocean Water 
(V–SMOW), that is δ notation (‰). The analytical errors for the standard measure-
ment of δ18O and δ2H are better than  ± 0.1‰ and  ± 1.0‰, respectively.

taBle 1. oBserVatIon perIods at tHe saMplIng sItes

period start end

p01 3 nov 2009 15 nov 2009

p02 16 nov 2009 27 nov 2009

p03 28 nov 2009 23 dec 2009

p04 24 dec 2009 7 Jan 2010

p05 8 Jan 2010 19 Jan 2010

p06 20 Jan 2010 1 feb 2010

p07 2 feb 2010 17 feb 2010

p08 18 feb 2010 7 Mar 2010

p09 8 Mar 2010 20 Mar 2010

p10 21 Mar 2010 21 apr 2010

p11 22 apr 2010 7 May 2010

p12 8 May 2010 30 May 2010

p13 31 May 2010 10 Jun 2010

p14 11 Jun 2010 1 Jul 2010

p15 2 Jul 2010 29 Jul 2010

p16 30 Jul 2010 15 aug 2010

p17 16 augh 2010 9 sep 2010

p18 10 sep 2010 28 sep 2010

p19 29 sep 2010 19 oct 2010

p20 20 oct 2010 4 nov 2010

p21 5 nov 2010 26 nov 2010
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3. study MetHod

3.1. Determining distance from the coastal line

the longest distance from the coastal line to the observational station at south-
westerly and north-westerly is Matsushima. therefore, the standard position of in-
tersection of the coastal line and extended line from Matsushima in a south-westerly 
and north-westerly direction are determined. distances from the coastal line to other 
stations were determined by distance from the vertical line through the standard po-
sition to other stations. distance from the coastal lines at south-westerly and north-
westerly on each station is shown in table 2.

3.2. The water vapour transportation pathway

It is important that the course of precipitation from the water vapour source 
into this study area can determine the inland effect. therefore, this paper considered 
the course of the precipitation. In order to determine the course of the precipitation, 
this study used column total of water vapour flux by using JRA–25 and JCDAS (me-
teorological reanalysis datasets). using the average duration of column total of water 
vapour flux, the course of precipitation into Kumamoto was evaluated.

taBle 2. tHe dIstance froM tHe coastal lIne to tHe saMplIng 
statIons

station
directions

sW 1 nW 1 Min 2

Kumamoto 100.0 126.0 11.5

uki 85.0 138.0 3.9

Koushi 106.0 121.0 27.9

Kahoku 121.0 99.0 29.7

Matsushima 57.0 129.0 0.0

ohzu 116.0 130.0 18.9

1 the distance from the coastal lines in km.
2 the distance from the shortest coastal lines in km.
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4. results

4.1. Time series variation of stable isotopic compositions in precipitation

Time series variations of stable isotopic compositions (δ18o and d-excess) are 
shown in Fig. 2. The time series of δ18o presents similar variations at each station 
from p01 to p14 and from p20 to p21, and a different pattern from p15 to p19. p13 
show high δ18o, negative d-excess. p13 is characterized by a lower amount of pre-
cipitation and therefore isotope effects due to evaporation are expected. as a result, 
the range of δ18O was from –13.4‰ to –3.5‰. The seasonal variation of δ18o was 
found to be high in spring (from p06 to p12) and low in p02, p05 and p14. 

the time series of d-excess found similar variation form p01 to p12, p14 and 
from p18 to p21 at each station, and dissimilar variation from p15 to p17. It is con-
ceivable that the time series of similar d-excess at all station were affected by water 
vapour from the same source area. However, the time series of d-excess from p15 to 
p17 is different. these indications may be affected by a local precipitation system or 
a different water vapour source.

FIG. 2. Time series of stable isotopic compositions.
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At P05 a snow event was observed. Therefore P05 had low δ18o (–12.1‰ ~ 
–10.2‰) and the highest d-excess (22.8‰ ~ 35.6‰). this characteristic value vari-
ation of stable isotopic compositions agrees with the model simulation result of 
Ref. [3] by using IsoGSM [4]. P14 also had low δ18o values (–12.5‰ ~ –11.0‰) and 
low d-excess (8.9‰ ~ 10.2‰) by the Baiu front near Kumamoto. the Baiu front oc-
curred in the summer monsoon season over eastern asia. this characteristic variation 
of stable isotopic compositions in p14 agreed with ref. [5].

4.2. spatial distribution of stable isotopic compositions in precipitation

The correlation between δ18o and the distance from the coastal line at south-
westerly or north-westerly direction is shown in table 3. Mean total column water 
vapour flux in each period is also shown in Table 3. 

Correlation between the distance from the coastal line and δ18o in p08 and p19 
is shown in Fig. 3. Significant correlation between the distance from the coastal line 
at south-westerly or north-westerly and δ18o is found at p08 and p19. this indication 
shows the inland effect: increasing distance from the coastal line at south-westerly 
(north-westerly), decreasing δ18o in p08 (p19). furthermore, it is interesting that the 
column total of water vapour flux was dominated by south-westerly (north-westerly) 

taBle 3. correlatIon coeffIcIents BetWeen δ18o and dIs-
tance froM tHe coastal lIne In soutH-Westerly or 
nortH-Westerly dIrectIons 

period p01 p02 p03 p04 p05 p06 p07 p08 p09 p10

samples 3 3 3 5 5 5 5 5 5 6

WVf nW WnW WnW WnW s sW WsW sW WsW WsW

corr (sW) – –0.76 –0.89 –0.22 –0.12 –0.63 – –0.95 –0.31 –

corr (nW) –0.84 – – –0.21 –0.12 – –0.43 – –0.33 –0.66

period p11 p12 p14 p15 p16 p17 p18 p19 p20 p21

samples 6 6 6 6 6 6 6 6 6 6

WVf sW W W sW W nW nW nW n nW

corr (sW) –0.37 – – –0.44 –0.23 – –0.49 – –0.63 –0.72

corr (nW) –0.01 – –0.75 – – –0.20 – –0.91 – –

the rows are, from the top, as follows: period, number of samples, WVf: column total of water vapour 
flux, correlation coefficient at south-westerly and correlation coefficient at north-westerly. About WVF, N: 
north, W: west, s: south, e: east.
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at p08 (p19). Inland effect was involved with the column total of water vapour 
flux. Namely, it coincided that δ18o in precipitation decreased along the course of 
precipitation. 

Inland effect at south-westerly (north-westerly) agreed with column total water 
vapour at south-westerly about for 20%, north-westerly about for 10%. Periods ex-
cept column total of water vapour flux at south-westerly or north-westerly for about 
50%. The remaining 20% do not coincide with inland effect and column total of wa-
ter vapour flux. 

5. concludIng reMarKs

Inland effect at south-westerly and north-westerly was considered. Inland effect 
at south-westerly or north-westerly coincides with column total of water vapour at 
south-westerly or north-westerly. this indication shows the increasing distance from 
the coastal line, decreasing δ18O at column total of water vapour flux. That is, the spa-
tial distributions of δ18o are controlled by the rainout effect.

However, precipitation δ18o is also affected by the amount effect. therefore, 
future study for the spatial distribution of precipitation amount at each period in this 
study area will be considered.

FIG. 3. Correlation between distance from the coastal line and δ18O. Left and right figures show 
P08 and P19, respectively.
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Abstract

romania is one of the countries that has no station included in gnIp (global network 
of Isotopes in precipitation) on its territory. this paper presents results regarding the tritium 
concentration in precipitation for the period 1999–2009. the precipitation fell at the Institute 
for cryogenic and Isotope technologies (geographical coordinates: altitude 237 m, latitude 
45°02’07’ n, longitude 24°17’03’ e) an was collected both individually and as a composite 
average of each month. It was individually measured and the average was calculated and com-
pared with the tritium concentration measured in the composite sample. tritium concentration 
levels ranged from 9.9 ± 2.1 tu for 2004 and 13.7 ± 2.2 tu for 2009. comparing the arith-
metic mean values with the weighted mean for the period of observation, it was noticed that 
the higher absolute values of the weighted means were constant. It was found that for the cal-
culated monthly average for the period of observation (1999–2009), the months with the maxi-
mum tritium concentration are the same as the months with the maximum amount of precipita-
tion. this behaviour is typical for the monitored location.

1. IntroductIon

tritium is naturally produced in the atmosphere and from there it enters the hy-
drological cycle. the tritiated water in the troposphere is rapidly deposited into 
the ocean or the hydrological system, either by precipitation or by molecular ex-
change along the water–air interface. It is well accepted that molecular exchange is 
the main mechanism responsible for removing tritium from the atmosphere and for 
its deposition into the oceans [1]. Values of tritium concentration prior to nuclear 
testing are not well known; reports were made only in canada, showing values be-
tween 2 and 8 tu. the concentration of tritium in precipitations increased rapidly in 
the open atmosphere after the nuclear tests and the recorded data indicated a strong 
dependence on both location and on season [2]. the level of tritium on the continent 
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tends to be higher than the level on the coast or in the middle of the ocean, due to 
the dillution of tritium concentration from the atmosphere with the lower concentra-
tion from the oceans. there is also a major seasonal difference caused by the interac-
tion of the stratosphere with the troposphere.

the experimental pilot plant for tritium and deuterium separation is an ex-
perimental project within the national nuclear energy research programme and is 
part of the national Institute for cryogenics and Isotopic technologies. the present 
work presents the variation of tritium concentration in precipitations over a ten-year 
period, 1999–2009, at our institute, and also a comparison with data recorded over 
different periods in other countries reported by the global network of Isotopes in 
precipitation (gnIp). establishing the level of tritium is an important component of 
the environmental radioactivity monitoring programme.

2. data regardIng fallout durIng tHe perIod 1999–2009

the climate of romania is determined primarily by its geographical location 
(midway between pole and equator) and by its location on the continent, approx-
imately 2000 km from the atlantic ocean, 1000 km from the Baltic sea, 400 km 
from the Adriatic Sea and riparian to the Black Sea. The relief induces significant 
modifications first of all due to its altitude and second of all due to the orientation of 
mountain chains: temperature drops depending on height and increase of precipita-
tion quantities at high altitudes. Valley corridors and depressions are responsible for 
deviations of air currents, temperature inversions (with persistent frosts during win-
ter) or on the contrary, warming due to the ‘foehn effect’ in early spring. 

taken as a whole, the romanian climate is temperate continental moderate, 
making the transition between that of Western Europe (dominated by ocean influ-
ences), that of eastern europe (highly continental, often excessively), and that of 
southern europe, Mediterranean. In romania, there are three climate types: moun-
tain type, cool (2–6°c), with heavy precipitations (700–1200 mm) and strong winds; 
warmer type (6–10°c annual average), reduced precipitations but enough for forest 
vegetation (500–700 mm); and plains type consisting of low hills with high average 
temperatures (10–11°c in romanian plain and dobrogea), but with reduced precipi-
tations and frequent droughts.

during the monitoring period of precipitations, 1999–2009, romania went 
through years of extremes in terms of rainfalls. the period of september 2006 and 
July 2007 was considered one of the driest periods, with an average of 379 mm, 
a value which may be compared with the period september 1945–July 1946, when 
an average of 438.5 mm was recorded (1940s drought). one must not forget the pe-
riod 1999–2002, a dry period with values below the average calculated for the pe-
riod 1960–1990. the average level of precipitations during the entire winter of year 
2002 did not exceed 40 mm in the north and 20 mm in the south. this period had 
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unexpected implications, especially for the following year, 2003, when a minimum 
of 1520 m3/s (3–5 september) was recorded for the danube in Bazias. this low level 
resulted in the shut down of the nuclear power plant at cernavoda. the period 2004–
2005 lies at the opposite end, with an average of 818.4 mm, well above the average of 
633.7 mm calculated for the period 1901–2007.

the level of precipitations recorded at the monitored location at our Institute 
(altitude 237 m, latitude 45°02’07’ n, longitude: 24°17’03’ e) presented the particu-
larities of the oltenia region of which rm. Valcea is a part. oltenia is located in 
the south-east of Romania; as such, it is under the influence of the barrel centres from 
the Mediterranean sea, atlantic ocean, russian plain, north africa, scandinavian 
peninsula and even greenland. atmospheric circulation from west and east is preva-
lent in oltenia. the position of the sub-carpathian and carpathian Mountains related 
to the penetration directions of air masses driven by the main barrel centres which 
influence the area has repercussions on the average temperature distribution which 
decreases from the north part of the region to the south part (dr. tr. severin, 11.7°c, 
dragasani, 10.4°c). for rm. Valcea, the average temperature is around 10°c, with 
average monthly temperatures between –5.2°c for January and 27.4°c for July (data 
recorded in the period 1961–1990). the average level of precipitations recorded in 
the same period (1961–1990) for rm. Valcea was 698.5 mm, with a maximum of 
over 90 mm in May and July and a minimum of around 36 mm in January and March. 
the average level of precipitations for the period 1999–2009 was 708.9 mm, with 
1.5% above the normal level for this location (Table 1). 

taBle 1. precIpItatIon aMount In rM. Valcea for tHe perIod 
1999–2009

year
Jan 
(mm)

feb 
(mm)

Mar 
(mm)

apr 
(mm)

May 
(mm)

Jun 
(mm)

Jul 
(mm)

aug 
(mm)

sep 
(mm)

oct 
(mm)

nov 
(mm)

dec 
(mm)

total 
(mm)

1999 34.4 45.3 38.1 120 63.1 90 84.7 122.6 37.5 45.1 41.9 63.2 785.9

2000 17.1 7.6 22.7 48.2 21.1 0.7 74 4.1 59.5 0.7 24.7 35.1 315.5

2001 40.7 64.1 36.4 54.6 26.3 198.7 137.5 63.4 112.4 42 29.5 11.2 816.8

2002 1.8 2.9 1.2 35.8 33.6 205 123.7 87.4 114.8 52.8 38.6 89.9 787.5

2003 65.8 16.4 2.5 69.7 68.5 44.2 138.2 35.9 81.9 131.2 35.2 14.1 703.6

2004 56.1 49.2 27.1 6.1 69.9 21.4 103.8 86.8 51.4 30 125.9 28.6 656.3

2005 55.1 50.2 39.2 56.1 138 75.4 187.8 212 124.8 9.2 43.7 66.5 1058

2006 43 2.7 73.8 78 61.7 112.8 59 109.2 82 39.4 11.7 21.7 695

2007 42.4 5 58.1 0.2 91.9 54 24.2 167.1 131 92.8 83.7 28.1 778.5

2008 11.6 3.2 10.9 92.2 85.8 47.4 52.6 0 79.4 48.2 25.5 69.1 525.9
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as a general characteristic, it is noted that the national general trend may also 
be applied for the location rm. Valcea. the drought period 1999–2002 had its maxi-
mum in the year 2000 when it registered the lowest quantity of precipitations (315.5 
mm), whereas 2006 and 2007 (a dry period for romania) shows values close to nor-
mal and even higher. the maximum annual quantity was recorded in the year 2005 
(1058 mm), considered rainy also at the national level, and the year 2008 was charac-
terized by a high deficit of precipitations for Rm. Valcea (approx. 25% of normal values 
for this location).

3. saMplIng and MeasureMent

precipitation sampling involves several strict rules in order to avoid the change 
of sample isotopic composition. the sampling strategy both of rain and of snow de-
pends generally on the aim of the research. for example, sampling may be performed 
monthly, weekly, and daily or even every hour. regardless of the period of time be-
tween samplings, recording the precipitation quantity is absolutely necessary, so that 
the weighted mean for the isotopic composition may be calculated. a short period 
of time between samplings provides the maximum of information and eliminates 
the risk of evaporation. 

precipitation sampling at our institute was performed with a typical rainwater 
collector [3]. taking into account the rules stated above, it was decided to collect 
each individual precipitation in a month, the quantity corresponding to the collecting 
interval to be recorded, to be stored at low temperatures and at the end of the month 
to prepare both the individual precipitation for tritium concentration determination 
and the weighted mean of monthly precipitation which was measured under the same 
conditions as individual precipitation. the tritium concentrations average present 
in individual precipitation was calculated for each month and was compared with 
the tritium concentration determined in the monthly composite precipitation. this 
double-check allowed the use of recorded results even for results where uncertainty 
exceeded 25%.

the samples were measured by the liquid scintillation method [4] with a Quan-
tulus spectrometer 1220, for 1000 min/sample; the liquid scintillation cocktail used 
was an optiphase Hisafe 3 (initial producer Wallac oy, today perkinelmer) or ulti-
magold llt or ultimagold ullt (initial producer canberra packard, today perki-
nelmer). the ratio of water sample: scintillate was the same no matter what cocktail 
was used i.e. 8:12 ml, in canberra packard-type polyethylene vials of 20 ml. de-
pending on the type of scintillate used, the efficiency ranged from 24.32% (OptiPhase 
Hisafe 3) to 25.05% (UltimaGold LLT) and 25.90% (UltimaGold uLLT). The back-
ground recorded for the tritium free water sample also varied, from 0.628 cpM (op-
tiphase Hisafe3), to 0.846 cpM (ultima gold llt) and 0.689 cpM (ultimagold 
ullt). the deuterium depleted water was used as tritium free water, obtained in our 
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institute, having a concentration of 15 ppm d/d+H [5]. the best performances were 
obtained using ultimagold ullt, the determined limit of detection being 5 tu (con-
fidence level, k = 2). The variation of the tritium level presented below was calculat-
ed both for the annual arithmetic mean and for the weighted annual mean according 
to WMo/Iaea recommendations [6].

4. leVel of trItIuM concentratIon In precIpItatIons, 1999–2009

the variation of tritium concentration during the period 1999–2009 for rm. 
Valcea is noisy in terms of the maximum annual value, fig. 1. 

May, June, July and august are months with maxima of tritium concentration 
for the monitored period, with values ranging between 17.2  ±  2.2 (July 2006) and 
24.4  ±  2.3 (May 2008). the annual arithmetic average of tritium concentration in 
precipitations for the period 1999–2009 showed a variation of 9.9  ±  2.1 tu (2004) 
and 13.7  ±  2.2 ut (2008). the values of annual weighted mean ranged between 
10.9  ±  2.1  tu (2004) and 15  ±  2.2 tu (2008). analyzing the calculated averages, 
fig. 2, the higher absolute values of weighted mean than the arithmetic ones may be 
identified, therefore the possibility of a dependency between precipitations quantity 
and tritium concentration can be investigated.

The correlation coefficient between the tritium concentration values and the 
precipitation quantity was calculated using the formula 
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FIG. 1. Annual evolution for tritium concentration in precipitations at Rm. Valcea in the period 
1999–2009.
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where xi is monthly tritium concentration, and yi is the monthly amount of precipita-
tion. An increasing trend for the correlation coefficients, a function of the number of 
years monitored for the location rm. Valcea, is observed (shown in fig. 3), its range 
being between 0.54 (which is the correlation coefficient for only one year) and 0.81 
(the value calculated for the eleven years monitored). It is expected that once we have 
more available data, the correlation coefficient will increase close to 1, which is an 
eigenvalue of the observations’ correlated sequence. 

fig. 4 shows the monthly averages calculated for the amount of precipitations 
and tritium concentration in precipitation for the monitored period in the rm. Valcea 
location. a similar evolution of the two curves can be noticed. the monthly average 
maxima in precipitation also represent the monthly average maxima of tritium con-
centration for the monitored period 1999–2009. 

FIG. 3. Evolution of correlation coefficient between the monthly tritium concentration and the 
monthly amount of precipitation in the Rm. Valcea location.

FIG. 2. Arithmetic and weighted mean of tritium concentration during 1999–2009 period in the 
Rm. Valcea location.
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5. conclusIons

tritium is the only conservative tracer used to determine the age of water be-
cause it is the only radioactive isotope which can bind to its molecule. all other tech-
niques are based on dissolved constituents whose abundance in water is controlled 
by physical, chemical and biological processes. unfortunately, the natural level of 
tritium is very low and its half-life is relatively low when compared to other natural 
radionuclides, therefore the period for its use is quite limited. 

a normal behaviour of tritium level in precipitations was noticed for the moni-
tored location, with maximum values during warm months and minimum values dur-
ing cold months. the monthly quantity of precipitations in the same location was 
monitored and reported in parallel, the data also being used as an annual tritium pulse 
in order to study the unsaturated area of the soil for this location, or as a level of 
reference to evaluate the impact of nuclear activity which takes place in this area 
(the cryogenic pilot for tritium and deuterium separation from Heavy Water). 

Measured values may also be used nationwide, if we take into account the ab-
sence of a gnIp station in romania. arithmetic annual averages for rm. Valcea and 
Vienna Hohe Warte (location with the most complete records from the gnIp database), 
fig. 5, are the same taking into account the reported uncertainties. an average of around 
11 TU (11.66 TU for Rm. Valcea and 10.81 TU for Vienna) is specific for the two loca-
tions for the monitored period. In these circumstances, the calculated average values in 
rm. Valcea location was 11.66 tu for the monitored period 1999–2009, much lower 
than that measured for ottawa (another location with complete records to 2007 year), 
of 17.9 tu. fig. 5. regarding the level of tritium in precipitation at the rm. Valcea lo-
cation for the period 1999–2009, another particularity was also identified for the tritium 
monthly average and precipitations: the months with the maximum in tritium concen-
tration are also the months with  the maximum in quantity of precipitations. 

FIG. 4. Monthly average of tritium concentration and amount of precipitation during 1999–
2009 period in Rm. Valcea location.
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WHAT AFFECTs THE IsOTOPIC COmPOsITION OF 
PRECIPITATION — A NEW INTERPRETATION?
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Abstract

rainfall events were sampled in high resolution for stable isotope analyses during four 
rainy seasons in the central negev of Israel. each sample is equivalent to 1–2 mm of rain. 
High variability in the isotopic composition was found in fractions of rain during storms. two 
modes of isotopic distribution were found. The first is a wave shaped distribution, where iso-
topic compositions showed enriched to depleted graded changes and vice versa. the second 
mode is a step function where each rain cell displayed a constant δ18o value, but varied greatly 
from the other rain cells. new interpretation suggests that during the transport of the air parcel 
system three processes can occur. The first process is a complete blending among the rain cells. 
the second is a partial isotopic mixing between the rain cells. finally the third case is when 
each rain cell maintains its own isotopic values separate from the other rain cells. the third 
case of no mixing showed unexpected results due to the high air turbulence, vertically and 
horizontally. there was no evidence of complete mixing among the rain cells of identical air 
parcel systems. the processes in the air parcel trajectory itself suggested here is put forward as 
a new way to explain the changes in the isotopic composition during the rain. 

1. IntroductIon

In principle, stable isotopes in atmospheric water are used as tracers in order 
to improve our understanding of the hydrological cycle. there are a large number of 
observations of stable isotopes in precipitation with monthly time resolution all over 
the globe [1]. It is well known that temperature, altitude, latitude and continental at-
tributes affect isotopic composition [2]. others, like refs [3, 4] suggest additional 
parameters such as evaporation, relative humidity (rH) and sea surface temperature 
(sst). Based on ref. [5] the isotopic composition is relatively uniform over a wide 
area on any particular day, but differs appreciably from storm to storm. later on, refs 
[6] and [7] showed in their study in the same geographical area that isotopic compo-
sition differs dramatically even in a single rain cell. ref. [8] discussed the affect of 
the trajectory of stable isotopes in water vapour in the eastern Mediterranean. they 
calculated the air parcel trajectory based on the rH as measured in the last point. 
ref. [9] also mentioned generally the effects of the synoptic trajectory on isotopic 
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composition. ref. [10], which was based on the isotope data of ref. [6] mentions 
the local parameters such as rain intensity which influence the isotopic composition 
in a single rain spell. It is obvious today that in order to improve our understanding of 
the fractionation process under atmospheric conditions, sampling in high resolution 
is needed. only few measurements are available such as in refs [4, 11]. this study 
presents high resolution sampling of isotopes in precipitation under desert conditions. 
unfortunately, at that time of the research (early 1990s), the sampling of precipita-
tion for isotopes was done with no regard to the synoptic trajectory and its processes. 
later, ref. [10] analysed part of the data from ref. [6] with respect to the trajectory 
of the water vapours. the average annual precipitation of 86 mm varied from 20 
to 191 mm, and was distributed during 20 rainy days per season on average [12]. 
the research ran during four rainy seasons.

all of the rain samples were analysed at the International atomic energy agen-
cy (Iaea). samples of three rain storms were analysed at both the Iaea labora-
tory in Vienna and at the niedersächsisches landesamt for Bodenforschung (nlfB) 
Laboratory in Hannover, Germany. A standard deviation of ± 1‰ for δ2H and ± 0.1‰ 
for δ18O are acceptable accuracies for δ2H and δ18o analyses, respectively. 

the aim of this work is to present a new interpretation explaining how isotopic 
composition varies during a single storm.

2. MetHodology

a mechanical sequential rain sampling with high resolution in time was used to 
collect approximately 250 to 500 ml of water equivalent to 1–2 mm of rain, respec-
tively [13]. the novel approach to this method is that once an assigned volume of 
water is collected, the self-potential energy of the loaded containers is used to operate 
a mechanical seal for isolating the rain sample from the atmosphere. the sampler has 
20 rain bags allowing the collection of rain water from a storm in amounts of 20 to 40 
mm. a detailed description of the sampler was presented in ref. [13].

3. results

eight storms were monitored and sampled during four rainy seasons from 1990 
to 1993. all data are shown in detail in ref. [9]. the isotopic composition of rainfall 
(rf) varied dramatically from enriched to depleted and vice versa in each storm. two 
modes of δ18o distribution during the rain were characterized:

• Wave shape distribution (Fig. 1). The δ18o is changed gently from enriched 
to depleted values and vice versa.
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• Step function, where each rain cell has constant δ18O values but is signifi-
cantly different between them (fig. 2). changes can also be seen in the tri-
tium values between the rain cells.

4. tHe proBleM

In a given area and rain storm, the variability in the changes in isotopic compo-
sition during a single storm as shown in figs 1 and 2 could not be explained by simple 
changes in the air temperature, rH and sst. there must be other processes involved.

5. dIscussIon

Based on ref. [8], a change in 12 ºc in the sst reveals a change of less than 
1‰ for δ18o (fig. 3b). In our data (fig. 2), the difference in the isotope values be-
tween two rain cells is around 7‰ for δ18o, which is equivalent to a change in 84 ºc 
of the sst while assuming a linear correlation. this is, of course, not acceptable. 

FIG. 1. Wave shape distribution of δ18O during the rain.

FIG. 2. Constant δ18O values in each rain cell. Different tritium values between the rain cells.
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Moreover, the change in sst in the Mediterranean sea between winter and summer 
is 18ºc, which means that in average the change per day is around 0.1º. therefore in 
a given single storm, the effect of sst on the isotopes’ values is negligible. thus, we 
should look for a better explanation. 

Significant differences in the isotopic composition due to variations in the syn-
optic conditions (both in terms of the source of the water vapours and the trajectory 
of the rain cell) were reported previously by refs [14–16] and [8].the new interpre-
tation describes the processes occurring in the air parcel system along the trajectory. 
each of the individual rain cells may represent a small amount of rainfall with a spe-
cific isotopic composition. The rate at which the rain storm progresses in a specific 
location induces the isotopic composition of precipitation at the sampling point, as 
well as the rate of temporal change in the isotopic variations. ref. [10], which partly 
analysed the data this article is based on, claimed that the isotopic composition of 
a single rain spell is related primarily to the origin and trajectory of the air parcel 
system. this state supports the second mode of no mixing between the sequential 
rain spells (Fig. 2). The first mode wave shape distribution (Fig. 1) is explained by 
ref. [10] as being due to local parameters, especially rain intensity. the present paper 
suggests that the waveshape distribution is a result of mixing between two or three 
sequential rain spells. It must be stated here that based on ref. [6] no correlation was 
found between rain intensity versus isotopic composition, as explained by ref. [10].

FIG. 3. Measured values of δ2H and δ18O plotted against average SST at humidity uptake (after 
Ref. [8]).



IAEA-CN-186/219

151

6. conclusIons

air parcel systems combine different rain cells from different origins. the iso-
topic composition of each rain cell is determined by meteorological conditions when 
it joins the synoptic system. a new interpretation suggests that the isotopic composi-
tion in precipitation is also controlled by the processes in the synoptic system, such 
as mixing or not, between sequential rain cells. the isotopic composition of each rain 
cell can be saved along the trajectory with no mixing although air turbulence may be 
high both vertically and horizontally.
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Abstract

In climatic and hydrological studies, deuterium excess has proven to be a useful param-
eter; therefore this parameter has been investigated in the waters of slovenia — positioned 
in central europe. all the data were acquired from publicly available data sources (e.g. jour-
nals, databases). data were collected for four different parts of the water cycle: precipitation, 
surface water, groundwater and water in the unsaturated zone. for precipitation the value for 
deuterium excess ranges between –19.9‰ and 28.8‰ with the median at 10.1‰. surface wa-
ter has the minimum at 2.9‰, the maximum at 22.4‰ and the median at 13.2‰. Values for 
groundwater vary between –17.7‰ and 34.9‰ with the median at 11.8‰. Median for deute-
rium excess for the unsaturated zone is 15.1‰ and the values are between –2.8‰ and 17.6‰. 

1. IntroductIon

1.1. Theoretical basis

Deuterium excess is defined as d-excess = δ2H – 8 δ18O [1] where δ2H and δ18o 
are the isotopic compositions of water molecules. It has shown potential in climatic 
studies for tracing past and present precipitation processes. It is also a measure of 
the relative proportions of δ2H and δ18o in water and can be visually depicted as an 
index of the deviation from the global meteoritic water line (gMWl) in the 2d space 
defined by the coordinates δ2H and δ18o. In natural conditions, d-excess correlates 
with physical conditions such as humidity, air temperature and water temperature and 
the chemical status of water. 

during circulation through the hydrological cycle, the isotopic composition 
of water changes as a consequence of equilibrium, diffusion and kinetic fractiona-
tion. the processes in the atmospheric part of the water cycle, from evaporation from 
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the ocean surface to cloud condensation and precipitation, are well elucidated by 
the craig and gordon [2] model. equilibrium fractionation and kinetic effects are 
reflected in the slope of the GMWL with a value of 8. During equilibrium isotope 
fractionation in the hydrological cycle from ocean source water to water in another 
compartment (e.g. clouds) the isotopic composition changes along the line. the as-
sumption of evaporation taking place into the atmosphere of 75% humidity above 
the ocean accounts for a d-excess value of 10‰ in atmospheric moisture [2] which 
confirms the world average for meteoric waters [2]. Both the slope of the GMWL 
and the global d-excess value justified Dansgaard’s [1] definition. In higher satura-
tion states of the atmosphere above the ocean, d-excess is lower; therefore, some 
paleo-groundwaters show lower d-excess values than present groundwater [2].

If additional transport and fractionation processes are present during such 
a process, d-excess differs from that of the liquid vapour transition under equilib-
rium conditions. In the natural environment, such waters are positioned on the line 
with a slope reduced relative to the equilibrium line of the gMWl [2]. the isotopic 
composition of residual water from evaporation is positioned along the line below 
the gMWl and evaporated water is positioned above the gMWl. In deep and exten-
sive aquifers, geochemical processes can also influence the isotopic composition of 
water. In mineral and thermomineral waters, aquifers might exchange with co2 and 
H2s. 

1.2. starting points

In the literature very large number of oxygen and hydrogen stable isotope stud-
ies on various components of the hydrological cycle can be found. they depict vari-
ous processes such as infiltration, water retention in the hydrological compartments, 
recharge processes as well as many other relevant hydrological phenomena. How-
ever, only occasionally are studies interested in the stable isotopic characteristics of 
the whole hydrological cycle in the particular geographical area. 

slovenia is positioned in the area where the precipitations are predominantly 
the consequence of the mixture of Mediterranean and atlantic air masses. When 
precipitations infiltrate these processes they influence the isotopic characteristics of 
the groundwater and surface water bodies. a large part of the country is represented 
by carbonate rocks intersected with tectonic depressions where extensive alluvial aq-
uifers are formed and filled mainly with carbonate clastic sediments. Carbonate aqui-
fers are characterised with deep and extensive vadose zones. In the north-eastern part 
of the country mixing of shallow and deeper paleo-groundwater is present. 

In the present study our attempt is to collect all the available data on hydro-
gen and oxygen stable isotope characteristics of various components of the hydro-
logical cycle in the area of slovenia and its near surroundings. the idea is to analyse 
the ranges and (statistical) distributional characteristics of the stable isotope charac-
teristics of water in the natural environment with particular emphasise on the d-excess 
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values. therefore, we have try to collect, review and analyse all the available stable 
hydrogen and oxygen data from the scientific literature and other publicly available 
data sources (e.g. research reports, diploma and doctoral theses) as well as data from 
online resources. an attempt was made to collect data where for the particular sample 
both hydrogen and oxygen data are accessible. surprisingly, in spite of the fact that 
many stable isotope studies of hydrological cycle components were performed and 
reported, complete data sets are difficult to obtain and are relatively scarce. Several 
older data sets are lost. Therefore, it is also difficult to reanalyse and reinterpret older 
interpretations. 

In the present paper we are representing ongoing work in collection and da-
tabase construction of available stable hydrogen and oxygen data from the area of 
slovenia. preliminary statistical analyses of d-excess values are performed and il-
lustrated by descriptive statistics and exploratory statistical diagrams. Hydrological 
compartments are divided into four groups; precipitation, groundwater, vadose zone 
water and surface water.

2. MetHods

Data were collected from the scientific literature, online resources and oth-
er publicly available data sources. references are not cited due to the limited 
space. they were included in the electronic database constructed in the excel™ 
spreadsheet programme. 

all d-excess values, descriptive statistics and empirical distribution functions 
were calculated by excel™. the statistical distribution of d-excess values is also rep-
resented by univariate kernel density estimation [3]. normal kernel density procedure 
with automatic bandwidth selection was applied. all kernel density calculations were 
performed in r environment [4] with package Kernsmooth [5].

3. results 

3.1. Complete data sets

the total number of collected data is 1285. the range of d-excess values is be-
tween –19.9‰ and 34.9‰ with the median value of 12.4‰ and average of 12.0‰. 
empirical distribution function (edf) is given on the left side of fig. 1 and the kernel 
density estimate on the right side. the later was calculated with the bandwidth of 
0.494. distributions show strong leptokurtic distribution with long tails and bumps 
on the left hand side of the distribution indicating polymodal distribution where ac-
tual distribution is representing a mixture of different distributions.
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3.2. Precipitation

precipitation data are mainly represented with the data from ljubljana precipi-
tation station and stations from the southwestern coastal part of slovenia. precipita-
tion data are represented in the δ2H and δ18o space (fig. 2) showing the most regular 
patern among analysed groups. the gMWl and trend line are nearly identical. for 
percipitation 362 data were collected; the data have minimum –19.9‰ and maximum 
28.8‰. the median value is 10.1‰. 

empirical distributions represented on fig. 3 are showing symmetry with a 
heavy tail on the left hand side. the kernel density calculated with the bandidth of 
1.027 shows a strongly leptokurtic shape.

FIG. 1. Empirical distribution and kernel density estimate of the whole set of data.
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3.3. Groundwater

groundwater is represented with 274 data. the d-excess values are between 
a minimum of –17.7‰ and maximum of 34.9‰. the median value is 11.8‰. 
the empirical distribution shows asymmetry with the mixture of different parent dis-
tributions which is apparent from the kernel density (bandwidth of 0.383) estimate 
where at least three groups can be seen from the shape of the curve (fig. 4).
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FIG. 3. Empirical distribution and kernel density estimate of the precipitation data.

FIG. 4. Empirical distribution and kernel density estimate of the groundwater data.

 

5 10 15 20
0.01

0.5
2

10

30
50

70

90

98
99.5

99.99

2 4 6 8 10 12 14 16 18 20
0.00

0.05

0.10

0.15

0.20

0.25

0.30

d-excess (‰)

cu
m

. F
re

qu
en

cy
 (%

)

 

 

 

d-excess (‰)

 p
.d

.f.

 



Brenčič et al.

158

3.4. vadose zone water

for this part of the hydrological cycle 104 data were collected. this is the small-
est data group in the data set with a very irregular data distribution in δ2H and δ18o 
space (fig. 5). the majority of data are above the gMWl and others are showing 
evaporation processes. discrepancies between gMWl and vadose zone waters are 
probably the consequence of the fact that the majority were sampled in karstic areas 

FIG. 5. Vadose zone data in δ2H and δ18O space

FIG. 6. Empirical distribution and kernel density estimate of the vadose zone data.
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where the vaodse zone is thick. deuterium excess for the unsaturated zone has a min-
imum of –2.8‰ and maximum of 17.6‰ with a median value of 15.1‰.

the irregularity of the data is also visible from empirical distribution diagrams 
(fig. 6). a long left tail is clearly visible, probably consisting of a separate distribu-
tion. the right part of the edf also shows in the kernel density estimate (bandwidth 
0.444) irregularity caused by a mixture of parent distributions.

3.5. surface water

for surface water 545 data were collected. d-excess for surface water ranges 
between 2.9‰ and 22.4‰ with the median value at 13.2‰. empirical distribution 
is symmetrical with relatively long tails clearly visible in the kernel density estimate 
(bandwidth 0.494) (fig. 7).

4. conclusIons

preliminary interpretations and calculations of exploratory statistics show dif-
ferences among groups of water originating from different compartments of the hy-
drological cycle. a comparison of the median values of d-excess values of precipita-
tion with values among other groups shows relatively large differences. In all cases 
the median values of d-excess are higher than in the group of precipitation data. In 
the distributional diagrams it is also visible that data sets consist of different groups.

FIG. 7. Empirical distribution and kernel density estimate of the surface water data.
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further evaluation of the data set is needed. In the next step a more critical ap-
proach to available data sets must be applied, especially for very high or low d-excess 
at the tails of empirical distributions. further efforts will also be made to close gaps 
in the data set. analysis will be followed with further statistical procedures (e.g. hy-
pothesis testing). However, at this stage we can conclude that differences of d-excess 
and stable hydrogen and oxygen composition of water components in the region of 
slovenia are important for showing different processes in the hydrological cycle.
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Abstract

the accurate knowledge of the spatial distribution of stable isotopes in precipitation is 
necessary for several applications. since the number of rain sampling stations is small and 
unevenly distributed around the globe, the global distribution of stable isotopes can be calcu-
lated via the generation of gridded isotopic data sets. several methods have been proposed for 
this purpose. In this work a methodology is proposed for the development of 10΄ × 10΄ grid-
ded isotopic data from precipitation in the central and eastern Mediterranean. statistical mod-
els are developed taking into account geographical and meteorological parameters as regres-
sors.  the residuals are interpolated onto the grid using ordinary kriging and thin plate splines. 
The result is added to the model grids, to obtain the final isotopic gridded data sets. Models are 
evaluated using an independent data set. the overall performance of the procedure is satisfac-
tory and the obtained gridded data reproduce the isotopic parameters successfully.

1. IntroductIon

The significance of the stable isotope composition of precipitation in hydro-
logical and climate studies is well known [1]. this composition varies both in time 
and space and its determination requires a dense measurement network that in most 
places around the globe does not exist. lack of isotopic information can be addressed 
by modelling. Modules for determining the isotope content of precipitation have 
been included in global circulation models with considerable success. an alternative 
approach is statistical modelling. several studies address the generation of gridded 
isotopic data sets by combining regression and geostatistical methods [2–8]. In this 

1 university of patras, department of physics, laboratory of atmospheric physics, patras, greece
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work we attempt to create annual and seasonal gridded stable isotope (δ18O and δ2H) 
data with a 10΄ × 10΄ resolution for the area of the central and eastern Mediterranean.

2. data and MetHods

the area of interest extends between 30°n–55°n and 5°e –45°e. stable iso-
topic composition of precipitation, precipitation amount, temperature and vapour 
pressure data were obtained from the gnIp [9] and the IsoHIs [10] databases, but 
also from other sources [5, 6]. Most stations dispose of data after a limited number 
of years, sometimes after only one year. testing the data for trends did not reveal any 
systematic patterns [11], therefore all data can be used, irrespective of the period they 
cover. Monthly gridded climatologies of elevation, temperature, precipitation amount 
and relative humidity with a 10΄ × 10΄ resolution were obtained from the CRU CL 
2.0 data set [12]. Vapour pressure was calculated through temperature and relative 
humidity using the Hyland and Wexler formula [13].

FIG. 1. Area of interest and stations with seasonal and annual isotope data (δ18O and δ2H).
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annual and seasonal values according to typical calendar seasons were calcu-
lated: december–January–february (dJf), March–april–May (MaM), June-July-
august (JJa) and september–october–november (son). for the isotopic param-
eters weighted seasonal and annual means were calculated, arithmetic means for 
temperature and vapour pressure and sums for precipitation amount. fig. 1 represents 
the measurement sites included in the annual and seasonal isotopic data sets.

gridded isotope data are calculated using a hybrid regression–geostatisti-
cal procedure. all interpolation algorithms (kriging, radial basis functions, splines, 
squared inverse distance, triangulation etc.) estimate the value at a given location 
where measurements do not exist as a weighted sum of data values at surrounding 
locations.  due to the sparseness of the isotope data, map precision may be improved 
using ancillary information in the interpolation methods. the ancillary spatial infor-
mation can be introduced by creating regression empirical models. the regression 
model attempts to derive explicit relationships between isotopic values and param-
eters that are closely related to them. these parameters should be available with a 
resolution higher than that of the isotope values and must be strongly correlated with 
them. In order to capture the advantages of both the regression and the interpolation 
approach, a combined procedure was used which includes the following steps: (a) a 
regression model is built to estimate the stable isotopic values, (b) the model is ap-
plied to gridded data of the desired resolution for the generation of a gridded data set 
of modelled isotopic values, (c) the model’s residuals are interpolated onto the same 
grid for the production of a gridded data set which comprises the residual interpo-
lated isotopic values, (d) the two data sets are added to reproduce the final gridded 
isotopic data.

the initial Bowen–Wilkinson method [3] included only latitude and altitude 
as independent variables. In this work, except for the BW regression model which 
provides a point of reference for the Bowen–Wilkinson methodology, various com-
binations of geographical and meteorological variables were used for the creation of 
the empirical regression models. the following models were tested: 

( )2, ,X f lat lat altδ =
 

(1)

( )2 3 2 3 2 3, , , , , , , ,X f lat lat lat long long long alt alt alt=δ
 

(2)

( ), , ,X f lat alt t pδ =  
(3)

 2 3 2 3 2 3f , , , , , , , ,X t t t p p p vp vp vp 
 (4)

where X 18o or 2H, lat latitude (°), long longitude (°), alt altitude (m), t tempera-
ture (°c), p precipitation amount (mm), and vp vapour pressure (hpa). 

eq. (1) represents the BW model. equation (2) is a model which comprises only 
topographical regressors (geo). Model (3) is a simple 1st order model (sIM) while 
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model (4) is a combination of meteorological parameters (Met). the BW and sIM 
models were fitted using multiple linear regression and the remaining models were 
tested using stepwise linear regression in order to eliminate statistically insignificant 
contributions. their performance was assessed via statistical indicators. the models 
were applied to gridded data with 10΄ × 10΄ resolution in order to generate gridded 
modelled data of isotope values. the residuals of the models were interpolated using 
two interpolation methods, the stochastic method of ordinary kriging, and the deter-
ministic method of thin plate smoothing splines. for ordinary kriging, the spatial cor-
relation structure of the residuals was defined using an exponential variogram plus a 
nugget effect except for the season JJa where a linear variogram plus a nugget effect 
was used. the modelled data grids and the grids from the interpolation of the model’s 
residuals are added for the generation of final gridded isotopic data sets. The overall 
procedure — the creation of the regression models and the interpolation of the re-
siduals — was performed with the open source language r. the success of each grid-
ded isotopic data set in reproducing the stable isotopic composition of precipitation 
was assessed comparing the actual point values to the value of the closest grid cell. 
We created an independent data set for the validation of the grids produced which 
contained data from published works that were not included in the gnIp–IsoHIs 
database [6]. the gridded data sets were compared with the independent validation 
data set using simple statistics.

3. results

3.1. Regression models

as mentioned above, stepwise linear regression was used to obtain robust mod-
els and to avoid erroneous predictions when the models were applied to gridded data 
sets. The final independent variables retained in each model were determined via 
a stepwise procedure. It was found that the parameters lat2 and longitude are sig-
nificant regressors for the empirical models of both isotopic parameters. Longitude 
assists the determination of the south-eastern tilt of the isotopic composition. this 
is the result of the different vapour sources across the study area. temperature and 
precipitation amount are also significant and they are included in the regression mod-
els. the overall assessment of the regression procedure was performed using simple 
statistics. It was found that the correlation coefficient is lower in the warm period 
than in winter. Models with only meteorological parameters as independent variables 
provided higher correlation coefficients regardless of the season concerned. Models 
using meteorological parameters outperform those based solely on geographical pa-
rameters according to their statistical assessment. It is therefore necessary to insert 
meteorological parameters into the empirical models. 
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3.2. Gridded data sets        

the produced gridded data set, which is a combination of a model and the re-
sidual interpolation method, is evaluated in terms of rMae and rrMse calculated 
point wise, using as a reference the independent validation data set. for 18o, the grids 
produced using the geostatistical method of ordinary kriging present better results 
from the grids produced by thin plate smoothing splines apart from the model sIM. 
the statistical indexes, rMae and rrMse, for the ordinary kriging method range 
between 9.8%–11.63% and 12.24%–14.69% respectively. On the other hand, for δ2H, 
different results arise from the values of the statistical indexes.

the isotope values of the independent validation set are plotted against the grids 
produced of each regression model for both isotopes (fig. 2). for both isotopic pa-
rameters, the correlation coefficients for grids based on ordinary kriging interpolation 
are higher than those based on the other geostatistical method. the models with solely 
meteorological parameters are unable to estimate successfully the isotopic composi-
tion, as indicated by the low values of the correlation coefficients. However, the com-
bination of geographical and meteorological parameters is successful as shown from 
the overall assessment of the statistical indexes and correlation coefficients. Models 
with geographical parameters reproduce better the isotopic composition of precipita-
tion compared with the models with only meteorological parameters. this effect oc-
curs in mountainous regions where the values of the gridded data are not high enough 
resulting in excessively depleted values.

on the basis of the above, the grid obtained from the initial Bowen–Wilkinson 
model by applying ordinary kriging, using elevation and altitude, and the grid ob-
tained from model sIM of the method thin plate smoothing splines should be the best 
choices for estimating annual δ18O gridded values. The best grid for annual δ2H is 
obtained from the sIM model for both interpolation methods. finally, the best grids 
for the two isotope parameters are provided by BW and sIM models using ordinary 
kriging.

18 2

18

2

4.78 0.34 0.017 0.0019

6.00 0.077 0.015 0.21 0.005

13.22 1.14 0.009 1.42 0.02

O lat lat alt

O lat alt t p

H lat alt t p

d

d

d

=- - + -

=- - - + -

=- - + + -  

(5)

Fig. 3 presents the gridded δ18O and δ2H data produced by the models of 
the above equations. the produced distributions seem to capture the characteristics of 
the isotopic composition of precipitation that are associated with temperature chang-
es. topography induced isotopic depletion is well represented in all major mountain-
ous areas and is easily discernable on the isotope maps. a distinct disadvantage of 
this approach is that it does not interpolate over a spherical surface. as a result of 
the planar interpolation, the isotope maps suffer from edge effects, or discrepancy 
between matching edges. due to the sparseness of isotope stations in many parts of 
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the area of interest, the isotope values are not significantly different. This effect is 
present in the Balkans, ukraine, southern russia and north africa.

4. conclusIons 

The overall performance of the procedure used for the generation of 10΄ × 10΄ 
gridded data sets of the isotopic composition of precipitation across the central and 
eastern Mediterranean was found to be  satisfactory. the obtained isotope data repro-
duces the isotopic parameters successfully. The correlation coefficients are high for 
the isotope regression models ranging between 0.63% and 0.85%. The models pro-
vide higher correlation coefficients especially when meteorological parameters are 
added. Models using only meteorological parameters present better goodness of fit 
statistics than those using only geographical data. 

The thin plate smoothing splines method used for first time for the interpolation 
of isotope data gives satisfactory results. the best grids for the thin plate smooth-
ing splines method and for both isotopic parameters, are provided by the simple 
model sIM, which uses the latitude, elevation, temperature and precipitation amounts 
as independent variables. on the other hand when ordinary kriging is used it is 
the BW model that provides the best grids for the annual δ18Ο and the SIM model for 
annual δ2H.

FIG. 3. Gridded composition of precipitation: (a) δ18ΟOK BW, (b) δ18OTPSS SIM, (c) δ2HOK BW 
and (d) δ2HTPSS SIM
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due to the variation of limited data in several parts of the study area the iso-
topic composition in these parts does not vary significantly. Also, the use of smoothed 
gridded data sets in the regression models may produce erroneous results, especially 
in those regions where no isotope data are available. thus local effects cannot be de-
scribed by the overall model. 
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mODELLING AND mAPPING OxYGEN-18 IsOTOPE 
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Abstract

a simple multiple regression model based on two geographic factors (latitude and 
elevation) has been developed that reproduces reasonably well the spatial distribution of 
the current mean oxygen-18 isotope composition in precipitation over spain. In a preliminary 
analysis, additional geographic and climatic factors do not improve the performance of 
the model. a continuous digital map of oxygen-18 isotope composition in precipitation has 
been produced by combining the polynomial model with a digital elevation model using 
gIs tools. application of the resulting map to several groundwater case studies in spain has 
shown it to be useful as a reference of the input function to recharge. further validation of 
the model, and further testing of its usefulness in surface hydrology and climatic studies, is 
ongoing through comparison of model results with isotope data from the gnIp database and 
from isotope studies in hydrogeology and climate change taking place in spain.

1. IntroductIon

The amount weighted δ18O and δ2H mean values of precipitation have been rou-
tinely used as baseline information to represent the long term isotopic composition of 
infiltration water in hydrogeology studies. In many case studies, this type of reference 
isotope information has been obtained by interpolation of the series of isotope data 
obtained from long term surveillance in nearby stations of the Iaea-WMo gnIp 
database. normally, these data have been combined with short term series of iso-
tope data obtained either from precipitation sampled in local meteorological stations 
of ad-hoc sampling programmes, or from shallow groundwater sampled in springs 
and wells. local Meteoric Water lines (lMWl) and linear correlations between alti-
tude and δ2H and δ18o-values have been drawn as conceptual and graphical aids from 
the isotope side in the interpretation of hydrologic problems. these correlations pro-
vide gross approximations, though they have proven to be highly useful to identify 
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groundwater recharge areas, assess different runoff components, trace the origin of 
contaminants and define conceptual models for flow and transport [1–3].

Isotope applications in the environmental sciences have increased in the last 
decades to include the study of climate and ecosystems, which have raised the need 
to take a closer look at the spatial distribution of the isotopic composition of pre-
cipitation. this has motivated the development of models of the relationship between 
isotope composition and geographic and climate parameters [4] that have led to 
the development of high-resolution maps of isotope composition in precipitation with 
the aid of geostatistics and the recently available geographic Information system 
(gIs) tools.

In spain, the existence of a network for isotopes in precipitation, in operation 
now for more than a decade, has provided a series of data of high enough quality that 
could serve to analyse the nature and extent of the isotope effects of geographic and 
climate factors. the study of these factors and the application of gIs tools resulted 
in a model and a continuous map of the spatial distribution of the stable isotope com-
position in precipitation. a number of isotope studies in hydrogeology and climate 
change being performed in the country have provided the isotope information of 
other components of the hydrologic cycle with which the model has been compared. 
this information gives the opportunity to check the usefulness of such maps to pro-
vide isotope baseline information for hydrology and climate studies, and to identify 
their limitations.

2. spanIsH netWorK for Isotopes In precIpItatIon

the spanish network for isotopes in precipitation (red española de Vigilan-
cia de Isótopos en la precipitación, reVIp) provides composite monthly samples of 
precipitation collected since 2000 at 16 meteorological stations. the stations have 
a wide geographic distribution, and are located in the main hydrographical basins, in 
areas representative of the different climatic zones in spain. the reVIp is managed 
by the centro de estudios y experimentación de obras públicas (cedeX), in col-
laboration with the agencia estatal de Meteorología (aeMet). 

A first study of the factors controlling the isotopic composition of precipitation 
and groundwater in spain was performed in 1994 [5] and provided a general frame-
work for the interpretation of isotopic analyses for hydrogeology and related fields 
in this country. It also pointed out a lack of systematic isotope analyses of samples 
from meteorological stations evenly distributed through the whole national territory. 
REVIP, which was designed in order to fill this gap, has already provided a series of 
more than ten years of systematic isotope information in precipitation that supports 
the modelling exercise performed in this paper [6].
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3. ModellIng 18o coMposItIon of precIpItatIon: froM gloBal 
to local scale

the spanish territory includes a wide range of different climate environments 
(atlantic, Mediterranean, subtropical, continental), and is a mountainous terrain 
with peaks higher than 3000 m a.s.l. this situation favours the application of stable 
isotope techniques in hydrology, allowing the study of the influence of different fac-
tors in the isotopic composition of meteoric waters in many areas of the country.

δ18O and δ2H values in precipitation obtained from the analysis of composite 
monthly samples collected for the period 2000–2006 from the reVIp were used to 
study the spatial distribution of isotope contents over spain and to identify the main 
geographical and climate factors that control this distribution. The δ2H–δ18o rela-
tionship of the long term weighted means is in good agreement with the gMWl, 
showing d-excess values only slightly above 10‰, which indicates the relevance of 
air masses of atlantic origin as the main source of water vapour over the Iberian pen-
insula. this is also supported by the study of the latitude, elevation and continental 
effects, and the spatial distribution of tritium concentrations in precipitation [6].

In a first step [7], the spatial variation in δ18o in reVIp stations was compared 
with the results of previous models that describe, with a good approximation, δ18o 
values in precipitation at the global scale as a function of latitude and altitude [4]. 
A bias towards more positive δ18o values was observed for the isotope composition 
of precipitation from the reVIp stations, particularly for the reVIp coastal stations 
(elevation < 200 m), compared to those for gnIp stations located at similar latitudes. 
These differences may derive from the influence of the positive δ18o signature that 
the warm gulf stream may imprint to european precipitation, as suggested in [4]. 

therefore, a local model of the relationship between 18o in precipitation and 
latitude and altitude was obtained through a one-step non-lineal regression, which 
reproduces noticeably well the observed variations in spanish precipitation. an ex-
ception was made for tenerife (canary Islands) which belongs to a different climatic 
region. consideration of additional geographic (distance to the sea) and climatic fac-
tors (continental effect) did not improve the performance of the model.

4. MappIng 18o coMposItIon of precIpItatIon In spaIn

the polynomial model obtained has been used to produce a continuous digital 
map of δ18o in precipitation in spain, by applying gIs tools to a digital elevation 
model in several steps that include: (1) the adequate transformation of geographic 
information from raster (digital elevation model) to vector format using esrI arc-
gis; (2) the projection from utM to geographical coordinates; (3) the application 
of the regression equation to the geographic information produced previously; and 
(4) transformation of geographic information from vector back to raster format [8]. 
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the resulting map is shown in fig. 1, in which isotope values in precipitation are 
shown for pixels of 500 × 500 m.

5. eXaMples of applIcatIon to Hydrogeology and clIMate 
studIes

The isotope model and the resulting map of δ18o distribution in precipitation 
have been applied to several case studies in spain that cover a range of different 
geographic and climatic areas. Comparisons between the modelled δ18o-values in 
precipitation and the δ18o values observed in surface and groundwaters were made 
in order to check the assumptions made in the model and to test the usefulness and 
the limitations of the map as a tool to easily provide baseline isotope information in 
these areas. 

the methodology developed provides a digital layer of the continuous spatial 
distribution of δ18o values in precipitation that, combined with other layers of interest 
in hydrology (cartographic entities such as lithology or permeability) using gIs tech-
nologies, allows the assigning of different isotope characteristics to the precipitation 

FIG. 1. Continuous digital map of the δ18O distribution in peninsular Spain and the Balearic 
islands. Location of the 15 peninsular stations of the REVIR is shown.
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input in different potential source areas and compare these against the observed iso-
tope composition of surface and ground waters. two examples are shown in this pa-
per, in northern spain, in the surroundings of the city of Burgos, and in a warmer 
location in central spain, the tablas de daimiel national park.

Isotope information in precipitation is scarce in the vicinity of Burgos city, 
where the origin of groundwater is of concern. δ18o values in groundwater for ter-
tiary aquifers in the area for the years 2006 and 2008 compare well with the mod-
elled composition of precipitation (fig. 2). annual and interannual means (period 
2000–2006) of δ18o-values in precipitation for león, a nearby reVIp station, are 
also shown in fig. 2 for comparison, and highlight the use of the modelled values as 
a better reference for the area. one of the limitations of the long term model is its dif-
ficulty to simulate temporal variations. Modelling for different periods of time may 
solve this problem. 

In the tablas de daimiel wetlands, both the origin of surface water and the ex-
tent of the trace of evaporated surface water in groundwater are under study. one of 
the objectives of the studies is to have some water isotope information from the pond 
water that could be used in correlations with stable isotope data from the sediments 
in research for climate change. Annual mean (for the period 2000–2006) of δ18o val-
ues in precipitation for ciudad real, the closest reVIp station to the area, as well 
as the isotope composition of surface water in the area sampled at the cigüela ditch 
are shown in fig. 3. all surface water samples fall in an evaporation line that crosses 
the global Meteoric Water line in a point that compares well with both the modelled 

FIG. 2. Comparison of the δ18O values measured in groundwaters in the city of Burgos against 
the modelled values in precipitation for the outcropping areas of the geological formations as 
the potential source of these waters.
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isotopic composition of precipitation in the area and the isotopic composition of pre-
cipitation from the closest reVIp station.

6. conclusIons: lIMItatIons of tHe regressIon Model and 
future deVelopMents

The results obtained so far show a good fit between modelled stable isotope 
values and those measured in surface and groundwaters from different aquifers and 
recharge areas. the model seems to provide integrated isotope values for precipi-
tation in areas where direct sampling in meteorological stations is lacking, to trace 
the sources of water in peninsular spain. the gIs tools applied to a continuous digi-
tal layer of spatial isotope are able to provide accurate information at detailed scales 
that are not affordable by other means.

These promising results, obtained when the global model was modified to take 
into account the circumstances of the local scale in this region, are due to the rath-
er simple climatic situation of the country in which the atlantic ocean is the main 
source of water vapour and westerly winds are predominant over the Iberian penin-
sula in the long term. 

notwithstanding this, future developments, aimed at further testing the model, 
are proceeding in order to compare the results of the model with a larger data set 
of isotope information combining: (1) more recent data from the spanish network 
for isotopes in precipitation (reVIp) not yet included in the model; (2) data from 
the gnIp database for neighbouring countries; (3) isotope data of groundwaters from 
different sites in spain covering a wider set of geographic and climatic situations; (4) 

FIG. 3. Comparison of the δ18O values measured in surface waters in Daimiel National Park 
against the modelled values in precipitation in the area.
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isotope information from the spanish network for isotopes in rivers initiated in 2009; 
and (5) isotope data of leaky reservoirs.

the validity of the modelling strategy has to be tested case by case before it 
is applied at the local scale, as far as it depends on the climate and hydrogeological 
situation of the region under study. favourable factors for the applicability of these 
models are the existence of a single or a main source of water vapour for precipi-
tation, and a traceable trajectory of the fronts producing precipitation. finally, it is 
important to perform a rigorous comparison between modelled and observed isotope 
composition of precipitation and other components of the hydrologic cycle in order 
to test the model and to assess its limitations.
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Abstract

attempts were made to model the spatial variability of environmental isotope (18o, 
2H and 3H) compositions of precipitation in syria. rainfall samples periodically collected 
on a monthly basis from 16 different stations were used for processing and demonstrating 
the spatial distributions of these isotopes, together with those of deuterium excess (d) val-
ues. Mathematically, the modelling process was based on applying simple polynomial models 
that take into consideration the effects of major geographic factors (lon.e., lat.n., and alti-
tude). the modelling results of spatial distribution of stable isotopes (18o and 2H) were gener-
ally good, as shown from the high correlation coefficients (R2 = 0.7–0.8), calculated between 
the observed and predicted values. In the case of deuterium excess and tritium distributions, 
the results were most likely approximates (r2 = 0.5–0.6). Improving the simulation of spatial 
isotope variability probably requires the incorporation of other local meteorological factors, 
such as relative air humidity, precipitation amount and vapour pressure, which are supposed to 
play an important role in such an arid country.

1. IntroductIon

the knowledge of spatial and temporal distribution patterns of the environmen-
tal isotope (2H, 3H, 18o) compositions in local rainfall forms a primary background 
data for the proper use of these natural tracers in assessing water resources in terms 
of recharge origin, replenishment rate, evaporation, mixing process, water–mineral 
interactions, residence times, and interconnection between the different aquifer sys-
tems [1–4]. the application of such isotopes could also provide useful information in 
evaluating the significance of climate change on local and global scales [5–6]. 

climatically, syria belongs to an arid and semi arid region, and thus it suffers 
from shortage and intensive imbalance problems in its water resources. as a conse-
quence of the global climate change, the situation of water budget in the country has 
been dramatically complicated during the last three decades. therefore, a sharp, con-
tinuous and increasing demand of water to cover the different uses was marked, and 
it has become extremely difficult to fulfill this remarkable deficit in the water budget 
without finding new water resources. The data of the above mentioned environmental 
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isotopes of precipitation from selected meteorological stations in syria was compiled 
in order to be used later for a better assessment of the availability of water resourc-
es in the country, as well as for solving a number of hydrological, hydrogeological, 
and geochemical problems. this study is initiated to provide the results of modelling 
the spatial isotope variability of precipitation in syria.

2. saMplIng and Isotope analyses

rainfall samples were generally collected from a network covering 16 different 
stations distributed mostly in the western part of the country (fig. 1). sampling from 
all the stations was made on a monthly basis during different periods, from decem-
ber 1989 to april 2009. rainfall samples, collected twice a day, were transferred to 
a tightly stoppered container to accommodate the monthly amount of precipitation. 
Paraffin oil was added to the collected samples in order to minimize the effect of 
evaporation. At the end of the month, three bottles were filled for chemical and iso-
topic analyses. A bottle of 50 mL was filled for the determination of δ18O and δ2H, 
and the subsequent analyses of samples collected before 2003 were performed in 
the isotope hydrology lab of Jordan by using a finnigan Mat delta e mass spectrom-
eter. rainfall samples collected after 2003 were isotopically analysed in the labs of 
the syrian atomic energy commission (aecs) by using a finnigan Mat deltaplus 
mass spectrometer.

FIG. 1. Location map showing the network of atmospheric precipitation sampling stations in 
Syria.
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A bottle of one litre capacity was filled with rain water for tritium determina-
tion, and the related analyses of this radioactive isotope were performed after elec-
trolysis enrichment in the Jordanian lab by using a packard 3253 liquid scintillation 
counter (lsc). In the case of analyses conducted in the aecs labs, tritium meas-
urements were performed also after electrolysis by using a Quantulus 1220 lsc in-
strument. A third bottle of half a litre was filled for carrying out chemical analyses 
(not discussed in this paper). Measurement accuracy for δ18O and δ2H and tritium are 
± 0.1‰, ± 1.0‰, versus VsMoW, and ± 1 tu, respectively. 

3. results and dIscussIon

3.1. Characteristics of environmental isotopes 

the rainfall isotopic data, compiled for processing and illustrating the spatial 
isotope variability of precipitation in syria by using gIs and surfer software, in-
cludes the following parameters: precipitation amount, air temperature, relative hu-
midity, concentrations of stable isotopes (18o and 2H) and tritium (3H), together with 
the deuterium excess (d) values, defined as [7]:

d = δ2H – 8 δ18o  (1)

the weighted means of isotopic composition for the different monitoring sta-
tions were calculated using the following equation [8]:

 [ ] / [ ]
n n

w i i ii i
P Pd d=å å  

(2) 

where: 
δw = weighted mean;
Pi = amount of monthly precipitation;
δi = isotopic composition of rainfall for the month i.

the results of the weighted means show that the stable isotope compositions 
are primarily affected by altitude. thus, the rainfalls of Bloudan, as the highest sta-
tion (altitude = 1540 m.a.s.l) were the most depleted in heavy stable isotopes (δ18o 
= –8.76‰ and δ2H = –47.80‰). In contrast, the rains of the coastal station (tartous) 
were the most enriched in these isotopes (δw = –5.82‰ and –27.90‰ for δ18o and 
δ2H, respectively). As Ernah station is lower in its altitude by ≈110 m than Bloudan, 
its weighted means were slightly enriched compared with those of Bloudan (fig. 2). 
similarly, the weighted means for palmyra station, situated in the central syrian de-
sert, were also enriched (δw = –5.81‰ and –28.7‰ for δ18O and δ2H, respectively), 
and very close to those of tartous. 
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Most of the sample points representing all rainfall samples collected from 
the different stations are distributed between the Mediterranean Meteoric Water line 
(MMWL), defined by Ref. [9]: δ2H = 8.δ18o + 22 and the global Meteoric Water 
Line (GMWL), defined as [7]: δ2H = 8.δ18o + 10 (fig. 2a). samples situated outside 
of this range refer mostly to rainfalls affected by evaporation or to samples of low 
rainfall amounts. The δ2H–δ18O relationship of the weighted means of δ18O and δ2H 
concentrations of monthly precipitation samples, generally permits the distinguishing 
between three different groups (fig. 2b): 
(1) the stations of Bloudan, ernah, Bab Janeh, Izraa, al-suwieda, al-Kounietra 

that fit the MMWL (d = 22) or a closer regression line with an intercept of d ≈ 23 
instead of d = 22;

(2) The stations of Qatana, Aleppo, Damascus, Al-Raqqa, Homs and Tartous that fit 
a line of d = 20;

(3) The remaining interior stations (Idleb, Al-Nabk, Jarablous and Palmyra) fitting 
a line of d = 17.
The equation of the least squares regression line fitting all of the rainfall data is 

given by:

δ2H = (6.17 ± 0.12) δ18o + (5.66 + 0.74) (3)

with R² = 0.916 and N=290 

this linear regression, conducted on the analysis of 290 precipitation samples 
yielded a slope of 6.17 and an intercept of 5.66, with a good correlation coefficient 
(R2 = 0.916). However, this line differs remarkably from that (δ2H = 8.26 δ18o + 19.3, 

FIG. 2. Relationships between δ2H and δ18O values of all rainfall samples collected from 
the different stations in Syria (a) and of δ2H and δ18O values of these samples (b).
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with R² = 0.96 and N  = 43), defined for the precipitation in Syria collected only during 
a single rainy season 1989–1990 [10]. 

the isotopic composition of rainfall is highly scattered between the different 
stations as a result of many local climatic (temperature, precipitation amount, evapo-
ration and storm trajectory) and topographic (altitude) factors [10]. the interrelations 
between the different parameters of all rainfall samples were statistically studied and 
analysed. The plots of δ18O and δ2H concentrations versus air temperature values 
clearly show enrichments in the concentration of these stable isotopes with increas-
ing air temperature values (Fig. 3a). Contrariwise, the plots of δ18O and δ2H concen-
trations versus precipitation amount values, and δ18O and δ2H concentrations versus 
deuterium excess values represent depletions in the concentrations of both isotopes 
with the increased amount of precipitation and increased d-excess values (fig. 3b and 
3c). the altitude effect is represented by a progressive depletion of heavy stable iso-
topes of about 1.3‰ and 0.19‰ per 100 m for δ2H and δ18o, respectively (fig. 3d ).

FIG. 3. Relationships between δ18O and air temperature values (a), between δ18O values and 
rainfall amounts (b), between δ18O and deuterium excess values (c) of all rainfall samples, and 
between the weighted means of δ18O and altitude values for the different stations in Syria (d).
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(a)

(b)

FIG. 4. Modelled spatial distributions of δ18O (a), δ2H (b) d-excess (c) values (‰, VSMOW) 
in Syrian rains, together with those of the tritium content in Syrian precipitation during 2006.
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FIG. 4 (cont.). Modelled spatial distributions of δ18O (a), δ2H (b) d-excess (c) values (‰, 
VSMOW) in Syrian rains, together with those of the tritium content in Syrian precipitation 
during 2006.

(c)

(d)
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3.2. modelling the spatial isotope variability 

Modelling the spatial isotope variability of rainfall represents a feasible alter-
native method for estimating the stable isotope records of certain months or years 
not yet available or only available for a small number of stations across the world 
[11]. extensive efforts have been recently made to model the isotope variability of 
precipitation by correlating the available data for certain stations with the major geo-
graphic parameters (lon.e., lat.n., and altitude) to produce high-resolution gridded 
isotopic data [11–12]. attempts were made to model the spatial isotope variability of 
precipitation in syria. the available data on the environmental isotopes (18o, 2H and 
3H) and d-excess (d) values of precipitation in the country were compiled and used 
in conjunction with other major geographic parameters for processing and gridding 
the isotopic data of syrian rainfall in order to be applied later in the gIs plotting 
methods. Mathematically, this analysis is conducted on the basis of empirical rela-
tionships and geostatistical methods. this paper focuses on the creation of acceptable 
grids of annual weighted means of δ18O, δ2H, deuterium excess (d) values and 3H 
(only for 2006) of precipitation in syria. the expressions of the simple polynomial 
models providing the best gridded isotopic data for the above mentioned isotopic 
parameters are: 

δ18o = 5.2E – 10(lon.E) + 2.56E – 10(lat.N) – 8.53E – 7(alt.)2 – 6.80 (4)
with R² = 0.794

δ2H = 5.48E – 7(lon.E) + 9.7E – 8(lat.N) – 5.32E – 6(alt.)2 – 35.84 (5)
with R² = 0.697

d-excess = –6.77E – 6(lon.E) + 1.04E – 6(lat.N) – 0.002(alt.) + 24.24 (6)
with R² = 0.483

3H = 3.13E – 5(lon.E) + 3.29E – 10(lon.E)2 – 0.36 (7)
with R² = 0.566

the modelling results of spatial distributions of the stable isotopes (18o and 
2H) in syrian rainfall (fIg. 4 a and b) that were generated using the software arc–
gIs–9 were rather good (R2 = 0.7– 0.8), and clearly reflect the observed isotope vari-
ability. the concentrations of these isotopes become more depleted over the high al-
titude areas and more enriched in the interior lands. However, the maps produced for 
the distributions of deuterium excess (d) values (all data) and tritium content (only 
for the data of 2006) that were mapped by using a recent surfer version (10) were 
most likely approximates, as can be seen from the moderate correlation coefficients 
(R2  =  0.48 – 0.57), calculated between the observed and predicted values for the ad-
justed algorithms. Improving the simulation of the spatial isotope variability requires 
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most probably the incorporation of other local meteorological factors, such as rela-
tive air humidity, precipitation amount, vapour pressure and potential evaporation, 
that could play an important role in such an arid country. the spatial distribution of 
d-excess values permits the observation that this parameter is high and more than 
20‰ in the south-western part of syria, and gradually decreases towards a value of 
≈15‰ in the north-eastern part of the country. The distribution of tritium content 
is represented by a progressive enrichment in the concentration of this radionuclide 
with the increasing distance from the coast. 

4. conclusIon

the results obtained through the generation of gridded data sets for the isotopic 
compositions of precipitation in syria should be considered as approximate and still 
in need of improvement by adopting more robust models by incorporating other local 
meteorological factors, such as relative air humidity, precipitation amount, vapour 
pressure and potential evaporation, that could play an important role in such an arid 
country. However, despite the fact that no models were adjusted for the above men-
tioned meteorological parameters, which could be supposed to produce better good-
ness of fitting than those using the geographical parameters, the obtained modelling 
results were promising and able to produce acceptable data sets for filling the gap 
of missed isotopic data of precipitation for certain stations or data set records in 
the country, not yet covered by the current running programme of monitoring the iso-
topic composition of rainfall in syria. the maps of spatial isotope variability in syr-
ian precipitation could provide better insights and understanding of various hydro-
logical and geochemical processes.
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Abstract

an understanding of atmospheric water vapour and its isotopic composition is useful 
for modelling effects of terrestrial evapotranspiration on regional hydrologic cycles. previous 
studies showed diurnal and vertical patterns of water vapour isotope ratios (δ2Hv and δ18ov) 
consistently observed in an old growth coniferous forest. using a box model and a mass bal-
ance approach to simulate ‘isoflux of d-excess’, the effect of evapotranspiration on the d-excess 
in atmospheric water vapour is quantitatively demonstrated. the results suggest that d-excess 
can be mechanistically utilized to identify processes that contribute to the diurnal variation 
in atmospheric moisture. These new findings have implications for larger-scale predictions of 
precipitation across the terrestrial landscape. In this paper, I report the initial results of the δ2Hv 
and δ18ov measurements using a cavity enhanced spectroscopy instrument. these recent data 
are consistent with the pattern observed by the conventional sampling method, providing new 
opportunities for studying d-excess as a tracer for evapotranspiration.

1. IntroductIon

Water recycling over continents plays an important role in the global climate. 
Modelling studies showed that, on average, terrestrial evapotranspiration contributes 
no less than 40% of precipitation on land [1]. The relative contributions of transpira-
tion and evaporation from soil or water surfaces, however, remain largely uncertain. 
In that regard, stable isotope analyses of precipitation and atmospheric water vapour 
provide a unique and complementary approach to validate satellite based estimates 
[2–3].

atmospheric water vapour contains fewer amounts of heavier water isotopes 
(2H and 18o) relative to the source water. this is because under the same temperature, 
saturation vapour pressure is lower for heavier isotopes than for their lighter coun-
terparts. a second effect that augments the fractionation during evaporation is the ki-
netic (diffusional) difference between masses. In the case of surface water loss via 
vegetation (transpiration), this preferential loss of heavier water isotopologues results 
in enriched 2H and 18o contents in leaf water. the leaf water 18o signal was used to 
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study biosphere–atmosphere water and carbon dioxide exchange processes spanning 
from ecosystem to global scales [4–6]. the net effect of vegetation on the isotopic 
composition of water vapour and its feedback to atmospheric moisture cycling is not 
very well understood. 

our knowledge regarding the effect of surface evapotranspiration on the 2H and 
18o variation in atmospheric water vapour has been limited by the lack of uninter-
rupted water vapour isotope measurements. conventional methods for vapour 18o 
measurements require cryogenic trapping (usually with liquid nitrogen or dry ice), 
which limits the number of sample collections in the field [7]. New laser techniques 
that offer near continuous measurements of water vapour isotopes provide a means to 
overcome this observational challenge [8–10], and are poised to provide new insights 
into vapour isotope variation. this paper builds on previous research in which diel 
δ2Hv and δ18ov measurements were made during short summer field campaigns in an 
old growth coniferous forest in the Pacific Northwest of the United States. Beginning 
in September 2010, hourly δ2Hv and δ18ov measurements have been made available 
by a cavity enhanced spectroscopy analyser at this site. this paper presents a sum-
mary of instrument performance, the sampling and calibration protocol, and initial 
results consistent with previous findings reported by Refs [11–12]. 

2. MaterIals and MetHods

2.1. study site

the study site is located within the Wind river experimental forest, an old 
growth (~500 years in age) coniferous forest in the southern part of the state of 
Washington, u.s.a (45°49.227’ n 121°57.125’ W; elevation = 371 m). this region is 
characterized by a maritime Pacific climate with dry summer and wet winter periods. 
the mean annual temperature is 8.7°c, and mean annual precipitation is 2467 mm 
with <  5% falling between June and August; hence a significant decline in surface 
soil moisture occurs through the summer (fig. 1). stand leaf area index was estimated 
as 8.6, with ~ 56% distributed in the middle and upper canopy. Soils were classified 
as sandy loams of volcanic origin. the dominant overstorey species are Pseudotsu-
ga menziesii (Douglas fir), Tsuga heterophylla (western hemlock) and Thuja plicata 
(western red cedar). there is a diverse group of understorey species, which includes 
western hemlock, Acer circinatum (vine maple), Abies amabilis (Pacific Silver fir), 
and Taxus brevifolia (Pacific yew). The average tree height was 52 m for Douglas fir 
and 19 m for western hemlock.
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2.2. Previous δ2Hv	and	δ18Ov research in Wind River Forest

lai et al. [11] observed a midday depression (3 to 4‰ more negative compared 
to the rest of the day) in the average, within canopy δ18ov in this old growth conifer-
ous forest. This diurnal pattern was confirmed by the observations in a follow-up ex-
periment in which δ2Hv and δ18ov within and above the canopy were measured every 
3 hours for 3 consecutive days [12]. their results suggest that water vapour isotope 
ratios are influenced by the combined effect of atmospheric entrainment from the up-
per atmosphere, transpiration and evaporation from the forest floor. Lai et al. [11] 
developed a simple canopy box model that has been shown to adequately explain 
the observed temporal δ2Hv and δ18ov patterns [12]. 

2.2.1. Atmospheric Water balance in Forest

atmospheric H2o balance within a forest can be written as:

c
c t e

d
d
vM F F F F
t + −= − + +

 
(1)

FIG. 1. An example of the uncorrected δ18Ov, δ2Hv and water vapour concentrations sampled 
at 2 Hz. Each hour, the ambient air was sampled from 4 inlets, each for 10 minutes. References 
gases were introduced at 3 concentration levels (5500, 10000 and 16000 ppm), each for 260 s.
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where Mc represents the number of moles of air in the column per unit ground 
area, vc is the average mole fraction of water vapour in the column, F represents com-
ponent fluxes; F+ is one-way flux of water vapour entering the canopy, F- is the flux 
of water vapour leaving the top of the canopy, and Ft and Fe are fluxes of transpira-
tion and evaporation, respectively. a mass balance equation can also be written for 
water isotopologues (H2

18o and Hdo) as

c c
c t t e e

d
d
R vM R F R F R F R F

t + + − −= − + +
 

(2)

where R represents the heavy to light isotope ratios for oxygen or hydrogen isotopo-
logues (i.e. H2

18o/H2
16o or Hdo/H2o). the subscripts c, +, –, T and E represent water 

fluxes and R values in the canopy air column, of the atmosphere above, of air venting 
out of the column, transpiration flux and evaporation flux, respectively. Multiplying 
eq. (1) by Rc and subtracting from Eq. (2), an ‘isoflux’ mass balance equation that 
describes the time evolution of the isotope composition of water vapour within plant 
canopies can be derived: 

c
c c t c t e c e

d ( ) ( ) ( )
d cM v F F F

t
δ

δ δ δ δ δ δ+ += − + − + −
 

(3)

previous research in the Wind river forest relied on the conventional cryo-
genic trapping method [7] for sample collection. Beginning in september 2010, an 
off-axis integrated cavity output spectroscopy instrument (los gatos research Inc., 
Mountain View, CA, USA) was installed for in situ, uninterrupted δ2Hv and δ18ov 
measurements. In this paper, I report the initial results from the spectroscopy instru-
ment. The instrument first underwent a suite of tests in the laboratory before being 
deployed in the field. Laboratory experiment showed that with careful calibrations, 
the LGR analyser was able to produce accurate (± 0.02‰ for δ18O, ± 0.2‰ for δ2H) 
and precise (± 0.3‰ for δ18O, ± 3.0‰ for δ2H) measurements [13]. Here I will focus 
on results derived from the field experiment conducted in the Wind River Forest in 
september 2010.

2.3.	 Spectroscopy	analyser	for	measuring	δ2Hv	and	δ18Ov 

ambient air was drawn from 3 different heights (1 m, 10 m and 60 m) through 
6.35 mm diameter PTFE tubing using a diaphragm pump at a flow rate of 0.5 L/
min (Knf neuberger Model un811 KnI, 115V, 60Hz). a customized heated ptfe 
tube (clayborn lab, truckee, ca, usa) was separately installed at 1 m to evaluate 
the potential cooling effect that may cause condensation in the 3 unheated tubes. all 
4 tubes were routed into a manifold housing solenoid values (clippard single-sided 
6-station manifold and eV, normally closed, 2-way, manifold mount, 12V) inside 
a dry shack below the crane tower. A datalogger (CR3000, Campbell Scientific Inc, 
logan, ut, usa) controls the switching of the solenoid values. the solenoids were 
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coordinated to pass ambient air for 10 minutes from each of the 4 tubes into the lgr 
water vapour isotope analyser. this leaves 20 minutes per hour for calibration. fig. 1 
shows an example of the uncorrected δ18ov, δ2Hv and water vapour concentrations 
sampled at 2 Hz by the lgr water vapour isotope analyser.

the hourly, online calibration was made possible by accompanying a Water 
Vapour Isotope standard source unit (WVIss, los gatos research) with the ana-
lyser. the WVIss uses a nebulizer to inject a miniscule water droplet from a large 
reservoir of reference water into a heated chamber, providing complete vaporisation 
without fractionation of the reference water. With a WVIss, reference gases and am-
bient air can be run in parallel, performing in situ, unattended calibrations, suitable 
for long term data acquisition. In this study, we used a 3 point calibration protocol 
that spanned a range of water vapour concentrations that bracketed those observed in 
the ambient air. reference gases were introduced at 3 concentration levels (roughly 
at 5500, 10 000 and 16 000 ppm), each for 260 s, to generate a 2nd order polynomial 
calibration curve every hour. ambient air sampled within the hour was then calibrated 
based on the hourly calibration curves. this regular calibration duty cycle was found 
necessary in the laboratory experiment [13]. Under field conditions, the WVISS gen-
erated reference gases showed large hour-to-hour variability (fig. 2). the behaviour 
of the variability appeared different for 2H when compared to 18o. the uncorrected 
18o tend to overestimate while uncorrected 2H tend to underestimate the known iso-
tope ratios in the reference water. the 18o and 2H showed an hour-to-hour variation 
in the range of 2‰ and 14‰, respectively, over a 24 hour period. the analyser ap-
peared to perform better for 2H at higher concentrations but no apparent concentra-
tion dependent effect was noted for 18O. These fluctuations in the reference gases lead 
to the necessity of frequent (no longer than hourly) calibrations of the lgr water 
vapour isotope analyser.

FIG. 2. Hour-to-hour variability of the WVISS-generated reference gases on a typical day. 
Reference gases were introduced into the water vapour isotope analyser at 3 concentration 
levels in a 20-minute calibration window at hourly intervals.



Lai

194

3. results and dIscussIon

3.1.	 Observed	d-excess	near	the	forest	floor	

With regular and careful calibrations, high precision δ2Hv and δ18ov measure-
ments were made at hourly intervals from three heights within and above the Wind 
River Forest canopy. From these continuous data, deuterium-excess, defined by [14] 
as d = δ2H – 8×δ18o, was derived for water vapour observed at all heights. Variations 
in the d-excess have been shown to qualitatively identify the origin of vapour sources 
[15]. Angert et al. [16] showed seasonal fluctuations in the d-excess value influenced 
by the evaporation over the Mediterranean sea based on near surface water vapour 
samples collected in an eastern Mediterranean location. Rarely diurnal fluctuations in 
d-excess have been reported.

fig. 3 shows the comparison of the d-excess values observed at 1 m above 
the ground between a heated and an unheated sampling tube. there was a high cor-
relation between the two measurements. the unheated tube captures the diel pattern 
in the d-excess near the forest floor almost identically to that observed from the hot 
tube (data not shown). I must note that the two sampling tubes were not equal: the hot 
tube was only 1m long while the unheated tube was about 25 m in length, extended 
away from the footprint of the dry shack. The 14% difference in the slope of the re-
gression line likely reflects the source difference because of the local heterogeneity. If 
condensation had occurred, the fractionation effect would have systematically biased 
the observed d-excess in a more pronounced fashion due to the long pathlength an air 

FIG. 3. Comparison of the d-excess values observed at 1 m above the ground between a heated 
and an unheated sampling tube (n=168). The comparison includes hourly data collected over 
a week (September 3–9, 2010; n=168). The ‘hot’ tube was heated to 5ºC above the ambient 
temperature during the experiment.
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parcel has to travel through the unheated tube. the measured d-excess near the forest 
floor ranged from –18‰ to 30‰ during this weeklong period, with the majority of 
the d-excess values clustered between 5‰ and 18‰. 

3.2. Observed diel patterns of d-excess in forest canopy

lai and ehleringer [12] observed a diel pattern of the d-excess values in atmos-
pheric water vapour from samples collected by cryogenic traps. the d-excess values 
showed a repeated diel pattern with the lowest values occurring in the early morning 
and the highest values occurring at midday in a short (3 day) experiment. It is not 
known whether this diel pattern can consistently be detected and if an optical instru-
ment can reliably capture a similar pattern. fig. 4 shows the average d-excess val-
ues derived from water vapour measurements made near the forest floor and above 
the canopy. 

Similar to the findings reported by Lai and Ehleringer [12], the d-excess val-
ues showed a diel fluctuation. The d-excess values ranged from –18‰ in the early 
morning to over 30‰ at midday during this period. observations at the two heights 
showed similar diel patterns, with the d-excess values near the forest floor being 
slightly lower than those above the canopy on a few occasions.

The initial results shown here are consistent with the previous findings. Us-
ing a canopy water balance model (eq. 3), lai and ehleringer [12] demonstrated 
that atmospheric entrainment appears to drive the isotopic variation of water vapour 
in the early morning when the convective boundary layer rapidly develops, while 
evapotranspiration becomes more important in the mid-afternoon as a primary mois-
ture source of water vapour in this forest. With careful and frequent calibrations, 

FIG. 4. The average d-excess values derived from water vapour measurements made near 
the forest floor (1 m) and above the canopy (60 m). The right panel shows the ensemble average 
from the hourly averages over the 6 days. For clarity, only the data collected at 1 m show 1 
S.D. around the mean. 
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cavity-enhanced spectroscopy isotope analyser enables in situ, high precision moni-
toring of water isotope ratios, opening new doors for isotope hydrological research.

4.. conclusIons and future researcH

future research should aim towards a more complete understanding of how 
land processes influence short term variations in water vapour distribution and its 
stable isotope contents as continuous, event based water isotope measurements be-
come more affordable. considerable improvement on our understanding of the biotic 
and abiotic controls of the 18o and 2H variation associated with evapotranspirational 
fluxes can be expected. However, careful attention and routine calibrations of laser 
based instruments are necessary to ensure data quality and compatibility.
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Abstract

The variability in stable isotope ratios of oxygen and hydrogen (δ18O and δ2H values) 
in river waters in northeast european russia was studied for the period from July 2007 to 
october 2008. exceptional isotope composition in precipitation obtained during the sampling 
period was clearly traced in the composition of river waters. Water from permafrost thawing 
did not make a great contribution to river flow.

1. IntroductIon

the two sampled rivers, usa and sedyaga, are on the tundra of Komi republic 
in northern european russia (67°n, 62°e) in the zone of discontinuous permafrost. 
the usa river has its sources in the polar urals and runs south into the pechora riv-
er, which drains to the Barents sea. the whole catchment area of the usa river is 93 
600 km2 and the catchment area above the sampling site at the seida village is 14 100 
km2. the river sedyaga is a small tributary of the usa river with a recharging area of 
199 km2. The river Sedyaga flows into the Usa River 5 km downstream of the village 
of seida, the sampling site of precipitation and local well water. 

2. staBle Isotope content

The δ18O and δ2H values in both river waters showed distinct seasonal varia-
tions similar in both rivers and for both years having their lowest values in spring 
and early summer and their highest in autumn. the values in May 2008 were for 
δ18O –16.1‰ and for δ2H –113‰ in the large river usa, and –18.1‰ and –129‰, 
in the small river sedyaga respectively. the minimum values coincided with the in-
creased discharge, the input of snowmelt water with low isotope values typical 
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for winter precipitation at the middle and high latitudes in continental areas. after 
the impact of the snow melt pulse later in the summer isotope values in the river 
waters steadily increased, and at the end of august were in the large river usa ap-
prox.–13.0‰ for δ18O and approx. –95‰ for δ2H in both years and in the small river 
Sedyaga –12.4‰ for δ18O and –88‰ for δ2H in 2007, and δ18O value 1‰ and δ2H 
value 9‰ lower in 2008 because of the lower values in precipitation. the highest val-
ues observed in late summer could be connected to increased evaporation from river 
waters and increased input of summer precipitation. The relation between δ18o and 
δ2H values suggests that evaporation has a small role in summer runoff. In addition, 
exceptional isotope composition in precipitation obtained during the sampling period 
was traced clearly in the composition of the river waters. 

similar seasonal variations, with low values in spring and increasing values 
towards the end of summer, have been documented in the isotope ratios of several 
arctic rivers [1–3]. 

3. conclusIons

The δ18O and δ2H values in late summer were clearly higher than the values 
in the water of a local well, c. –17‰ for δ18O and –126‰ for δ2H and in base flow 

FIG. 1. The δ18O and δ 2H values in waters sampled from Jul 2007 to Oct 2008 in the river Usa 
(filled circles) and Sedyaga (open triangles), in monthly accumulated rain (dotted line) and in 
water from a local well (grey filled squares) collected at Seida, close to the rivers.
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water, –14.6‰ and –102‰, respectively (sampled in January 2008). thus water from 
permafrost thawing did not make a great contribution to river flow.
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Abstract

In 2002 the International atomic energy agency and its Member states initiated 
a programme for the collection and measurement of isotopes (stable isotopes of water and 
tritium) in river waters. the purpose of this programme is to establish a long term database 
(gnIr) similar to the global database currently available for precipitation. these isotopic data 
provide a baseline for studying parameters in hydrologic basins that can be used to monitor 
any changes in the basin response due to shifts in future climatic or land use factors. Below, 
selected 18o and tritium data sets where measurements from several years of routine sampling 
are available are analysed. a ratio of the average monthly isotopic concentration divided by 
the average yearly concentration is used to normalize data and makes it possible to compare 
data from different sites. In general, high flow periods are strongly influenced by younger 
water whereas baseflow is primarily composed of water of greater age (probably decadal). 
Using this approach and flow rates, it should be possible to estimate the isotopic concentrations 
of baseflow. This data set will make it possible to track changes in baseflow concentrations 
occurring due to future changes in climate or land use. 

1. IntroductIon

Water isotopes have been extremely useful in studying physical processes in 
the hydrosphere. Initial efforts by the International atomic energy agency resulted 
in the formation of a precipitation network for measuring stable isotopes of water 
and/or tritium in precipitation that resulted in the global network of Isotopes in 
precipitation (gnIp). the database available in gnIp has provided an input func-
tion for studies of physical processes in hydrologic sciences [1]. In hydrology, both 
the stable isotopes of water and tritium have been used extensively since the 1960s 
to study issues related to water sources, flow paths, timescales and other physical 
processes [2, 3].
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for many hydrological studies, particularly in urban and agricultural areas, 
the source of the water is not precipitation but river water. In particular, it was noted 
that in surface water hydrology, long term databases provide useful information about 
hydrologic parameters of rivers and lakes [4–9]. In 2002 the International atomic 
energy agency and its member states initiated a programme for the collection and 
measurement of isotopes in river waters [10]. the purpose of this programme is to 
establish a long term database (gnIr) similar to the global database currently avail-
able for precipitation. these data are providing a baseline for studying parameters 
in hydrologic basins and monitoring any changes in the basin response due to shifts 
in climatic or land use factors. Below we discuss some of the initial findings of this 
programme. 

2. gloBal dIstrIButIons

There is a significant variation of isotopic values with latitude, with tropical 
latitudes having the heaviest isotopic range and polar rivers being the lightest. Most 
of the present GNIR data (> 80%) comes from stations in the Northern Hemisphere. 
fig. 1 shows a plot of d versus 18o for all the data from the database divided into 
3 groups, > 20°n, 20°n–20°s and > 20°s. the northern rivers are uniformly lighter 
than the two other groupings. the > 20°s group is somewhat biased to the heavier 
isotope ratios due to the sampling of some rivers in arid areas where large evaporation 
effects occur. equivalent systems make up a much smaller fraction of the rivers sam-
pled in the northern Hemisphere. However, it is evident that rivers in the equatorial 

FIG. 1. Plot of δ18O versus δ2H for the rivers in the GNIR data base. Plot is broken out into three 
latitude bands: >20°N, 20°N–20°S and >20°S. All values in ‰.
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region and southern Hemisphere tend to be heavier due both to heavier precipitation 
and evaporation factors. Another factor that influences the Southern Hemisphere data 
is the lack of large continental land masses at higher latitudes in the south. thus 
the oceanographic influence will be much higher in many of these areas resulting in 
a heavier isotopic concentration range in precipitation. 

A group of stations which have sufficiently long records of stable isotope data 
on a monthly basis have been plotted together in fig. 2. the plot shows the average 
18o values over the period when measurements were made with the range of monthly 
average values demonstrated by the bars. the southernmost station (parana) is on 
the left with stations becoming more northern as they go to the right (the distance 
between points on the graph do not represent distance). the rivers between the ti-
cino and the danube are essentially from a very small latitudinal range in central 
europe. thus, they have similar isotopic values which are much more depleted than 
the southern rivers. the aar at thun is dominated by lake thun and shows little 
variation. the range for the euphrates river at Jarablous and the euphrates dam are 
also damped by upstream impoundments. this has a major impact on the isotopic 
values and variations in this river as stated in ref. [11]. the heaviest stations are in 
arid areas of africa, the Zambezi and orange rivers, and they also have the widest 
range of monthly average values. 

3. approacH 

one approach to determining if similar processes are impacting rivers from dif-
ferent latitude ranges and climatic regimes (and thus isotopic ranges) is to normalize 

FIG. 2. δ18O (‰) for selected stations in the GNIR programme with maximum and minimum 
values. Stations are arranged by latitude with the most southern station (Parana in Argentina) 
on the left.
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the data. this is done by calculating the average yearly isotopic ratio from month-
ly data for the period of measurements. the average isotopic value for each month 
over the years of measurement is also calculated. then the average monthly value is 
divided by the yearly average. Monthly isotopic ratios will vary due to changes in 
the relative influence of baseflow and precipitation in the total flow. The influence of 
these factors in a given month can vary from year to year. the use of several years 
of measurements will dampen out the occasional outlier and give a truer picture of 
the general yearly variations in isotopic values for the river. ratios greater than one 
are more negative than average, indicating lighter isotope values for those months. 
conversely numbers less than one indicate a heavier isotopic value for those months. 
the same approach can be applied to tritium data with a correction made for the gen-
eral decline of tritium concentrations with time. this correction is especially relevant 
in the Northern Hemisphere where the influence of the bomb-tritium pulse is still no-
ticeable. this approach also provides a method to compare the 18o and tritium values 
from the same river system. 

4. results

 4.1. Global comparison

the above approach has been carried out for 18o from a selected range of rivers 
in the programme encompassing several different continents. three of the rivers are 
shown in fig. 3: the danube river at Vienna, austria, the parana river in argentina, 
and the Zambezi river at Victoria falls. In general, the wet season will have the high-
est flow and the greatest ratio (i.e. the lightest stable isotopic ratio) and the dry season 
will have a stable isotopic composition closer to that of baseflow (generally a heavier 
isotopic ratio). the Zambezi, which is subject to extremes in evaporation and during 
the wet seasons, shows the highest variance of the ratio as to be expected from fig. 2. 
the other two rivers have much smaller variations with the highest ratios seen during 
the period of highest flow. The other two rivers have a smaller variation in the ratios, 
but still have distinct seasonal variations over a period of several years. 

fig. 4 is a similar plot for three rivers from central europe, the danube at Vi-
enna and the aar at Brugg and at thun.  

4.2. Combined use of tritium and stable isotopic ratios

the same approach of using the ratio of the monthly concentration divided 
by the average yearly concentration can be applied to normalize tritium data with 
the provision that the general decline in tritium concentrations over time be taken 
into account and no contamination from nuclear power plants is present. the trit-
ium ratios can then be compared to the stable isotope ratios. an example of these 
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comparisons can be seen in figures 5a and 5b which compares the monthly ratios of 
tritium and 18o for the ticino river in switzerland and the colorado river at cisco, 
utah over a time span of several years. Both rivers are in the northern Hemisphere 
and have several similarities. stable isotopic ratios are lightest in the spring and early 
summer due to the influence of snow melt and spring rains which tend to be de-
pleted isotopically. tritium concentrations are also lowest in the spring. this is due 
to the influx of younger water from snow and recent rains which has a lower tritium 

FIG. 3. Ratio of the monthly values of δ18O divided by the yearly values of δ18O. Stations are on 
the Danube River at Vienna, Austria; the Parana River in Argentina; and the Zambesi River at 
Victoria Falls. Results are plotted monthly. 

FIG. 4. Monthly isotopic ratios divided by yearly isotopic ratios for three rivers in Central 
Europe: the Aar at Brugg, the Aar at Thun, and the Danube at Vienna. Results plotted monthly.
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concentration than baseflow for most Northern Hemisphere rivers [9]. The baseflow 
is generally composed of water that has been retained in the basin at timescales in 
the order of a decade and reflect the higher concentrations found during the earlier 
part of the tritium transient. the changes in the ratio are dependent on the onset of 
snowmelt or the increase of flow due to precipitation. Thus the ratios vary inversely 
using this methodology. The trend in the above figures can be expected to apply to 
most rivers in the Northern Hemisphere except where a significant impoundment of 
the river water occurs upstream of the sampling location. 

fig. 6 is a plot of the ratio of (monthly tritium/yearly tritium) versus the ratio of 
(monthly δ18O/yearly δ18O) for five Swiss rivers where approximately 7 years of data 
are available for both isotopes. All rivers have similar climatic and flow regimes. For 
all five rivers it is evident that higher tritium values tend to occur at the same time 
as heavier 18O values. Using these results with proper flow data it may be possible 
to obtain a better fit of the two isotopic ratios. Knowing the tritium concentration of 
baseflow, it is possible to use various models to estimate the mean age of the waters 

FIG. 5. (a). Ratios for monthly δ18O and tritium divided by the respective yearly average for 
the Ticino River at Riazinno in Switzerland. (b). Ratios for monthly δ18O and tritium divided by 
the respective yearly average for the Colorado River at Cisco, Utah
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that comprise baseflow. It has generally been found that baseflow ages have a decadal 
range [4–9]. The existence of a strong seasonal signal during baseflow for these five 
rivers suggests that it is also composed of waters with a decadal age range. It may be 
possible to estimate the tritium and 18O concentrations of baseflow for these five riv-
ers from this data set. While the value of 18O for baseflow will not determine age, it 
is an important parameter to obtain. It is possible that values for 18O of baseflow will 
change in the coming years due to climate or land use perturbations. If there is a per-
turbation, changes will occur to concentrations in baseflow at a rate dependent on 
the mean age of baseflow obtained from the tritium data. Monitoring over long time 
spans will allow researchers to assess whether changes are occurring and try to relate 
them to forcing factors such as temperature and the amount of precipitation. 

to properly use these data, it is important that the measurements are of high 
quality and the frequency of measurements be sufficient to delineate any seasonal 
variations. 

5. conclusIons

long term isotopic databases from gnIr have been analysed using a method 
to normalize observations over different climatic regimes. It is seen that consistent 
yearly variations of this ratio occur related to flow rates and the input of snowmelt 
or seasonal rainfall. Water from snowmelt and rainfall tends to be lighter in 18o caus-
ing the seasonal effect seen. a similar situation is seen for tritium where the young-
er waters found in snowmelt or seasonal rainfall are lower in tritium. The baseflow 

FIG. 6. δ18O ratios versus tritium ratios for five Swiss rivers. All rivers have very similar climatic 
and flow regimes with snow melt in spring supplying waters lighter in 18O and lower in tritium.
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which is the predominant source of water at certain times of the year will gener-
ally have a higher tritium concentration and heavier δ18O values. With flow data it 
should be possible to estimate the tritium concentrations and δ18O values of baseflow. 
The tritium data will give an estimate of the mean age of the baseflow. If these types 
of data are continuously monitored over time, changes in isotopic concentrations in 
baseflow due to climate or land-use factors can be determined. To properly use this 
method, it is necessary to obtain high quality data, preferably on a monthly basis, for 
the targeted basin. 
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Abstract

the ciénaga colombia wetland is located in the Bajo cauca antioqueño region where 
the ‘Man’ river flows into the Cauca River. Hydrological processes on the Ciénaga Colombia 
wetland are complex because of the interactive effects of both local and regional elements, 
associated with a typical tropical wet climatic regime. In this groundwater dependent wet-
land hydrological studies have been conducted, including hydrochemical analyses and isotope 
tracers, to describe and understand the interactions between groundwater and surface water, 
not only for the wetland itself but also for the entire catchment area. Rain samples (five year 
record) were used to obtain the LML: δ2H = 8.03 δ18O +9.9. The evaporation line is: δ2H = 
5.9 δ18o – 7.3. according to the analyses, both groundwater and surface waters have the same 
isotopic signatures. unsustainable land use practices along with current and predicted global 
environmental changes may cause negative impacts on the hydrological functioning of the re-
gion, affecting primarily, but not exclusively, evapotranspiration-recharge processes and 
the sustainability of the entire system.

1. IntroductIon 

the study ‘Hydrochemical and Isotopic techniques for the assessment of hydro-
logical processes in the wetlands of Bajo cauca, antioquia’, conducted by the uni-
versity of antioquia in the framework of a cooperative project with the International 
Atomic Energy Agency (IAEA) evaluated groundwater flow and dynamics in the vi-
cinity of the ciénaga colombia wetland in the Bajo cauca antioqueño region using 
hydrochemical and isotopic techniques. Because ciénaga colombia is a groundwater 
controlled wetland, our work dealt with the validation of a hydrological model in-
cluding the interaction between surface waters and groundwater.

2. descrIptIon of tHe area studIed

the catchment area of ciénaga colombia is located in the lower basin of 
the Man river in northwestern colombia (fig. 1). the physical geography of the area 
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corresponds to a smooth topography with both flat and sloping areas, the slopes 
reaching a maximum of 7%, covering an area of approximately 84 km2. the aver-
age temperature in the basin of the ciénaga stream is 27ºc. the rainfall pattern is 
unimodal, with a wet season between april and november and a dry season between 
december and March. average annual rainfall is 2800 mm. these conditions corre-
spond to a humid tropical climate.

the ciénaga colombia wetland is part of the drainage basin of the ciénaga 
stream, a tributary from the right bank of the Man River which flows to the east of 
the river cauca, one of colombia’s most important rivers. the dimensions of the wet-
land vary seasonally, the water covering an area of about 2 km2 and reaching a depth 
of more than 4 m in the rainy season, while during the summer the surface is reduced 
to 0.6 km2, and a depth of 0.6 m. ciénaga colombia depends on groundwater. It 
maintains the water level during the dry season due to the contribution of the base 
flow from a regional unconfined aquifer. 

FIG. 1. Location of the study area.
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3. MetHodology

Wetlands are areas of marsh, fen or peat land, or surfaces covered by water, be 
they natural or artificial, permanent or temporary, static or flowing, fresh, brackish 
or salt water, including areas of marine water with a low tide depth of less than six 
metres. Wetlands are among the most productive regions in the world. they are cra-
dles of biological diversity and sources of water and primary productivity in which 
numerous species of plants and animals including birds, mammals, reptiles, amphib-
ians, fish and invertebrates depend on for survival.

Wetlands declared as strategic ecosystems by an intergovernmental treaty 
(convention on Wetlands, ramsar) are surface systems whose existences depend in 
many cases on interaction with groundwater. according to custodio [1], wetlands 
that rely on groundwater are those whose water comes partially, predominantly or 
only from groundwater. the dynamics of the water bodies in the catchment area of 
a wetland are studied using hydrological techniques that allow the development of 
early conceptual models which will then be tested, adjusted or validated by applying 
other analytical methods which may include numerical modelling, hydrochemistry 
and hydrology.

Because natural systems are subject to processes of variability and change over 
time at a pace that is based on seasonal cycles which sometimes include abnormal 
periods, there is always more to learn, and systems should therefore be monitored on 
a continuous basis. In general terms, monitoring has been defined as the continuous 
observation of the environment using standardized methods [2]. It is recommended 
that monitoring activities of the relevant groundwater be integrated and coordinated 
with those of surface water, precipitation, evaporation and soil based on the recogni-
tion that the hydrological cycle is the conceptual basis for strategies of integrated 
water resource management [3].

Bravo [4] states that the monitoring networks are intended to measure a vari-
able that changes in space and time using a limited number of measuring stations 
distributed over the region of observation in a way to best capture the spatial vari-
ability of the variable of interest. several authors [4–7] agree that the starting point 
for the design of a monitoring network is the knowledge of the study area and a clear 
definition of the information to be collected.

since 2007, the university of antioquia, in the framework of an agreement 
with the Iaea, has been operating a monitoring network of groundwater levels with 
monthly water level readings with accuracy to the centimetre; within the same sys-
tem there is also a monitoring network of hydrochemical and isotopic variables, for 
which water samples are collected during the rainy and dry seasons. the network 
consists of 5 rainfall stations, 22 groundwater stations and 6 surface water points 
(fig. 2). Hydrochemical variables analysed include major and minor ions, as well 
as 18o and 2H. Sampling was carried out following the protocols defined by certified 
laboratories and the Iaea. 
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chemical analyses were carried out at the environmental Quality laboratory 
at corantioquia using ion chromatography and atomic absorption methods. Isotopic 
analyses were made in lageo laboratory in el salvador using mass spectrometry 
and at the national university of Mar del plata in argentina using laser spectroscopy 
methods.

4. HydrologIcal processes In tHe cIenaga coloMBIa 
Wetland

the data collected during the course of this study were used to model, on 
a monthly basis, potentiometric surfaces providing evidence of the interaction be-
tween surface and subsurface components of the hydrological cycle at the ciénaga 
creek basin. These maps indicate a constant groundwater flow towards the wetland. 

FIG. 2. Monitoring network in the study area.
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For some time during the year, some surficial currents act as hydrogeological bound-
aries. the trends studied during three periods with similar characteristics allowed us 
to characterize the overall groundwater flow pattern (Fig. 3), which shows the chang-
es of the groundwater drainage system towards the south of the ciénaga creek basin.

5. HydrocHeMIstry

the description of the hydrochemistry of the ciénaga colombia water system 
is based on the chemical analysis obtained during seven field campaigns conducted 
from september 2007 to March 2010. fig. 4 shows the diagram of chemical signa-
tures, including all results which met the condition of an ionic balance with error 
lower than 10%. Table 1 summarizes the chemical results.

surface waters sampled at different sampling sites have shown over time 
the predominance of chemical signature ca–Mg–na–Hco3, with variations in 
the abundance of cations. only four rain samples were analysed, one of which 
shows the chemical signature na–Hco3, the others being ca–Hco3. groundwater in 
the catchment area of the wetland ciénaga colombia shows wide variation in chemi-
cal signatures. looking back over time, it is shown that most groundwater corre-
sponds to the chemical signatures ca–na–Mg–Hco3, however, some sites are ex-
cluded from the general trend: Jalisco and la Bonita (na–Hco3), piezometer north 
ciénaga (na– Hco3–cl), Mirador las Brisas, guarumal, Jesusalen and santa clara 
(na–Mg–Hco3–cl). during sampling in november 2009 and March 2010 water 
samples collected at siberia were of the type na–ca–Mg–cl–Hco3. the change of 
the dry to the rainy season is reflected in the refreshing of the chemical composition, 

FIG. 3. Groundwater–surface water interactions.
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indicating that mixing must take place between groundwater and water recharged by 
rainfall. 

the spatial variation of total dissolved salts (tds) and chloride was analysed 
using Stiff diagrams, and taking into consideration changes in flow along the flow 
lines [8]. rainwater usually belong to the calcium bicarbonate type, while surface wa-
ters show the presence, in addition to calcium, of sodium and magnesium, classifying 
them as mixed bicarbonate waters. the source of na and Mg ions can be attributed to 
base flow contributions from the aquifer. The chemical characteristics of water from 
the ciénaga colombia wetland are Mg–na–Hco3, suggesting that its water, enriched 
by the rain, is heavily dependent on the base flow. Finally, the relationship between 
the water of the swamp and the groundwater located to the east of the wetland (site 
dynasty, gWd–05), indicates that the interconnection between the groundwater and 
the wetland is intermittent. the thermodynamic validity of these processes was tested 
by conducting inverse modelling exercises using the code netpath [8]. 

6. Isotope Hydrology

thirty six isotopic analyses were conducted on rainwater samples collected at 
a local station over more than three years. The local meteoric water line was defined 
as δ2H = 8.03 δ18o+9.9 (fig. 5), which coincides with the global meteoric line [9, 10]. 
the calculated mean weighted mean isotopic values of precipitation in the area are: 

FIG. 4. Piper diagram with all collected data (N  — precipitation, B — groundwater, 
C — surface water).
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δ18O = –5.9‰ and δ2H =–57‰. an evaporation line for surface waters was found to 
follow the line δ2H = 6.1 δ18o–5.0. excluding the results of the enriched samples, 
the range of variation for δ18o is reduced to the range –7.4 to –5.1‰ (table 2), while 
the values for March ranged from –8.5 to 2.5‰. 

Most groundwater samples recorded in each field study show short intervals 
that represent a small range of variation. In fact, seldom are variations of more than 
2.0 units in δ2H seen. Two specific situations were registered at the piezometer Adua-
na where a smaller value than the other samples was recorded during february 2009. 

taBle 2. syntHesIs of IsotopIc data for tHe dIfferent Water 
types

18o
 rain
(‰)

δ2H 
rain
(‰)

δ18o 
surface water

(‰)

δ2H 
surface water

(‰)

δ18o 
groundwater

(‰)

δ2H 
groundwater

(‰)

number 29 29 75 75 121 121

Max. –0.1 7.8 4.2 5.8 –4.7 –33.4

Min. –12.3 –89.0 –9.5 –66.6 –10.6 –73.5

range 29.0 29.0 13.7 72.4 5.9 40.1

average –6.8 –44.8 –6.0 –42.4 –6.9 –47.1

stand. dev. 3.3 26.2 2.8 16.6 0.8 5.5

FIG. 5. δ18O vs δ2H relationship.



IAEA-CN-186/69

219

7. conclusIon

all in all, the evidence shows that surface water (except in March) and un-
derground water have the same isotopic imprint, which highlights the relationship 
between them via inputs from the subsurface environment in the form of base flow to 
surface currents and to the wetland. 
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Abstract

stable isotopes of dissolved nitrates and boron represent a powerful tool, complemen-
tary to existing monitoring data, enabling the identification of nitrate sources, the assessment 
of their relative contribution to nitrate pollution and the quantification of nitrate transport and 
removal processes. this contribution aims to present groundwater isotope data obtained in an 
area of 15 000 km2 of the western po plain. nitrate isotope data show that synthetic fertilisers 
and anthropogenic organic matter are the main sources of contamination. δ11B allows the dis-
crimination between manure derived and sewage derived contamination. results indicate that 
even in agricultural areas, contamination from sewage exists. samples from the suburban area 
of Milan, where sewage was considered the most likely source of contamination, show instead 
a δ11B typical for cattle manure. this study demonstrates that the attribution of the contamina-
tion to a source based solely on present-day land use may lead to inappropriate conclusions. 
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1. IntroductIon

nitrate concentration in surface and groundwater is an environmental concern. 
Nitrate pollution may be attributed to point sources, such as landfills, septic tanks 
or factory farming. agricultural regions commonly suffer diffuse water pollution, 
which, in contrast, cannot be attributed to a precise source. rather, it is the cumula-
tive effect of day to day activities over large areas, including the application of syn-
thetic fertilisers, manure spreading and sewage sludge disposal. 

distinction between different sources of nitrates in groundwater can be made 
by coupling hydrochemistry with the isotopic signature of oxygen and nitrogen in 
the nitrate molecule (e.g. refs [1, 2] and references therein). the combination of 
δ15nno3 and δ18ono3 data allows the evidencing of cumulative effects in regional con-
tamination problems and, in addition, the recognition of nitrification and denitrifica-
tion processes. However, nitrate isotopes do not allow the distinguishing of manure 
derived and sewage derived nitrates, since these sources have overlapping isotop-
ic signatures. In this case, the combined use of δ15nno3, δ18ono3, and δ11B [2, 3] is 
powerful to distinguish nitrate sources, assuming that these compounds comigrate in 
many environmental settings [4]. Indeed, manure and sewage have high concentra-
tions of boron and distinct δ11B imprints [3, 5]. In addition, while redox conditions 
control the n isotope evolution, B isotopes are not sensitive to this process [4]. 

FIG. 1. Map showing the investigated area and the locations where nitrate isotope data are 
available (black dots). Grey areas highlight NVZ. Circles evidence samples used for B isotopic 
determinations. AL = Alessandria; BG = Bergamo; BS = Brescia; CR = Cremona; MN = 
Mantua; MI = Milan; NO = Novara;PV = Pavia.
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the po plain supports most of the agricultural and industrial activities of north-
ern Italy, and hosts several large urban settlements, all associated with groundwater 
exploitation and pollution. the implementation of the Water framework directive 
(2000/60/ec) and the nitrate directive (91/976/eec) has lead to the designation of 
large areas as vulnerable to nitrate pollution (nitrate Vulnerable Zones, nVZ), where 
the use of fertilisers, especially manure, is restricted. these remedies seem not to be 
very effective because nitrate pollution may originate from other, unaccounted for, 
sources (e.g. domestic). The unambiguous identification of the nitrate sources be-
comes therefore crucial for the application of local, source oriented remedies.

the area covered by this study is of approximately 15 000 km2, crossing 
the po plain from n to s in correspondence to the piedmont-lombardy administra-
tive boundary (fig. 1). the shallow alluvial aquifer, of Quaternary age, is constituted 
by gravels and sands, and has higher clay contents only in the south eastern part. 
Groundwater flow in the phreatic aquifer is directed towards the Po river, and is ori-
ented n-s in the pre-alpine sector and s-n closer to the apennines. agricultural land 
use includes corn, wheat and rice fields. 

2. MetHods

groundwater data obtained since 2005 (see ref. [6] and references therein) 
were compiled in a single geo-referenced database, containing more than 300 records 
and including natural outflows, agricultural wells, and wells used for human con-
sumption. the geochemical database includes anion concentrations (nitrate, chloride 
and sulphate) and stable isotopes of dissolved nitrates (δ15nno3 and δ18ono3). Based 
on these data, some samples were selected for B content and isotope determinations. 

nitrate isotopes were mostly determined by IrMs, and samples were prepared 
and purified according to the method described by [7]. Uncertainties (1σ) are ± 0.5‰ 
for δ15nno3 and ± 1‰ for δ18ono3. Boron concentration was determined by Icp-aes. 
Boron isotope analyses (δ11B) were performed by Mc-Icp-Ms at als scandinavia 
aB, sweden, with an uncertainty of ± 0.4 to ± 1‰. 

3. results and dIscussIon

3.1. Nitrate isotopes

groundwater samples show a wide range of nitrate concentrations, deviation 
from 10 mg/l up to 180 mg/l being observed from the mean value of about 30 mg/l. 
The variation measured on the isotopic composition of δ15nno3 and δ18ono3 is also 
significant, ranging from –10‰ to +28‰, and from +2‰ to +23‰, respectively. 
On the diagram δ18ono3 vs δ15nno3, several sources and processes can be evidenced 



Sacchi et al.

224

(fig. 2). nitrate concentrations being higher than 10 mg/l, samples falling in 
the compositional field of soil organic matter, are likely to record a mixed contamina-
tion from both synthetic fertilisers and anthropogenic organic matter. some samples 
show an isotopic composition highly enriched by denitrification, reaching up to 80% 
reduction of the original content. 

according to the geographical distribution of the samples, a regional map is 
produced, highlighting the more vulnerable areas for groundwater resources. In 
the western part of the investigated area (alessandria and novara provinces, north 
of Milan) the isotopic signature of synthetic fertilisers is dominant. a detailed discus-
sion on this area is reported by ref. [8]. In the lomellina area (pavia province, cen-
tral western plain) the artificial recharge associated with rice cultivation represents 
a preferential pathway for the input of exotic substances to groundwater; in this area, 
the input of nitrogen compounds is highly reduced by denitrification [9]. In the sub-
urban area of Milan, isotopic data fall in the field of contamination by mixed sources 
or by anthropogenic organic matter; this is attributed to an input from an obsolete 
and leaking sewage network [10]. an anthropogenic organic matter contamination 
is also observed in the north eastern part of the plain (Bergamo, Brescia and Mantua 
provinces) and attributed to manure spreading, according to the local land use (most-
ly agricultural). finally the south eastern part of the plain is characterised by clay 
rich soils favouring denitrification, as also testified by the low nitrate concentration 

FIG. 2. Stable isotope composition of dissolved nitrates in groundwater from the investigated 
area. 1) Synthetic fertilisers; 2) Evolution during nitrification; 3) Mineralised synthetic 
fertilisers; 4) Soil organic matter and contamination from mixed sources; 5) Anthropogenic 
organic matter (sewage and manure); 6 ) Evolution during denitrification. Modified after 
Ref. [11].



IAEA-CN-186/70

225

in groundwater. Indeed, this zone is listed as ‘vulnerable to nitrate’ mostly due to 
the high contents found in its surface water. 

combining the information provided by nitrate isotopes with land use and other 
soil parameters, groundwater contamination results are governed by:
(1) the hydraulic characteristics of the unsaturated zone: clay rich soils reduce in-

filtration and favour denitrification through the establishment of anoxic condi-
tions;

(2) the agricultural input: corn and wheat cultivation seems to be mostly responsi-
ble for nitrate contribution to groundwater;

(3) Irrigation practices, mostly conducted by field flooding.

3.2. Boron isotopes

as regulators need to discriminate in an unambiguous way between con-
tamination arising from agricultural practices, such as manure spreading, and con-
tamination from a civil origin, such as leaking septic tanks and sewage network, 
a B isotopic investigation was undertaken in 2010. selected samples respond to 
the following criteria:
(1) they are located in a nitrate vulnerable zone (fig. 1);
(2) they show a high concentration of nitrates;
(3) The isotopic composition of dissolved nitrate falls in the field of contamination 

from mixed or anthropogenic organic matter sources, or in the field of denitri-
fication (Fig. 2).
these samples are mostly located in the alpine foothills, in the Bergamo, 

Brescia and upper Mantua provinces, which, together with the cremona province, 
host the largest cattle raising activities of Lombardy [12]. For comparison, five sam-
ples from the suburban area of Milan and two wastewater samples from water treat-
ment plants discharging in the Oglio river (an important Po river tributary flowing in 
the nVZ of lombardy) were considered (see also ref. [13]).

B concentration in groundwater samples is very low, generally ranging from 
15 to about 50 μg/L, well below the drinking water limits of 1 mg/L (Dlgs. 152/06). 
Indeed, several selected samples (including two from the Milan area) could not be 
analysed because their B concentration was too low. Higher concentrations are meas-
ured in wastewater samples (80 and 85 μg/L) and in two groundwater samples (155 
and 540 μg/L). The B isotopic composition shows a wide range of values (Fig. 3), 
varying from –3.8‰ to + 34.5‰. 

A δ11B of +14.6‰, compatible with a natural origin of B [3], characterizes 
the sample with the lowest B concentration, which is therefore assumed as the ‘un-
contaminated’ endmember. as B concentration rises, the isotopic composition of 
boron evolves towards both negative values, which are typical for wastewater and 
sewage, and towards positive values, indicating a contribution from animal manure. 
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accordingly, samples can be considered as a mixture in variable proportions of these 
endmembers. 

It is interesting to note that, even in areas mostly devoted to agriculture, a con-
tamination from sewage is observed. Indeed, in rural areas, households are some-
times not connected to sewers, and even when they are, they may not have complete-
ly drained out the old septic tanks. surprisingly, samples from the suburban area of 
Milan, where sewage was considered the most likely source of contamination, show 
a δ11B typical for cattle manure. In this case, nitrates in groundwater are likely related 
to a contamination occurred in the past, when the area was still mostly devoted to 
agriculture. this interpretation is consistent with the presence of an isotopic signature 
of nitrates typical of synthetic fertilisers in the present-day highly industrialised area 
northwest of Milan, sometimes associated with the presence of pesticides such as 
atrazine in groundwater. 

4. conclusIon

at the regional scale, the impact of intense agriculture activities on groundwa-
ter resources is mostly related to the use of synthetic fertilisers. Very little non-point 
source contamination seems to originate from manure spreading. peak concentrations 
in B and nitrates are instead associated with point source pollution and can be attrib-
uted to leaking septic tanks or sewage network. 

FIG. 3. Boron isotope composition and concentration in groundwater and wastewater samples.
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since synthetic fertilisers and sewage represent the main nitrate sources in 
the investigated area, the actions undertaken for nitrate pollution mitigation (i.e. limi-
tations to manure spreading) do not target the actual nitrate sources to groundwater. 

In addition the present study demonstrates that the attribution of the contamina-
tion to a source based solely on present-day land use may lead to inappropriate con-
clusions, which need instead to be supported by isotopic data as well.
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Abstract

In agricultural watersheds, the management of nitrate contamination in rivers requires 
the understanding of the existing relationships between soil, groundwater and surface water. 
the reported data correspond to three sampling campaigns, conducted in different seasons on 
surface water in a nitrate Vulnerable Zone of lombardy (northern Italy). the oglio river, its 
tributaries, one spring, and effluents from wastewater treatment plants were sampled to deter-
mine n content, speciation and nitrate isotopes. the nitrate content increased along the oglio 
river, mostly due to groundwater inputs. In summer, nitrate tended to decrease at the down-
stream reach, whilst this trend was not clear in autumn and winter campaigns. In summertime 
chemical and isotopic data suggest the presence of weak denitrification in the Oglio riverbed. 
Chemical, isotopic data and flow measurements allow the definition of the N fluxes and identi-
fication of sources and processes affecting the nitrate concentration in the river. 

1. IntroductIon

nitrate contamination in surface [1] and groundwaters [2] is one of the most 
studied problems of the last years. the environmental impact of this phenomenon 
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in europe is highlighted in the council directive 91/676//eec, identifying nitrate 
Vulnerable Zones (nVZ) where action must be undertaken in order to reduce pollu-
tion caused by nitrates from agricultural sources. In the environment, the presence of 
a low nitrate concentration in water is often related to a natural origin of this anion. 
High concentration levels can impair drinking water quality [3] and, in case of sur-
face waters, can contribute to eutrophication [4, 5]. In most cases, high concentra-
tions arise from sources related to human activities, such as agriculture [6] and ani-
mal farming. nevertheless, in watersheds draining urban areas, a contribution from 
point sources such as effluents from wastewater treatment plants may be present. 

the purpose of this study is to investigate the origin of nitrate in the lower 
oglio river and in surface waters from its watershed, most of it being designated as 
nVZ. since this agricultural watershed is also characterized by the presence of urban 
settlements and wastewater treatment plants, efficient and effective remedial actions 
can only be based on a correct source apportionment. With this aim we combined 
measurements of concentration with measurements of the isotopic composition of 
dissolved nitrate (δ15nno3 and δ18ono3). In addition to source identification, isotope 
analyses may also evidence the biological processes, (e.g. nitrification and denitrifi-
cation) [7] that contribute to modify concentration and the chemical form of nitrogen 
species released in the environment.

2. MaterIals and MetHods

2.1. study site

The lower Oglio River (Fig. 1) flows for 154 kilometres across the Po Plain 
of lombardy (northern Italy), from the southern end of lake Iseo to the po river 
confluence. The Oglio River receives both natural and artificial tributaries. The most 
important natural tributaries are the Strone, the Mella and the Chiese Rivers, flowing 
into the oglio river after 75, 92, and 123 km respectively. 

the po plain is an alluvial aquifer mostly deriving from the dismantling of al-
pine chain. the substrate is constituted by silicate minerals varying in grain size from 
coarse to fine from north to south. In the northern sector, the water table depth is 
approximately 30 m below surface. about 30 km south of the Iseo lake, the oglio 
River flows through an area characterized by the presence of many springs. In this 
area, indeed, the geological transition from the higher plain (coarser grain size) to 
the lower plain (finer grain size) occurs, causing the water table to rise to the top-
ographic surface. according to the study realized for the Water protection plan of 
lombardy [8], the oglio river is fed by groundwater along most of its length.
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2.2. sampling and analyses

three sampling campaigns were performed in august 2009 (summer), decem-
ber 2009 (late autumn) and february 2010 (winter). each sampling campaign was 
conducted during several days. the main oglio river water course, for its entire 
length, and its tributaries at the closing section, were sampled. some samples were 
also collected from outflows of sewage treatment plants and from two fish farms, for 
a total number of samples ranging between 69 and 80 for each campaign. samples 
were characterized for n species, sulphate and chloride. Based on these results, se-
lected samples were also analysed for δ15nno3 and δ18ono3 by IrMs. Isotope analyses 
were performed using a modified method from Ref. [9]. The analytical precision is 
± 0.5‰ for δ15N and ± 1‰ for δ18o. International standards Iaea n1 and Iaea n3 
were used for calibration.

FIG. 1. Location of the study area. The Oglio River watershed is indicated with a dashed line. 
Black dots indicate the sampling sites of the three campaigns (August 2009, December 2009 
and February 2010).
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3. results

the concentration of n–no3 in water sampled from the oglio river shows 
a wide range of values, spanning from 0.15 up to 7.60 mg\l. concentrations tend to 
increase down gradient, with few seasonal differences. It is observed that:
(1) In the upper part of the river course (0–20 km), the n–no3 content is rather uni-

form and lower than 1 mg/l (in summer lower than 0.5 mg/l);
(2) In the middle part (20–104 km), a steep increase in concentration in all seasons 

is observed. summer is characterized by the highest increase in nitrate con-
centration, occurring between 20 and 50 km (from 0.6 to 7.6 mg/l) and by an 
almost constant concentration down to 104 km. In winter and autumn, the in-
crease occurs over longer distances, with a similar gradient, although in autumn 
concentrations are generally higher; 

(3) In the lower part (104 km to closing section) concentration changes are ob-
served. In summer and in winter, the nitrate concentration decreases, whilst in 
autumn it is variable with no clear tendency. 
The number and type of samples selected for the δ15nno3 and δ18ono3 analyses 

is different for the three sampling campaigns. In the autumn campaign water samples 
of the oglio river were selected from both upstream and downstream, while summer 
and winter samples refer only to the middle part down to the closing section. 

the isotopic composition of samples collected from the middle up to the clos-
ing section of the oglio river in all seasons seems to be consistent with nitrate origi-
nated from natural and anthropogenic organic matter (figs 2a, 2B and 2c). a con-
tribution from atmospheric deposition or nitrified synthetic fertilizers is found in 
samples collected upstream, during autumn, which are also characterized by lower 
nitrate concentrations (fig. 2B). as expected, water collected from waste water treat-
ment plants shows an isotopic signature typical for anthropogenic organic matter; in 
one case denitrification is also evident (Fig. 2C). The natural tributaries are charac-
terized by an organic origin of nitrate, but samples do not always cluster with those 
belonging to the oglio river. 

During autumn, we collected also one sample of spring water outflowing in 
the upper part of the watershed. this sample (evidenced in fig. 2B), shows a high 
nitrate concentration, and an isotopic composition that can be attributed to anthro-
pogenic organic matter. results are in agreement with those reported in ref. [10], 
which analysed 14 lowland springs in the po river plain and found that nitrate con-
centration had a mean value of about 8.4 mg/l. the water samples of the same envi-
ronments also showed elevated n2o concentrations, indicating a huge n metabolism 
(denitrification and nitrification). 

fig. 2B also shows the trend of isotopic compositions along the oglio water 
course. It is known that the oglio river is fed by groundwater along its course [8], al-
though this phenomenon is hard to quantify. Mixing of river water with groundwater 
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FIG. 2. Isotopic composition of dissolved nitrates. 1= synthetic fertilizers; 2 = nitrification 
processes on mineralized synthetic fertilizers; 3 = mineralized synthetic fertilizers; 4 = soil 
organic matter; 5 = animal manure, septic tank effluents, sewage; 6 = evolution during 
denitrification. Modified after Ref. [7].
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could explain the upstream variation of nitrate concentrations and isotopic composi-
tion observed in autumn. 

In the middle and lower part of the watershed, the Oglio river flows through an 
area where groundwater is poor in nitrate because of the presence of denitrification 
processes [11]. In the lower part, nitrate concentration in river water is also seen to 
decrease. Isotope data do not evidence a clear presence of denitrification, especially 
in autumn and winter, since they tend to cluster and not to align along a denitrifi-
cation slope. only in summertime are isotope data slightly better distributed along 
a denitrification line, and, together with the chemical analyses of nitrate content, sug-
gest the possible presence of this process, even if limited. In the other seasons, based 
on the available data, it is difficult to prove that the abatement of nitrate concentra-
tions in river water is due to diluition with highly denitrified groundwater.

a nitrogen mass balance, realized for the lower oglio river basin reported by 
ref. [12], suggests an elevated impact of agricultural activities in this watershed. 
Livestock manure, synthetic fertilizers, biological fixation, atmospheric deposition 
and wastewater sludge contribute 51, 34, 12, 2 and 1% of total N input, respectively, 
while crop uptake, ammonia volatilization and denitrification in soils contribute 65, 
21 and 14% of total N output, respectively. In the watershed, N inputs exceed out-
puts by 40 056 t N/a, resulting in an average surplus of 180 kg N∙ha–1∙a–1. the higher 
surplus rates were found in municipalites of the middle reach of the oglio river wa-
tershed (>550 kg N∙ha–1∙a–1) where we measured high nitrate concentrations in riv-
erwater and the isotopic data showed a n origin from anthropogenic organic matter. 
About 34% of the N surplus is exported annually from the basin through the Oglio 
river, while the remaining amount (about 27 000 t n/a) undergoes other unaccounted 
processes within the watershed.

4. conclusIon

The coupled analysis of δ15nno3 and δ18ono3 is confirmed as a useful tool in 
studies regarding the nitrate contamination of surface water. It was also clear that 
the understanding of hydrology, and the connection among surface and ground wa-
ter is crucial for the comprehension of environmental behaviour of this contaminant. 
therefore surface water data needs to be coupled with those of groundwater. future 
efforts will address the combination of chemical and isotopic data with flow measure-
ments, allowing the quantification of the N fluxes and identification of sources and 
processes affecting the nitrate concentration in the river. 
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Abstract

the isotope analyses of nitrogen compounds is a powerful tool for the investigation of 
anrthropogenic influence on the nitrogen cycle in terrestrial and aquatic ecosystems. The iso-
topic composition of nitrogen and oxygen in nitrates from different groundwater aquifers in 
Cyprus reflects anthropogenic inputs of nitrogen mainly from industrial fertilizer application 
in agriculture. Significant denitrification as identified at many sampling sites is an important 
process, which reduces nitrate concentrations in groundwater. In surface water ecosystems an-
thropogenic influences and natural environmental changes are detected by the isotopic compo-
sition of nitrogen in suspended organic material and in bottom sediments. In the oligotrophic 
fresh water of Lake Galich in Russia the waste water outflow is a reason for the local increase 
of δ15n values in bottom sediments, where the nitrogen and carbon isotopic compositions of 
unpolluted sediments are very homogeneous. In the neva estuary in russia the lateral destribu-
tion of δ15N values in upper layers of bottom sediments reflects changes in the mixing pattern 
of marine and continental organic matter caused by a flood protection dam building in the 
Dneprovsko-Bugsky estuary in Ukraine — probably the increasing influence of anthropogenic 
15n enriched nutrient load.

1. IntroductIon

One of the aspects of human influences on aquatic ecosystems is an increasing 
input of nitrogen compounds — nitrate and ammonium, which leads to a degrada-
tion of water quality. the increase of dissolved inorganic nitrogen content also en-
hances biological and microbiological processes like nitrification and denitrification 
in ground and surface water and primary production in surface water. Variations in 
isotopic compositions of dissolved nitrogen compounds and organic compounds in-
volved in these processes have been used for investigations on nitrogen cycles for 
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decades. In this paper we present results of case isotope studies which were carried 
out in different regions and provide information about anthropogenic influence on 
different aquatic ecosystems, stored in inorganic and organic nitrogen holding com-
pounds from water, suspended organic material and bottom sediments.

FIG. 1. Sampling point locations (a) and nitrogen and oxygen isotope composition of nitrates 
in groundwater samples collected in Cyprus - u (b).
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2. Isotope studIes of nItrate In tHe groundWater of cyprus

an isotope study of nitrate in the groundwater of cyprus was undertaken on be-
half of the geological survey department of cyprus (gsdc) in 2009–2010. the two 
groundwater sampling campaigns concerned a number of boreholes in different parts 
of the island (fig. 1).

ten drops chloroform per litre water was added to samples to prevent biologi-
cal activity. the isotope ratios were measured in the laboratory of Hydroisotop ltd. 
in schweitenkirchen, germany. nitrate was isolated as Kno3 and  converted to n2 
and co2 through pyrolysis at 550°c with graphite under vacuum. after cryogenic 
separation gases were analysed using an isotope ratio mass spectrometer ‘Mat–251’ 
with a double inlet system. the mass spectrometer was calibrated daily according to 
international standards (no!, usgs 34, usgs 35). analysed isotope abundance ra-
tios are reported in delta notations (δ18ono3, δ15nno3 in ‰) relative to Vienna standard 
Mean ocean Water (V–sMoW) or to air nitrogen.

groundwater bodies exhibit a wide range of nitrate contents from 1 to 360 mg/l 
and a wide range of nitrogen and oxygen isotope ratios. all results are presented in 
Fig. 1 in a δ15N/δ18o diagram. additionally to the results for the samples the value 
ranges for rain, fertilizers, manure, etc. are displayed [1]. the overall interpretation 
bears hints towards a two component mixture of fertilizers with low δ15n values and 
organic sources which are probably manure from cattle farming or waste water from 
urbanized areas. One sample suggests the influence of atmospheric nitrate. From 
these primary isotope signatures dentrification paths can be calculated, which show 
the different degrees of nitrate dentrification in groundwater. For approximately one 
fifth of the samples significant denitrification is identified because of increased values 
of both δ18ono3 and δ15nno3. Modelled enrichment paths for signatures of different 
primary mixtures using the rayleigh equation are sketched in for better visualisation.

3. Isotope InVestIgatIons of nItrogen In BottoM sedIMents 
and suspended organIc MaterIal In laKe and estuarIne 
enVIronMents In russIa and uKraIne

Isotope investigations of nitrogen in bottom sediments and suspended organic 
material in lake and estuarine ecosystems were carried out in 1989–1993 as a part of 
environmental studies on behalf of the local ecological authorities of russia. 

sediment cores and surface sediment samples were collected from a ship with 
gravity corers, cut in 1–2 cm slices and stored in pe bottles in cool boxes until futher 
processing. The suspended organic material (SOM) was collected by filtration of sur-
face water through a glassfibre filter, dried and stored on the filter in PE bottles in 
cool boxes. the isotope ratios were measured in the isotope laboratory of the Verna-
dsky Institute, russian academy of sciences, in Moscow. the soM samples as well 
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as bottom sediment samples (bottom sediment samples after acidification with HCL 
to remove carbonates) were individually combusted with cuo/cu under vacuum; 
amounts and isotope ratios of n2 and co2 were measured with isotope ratio mass 
spectrometer ‘MI–1201’. the results were used mainly in internal reports, and are 
partly still unpublished. since that time a large number of results from similar and 
more detailed studies in different regions of the world have been published giving 
the opportunity for better understanding and interpretation of our data [2–5].

2.1. Lake Galich

lake galich is a continental oligotrophic fresh water lake in the Kostroma re-
gion of russia. the lake is about 16 km long from West to east and 6 km wide from 
south to north. the depth is from 2 to 5 meters, due to low sedimentation and rela-
tively high primary production bottom sediments have high organic contents (c org. 
15–60%) and are classified as a sapropel. The samples of bottom sediments were 
collected in different parts of the lake from the depths 1–50 cm. the sediments imply 
very homogeneous isotope compositions of nitrogen and carbon (δ15n = +1.2‰ to 
+3.7‰, δ13c = –27.8‰ to –26.4‰) typical for fresh water phytoplankton growing 

FIG. 2. Station map and isotopic composition of nitrogen and carbon in upper 2 cm of bottom 
sediments in stations 2, 3, 5, 10, 14, 15 as ◊ and in upper 20 cm in station 13 as □.
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without nutrient limitation (Fig. 2). The exception is station 13 near the outflow of 
the sewage treatment station of the town of galich. the upper 20 cm of sediments 
reveal progressive enrichment in δ15N up to +10.9‰ reflecting debris from uptake by 
phytoplankton or direct input of nitrogen compounds from urbanised area [6].

2.2. Neva estuary

the neva estuary represents a transition zone between the neva river and 
the gulf of finland — a part of the Baltic sea. the second largest city of russia, 
saint petersburg, with a population of about 5 million people, is situated in the delta 
of the neva and generates a high anthropogenic pressure on the estuarine ecosys-
tem. The flow pattern in this estuary has been essentially changed since 1979 through 
the construction of a flood protection dam. Bottom sediment samples were collected 
in 5 stations across the estuary from the depths 1–80 cm. nitrogen and carbon isotope 
compositions and carbon and nitrogen contents were measured (fig. 3a). 

The δ15N and δ13c values and organic carbon and nitrogen contents demonstrate 
a general tendency to increase towards the mouth of estuary, especially at depths 
under 10 cm. In the upper 10 cm of sediments the pattern of δ15N and δ13c values 
is more complicated and demonstrates a progressive upcore increase of δ15n in sta-
tion 2 and progressive decrease of δ13c in station 5. organic carbon concentration in 
sediments shows a local minimum at Station 2. Assuming the lowest δ13c (–28‰) 
and δ15N (–2‰) values reflect, as in lake Galich, freshwater autochthonous phyto-
plankton production or allochtonous organic matter that was transported with river 
water, the progressive enrichment of 13c and 15N content towards the sea reflecting 
the growing influence of seawater in the lower part of the estuary. The top 10 cm of 
sediments reflect changes in the mixing pattern in the estuary due to a flood protec-
tion dam building since 1979, which leads to an increase of freshwater material in 
the upper part of the estuary (st. 5.) and the 15n and 13c enriched organic material, 
characteristic of the marine sections of the estuary, behind the dam in stations 2 and 
1 [7].

2.3. Dneprovsko-Bugsky estuary

the dneprovsko–Bugsky estuary connects the two biggest ukrainian rivers 
dnepr and Bug with the Black sea. along the estuary samples of bottom sediments 
from the depths 1–16 cm, suspended organic material (soM) and sulphate from sur-
face water were collected at 4 stations (fig. 3b). the isotope composition of sulphur 
in surface water sulphate and the isotopic composition of carbon in SOM reflect mix-
ing of sea and fresh water along the estuary with progressive enrichment in 34s in 
sulphate and 13c in soM towards the sea. the isotopic composition of nitrogen in 
the uppermost 1–3 cm of sediments is very close to that found in surface water soM; 
the 15n contents of nitrogen decrease with depth/age of sediments in both investigated 
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FIG. 3. Station maps and isotope composition of nitrogen, carbon and C org. concentration 
in bottom sediment cores from different depths: ◊ 0–3 cm, □ 3–7 cm, Δ 7–15 cm, in SOM from 
surface water- ●, isotope composition of sulphur in dissolved sulphate- ○ , in (a) — Neva 
estuary and (b) — Dnepro-Bugsky estuary
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sediment cores. The lateral distribution of δ15n values in soM and in bottom sedi-
ments is quite different to those from the neva estuary with maximal 15n enrichment 
up to +12‰ in the upper, fresh water part of the estuary.

3. dIscussIon

The groundwater of Cyprus is highly influenced by anthropogenic inputs of ni-
trogen mainly from industrial fertilizer applications in agriculture; other sources such 
as organic fertilizers, sewages or atmospheric nitrate input are of subordinate im-
portance. Significant denitrification as identified at many samplings is an important 
process, which naturally reduces nitrate concentrations in groundwater.

In surface water ecosystems isotopic compositions of nitrogen and carbon in 
suspended organic material, mainly phytoplankton, reflect sources of these elements 
and processes affecting original isotope signatures. the sinking of particulate mate-
rial has been shown to provide the preservation of these isotopic signals in the un-
derlying bottom sediments in oceans [8]. the similarity of nitrogen isotope compo-
sitions in soM and the upper 3 cm of bottom sediments, as observed in our study 
on the dneprovsko-Bugsky estuary, strongly supports this concept and provides an 
opportunity to reconstruct the temporal and lateral changes stored in bottom sedi-
ment records. In the Neva estuary the δ15N and δ13c values of sediments deeper than 
10 cm show an increasing trend from the fresh water part of estuary towards the sea 
and reflects ‘normal’ mixing of marine and continental organic matter [9]. The upper 
10 cm indicate progressive changes in this mixing process as a result of the building 
of a flood protection dam. In the Dneprovsko–Bugsky estuary the lateral distribution 
of δ15n values in soM and in bottom sediments is inverse to that of the neva estuary 
with a maximum in upper fresh water sections, though δ34S in sulphate and δ13c in 
soM comply with normal mixing. this effect has also been observed in the scheldt 
estuary [10, 2] as a result of incorporation by phytoplankton dissolved in surface wa-
ter ammonium, which is strongly enriched in 15N because of nitrification in surface 
water. The increase of δ15n towards the top of sediment cores is probably a result of 
increasing influence of anthropogenic, 15n enriched, nutrient load in the dneprovsko-
Bugsky estuary, similar to that found in coastal marine sediments of the Baltic sea 
[4]. The waste water outflow is a reason for the local increase of δ15n values in bot-
tom sediments in freshwater lake galich, where nitrogen and carbon isotope compo-
sitions of unpolluted sediments are very homogeneous.
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Abstract

this study was carried out to determine the level of nitrate concentration in well wa-
ter from Bara aquifer in north Kordofan state (west central sudan). the analysis was con-
ducted for 69 wells from different villages within the Bara basin. spectophotometric analysis 
was used to determine nitrate, nitrite and ammonia. results revealed that nitrate concentra-
tion range was from 9.68 to 891 mg\L in the sampled well with 81% exceeding the maximum 
permissible limits set for drinking water by WHo and ssMo. animal waste and organic soil 
nitrogen were found to be the source of nitrate in these wells as indicated by 15n . the majority 
of wells with high nitrate are in the north and the north east part of the study area are shown by 
the gIs predictive map.

1. IntroductIon

nitrogen exists in the environment in many forms and changes forms as it 
moves through the nitrogen cycle. this cycle operates in both natural and cropland 
ecosystems. although nitrate occurs naturally in groundwater, in most cases higher 
levels are thought to result from overfertilized fields, feed lots, improper disposal 
of human and animal waste, or improper well construction and well location [1–3]. 
due to its high mobility nitrate can be leached through the soil and eventually reach 
groundwater. grazed grassland leaching losses were found to be several times greater 
than for cut grassland because 80% of the nitrogen consumed by grazing animals is 
returned to the soil as urine or dung [4–6]. sandy soils under high rainfall or irriga-
tion have high leaching potential. It has been widely documented that high levels of 
nitrate in drinking water cause blue baby syndrome, cancer and disruption of thy-
roid function [7–9]. this study aimed to determine no3 levels in groundwater drawn 
from the Bara aquifer in western sudan and identifying its possible sources using 
15n signature. 
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FIG. 1. Map of the study area.
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2. MaterIal and MetHod

2.1. The study Area

the Bara basin is typical of a shallow aquifer located in a sandy semi-arid 
zone rich in grazing land and hence heavily populated by livestock which represent 
the major source of livelihood and showing signs of water quality deterioration [10]. 
the Bara area suffers from drinking water scarcity and extends from the eastern part 
of north Kordofan state to the western part of the White nile state covering an area 
of approximately 600 km2 (fig. 1). It is bounded by longitudes 30°00`W and 32°30`e 
and latitudes 12°30`s and 14°15`n. It covers vast areas that extend over two climatic 
zones in the sub-saharan region. the northern zone is a semi arid zone and the south-
ern zone represents a poor savannah zone. the rainfall increases in amount and du-
ration southward; it ranges from 200 mm/a in the north to 450 mm/a in the south 
where the soil is generally clayey and suitable for agricultural activity. 

2.2. sample collection and analysis

A field trip was conducted during September 2007. General hydrological and 
theoretical geological observations were noted. a total of 69 water samples were col-
lected from wells in different villages. sampling locations (wells) were recorded with 
their coordinates, which were taken with the aid of hand-held gps. In each well two 
plastic bottles of 2 liters each were filled; one bottle was reserved for chemical analy-
sis and the other bottle was acidified with 2 mL H2so4 for nitrogen isotope analysis. 
Immediately after collection the pH, dissolved oxygen and electrical conductivity 
were recorded using a pH/ion meter (555 corning pinnacle), dissolved oxygen me-
ter and conduct meter (Hach sens ion712 Metrohm), respectively. a spectrophotom-
eter (Hach d.r.4000comlab) was used for measuring nitrate, nitrite and ammonia 
concentration, which rely on the cadmium reduction method and mass spectrom-
eter for quantitative analysis of the nitrogen–15 isotope to identify the source of 
nitrate pollution.

taBle 1. statIstIcal suMMary of nItrate, nItrIte and aMMonIa 
concentratIon (mg/l) In groundWater saMples collected 
froM Wells located In Bara aQuIfer

analyse
sample  

no.
Min

(mg/l)
percentiles Max

(mg/l)10 19 30 50 70 81 90

nitrate 69 9.68 28.60 53.68 90.64 146.30 295.90 523.38 631.40 891.00

nitrite 69 0.01 0.01 0.013 0.03 0.07 0.19 0.327 0.38 9.81

ammonia 69 0.01 0.01 0.010 0.02 0.05 0.07 0.09 0.11 0.40
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3. results and dIscussIon

3.1. Nitrate, nitrite and ammonia

 the nitrate content of the groundwater samples collected from the study area 
ranged from 9.68 to 891 mg/l with a medium value of 246.99 mg/l as shown in 
table 1. Approximately 81% of the 69 sampled wells showed nitrate levels greater 
than the maximum permissible limit of 50 mg/l set for drinking water by the su-
danese standards and Metrology organization (ssMo) and by WHo limits [11]. 
the highest values of nitrate were found in wells located north east and west parts of 
the aquifer as indicated by the gIs predictive map depicted in (fig. 2). refs [1, 11] 

FIG. 2. GIS predictive map of nitrate concentration in Bara aquifer. The highest values of 
nitrate were found in wells located in the north east and west parts of the aquifer.
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FIG. 3. GIS predictive map of nitrite concentration in the Bara aquifer.

employed the geographical Information system technology (gIs) for generating re-
gionalized time averaged maps of top aquifer contamination with nitrate from agro-
chemical fertilizers. In addition, Ref. [1] reported that 95% of the water samples 
showed nitrate concentrations above the human affected value (3 mg/l no!) while 
more than 30% have exceeded the maximum acceptable level (44 mg/L NO!). costa 
(2002) reported that nitrate–n concentrations greater than the accepted level for safe 
drinking water of 10 mg/L were present in 36% of sampled wells and 67% had nitrate 
concentrations exceeding the background level of 5 mg/l. these results showed that 
high fertilization and irrigation rates lead to increased hazards of groundwater pol-
lution. ref. [3] investigated hand pumped wells and dug wells in different areas in 
senegal; all the samples from wells are contaminated by high no3 contents which 
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ranged from 100 mg/l to 250 mg/l. the mechanisms of contamination are mainly 
soil washing and nitrate injection from latrines.

on the other hand, the concentration of nitrite in most of the sampled wells 
does not constitute a direct problem to consumers as it ranges from 0.01 to 9.81 mg/l 
with a medium value of 0.07 mg/l. the highest value of nitrite concentration was 
measured in sample number 66 which was taken from abu shouk-2, where the high-
est value of nitrate concentration was measured. this correspondence gives an in-
dication that nitrite concentration is proportional to nitrate ion concentration and 
it is also confirmed by the GIS predictive map of nitrite values depicted in Fig. 3. 
the highest values of nitrite concentrations are mostly found in the northern parts of 
the area where the water is poorly oxygenated. the nitrite ion is relatively unstable 
and can be rapidly oxidized to nitrate and is seldom present in well oxygenated or 

FIG. 4. GIS predictive map of ammonia concentration in the Bara aquifer.
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chlorinated supplies. the recommended guideline values for nitrite in drinking wa-
ter are 3 mg/l [11] and 2 mg/l (ssMo). accordingly, the nitrite concentrations for 
the analysed samples lie far below the maximum levels accepted by both WHo and 
ssMo with the exception of sample 66 abu shouk-2. traces of nitrite in drinking 
water may lead to methemoglobinemia in infants, and with long term exposure is a 
possible cancer risk [9].

the values measured for ammonia concentration in groundwater ranged from 
0.01 to 0.4 mg/l with a median value of 0.06 mg/l. according to the WHo [11], 
the normal concentration levels of ammonia in surface and groundwater should fall 
below 0.2 mg/l. as such, all the analysed samples showed values below the WHo 
limit except well no. (28) at umm Balegie (0.4 mg/l) which is a pipeline station. 
the sample is collected from the surface as it is well known that ammonia concentra-
tion is higher when sampled under these conditions. the ssMo permissible level for 
drinking water is 1.5 mg/l which is one order of magnitude higher than the maxi-
mum value of ammonia concentration measured (0.4 mg/l) in this study. the gIs 
predictive map for the special distribution of ammonia concentration in the sampled 
wells is shown in fig. 4.

3.2. Nitrogen–15 values 

table 2 illustrates the concentration of 15N measured in five representative 
groundwater samples. The values obtained for δ15n‰ fall within the range of 4.3 to 
15.5‰ with a mean value of 7.9‰. The basis for the identification of NO3 sources 
using natural abundances of 15n is that as no3 originating from different sources has 
characteristic isotopic ratios. The δ15n in the range of + 4 to + 9‰ indicates original 
organic N, from animal waste δ15n is generally greater than + 10‰ and for n fertiliz-
ers typically close to or less than 0‰ [13–16]. the result of this study indicates that 
nitrate contamination in the Bara basin can be attributed to animal wastes and organic 
soil nitrogen. 

taBle 2. concentratIon of 15n In soMe groundWater saMples

Id depth (m) nitrate (mg/l) δ15n (‰) 

1 na 698 15.46

2 44 629 4.4

3 34 754 7.3

4 17 400 7.9

5 44 891 4.3

Mean ± standard deviations of δ15n values 7.9 ± 0.6‰
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4. conclusIon

Based upon the results obtained in this study, the following concluding remarks 
can be made:
(1) Nitrate concentration in 81% of the wells exceeds the maximum permissible 

limit set for drinking water, and the majority of these wells are located in the 
north and north eastern part of the study area.

(2) the ammonia concentration is far below the normal concentration level except 
in the well no. 28 which is located at umm Balegie.

(3) the source of nitrate in the groundwater of the study area is a combination of 
animal waste and organic soil nitrogen as indicated by δ15n ‰ values.

(4) further research must consider epidemiological studies as well as devising a 
monitoring programme for nitrate concentration to evaluate the progress of pol-
lution

(5) It would be preferable for the local authorities to consider a suitable and afford-
able method of treatment for reducing nitrate pollution in wells located in north 
eastern parts of the aquifer. 
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CONCENTRATION OF TRITIum AND mEmBERs 
OF THE uRANIum AND THORIum DECAY CHAINs 
IN GROuNDWATERs IN sLOvENIA AND THEIR 
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REsOuRCEs
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Abstract

samples of groundwater were measured in terms of their activity concentration of 
gamma ray emitters, members of the uranium and thorium decay chains and tritium. the dis-
tributions of the number of samples over the measured activity concentrations are presented 
for 238u, 226ra, 210pb, 228ra, 228th, 40K and 3H. the distributions have three distinct shapes: 
log-normal distributions (238u, 226ra, 228ra, 228th), bimodal distributions (210pb, 40K), and a nor-
mal distribution (3H). It appears that the log-normal distributions reflect the dilution of the ra-
dionuclides dissolved in the water. the bimodal distributions, being the sum of a log-normal 
distribution and a distribution having its maximum at the activity concentration of the higher 
mode, indicate influences from the soil surface, e.g. washout from the atmosphere and ferti-
lizing. the normal distribution indicates mixing with rainwater under circumstances that are 
characterized by several independent variable parameters.

1. IntroductIon

slovenia gets a large part of its drinking water from shallow alluvial, karstic 
and fractured aquifers, which supply more than 97% of the Slovenian population. To 
manage these groundwater resources properly it is advantageous to know their prop-
erties and vulnerability that result from influences on the surface.

It is the aim of this contribution to present the first measurement results of 
a screening campaign for a characterization of the groundwaters for the activity con-
centration of natural and anthropogenic beta particle and gamma ray emitters.

In 2009, samples were taken at 58 locations for subsequent tritium measure-
ments. at 49 of these locations, samples for gamma ray spectrometric measurements 
were also collected. the samples were collected in both the spring and the autumn. 
Here we present the results of concentration measurements for tritium 40K and 210pb 
for all the samples collected. the measurement results for other gamma ray emitters 
are presented only for the samples collected in the spring.



Korun et al.

256

2. saMple preparatIon

the samples for the gamma ray spectrometric measurements were prepared 
by the evaporation of 50 l of water using forced ventilation, as described in ref. 
[1]. However, in spite of filtering the air the dry residue was contaminated by thoron 
daughters, i.e. thoron with a half-life of 56 s, which passes through the filters and de-
cays in the evaporation cells to its daughter 212pb with a half-life of 10.6 h. to meas-
ure the concentration of 228th in the dry residue, the daughters from the atmospheric 
thoron must decay before starting the measurements. In order to allow the daughter 
to decay before measuring the sample on the gamma ray spectrometer the dry residue 
samples were aged for at least two days.

the samples for the tritium measurements were prepared using the electrolytic 
enrichment method, which consists of primary distillation, electrolytic enrichment 
and secondary distillation. Impurities and other radionuclides that could interfere 
with the tritium measurements were removed by primary distillation. the electro-
lytic enrichment was carried out on a 500 ml sample aliquot with a prior addition of 
sodium peroxide (na2o2). during the electrolysis the samples were subject to a to-
tal charge of 1400 ah and at the end their volume was reduced to approximately 
15–20 ml. the samples were neutralized by the addition of lead chloride (pbcl2) and 
distilled for a second time. The aliquot (8 mL) of the final distillate with a controlled 
pH was mixed with 12 ml of scintillation cocktail (ultima gold llt, ultima gold 
uLLT or Hi Safe 3) in a 20 mL polyethylene vial. Some 60% of the samples were also 
prepared for a so-called direct measurement, where the distillate after the primary 
distillation was mixed with a scintillation cocktail.

3. MeasureMents

the gamma ray spectrometric measurements are described in ref. [1]. they 
were performed on a low activity spectrometer possessing an extended range detec-
tor with a beryllium window and a cosmic veto shield. the passive shielding is made 
up of 15 cm of lead, 10 mm of mercury, 2 mm of cadmium and 2 mm of copper. to 
measure the concentration of the 238u reliably, the samples were measured twice: at 
least two days after the evaporation and at least one month later, when the equilib-
rium between the 238u and its daughter, 234th, has nearly been achieved. therefore, 
the activity concentrations of 226ra, 210pb, 228ra, 228th and 40K could also be calculat-
ed more reliably, as the weighted average of the measurement results obtained from 
both measurements.

the spectral analysis for the activity calculation of 238u and 226ra is also de-
scribed in ref. [1]. the 238u activity concentration was determined from the peaks 
at 63 and 92 keV from the decay of 234th and the peak at 186 keV from the decay of 
235u assuming a natural isotopic abundance. the 226ra activity was calculated from 
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the peaks belonging to the short-lived 222rn daughters assuming a disequilibrium be-
tween the 226ra and 222rn due to its emanation from the sample. the activity concen-
tration of 228ra was calculated from the peaks at energies of 338 keV, 911 keV and 
969 keV, and the activity concentration of 228th from the peaks at 239 keV, 583 keV 
and 2615 keV. coincidence summing effects were taken into account as described in 
ref. [2]. the activity concentrations of 210pb and 40K were calculated from peaks at 
energies at 46 keV and 1461 keV, respectively.

the tritium measurements were carried out in the Quantulus 1220 liquid scintil-
lation spectrometer. all groundwater samples were measured for 300 min, the spiked 
samples for 100 min and the background waters for 1000 min. the counting proce-
dures started one day after the sample preparation to avoid any chemoluminiscence. 
The sequences of all the measurements were performed at least three times. The final 
results were weighted averages of the activities obtained from measurements after 
the electrolytic enrichment and direct measurements. the minimum detectable activ-
ity for the tritium was approximately 50 Bq/m3.

4. results

using gamma ray spectrometric measurements the activity concentrations of 
238u, 226ra, 210pb, 228ra, 228th and 40K were measured. the activity of the 234th was 
measured as well, but it did not exceed the decision threshold (4 Bq/m3) in any sam-
ple. the distributions of the number of samples over the measurement results are pre-
sented in Figs 1–6. The results are presented for samples collected in the first half of 
2009, except for the results relating to 210pb and 40K, where the results for all the sam-
ples collected in 2009 are presented. The bins in the figures correspond roughly to 

taBle 1. tHe uncertaIntIes near tHe detectIon lIMIt and 
tHe nuMBer of MeasureMent results, not presented In fIgs 
1–6, and tHeIr aVerage

nuclide
uncertainty at Mda

(Bq/m3)
number of measurement

results not presented
average activity

(Bq/m3)

u–238 1 0 —

ra–226 0.15 2 11

pb–210 0.5 3 24

ra–228 0.15 0 —

th–228 0.05 2 0.9

K–40 1 6 140
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FIG. 1. The probability distribution of 
the number number of results over the 238U 
activity concentration.

FIG. 2. The probability distribution of 
the number number of results over the 226Ra 
activity concentration.

FIG. 3. The probability distribution of 
the number number of results over the 210Pb 
activity concentration.

FIG. 4. The probability distribution of 
the number number of results over the 228Ra 
activity concentration.

FIG. 5. The probability distribution of 
the number number of results over the 228Th 
activity concentration.

FIG. 6. The probability distribution of 
the number number of results over the 40K 
activity concentration.
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the uncertainties of the measurement results near the detection limit. In table 1 these 
uncertainties are given together with the number of measurement results not present 
in the interval of the activity concentrations presented in the figs 1–6.

the distribution of the number of samples over the tritium activity concentra-
tion is presented in fig. 7. Here the bin width corresponds, approximately, to the av-
erage uncertainty concentration of the activity.

5. dIscussIon

It is clear from figs 1–6 that the shapes of the presented distributions fall into 
three categories: distributions that resemble the shape of the log-normal distribution 
(238u, 228ra, 228th); the distribution for 226ra, which falls with the activity concentra-
tion; and the bimodal distributions (210pb and 40K). the host material of the slovenian 
aquifers are predominantly limestone and dolomite, having a low and fairly uniform 
activity concentration of the members of the uranium and thorium decay chains. fre-
quent and large variations in the activity concentrations with respect to the sampling 
site are therefore not expected. consequently, the expected shape of the distribu-
tion is log-normal, with an average activity concentration given by the solubility of 
the radionucleus in the water. thus, more complicated distributions for 210pb and 40K 
are, most probably, the result of influences of non-geological factors, caused by e.g. 
the intrusion of rainwater and the use of fertilizers containing potassium, respective-
ly. for these two radionuclides the distribution is a sum of the log-normal distribution 

FIG. 7. The probability distribution of the number of results over the 3H activity concentration.
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and another distribution having its maximum at the mode with the higher activity 
concentration. the distribution of 226ra, which does not fall off at low activity con-
centrations, may reflect difficulties in the spectrum analysis originating from the time 
dependent background induced by the radon-daughters [1,3]. 

among the samples collected, only two exhibit enhanced concentrations of ra-
dionuclides. the measurement results for these samples are given in table 2. It is 
clear that in the sample Vp1000 only the activity concentration of the 238u is not el-
evated and, in the sample Vr2253, the activity concentration of the 210pb. the catch-
ment of the sample Vp1000 consists of permo-carboniferous rocks, mainly sand-
stones. the tritium measurement shows that the water is recent. on the other hand, 
the sample Vr2253 contains older water, with a tritium activity of about 150 Bq/m3. 
The aquifier is made of Pliocene unconsolidated sediments, mostly sands and clays. 

Where the vulnerability of groundwater resources to influences of anthropo-
genic pollution is the largest can be inferred from the distribution of the activity con-
centrations of 210pb and 40K. In aquifers where the activity concentrations of 210pb and 
40K are close to the maxima at the higher concentration in the bimodal distributions, 
i.e. 4 Bq/m3 and 15 Bq/m3, respectively, the vulnerability may be higher. However, to 
support this hypothesis additional evidence is needed, e.g. a correlation with the 7Be 
concentration, the type of aquifer and the concentrations of chemical pollutants.

In the case of tritium the distribution is different compared to the distributions 
observed in gamma ray emitters. the majority of the samples belong to a normal like 
distribution with a mean value of approximately 700 Bq/m3 and a standard devia-
tion of around 200 Bq/m3. the normal like shape suggests that tritium activities in 
groundwater are influenced by a number of independent parameters; their variabil-
ity is reflected in a distribution resembling the shape of a normal distribution. On 
the other hand, samples having activities less than 200 Bq/m3 show a distribution, 

taBle 2. MeasureMent results (In Bq/m3) of tWo saMples, eXHIB-
ItIng enHanced concentratIons of MeMBers of tHe uranIuM 
and tHorIuM decay cHaIns

radionuclide Vp1000 Vr2253
238u 2.6  ±  0.3 16.9  ±  1.7
226ra 16.2  ±  1.0 3.6  ±  0.3
210pb 8.6  ±  0.5 3.6  ±  0.6
228ra 1.9  ± 0.2 5.1  ±  0.3
228th 0.95  ±  0.08 0.82  ±  0.09
40K 18.2  ±  1.5 28.2  ±  2.5
3H 690  ±  100 150  ±  50
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decreasing with activity concentration, which may resemble a log-normal distribu-
tion. these samples could represent groundwaters that were not subject to mixing 
since the era before atomic bomb testing. In contrast, the activity concentrations fall-
ing within the range of the normal distribution may indicate that the corresponding 
groundwaters are recent.

7. conclusIon

It can be concluded that the relatively homogeneous radioactivity distribu-
tion of the slovenian territory, being dominated by minerals of low concentrations 
of radioactive substances, is reflected in distributions of activity concentrations of 
the members of the uranium and thorium decay chains in groundwaters that exhibit 
a log-normal shape. The more complicated shapes are attributed to the influences 
from the surface, e.g. the washout of the atmosphere and anthropogenic influences. 
However, samples can be found with significantly increased activity concentrations, 
presumably reflecting specific circumstances in the corresponding aquifer.

the bimodal shape of the activity distribution of 210pb and 40K may reflect in-
fluences from the earth’s surface on the aquifers and indicate circumstances where 
the increased vulnerability of groundwater resources to anthropogenic pollution can 
be expected.

the distribution of the number of samples over the tritium concentration exhib-
its a symmetrical shape, resembling that of a normal distribution. this shape is attrib-
uted to the inflow of rainwater into the aquifers under varying conditions. However, 
some samples exhibit a low concentration of tritium; these samples are attributed to 
aquifers with no mixing with the surface water at least since before the period when 
the atomic bomb tests were performed.
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Abstract

the paper shows the application of geomathematical tools for the design of a radioiso-
tope monitoring network in order to characterize groundwater dynamics in a karstic basin, 
a very difficult task to acccomplish due to the complex physical, geographical, geologic and 
hydrogeological characteristics of karstic basins. the sampling frequency of the network has 
been optimized according to the analysis of the spectrum of variances. In order to evaluate 
this optimization, the geomathematical model is compared to the results of the mathematical 
model AQUIMPE. This model solves the flow equation of groundwater using the finite ele-
ment method. the results validate the design in order to assess aquifer recharge, residence time 
of groundwater, vulnerability to pollution and groundwater–surface water interaction in this 
complex water resource.

1. IntroductIon

In 1998, the Iaea, through the regional cooperative agreement for the ad-
vancement of nuclear science and technology in latin america and the caribbean, 
XIII arcal [1], sponsored several isotope hydrology investigations addressing 
the uncertainties of the regional flow system of the Jaruco-Aguacate Basin, Cuba. 
the main hydrogeological problem of this aquifer appeared in the 1970s, when some 
springs located in the eastern part of the basin were found contaminated by sugar 
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waste released in a cavern about 20 km to the west. the release took place from 
the beginning of the century, but without affecting local groundwaters. the pollu-
tion happened despite the existance of a groundwater divide between the Jaruco and 
aguacate system and the release point. the unexpected event led to the need of de-
fining, with better precision, the position of the groundwater divide between both 
systems and to study the hydrodynamic regimen of the aquifer. the almendares-
Vento watershed (aVW) (see fig. 1) is close to the Jaruco-aguacate watershed, with 
a similar hydrogeological and geological structure. In the aVW case, it was necessary 
to identify with more precision the geometry of the aquifer and the transit time of 
groundwater, the recharge as well as the groundwater dynamics, the residence time, 
the patterns of groundwater contamination and the role of groundwater–surface water 
interaction due to the presence of a dam in the basin. the aVW is the main water sup-
ply for the city of Havana in the Cuban Republic. The AVW is an unconfined karstic 
aquifer, extending over 370 km2 and with underground hydraulic resources estimated 
at about 278 Mm3/a. the system presents high vulnerability to groundwater pollu-
tion, reflected in a rapid deterioration of groundwater quality. Taking into account 
the aspects mentioned above and the characteristics of the karstic watershed, it is 
very important to conduct a detailed study in order to install a radioisotope moni-
toring network, which will allow evaluation of the current situation of groundwater 
dynamics in the basin. 

2. general cHaracterIsatIon of tHe alMendares-Vento 
WatersHed

2.1. Geology, geomorphology and hydrogeology

the almendares-Vento watershed (aVW) is formed by carbonated silts of low-
er Miocene age. the basin is structurally constituted by sediments of the paleogene 

FIG. 1. Location od the karstic Almendares-Vento watershed.



IAEA-CN-186/232

265

in the base and filled with a thick series of silts of Neogene age. The geomorphology 
of the area is characterized by the karstic structure of the fluvial plain. The basin is 
crossed by the fluvial system of the Almendares River and five other tributaries and 
other karstic depressions. In the surface, the karst system is manifested by a great di-
versity of caverns, generally flooded by groundwater [2–4]. Also the large dam Ejer-
cito rebelde is located in this basin.

the main hydrological parameters of the basin are: transmissivity 
(1000–5000 m2/d), permeability (15–200 m/d), thickness of the unsaturated zone 
(0–25 m), thickness of the saturated zone (80–200 m), static level (less than 25 m), 
the thickness of the aquifer (300–400 m). Besides, the fundamental hydrological 
parameters of the ejercito rebelde dam have been taken into account: transmis-
sivity (1000–5000 m2/d), permeability (15–200 m/d), thickness of the unsaturated 
zone (0–25 m), thickness of the saturated zone (80–200 m), static level (less than 
25 m), and thickness (100–200 m). The specific flows in the whole basin range from 
10–100 l/s per m of depression. the groundwater levels varies from 2 to 5 m during 
the year. the maximum oscillation of groundwater level recorded was 8–9 m.

2.2. Trends and regularity analysis of rainfall 

for the assessment of the pluviometric regime of the basin before the construc-
tion of the ejercito rebelde dam, a series of 63 years of the raingauge Hb–26 (1937–
1999 period) was used. In the analysis of rain series, the fundamental hydrological 
paramters studied were the trend and the regularity. the deviations of the long term 
mean of annual precipitation (1588 mm) were studied into two representative pe-
riods of 30–31 years. the humid years and dry years vary in an alternative mode. 
The first one extended from 1937–1968, with a tendency to increase the precipitation 
amount, while the second one (1968–1999) has a tendency to decrease. starting from 
1963, the regime was modified, with a trend to increase the number of years below 
to the average value for the basin, and to increase of the magnitude of the dry period. 

2.3.	 Flooding	analysis	and	possible	effects	of	the	flooding	

the social-economic expansion of the area, due to the construction of the dam, 
has been taken into consideration.. the social and economic development of the area 
has resulted in the occupation of potentially dangerous areas, because of the higher 
flood levels. The average frequency of extreme event occurrence in the basin is one 
event every five years, resulting in the affluence of remarkable volumes to the res-
ervoir. the results are endorsed by the use of the aQuIMpe model [2, 4, 5]. this 
model solved the groundwater flow equation for a two dimensional, non-perma-
nent regime, using the method of finite elements. The average recharge obtained is 
3.68 Mm3/month for a width of 55.86 m and 61.35 m. a value of 5 Mm3/month was 
calculated as the infiltration volume at the beginning of the construction of the dam. 
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this value contrasts with the calculated recharge in its work (3.68 Mm3/month). 
The conclusion is that the infiltration volume in the basin has been diminishing.

3. MetHodology used to desIgn tHe MonItorIng netWorK In 
tHe KarstIc BasIn 

the design was carried out taking into account an informative network (sam-
pled on monthly basis), which consists of twelve wells (HV–19, HV–645, al–4, 
HV–28, HV–39, al–5, HV–29, HV–648, al–6, HV–431, al–3, al–7). a time se-
ries was obtained using 10 wells, covering the period January 1982 to december 
1994. the behaviour of groundwater levels in the wells during the indicated period 
was the most important parameter for the validation of the series. the validated data-
base was analysed and its characteristics and properties were identified using differ-
ent statistical techniques. the studies allowed the obtainment of the design of a moni-
toring radioisotope network for hydrodynamic characterization in the basin.

3.1. spectral and correlation analysis 

the objective was to study, in a quantitative manner, the periodic or stationary 
components of the series in order to retain the stationary components. the matrix 
of the lineal correlation coefficients has been interpreted after identifying significant 
relationships with values of r2 higher than 0.6. the matrix showed that the lowest cor-
relations were found between wells al–5, al–6 and al–7 with the remaining wells, 
so there are different behaviour patterns with the rest of the series. In table 1, the dif-
ferent statistical parameters for each well during the study period are presented.

taBle 1. statIstIcal paraMeters of tHe teMporal serIes of 
groundWater leVels (In m)

statistical 
parameters

HV–19 HV–28 HV–29 HV–431 HV–645 al–3 al–4 al–5 al–6 al–7

series size 145 145 140 130 124 148 148 148 147 148

average 47.89 47.44 38.27 48.97 47.85 41.3 46.99 81.54 103.4 78.42

Median 46.89 47.09 41.83 47.77 47.36 40.86 46.18 80.89 103.2 78.13

Variance 11.21 4.46 67.20 10.80 7.44 6.01 14.13 5.89 5.62 4.97

standard 
deviation

3.35 2.11 8.20 3.28 2.73 2.45 3.76 2.43 2.37 2.23

Min. value 41.45 43.85 27.4 43.73 41.47 37.75 42.02 78.12 99.22 74.34

Max. value 55.87 53.78 48.97 56.77 54.07 46.26 55.41 87 108.16 84.24
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the autocorrelogram technique was used too, in order to obtain the duration of 
the influence of external stimulus on the system (memory effect), as well as the recur-
rence of the series. The karstic system can be considered as a filter allowing the input 
of information, and the flows and piezometric levels can be defined as the role of 
a random variable [4, 6, 7]. In the autocorrelation, the wells show a high memory 
effect, taking extreme values, for example, HV–29 well with 28 months and al–7 
well with just 15 months (maximum and minimum times in which the aquifer keeps 
information of the stimulus). 

The variance spectrum technique obtains the recurrence that has influenced 
the system during the thirteen years of data. the use of this analysis can lead to 
redefinition of the sampling frequency in the wells. The spectrum of variance den-
sity allows the obtainment of a decomposition of the series total variance for dif-
ferent frequencies and shows the random component (period and step of considered 
time); the variance that corresponds to periodic or stationary phenomena and finally, 
the variance due to the secular component [7]. as a result, following the approaches 
mentioned, the sampling frequencies for each well were proposed: monthly HV–28; 
biannual HV–19; biannual al–3; biannual al–4; biannual al–5; every two months 
al–6; every two months al–7. In the other three wells, it was not possible to obtain 
the variance spectrum due to the short length of the series.

3.2 multivariate analysis (main components and cluster analysis) 

the multivariate analysis includes two statistical methods: the cluster analysis 
and the principal component analysis. This analysis allowed the definition of rela-
tionships between variables and the factors that affect the system. the cluster analy-
sis is a method of numeric classification based on a measure of the distances among 
the objective variables. In this case, it was used to establish the most similar patterns 
resulting in a classification offering the possibility to extrapolate the properties to 
their nearest neighbours. 

the principal component analysis was carried out with the variables that char-
acterize the system. 

(1) distance to the water intake at almendares-Vento (dt);
(2) total depth of the well (pt);
(3) thickness of the unsaturated zone (eZns);
(4) altitude of the bottom of the well (cf);
(5) Range of water level fluctuation (RF);
(6) direction to the next aqueduct (rap);
(7) direction to the water intake at almendares-Vento (rt);
(8) thickness of the aquifer cut (eac);
(9) ground level altitude (cs);
(10) Mean cota piezometric media (cpM);
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(11) distance to the next aqueduct (dap);
(12) distance to the next groundwater line (ddp).

the more relevant variables were obtained using the following matrix (in r 
form): EAC, RT, PT, CF, DT (first component), CS, RF (second component), EZN, 
DDP (third component).With this variables, the 86.48% of the series variance is ex-
plained, leaving only 13.52% without explanation, due to other factors or variables 
that have not been included in the analysis. 

• RT (direction to the water intake): It has a range of variability between 
50–297° and this range is appropriate for the location of the wells of 
the network. 

• PT (total depth): It should vary between 26–120 m. 
• DT (distance to the water intake): the wells are located between 3 and 

23 km and the distance average will be 13 km. the maximum range cannot 
be used. The minimum range should fluctuate between 10 and 16 km. 

• Cs (ground level altitude): the altitude level should range between 54 
and 113 m, with an average value of 83 m. 

• DDP (distances to the next groundwater line): the values range from 1.1 
to 6.2 km and the average distance 3.5 km. 

In the cluster analysis, the matrix (in Q form) was used for the cluster of 
the wells, obtaining the following cluster: HV–28, HV–29, HV–431, HV–645 (first 
group), al–5, al–6, al–7 (second group), al–3, al–4 (third group).the well HV–
19 is not included in the group because it lacks depth information and therefore is not 
possible to rotate the matrix, but, according to its location and characteristic, it should 
be associated to the first group, leading to the definition of three areas in the aquifer. 

4. geoMorpHologIcal ValIdatIon of tHe results  

using geomathematical methods for the exploration of geomorphological vari-
ables, these characteristics were correlated with the hydrodynamic features of the ba-
sin. three hydrogeological areas were recognized: (a) north area, (b) centre-east 
area and (c) centre-west area. The highly karstified surface is the area with maxi-
mum groundwater circulation, the articulation relief with the maximum gradient hy-
draulic and the karstic glacis with the discharge area toward the almendares-Vento 
groundwater. 

In the analysis of the main components of the 11 variables that have the big-
gest informative interest, four variables are in relation with the geomorphological 
characteristics of the basin. With the objective of establishing the geomorphological 
patterns, a discreet sample of 72 longitudes and azimuth of the geomorphological 
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alignments was recognized and the patterns that determine the morphologic–struc-
tural specific character of the relief and the informative importance in 10 complex 
genetics form of the relief in the basin were defined. The more relevant attributes 
were the lineal sectors of the fluvial karstic valleys, since these attributes provide 
82% of the obtained information. The azimuth among 10.7º–120º defined two clus-
ters that provide most information in the area. the convergence approach applied on 
the 8 nodes in the fluvial network allowed the defintion of a fluvial model of the con-
vergent type, developed on three complex relief types. these relief forms provide 
39% of the relevant information. In order to determine the informative importance 
of the relief surfaces and the map of the main components, the calculation of an as-
sociation Boolean matrix between variables or objects for the lines and the columns 
of the matrix was carried out. the qualitative attributes obtained for the matrix are: 
(1) articulation relief, (2) karstic surface of inselberg type, (3) fluvial radial conver-
gent model, (4) karstic corrosive surface, (5) surface of paleo-valleys, (6) non-karstic 
relief structures, (7) fluvial network station, (8) karstic denudation surface, (9) accu-
mulative-fluvial surface, (10) karstic glacis covered.

With the initial data matrix a likeness matrix was obtained, which indicates 
the morphogenetic order of each one in the formation of the relief. In fig. 2 the main 
components of the geomorphologic surfaces and the three geomorphologic regions in 
the Basin are presented. these features are the most important to recognise in the re-
lief and the physical properties of the aquifers. 

the analysis of longitudes was developed on a sample of 29 individuals and 
the following summary statistical values were obtained. the summary statistics of 
the alignments longitudes were: number 72; minimum 0.80; maximum 8.60; mode 
1.5; avereage 2.36; median 2.50; range 7.80; variance 1.47; standard deviation 14.92; 
coefficient of variance 0.51, error of the mean 6.43. The application of the rotational 
algorithm of discriminate analysis allowed the obtainment of the control matrix of 
the longitudes as well as other valuable information. This means that just five longi-
tudes control the lineal development in the relief. 

FIG. 2. Map of the principal components of the relief surfaces.
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the analysis of azimuthal alignments was based on the same sample taken for 
the measurements of longitudes. the more common frequencies are in the range 10 
to 120, corresponding to the first two quadrants with the directions north-northeast 
and east-southeast. Morphologically this indicates that tectonics have conditioned 
the specific morphostructure of the basin. The summary statistic of the azimuthal 
alignments were: number 72; average 98.5; median 110; minimum 10; maximum 
180; error 6.43; lower quartile 60; upper quartile 140; range 170; variance 2858 and 
standard deviation 53.

finally the two analysed variables were compared and a regression analysis 
was carried out. the results showed that no relationship exists between the azimuthal 
alignments and their longitudes. this situation is only valid for isolated values that 
are within the confidence interval of the regression curve. These values are: for azi-
muths of 30º, 150º, 160º, 170º and 180º correlated longitudes of 2 km, for an azimuth 
of 60º correlated longitudes of 3 km (meaning that these indicative geomorphologic 

FIG. 4. Map of the optimized monitoring network. 

FIG. 3. Map of the mathematical calibration model of the basin.
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parameters can not be taken in groups, as geological patterns). the geomorphological 
results are in agreement with the areas in which the basin has been divided. 

the correlation among the three used methods is presented in figs 3 to 5: the op-
timization, the mathematical model validation and the geomorphological validation 
map. the application of all these combined geomathematics techniques [6, 7] allowed 
the obtainment of an excellent agreement between the water level control line maps 
of aQuIMpe in the almendares-Vento watershed (fig. 3), the water level control 
line maps of the optimized network (fig. 4) and the control line maps elaborated with 
the non-optimized network of the basin (fig. 5), and the geomorphologic zonation.

5. conclusIons 

the proposed groundwater level monitoring network consist of the following 
elements (table 2): 

(1) the selected wells are: HV–29 (long record and good correlation with the re-
maining wells), HV–28, HV–19, HV–645 (high correlation among them and 
high memory effect), al–5, al–6 and al–7 (good representativeness of 
the geographical area), al–3, al–4 (same memory effect and high correlation). 

(2) due to the great weight that the distance from the wells to the almendares-Ven-
to Basin water uptake has in the study, a water level device should be included 
in its surroundings in order to register hydrodynamic changes. 

(3) taking into account the analysis of spectral variances, the sampling frequency 
of the wells will be: HV–28 (monthly), HV–19 (monthly), al–5 (monthly), 
al–6 (monthly), al–7 (monthly), al–3 (monthly), al–4 (biannual), HV–19 
(monthly), HV–645 (monthly), water level recroding system at the almen-
dares-Vento water uptake (daily). 

the geomathematical and statistical study comparison with the results of 
the mathematical aQuIMpe model, helped to generate the obtained design. 

FIG. 5. Map of the Almendares Vento basin with the current groundwater monitoring network.
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taBle 2. structure of tHe proposed trItIuM MonItorIng 
netWorK

Water type stations frequency parameter

rainfall raingauge HB–26 monthly tritium

aquifer system 
release water

almendares-Vento water 
uptake

monthly
flow, water level, pH, electric 
conductivity, major ions and 
tritium

groundwater
HV–28, HV–19, al–5, al–6, 
al–7, al–3, al–4, HV–
19,HV–645

monthly flow, water level, pH, electric 
conductivity, major ions and 
tritium

surface water ejército rebelde dam monthly
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Abstract

the mineral springs of scuol-tarasp are located in the lower engadine Valley, 
graubünden, south eastern switzerland. In the last century, they have been investigated with 
respect to their basic chemical parameters. these springs yield a highly mineralized carbon 
dioxide water, with large quantities of free co2. some of the springs also contain high amounts 
of ammonia. In order to better understand the origin of the water of the different springs, 13 
were investigated, focusing this study on the ammonia content and the isotopic composition of 
the ammonia in the waters. It results from the study that 7 of the 13 springs contain ammonia. 
Based on the isotope and chemical results we suggest an origin of that ammonia by natural 
processes as water–rock interaction within the sedimentary and mantle rocks along the water 
flow path resulting in the enrichment of ammonia as seen in the investigated spring waters.

1. IntroductIon

1.1. Geology of the investigated region

the springs investigated for this study are located in the villages of scuol and 
tarasp, within the lower engadine Valley in the eastern swiss alps at an altitude of 
about 1300 m.a.s.l. The river Inn flows through the valley through a WSW-ENE di-
rection. the engadine Valley is asymmetric, with steeper slopes on the southern side 
than on the northern side. the average annual air temperature is 5°c.

the region is located at the border of the engadine window, where the aus-
troalpine nappes are partially eroded and the underlying penninic nappes are ex-
posed. the penninic nappes consist mainly of ‘Bündner schist’ and ophiolites. 
the lowest tectonic unit, which outcrops in the middle of the tectonic window, is 
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the ‘penninic Bündner schist’ unit. It consists of metamorphosed pelagic rocks with 
black shales and sandy and calcareous phyllites. the austroalpin s-charl-silvretta 
nappe is the highest tectonic unit and consists of a crystalline basement (gneiss) and 
the overlying paraautochthonous sedimentary cover (consisting of dolomites and 
limestone). the tasna nappe between the silvretta nappe and the penninic units 
consists of different imbricated units of crystalline basement and sedimentary cover 
(granite and gneiss, quartzite, limestone and calcareous phyllites). of the investigated 
springs, 11 of the 13 discharge from the penninic Bündner schist, one discharges 
from the Penninic ophiolites and one spring (‘Sur En’, not on the figure) originates 
from the scharl-silvretta nappe.

1.2. mineral springs

the mineral springs in the lower engadine region are known to be co2 rich 
(up to 3000 mg/l) and moderately to highly mineralized. Based on their chemical 
composition (dissolved cations and anions) ref. [1] grouped the springs in the region 
according to their water chemistry in 7 different groups [1–3]. the springs we inves-
tigated belong to group 1, 2, 3 and 7, respectively.

the emeritia, lucius and sfondraz springs belong to group 1, which represents 
the na-Hco3-cl type water. emeritia and lucius are the highest mineralized springs, 
with 15 500–17 700 mg tds/l. the mineral waters of group 1 contain a ‘deep water’ 
component, but its origin is still a subject of discussion.

FIG. 1. Map of the springs in the region of Scuol-Tarasp. The numbers at the margins represent 
the Swiss Topographic Grid (unit: metres) [1].
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the carola and Bonifacius springs belong to group 2, which represents the na-
ca-Hco3-cl type water. It can be considered a result of mixing between the two 
groups 1 and 3. 

rablönch, chalzina, sotsass, clozza and Vi springs belong to group 3, which 
represents the ca-Hco3 water type. the springs yield low to medium mineralization 
(700–3100 mg tds/l). tritium data [3, 4] indicate that the water of these springs has 
a relatively short residence time of less than 5 years.

all mineral springs of the groups 1, 2 and 3 discharge from the Bündner schist 
formation (fig. 1).

the lischana spring belongs to group 7. this water is highly mineralized and 
was captured by drilling in serpentinite of the tasna nappe. Its water type is na-Mg-
Hco3-so4 [2]. 

the chäschäller and sur en1 springs have not been investigated and classified 
so far. Chäschäller spring outflows near the Rablönch spring from the Bündner schist 
formation while the spring Sur En outflows from the S-charl-Silvretta nappe, in a vil-
lage sW of scuol and south of the river Inn at an altitude of 1470 m.

our study focuses on the ammonia content in the spring water. Högl  already 
mentioned that some of the springs in the region contained astonishingly high 
amounts of ammonia [4]. We analysed the sampled spring waters for their chemical 
composition as well as for the isotopic composition of the ammonia.

2. MetHods

Water samples were taken in May and June. they were taken directly from 
the spring (sfondraz, rablönch, chäschäller, sur en) or from a spring-fed tap (emer-
ita, lucius, carola, lischana, sotsass, chalzina, Bonifacius, clozza, Vi). samples 
were filtered prior to ion chromatography analysis. Ion chromatography was per-
formed on a dIoneX dX-120 ten days after sampling. the chemical parameters, 
such as conductivity and temperature as well as the oxygen and pH monitoring were 
performed directly at the spring locations with standard field instruments (Hach 
HQ30d and eutecH InstruMents/oaKton Multiparameter psctestr 35). 
for the mass spectroscopy analyses, a Kjeldahl distillation was performed.

3. results and dIscussIon

seven of the thirteen analysed springs contain notable amounts of ammonia 
(table 1). these are the springs emeritia, lucius, sfondraz and Bonifacius, which 

1 These are not official names of the springs, the two springs are described and named in this way in 
the Bachelor thesis of J. fritz
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are located south of the river Inn, the lischana spring as well as the two springs ra-
blönch and chäschäller, which originate north of the river Inn. all ammonia contain-
ing springs exhibit marked amounts of potassium as well.

the minerals springs emeritia, lucius and sfondraz contain high amounts 
of ammonia (0.45 meq/l, 0.50 meq/l and 0.73 meq/l, respectively) and exhibit 
ammonia with slightly positive δ–15n values (0.8‰, 0.6‰ and 0.9‰, respectively) 
(Fig. 2). Bonifacius, with an ammonia value of 0.29 mEq/L has a negative δ–15n–nH4 
of –2.5‰. In the two springs lischana and chäschäller, the ammonia contents are 
relatively low but their δ–15n values are by far the highest (2.9‰ and 4.8‰, respec-
tively). In the rablönch spring, the ammonia content was too low for mass spectros-
copy analysis.

the water of the springs emeritia, lucius and sfondraz belong to the water 
type group 1, with highly mineralized and undiluted ‘deep water’[2]. the potas-
sium content of these springs is also relatively high. sfondraz is less mineralized 
than the other two springs but it contains the highest amount of ammonia (table 1, 
fig. 2). due to the fact that the water of these springs is undiluted and due to the long 

taBle 1. oVerVIeW of tHe sprIngs and tHeIr aMMonIa and 
potassIuM sIgnature

spring name group1 Water type2 nH&
(meq/l)

K+

(meq/l)

emerita 1 na–Hco3–cl 0.45 3.21

lucius 1 na–Hco3–cl 0.50 3.47

sfondraz 1 na–Hco3–cl 0.73 1.78

Bonifacius 2 na–ca–Hco3–cl 0.29 0.64

carola 2 na–ca–Hco3–cl n.d.3 0.51

lischana 7 na–Mg–Hco3–so4 0.05 1.01

rablönch 3 ca–Hco3 0.01 0.14

chäschäller – 0.07 0.39

sotsass 3 ca–Hco3 n.d. n.d.

chalzina 3 ca–Hco3 n.d. n.d.

clozza 3 ca–Hco3 n.d. n.d.

Vi 3 ca–Hco3 n.d. n.d.

sur en – n.d. n.d.

1 groups after ref. [2]
2 water type after ref. [2]
3 not detectable



IAEA-CN-186/257

277

residence time [3] it is very likely that the ammonia in these waters were formed 
through interactions with minerals along the water flow path. The correlation with 
the potassium content indicates that the minerals which served as the ammonia donor 
are potassium-bearing minerals in which ammonia may partially substitute for potas-
sium. this substitution is likely due to the similar size of ammonia and potassium 
[5]. the high amount of ammonia can be considered the result of the long residence 
time of the water or of the interaction with rock that is extremely rich in ammo-
nia. The δ-15n values of the ammonia in these springs are positive. organic mate-
rial in sediments shows positive δ-15n values [6, 7] and metamorphosis leads to an 
enrichment in 15n [8]. therefore the Bündner schist formation could be the origin of 
the ammonia in this water.

Ammonia and potassium are lower in the Bonifacius spring than in the first 
three springs. Bonifacius belongs to group 2 and is therefore probably a mixture be-
tween water of the groups 1 and 3. this dilution of type 1 water with type 3 water 
(which contains none or almost no ammonia) can explain the amount of ammonia 
in the water of the spring Bonifacius. In contrast, the negative value of the isotopic 
composition of its ammonia could be an indication for a different origin of the water 
and therefore a different flow path. Mantle rocks and oceanic basalts show a negative 
δ-15n value [9, 10]. such rocks (e.g. from deeper penninic units) could be considered 
as the ammonia-donor for this spring. 

the spring carola, which belongs to the same group as Bonifacius, has no de-
tectable amount of ammonia. this is probably due to the generally lower mineraliza-
tion of the water.

the springs of group 3, except rablönch, do not contain ammonia. Interest-
ingly, the ammonia containing spring (rablönch) is the only one of this group that 
contains potassium, which strongly emphasizes the above mentioned process of wa-
ter–rock interaction with both the release of ammonia and of potassium ions.

FIG. 2. δ15NNH4 vs ammonia content of the ammonia rich springs (δ15N relative to air standard).
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the spring lischana, which originates from the serpentinite of the tasna nappe, 
has a different signature with a highly positive δ-15n value but low ammonia concen-
tration. Its chemical composition differs from that of all the other springs and there-
fore its ammonia content may be derived from yet another, perhaps higher, metamor-
phic rock unit. 

4. conclusIon

It results from our study that 7 of the 13 springs contain ammonia. Based on 
the isotope and chemical results we suggest an origin of that ammonia by natural 
processes as water–rock interaction within the sedimentary and mantle rocks along 
the water flow path resulting in the enrichment of ammonia as seen in the investi-
gated spring waters.
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Abstract

near the village of scuol in the lower engadine Valley (south eastern switzerland) 
sot ruinas, a waste disposal site for domestic and construction refuse, has been in use since 
the 1960s. It is situated in the vicinity of the Inn river. over the last years enhanced concen-
trations of ammonia were found in the outflow of this waste site. But the observed elevated 
ammonia concentrations could also be a result of natural origin, by inflows of mineral water 
as observed in the mineral springs of the area. these springs could have acquired their high 
ammonia content by water–rock interaction with adjacent ultramafic rocks. The isotope analy-
ses were oriented towards the hydrogen, nitrogen and oxygen isotopes on the ammonia, nitrate 
and nitrogen molecules. The effect of the waste on the outflowing water downstream could be 
proved by isotope ratios based on chemical processes of the nitrogen cycle and an influence 
of natural spring water was excluded.

1. IntroductIon

the location of sot ruinas was used as disposal site for domestic waste from 
1960 to 1984. since that time only construction materials have been deposited. 
from 1991 until today a waste sorting plant exists on the former waste disposal site. 
The Office of Environment of the Canton Graubünden (ANU) approved a rehabilita-
tion need for the waste disposal site in 2008. a preliminary study revealed the pos-
sibility of a natural origin of the ammonium due to inflows of mineral water with 
identical chemical composition as observed in the mineral springs of the area. But 
this assumption was not based on scientific arguments as the hydrogen, nitrogen and 
oxygen isotopes on the ammonia, nitrate and nitrogen molecules had not yet been 
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studied. This study was based on stable isotopes and chemical properties so the influ-
ence of the spring water could finally be excluded.

1.1. Geological and hydrological settings

the waste disposal site lies in the ‘Bünder schist’ [1]. Within the Bünder schist 
the groundwater is circulating along fractures. [2]. close to the waste disposal site 
a serpentinite outcrop is present. This serpentine is a part of an ultramafic complex. 
Lenses of this ultramafic rock are partly exposed along the Engadine fault (shear 
zone). these rocks are strongly deformed and nerved with a cleavage system. In 

FIG. 1. Different disposal zones identified in the study area [3].
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rocks nitrogen is mainly fixed as an ammonium molecule within the crystal lattice of 
silicate minerals. the ammonium can substitute K in silicate minerals [4].

2. MetHods

At the sample sites in the field, the physical parameters such as temperature, 
electrical conductivity and pH were directly measured. the dissolved oxygen con-
centration in mg/l was measured by means of a portable probe based on oxygen lu-
minescence quenching (HacH HQ30d). Water samples were also analysed for their 
main chemical composition by ion chromatography (dIoneX dX–120 Ic).

3. results and dIscussIon

3.1. stable water isotopes (18O and 2H)

In the δ2H/δ18o diagram all data points of analysed groundwater are located 
near the global-Meteoric-Water-line (MWl) (fig. 2). therefore it can be assumed 
that the water isotopes are not altered by secondary processes. this can be interpreted 
as an indication of young meteoric rather than old in origin [5]. furthermore, since 
the catchment area of the Inn is situated at a higher mean altitude, its water is more 
depleted in heavy isotopes because of natural fractionation (altitude effect). the data 
points of spring waters situated below the MWL may be influenced by a process of 
evaporation or water–rock interaction. As the values of δ18o are mainly affected by 
this process, these points may be backwardly projected onto the MWl parallel to 
the y-axis [6]. data points above the MWl result from waters which are enriched in 
heavy isotopes, as resulting from the gas–water interaction process as e.g. with co2 
or H2s (see sample u 12/2, fig. 1). the water sample, u 12/2, originates from a bore-
hole situated closely below the landfill in a downstream direction where the greatest 
contamination is assumed to be located. from these investigations further results that 
the water samples of the boreholes KB 1/10 and KB 2/10 have the lowest mixing 
component of Inn water. these waters are more enriched in heavy isotopes (fig. 1). 
for these waters the mixing ratio with Inn water can be estimated to be approxi-
mately 50%.

3.2. Nitrogen and oxygen isotopes of nitrate

As can be deduced from Fig. 3 the initial nitrate formed as a result of nitrifica-
tion. the origin is not conclusive and could have come from several sources. the pos-
sibilities are nH4

+  fertilizer, organic farmyard manure or nitrogen rich landfill lea-
chate. A denitrification trend is clearly visible, and is most extreme at the piezometer 
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KB 2/10. Due to this (denitrification) trend, it can be concluded that microbial pro-
cesses are at work that are breaking down the nitrate.

3.3. Nitrate source

the source of the nitrate values from KB 1/10 (69.17 mg/l) is not conclusively 
deducible from the composition of the no! (Fig. 4). In comparison to the other loca-
tions, this one shows the lowest values. If we exclude any influence of the landfill 
leachate, then the influence of agricultural activities must be substantial. More likely 
is that the landfill leachate has spread farther than commonly assumed. To quantify 
the influence of agricultural activities, it would be very helpful to have a drilling sam-
ple from the upstream area of the landfill site. In the areas (U 12/2 and U 12/3), where 
the denitrification does not lead to increased levels of isotopes, the conditions are 
aerobic. 

3.4.	 Influence	of	the	Lischana	spring

As a result of the nitrification of the NH& to no!, the nitrate becomes isotopi-
cally lighter. this means it is possible to exclude a correlation between ammonium 
from the lischana spring and the nitrate. the reason is that the measured nitrate is 
isotopically heavier than the nH&. the commonly accepted theory is:

δ15nno3 < δ15nnH4  [7]

FIG. 4. Origin of the nitrogen and the denitrification trend [7].
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this leads to the conclusion that the nitrate cannot come from the ammo-
nium from the lischana spring. the water of borehole KB 2/10 shows similarities 
to the lischana spring in the schoeller diagram. due to the isotope composition of 
the H2o, this hypothetic relationship can be rejected. together with the isotope ratios 
between δ15nno3 and δ15nnH4, it can be inferred that the ammonium and nitrate of this 
water do not originate from the mineral spring. Therefore the geogenic influence is 
very small. this hypothesis can be checked by on the ion concentration of the in-
ferred waters. By an addition of Inn water, assumed to be 50%, the conductivity of 
the water of the u 12/2 borehole can be calculated as follows:

2[(conductivity U 12/2) – 0.5(conductivity Inn)] = 2578.83µS/cm (undiluted 
conductivity u 12/2)

this value of the electric conductivity (which is proportional to the total dis-
solved solids) is far higher than the natural conductivity of groundwater as measured 
at the undisturbed boreholes and can therefore be seen as a originating from the nitro-
gen rich landfill leachate.

3.5.	 Influence	of	the	construction	of	the	waste	deposit

the elevated sulphate levels are an indicator that leaching of construction waste 
deposited in the area is taking place. the different sulphate concentrations analysed 
in the water samples from the piezometers downstream of the landfill site, at location 
KB 1/10, clearly show the contamination. this contamination is caused by the de-
posited construction waste and will only slowly decrease in the near future and as 
a result will most certainly have a long term influence on the groundwater.

4. conclusIon

To summarize the findings, the contamination of groundwater is caused by 
the landfill leachate from the construction waste deposit Sot Ruinas. The landfill lea-
chate containing water outflows into the Inn and gets substantially diluted. Therefore 
the landfill leachate is affecting only to a limited extent the area outside of the landfill 
site. As the influence of the Lischana spring turns out to be very minor, the source of 
the ammonium can be traced back to the landfill site. The main goals of this investi-
gation were achieved although the source of the nitrate could not be completely ex-
plained. Furthermore the hydrogeological conditions in the area of the landfill site are 
still not fully understood. the chemical composition of the groundwater in the up-
stream area of the waste deposit is not known and could only be estimated which 
further complicates the interpretation of the data. The final recommendation, based 
on our findings, is not to enlarge the landfill site but to monitor it carefully as it is 
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already in an aerobic phase, and therefore the nitrate values are a result of the con-
struction waste and will decrease over the next few years.
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Abstract

the azul river basin, with some 6200 km2, is located in the plains of Buenos aires 
Province, Argentina. The Azul River flows along 160 km from the Tandilia Range, in the SW, 
to the channel 11, in the ne. average annual precipitation is 1005 mm (1988–2000); mean ref-
erence evapotranspiration is 1090 mm. the geology consists of Miocene to recent sediments, 
mostly sands and silts with some clay and calcrete layers, overlying crystalline rocks and ma-
rine sediments. the water table is shallow and groundwater in the aquifer upper 30 m displays 
an increasing salinity from sW to ne. the previous hypothesis to explain the salinity was 
infiltration of evapo-concentrated surface water, as the small soil slope in the northern basin 
(< 0.2%) induces rainfall accumulation in lowlands, where water evaporates prior to infiltra-
tion. But recent chemical and isotopic data reveal two salinity sources: evaporation of recent 
recharge water, and mixing with old saline groundwater of yet unknown origin.

1. IntroductIon

In large and medium size sedimentary basins groundwater salinity changes in 
both the horizontal and the vertical direction due to different reasons. In arid and 
template zones an inverse zonality can be seen, with less saline waters overlain by 
more saline ones due to evapotranspiration and to dissolution by rain water of salts 
formed in the soil surface during the dry season. Increased salinity downwards flow 
can commonly be attributed to growing residence time and/or to upward transfer of 
deeper, more saline groundwater flows; lateral transfer of groundwater from adjacent 
basins can also produce horizontal and vertical salinity changes. In plain areas verti-
cal hydraulic gradients are usually very subtle as to identify flow senses and salin-
ity provenances; hydrochemical and isotope tracers are very useful to assess salinity 
sources in these cases.
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2. geology and conceptual HydrogeologIcal Model 

the azul river basin, with some 6200 km2, is located in the plains of Bue-
nos Aires Province, Argentina (Fig. 1). The Azul River flows along 160 km from 
the tandilia range, in the sW, to the man-made channel 11, in the ne, which in turn 
drains to the Salado River, an afluent of the Paraná River. Average annual precipita-
tion is 1005 mm (1988–2000); mean reference evapotranspiration is 1090 mm [1]. 

the aquifer is formed by Quaternary-age sediments of the pampeano and post-
Pampeano formations. These are silts, sandy silts, and clayed silt, overlain by fine 
sands and silts of various origins, mainly aeolian and fluvial [2]. Calcretes are com-
mon at shallow depths within these sediments. according to the u. s. soil taxonomy 
[3] most of the soils in the basin are paleudol petrocalcic.

Bedrock outcrops occur in the upper basin (sW) and consist of metamorphic 
rocks, granite, tonalite, migmatite and quartzite [4]. these rocks constitute the lower 
boundary of the water table aquifer and occur at a depth of 120 m in azul city. from 
this city to the northern limit of the basin and beyond, the Quaternary sediments are 
underlain by the Miocene, wedge shape marine sediments of the Paraná formation, 
whose maximun thickness is around 750 m under the salado river basin, to the n of 
the Azul River basin. In some places of the Azul basin, under the Paraná formation 
appear the eocene to Miocene continental sediments of the olivos formation. While 
the Olivos formation has usually fresh, good quality groundwater, the Paraná forma-
tion has very saline water, even saltier than seawater [5].

the conceptual model to date indicates that in the upper basin (sW) groundwa-
ter recharge processes predominate (downward fluxes) and in the NE area groundwa-
ter discharge processes, which could be fed by upward fluxes from deeper formations 

FIG. 1. Location of the study area, the Azul River basin.
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underlain the Quaternary. also, in this area, due to the shallowness of the water table 
evaporation–evapotranspiration processes could be produced in the upper layers of 
the aquifer.

General groundwater flow directions in the upper 30 m of aquifer are from SW 
to ne, as determined from a two depths monitoring network tapping the phreatic sur-
face (<6 m depth) and the piezometric level at 30 m. But small vertical gradients are 
observed, which would induce vertical flows dominantly downwards in the S and 
upwards in the n (fig. 2).

3. MaterIals and MetHods

chemical analysis of major and some minor components, and isotopic analyses 
of 18o and 2H in 62 groundwater samples taken in february 2007 were studied to de-
duce the origin of groundwater composition and to contribute to tracing the ground-
water flow pattern. 

the samples were taken in a two depths monitoring network of the Instituto 
de Hidrología de llanuras (IHlla). 43 samples are from the phreatic zone network 
(identified with plain numbers in all figures), which is between 3 and 6 m depth, and 
19 samples are from the 30 m depth network (identified with numbers precedeed by 
I). the monitoring network consists of coupled emplacements covering the whole 
azul river basin; the location of the borehole couples is shown in fig. 2.

FIG. 2. Water table elevation contour lines; location of boreholes from the two depths 
monitoring network (3 to 6 m and 30 m depth); piezometric hydrographs at two depths in three 
representative emplacements. Boreholes 12B and 19B have intermediate depth (around 15 m).
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4. results and dIscussIon

the samples shown in this work come from a particular survey (february 
2007), but they are reasonnably representative of groundwater composition in the aq-
uifer of the azul river basin at the two studied depths. this representativity is known 
from the study of temporal and lateral changes of chemical data from more than 15 
surveys performed in the two depths monitoring networks of the IHlla. some tem-
poral changes (not shown here) whose origin is under study are observed in the phre-
atic waters. They seem to mostly obey the recharge history (rainfall and infiltration) 
prior each sampling survey. 

the chemistry of the 30 m depth groundwaters is very stable along time for 
each particular borehole, and only some minor oscilations have been observed. any 
significative chemical change has been observed at reginal scale at both sampling 
depths.

groundwater in the aquifer upper 30 m displays an increasing salinity from sW 
to NE (Fig. 3). Up to now the hypothesis to explain salinity was infiltration of evapo-
concentrated surface water, as the small soil slope in the northern basin (< 0.2%) in-
duces rainfall accumulation in the lowlands, where water evaporates prior to infiltra-
tion. the present work was undertaken to check the salinity sources, among other 
objectives.

the contents of major and some minor components, as well as some ionic ra-
tios in groundwater at the two observational depths (phreatic water and 30 m), point 
to two salinity sources: (1) evaporation of recent recharge water (mostly found in 
the southern sector of the basin); and (2) mixing with saline groundwater of un-
known origin (mostly found in the centre and to the n of the basin). the last process 

FIG. 3. Horizontal salinity evolution at two depths (phreatic zone and 30 m) in the upper part 
of the aquifer in February 2007. Transect location and borehole numbers are shown in Fig. 2.
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contributes to the salinity not only of the 30 m depth waters but also to the phreatic 
waters (fig. 4).

the evolution of na/cl ionic ratio versus cl content (fig. 5) allows us to dis-
tinguish two groups of waters, arbitrarily named a and B. group a waters are mostly 
found in the southern sector of the basin and at both sampling depths. these waters 
show a variable na/cl ratio but always >>1, while their cl content does not change. 
Their salinity is assumed to be the result of local rain infiltration dissolving mostly 
carbonates and silica, and exchanging ca–Mg and na [6]. 

group B waters, mostly found to the centre and n of the basin and also at 
both sampling depths, display a decreasing na/cl ratio as cl increases, approaching 
na/cl ~1. this is assumed to be the result of mixing the type a waters with a saline 
groundwater different to the locally recharged water and with salinity ratios similar 
to conventional seawater. they are from boreholes of between 15 m (12B and 19B in 
fig. 5, left) and 30 m (I12 and I14 in fig. 5, right) in depth.

the hydrogeological origin of this saline groundwater has yet to be studied, 
though the potential candidate is the marine Paraná formation.

the evolution of so4/cl ionic ratio versus electrical conductivity (ec) at 
the two studied depths points to the existence of reduction processes in most of 
the phreatic and 30 m depth groundwaters (fig. 6). But many waters not reduced 
from both depths seem to show the signature of local recharge mixing with a more 
saline groundwater.

The δ18o vs cl graph (fig. 7) shows clearly the two salinity sources induced 
from the chemistry study. only for reference purposes, the theoretical mixing line 
between a sea-like salinity groundwater and a fresh groundwater representative of 

FIG. 4. Cl content evolution in groundwater at the phreatic zone and at 30 m depth in 
February 2007. Salinity increase in the lowly mineralised waters seems to be the effect of 
evapotranspiration during infiltration, and may be also from the water table; salinity increase in 
the most saline waters point to mixing with saline groundwaters similar to seawater. The mixing 
affects both the shallow (left) and deeper (right) waters. Samples 12B and 19B (left) are from 
boreholes of intermediate depth (15 m).
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local recharge has been drawn. Water from borehole 31 has been chosen as repre-
sentative of unmodified local recharge, but most probably the real ‘fresh’ endmember 
is phreatic groundwater somewhat heavier than average rainfall due to concentration 
by evapotranspiration. The expected δ18o signature of local rain in phreatic waters 
could be around –5.7 to –6.2‰. also the saline endmember could be saltier than sea-
water (as it is the porewater of the candidate Paraná formation). Thus, groundwater 
in many locations and depths (like the phreatic 13, 41, 27, 7, or the 15 m depth 12B, 
and the 30 m depth I9, I12 and I14) could have their salinity mostly from the saline 
endmember, with or without the very small effect of evapotranspiration.

FIG. 5. Na/Cl ionic ratio as a function of Cl content in phreatic and 30 m depth groundwater in 
February 2007. Numbers refers to the identification of boreholes in Fig 2.

FIG. 6. SO4/Cl ratio evolution versus electrical conductivity in phreatic and 30 m depth 
groundwater in February 2007. Numbers refers to the identification of boreholes in Fig 2.
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5. conclusIons and future WorK

groundwater salinity in the upper 30 m of the aquifer under the azul river 
basin increases form SW to NE, following the flow sense of the river and what was 
supposed to be the main horizontal component of groundwater flow. 

A previous hypothesis to explain this salinity was infiltration of evapo-con-
centrated surface water, as the small soil slope in the northern basin induces rain-
fall accumulation in lowlands and evaporation prior to infiltration. But the study of 
chemical and isotopic data at two different depths (phreatic zone and 30 m) points 
to the existence of two sources of salinity: (1) evapotranspiration prior to and during 
recharge, and maybe also from the water table, and (2) mixing of locally recharged 
water with a saline groundwater of different origin. Mineral dissolution and other 
processes like cation exchange also contribute to groundwater salinity, but to a minor 
extent compared to the other sources. 

thus, preliminary results points to the existence of lateral groundwater transfer 
from deep formations in the northern part of the basin contributing to groundwater 
salinity, besides evaporation and transpiration in shallower layers. the hydrogeo-
logical origin of this saline groundwater is still under investigation, but seems to be 
the marine sediments of the Paraná formation.

the clear picture shown by the water stable isotopes and by chemical ratios is 
promising about the successful use of other isotopic tools to assess solute sources and 
to trace groundwater flow patterns in the large Azul River basin aquifer.

FIG. 7. δ18O and Cl in February 2007. They support the hypothesis of two salinity sources: 
evaporation of recent recharge water, and mixing with old saline groundwater with sea-water 
like salinity. Numbers refers to the identification of boreholes in Fig 2.
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Abstract

žitný ostrov (Rye Island) in the south west of Slovakia is the largest groundwater reser-
voir in central europe (about 10 gm3). groundwater contamination with radionuclides, heavy 
metals and organic compounds from the danube river and local industrial and agricultural 
activities has recently been of great concern. geostatistical analysis of experimental isotope 
data has been carried out with the aim of better understanding groundwater dynamics. for this 
purpose, spatial variations in the distribution of water isotopes and radiocarbon in the ground-
water of žitný ostrov have been evaluated. Subsurface water profiles showed enriched δ18o 
levels at around 20 m water depth, and depleted values below 30 m, which are similar to those 
observed in the danube river. the core of the subsurface 14C profiles represents contemporary 
groundwater with 14c values above 80 pMc.

1. IntroductIon

Water and specifically groundwater is becoming a strategic raw material of 
the 21st Century. Therefore it is important to know sources and infiltration areas of 
groundwater, and to protect it against possible contamination [1–3]. the vulnerabil-
ity of groundwater to contamination is very high, especially in industrialized coun-
tries with high flow rates of contaminants, e.g. from refinery plants, agriculture, etc., 
which could cause groundwater contamination with radionuclides, heavy metals and 
organic compounds. the increasing water demand in many regions of the world has 



Povinec et al.

296

been causing an intensive, and in many cases unsustainable exploitation of water re-
sources [4]. In certain cases large quantities of water are transferred from different 
catchment areas, or fossil groundwater is intensively used, resulting in a noticeable 
alteration of the water cycle at regional or local levels [5]. 

stable and radioactive isotopes have been extensively used during the last dec-
ades as environmental tracers to study the water cycle and to better understand the hy-
drologic cycle. It has been possible to study the present day distribution of water 
isotopes in the atmosphere, in rain and river water, in groundwater, and then to trace 
past isotopic compositions affecting many processes, such as atmospheric circula-
tion, rain and snow formation, groundwater formation, ecology and paleoclimatology 
of the regions. Isotopes have been used to address key aspects of the water cycle, e.g. 
the origin, dynamics and interconnections of the different elements of the water cycle 
[1–9]. fortunately with the development of the Iaea’s global network of Isotopes 
in precipitation (gnIp) database it has been possible to use isotopes in hydrologi-
cal, ecological and climate studies, as input functions have been available for many 
areas of the world [3]. a lot of isotope data have been collected and several regional 
isotope databases have been developed. the gnIp database (www.gnip.iaea.org) has 
provided key data for the application of isotopes in hydrology. recently this monitor-
ing activity has been enlarged to isotopes in the total water cycle. the new isotope 
database (Isotope Hydrology Information system (IsoHIs), www.isohis.iaea.org) is 
also covering groundwater data. the IsoHIs together with the gnIp database ena-
bles to study the dynamics and spatial characteristics of groundwater [10]. 

With the development of geostatistical methods of data treatment, based on 
the application of the geographical Information system (gIs), it is possible to map 
the spatial variability of the isotopic composition of water in selected regions of 
the world. In such a complex system it is possible to trace the origin and pathways of 
different water masses on the basis of the developed isotopic maps, covering tempo-
ral and spatial distribution of hydrochemical and isotope data. recently new geosta-
tistical tools have been developed to integrate isotope data into a relational database 
also covering hydrogeology and hydrochemistry, which using gIs would be possible 
to visualize, and in this way to create temporal-spatial isotope maps of groundwater 
[11, 12]. such an integrated attempt will gather new information on the temporal and 
spatial variability of groundwater, on its dynamics, on anthropogenic and climatic 
impacts, and on its vulnerability. 

slovakia has an important position in this respect as the largest groundwater 
reservoir in Central Europe is situated at the žitný ostrov (about 1010 m3). stable iso-
topes [13, 14] and radiocarbon [15] have been applied in a few groundwater studies 
in slovakia, however, integrated research has not yet been done, which would cover 
the groundwater regions in their full complexity. previous isotope hydrology work in 
slovakia, e.g. on mineral and thermal waters [15] have contributed to the understand-
ing of origin of these waters, however, temporal and spatial information has been 
missing, which could better characterize specific groundwater localities, groundwater 
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ages, infiltration areas, recharging characteristics of groundwater reservoirs, the dan-
ger of their contamination, climatic changes, etc. — all important facts for the protec-
tion and a reasonable exploitation of groundwater from the long term perspective. 

In the framework of the Iaea coordination research project on ‘geostatisti-
cal analysis of spatial isotope variability to map the sources of water for hydrology 
studies’ in 2007 we started a pilot study on the development of geostatistical tools for 
mapping the spatial isotope variability of groundwater in slovakia. the constructed 
isotope maps will be used to trace the origin of groundwater in the region, to identify 
areas where additional isotope data are required, and to evaluate, assess and better 
manage resources of groundwater in the region. In the areas where limited isotope 
data are available, new sampling campaigns and isotope analysis will be carried out 
over the slovakian territory, and new data will be merged with the compiled cen-
tral europe groundwater database. geostatistical analysis will be carried out with 
the aim of establishing temporal and spatial variations in the distribution of water 
isotopes. a new hydrological isotope database will be developed for slovakia and 
central europe on the basis of previous studies, as well as using new data collected 
in the framework of this crp. further, possibilities of contamination of the ground-
water of slovakia and their vulnerability to agricultural and industrial activities of 
neighboring countries (austria, czech republic, Hungary) will be determined. re-
gimes of groundwater in the most important reservoirs will be studied, further devel-
opments in water resources will be estimated, and recommendations will be given to 
local and regional managements. from the existing and new isotope data obtained in 
the framework of the project, as well as from other data on the isotopic composition 

FIG. 1. Map of Slovakia with Žitný ostrov (an area between the dashed line and the Danube 
River in the SW of Slovakia).
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of groundwater, it will be possible to produce isotope maps of the groundwater of 
slovakia, and, after their analysis, to gather new information on groundwater.

In the first paper of these series [15] we discussed the stable isotope distribution 
and radiocarbon ages of the mineral and thermal waters of slovakia. samples of min-
eral and thermal waters, collected mostly in southwestern and northwestern slovakia, 
were analysed for stable isotopes and radiocarbon. the obtained results contributed 
to the understanding of the origin of these waters. the apparent radiocarbon ages var-
ied within the interval of 32 000 and 9000 a, indicating that groundwater was increas-
ingly flowing mainly during interglacial periods. In this paper we report first results 
on the spatial radiocarbon and stable isotope (δ18o) variability of groundwater found 
at the žitný ostrov in the southwestern part of Slovakia. 

2. HYDROLOGY OF THE žITNý OSTROV

žitný ostrov with an area of 1200 km2 covers the territory of the danube plain 
from Bratislava at the NW to Komárno at the SE (Fig. 1). It is bordered on the north 
by the river Malý Dunaj (Small Danube), and on the east by the river Váh. The terri-
tory of the žitný ostrov is of great economical significance as it represents the largest 
reservoir of groundwater in central europe (about 1010 m3, which represents potential 
~18 m3/s). In 1987 the territory of žitný ostrov was declared the National protected 
water resources territory of slovakia. there are several groundwater sources situated 
at the žitný ostrov which deliver drinking water to Bratislava as well as to many 
other places in southwestern slovakia. 

The territory of žitný ostrov also has an important social value with several 
protected regional areas. Because of its location and good soil and climatic condi-
tions it is the most important agricultural region of slovakia. the most important 
Slovak water power plant, called Gabčíkovo (established in 1992), is also located 
on the Danube River, producing 720 MW of electricity. The Gabčíkovo water sys-
tem has considerably influenced the hydrology of the region, as well as the Danube 
River shipping conditions. The Gabčíkovo plant with Čunovo reservoir, the inlet and 
outlet canals have had positive impacts on regional groundwater conditions. due to 
the back water effect of the Čunovo reservoir, the level of groundwater in the region 
of Bratislava has increased by about 2 m, which has positively influenced all the eco-
systems in the region. 

From the geomorphology point of view, the žitný ostrov belongs to the Dan-
ube plain in which several wetplains are located. the relief is made of bottom lands, 
consisting mainly of fluvial, proluvial wetplain and eolic fluvial relief. The territory 
represents a flat terrain 136–129 m above sea level. The average precipitation during 
1951–1980 was between 528 and 580 mm. the average evaporation from the soil 
surface at žitný ostrov for the time interval between 1961 and 1990 was 450–500 
mm. a total potential evaporation was between 700 and 800 mm. from the geological 
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point of view the danube basin is divided by a system of longitudinal and transversal 
faults, separating the areas on a system of rafts, which were and still are sinking with 
different intensity. 

The groundwater regime of the žitný ostrov is a result of interactions between 
danube water (and other surface waters in the region) and groundwater in the re-
gion, as well as between precipitation and evaporation. the danube river feeds 
groundwater in the region at all its water levels at the žitný ostrov. A general trend in 
the flow of groundwater is mostly following the main rivers in the region (Danube on 
the south-west, Malý Dunaj on the north and Váh on the east). Precipitation is influ-
encing the groundwater regime especially during summer, in connection with elevat-
ed flow rates in rivers, and also by increasing the groundwater level (with different 
delays depending on the distance from the river). After operation of the Gabčíkovo 
water plant (monitoring between 1993 and 2002), groundwater levels have increased 
in the Bratislava region, at the upper part of the žitný ostrov, and in the direction to 
Malý Dunaj. A decrease in groundwater levels has been observed from the beginning 
of the inlet channel up to the end of the outlet channel (its connection with the dan-
ube river). 

3. saMples and analytIcal MetHods

the sampling strategies were determined by the main objectives of the project 
which include the development of a relational isotope database of the groundwater 
of Slovakia, determination of the catchment areas of groundwater at the žitný os-
trov, and contribution to the protection of groundwater against contamination from 
surface waters (e.g. from the water system of Gabčíkovo), from agricultural fertiliz-
ers and industrial products (e.g. oil products from the Slovnaft refinery located in 
Bratislava, and radionuclides from the nuclear power plant in Jaslovské Bohunice 
situated on the Váh River). Three sampling campaigns (2008–2010) were carried 
out, visiting over 50 boreholes. groundwater samples were taken from different ho-
rizons. Water samples for radiocarbon analysis (~50 l) were collected directly from 
the boreholes. Bicarbonates were extracted as soon as possible by precipitation with 
barium chloride. Baco3 produced was stored in polyethylene containers and trans-
ported to the laboratory [16]. during groundwater sampling in situ measurements of 
basic physical and chemical parameters (groundwater temperature, air temperature, 
pH, electrical conductivity (ec), oxidation reduction potential (eh), concentration of 
dissolved oxygen, and oxygen saturation) were carried out as well.

laboratory analyses included: analysis of stable isotopes (2H, 18o, 13c), prepa-
ration of gas fillings and 14C activity measurements. The δ18o data are reported in 
‰, relative to (Vienna standard Mean ocean Water (VsMoW). for 14c analysis of 
groundwater samples carbon dioxide was released from barium carbonate by addi-
tion of H3po4. Methane synthesized from carbon dioxide was then used as a filling 
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gas of the low level proportional counter [17, 18]. In addition to each water sam-
ple, samples of background and of radiocarbon standard (oxalic acid 14c standard 
from the national Institute of standards and technology, gaithersburg, usa) were 
also measured. 14c results are expressed as percent modern carbon (pMc) relative to 
the nIst 14c standard. all 14C data were corrected for δ13c. 

4. results and dIscussIon

Spatial distribution of δ18o in surface and subsurface waters with a longitude of 
the žitný ostrov area is presented in Fig. 2. While the bottom samples are depleted 
in δ18o values, generally below –10.5‰ (similar to the danube values), the subsur-
face core observed at around 20 m water depth shows enriched δ18o values between 
–10.0‰ and –9.5‰. However, the surface samples (up to 10 m water depth) show 
again depleted δ18o values, close to the values observed for the danube river system. 
the obtained data are in good agreement with isotope data measured for the danube 
river system (values between –10.92‰ and –12.26‰ for the danube, and between 
–0.57‰ and –11.39‰ for Malý Dunaj). As expected, the Danube river system is 
the main source of shallow groundwater observed at žitný ostrov. It is possible that 
surface and shallow subsurface waters showing enriched δ18o values may be due to 
land irrigation, which has been often used in this agriculturally heavily industrialized 
region. 

A subsurface radiocarbon profile of groundwater with a longitude of the žitný 
ostrov is shown in fig. 3. We can see a subsurface core of about 50 pMc at around 

FIG. 2. Vertical distribition of δ18O and 14C in groundwater with a longitude of the Žitný ostrov
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60 m water depth, while the surface samples up to 10 m water depth show 14c values 
above 80 pMc, representing contemporary groundwater.  

5. conclusIons

This has been a first attempt to construct isotope maps and to study the sur-
face and vertical distribution of isotopes in groundwater. More groundwater samples 
from the žitný ostrov area will be collected and analysed from surface as well as 
subsurface horizons, which will help to improve the spatial and profile density of iso-
tope data, and thus contribute to better understanding of the groundwater system on 
the žitný ostrov [19]. We hope that this new research approach will improve the ca-
pability and efficiency of using isotopic tools for deeper evaluation, more rigorous 
assessment and more efficient management of water resources in the region.
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Abstract

this study investigates the geochemistry and quantity of trace metals and naturally oc-
curring radionuclides (ra, u) in the shallow groundwater in the western part of the al Bahira 
aquifer (phosphate plateau) located in west central Morocco. groundwater is characterized by 
a wide salinity range (tds of 540 to 9286 mg/l) and shows systematic linear relationships be-
tween the major dissolved constituents. these relationships suggest that the mixing of a single 
saline source and fresh water controls the quality of groundwater. fluoride, uranium, selenium, 
and arsenic concentrations are also correlated with salinity. the activity concentrations of radi-
um-226 exceed the us-epa drinking water standard. radium-226 activity in the groundwater 
is not directly related to salinity and might be affected by other factors such as water tempera-
ture. the low ratios of the short lived ra-224 to ra-223 (~2) indicate that ra was derived from 
a uranium rich source with a low th/u ratio in the rock source, which is consistent with the u-
rich lithology of the aquifer (e.g., phosphate rocks). the high levels of contaminants found in 
the shallow groundwater samples have important health implications for the local population, 
as shallow groundwater is used for drinking water in the rural communities northwest of Mar-
rakech and these contaminants pose potential serious health problems (e.g., dental fluorosis, 
kidney disease, and bone cancer).

1. IntroductIon

the plain of al Bahira is located in west central Morocco, at 70 km north-
western of Marrakech. the aquifer is divided into three parts: eastern, central and 

1 corresponding author: lbouchaou@yahoo.fr



Tagma et al.

304

the western sections, in which this study has been conducted. In this area, the al 
Bahira plain forms a topographical depression surrounded by the Mouissat plateau 
in the west, the guentour plateau in the north and the Jbilet massif in the south 
(fig. 1-a). the stratigraphy is composed of: (1) underlying paleozoic schist outcrop-
ping in rhamna and Jbilet; (2) triassic clay; (3) upper Jurassic marls and limestone 
of (Mouissat plateau); (4) upper cretaceous marls and limestone; (5) eocene lime-
stone, marls and phosphate; and (6) neogene lacustrine limestone, conglomerate, and 
marls. the cretaceous and eocene formations dip from the north to the south, and 
bevel against the Jbilet massif [1]. 

Two aquifers have been identified in the region (Fig. 1b): (1) the shallow aqui-
fer that is composed by the alluvial formations in the eastern part and silts, sandstone, 

FIG. 1. (a) Geological map of western Al Bahira. The locations of the sampled groundwater are 
also represented. (b) Cross-section from Rehamna to Jbilet (after [2], modified).
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marls and limestone of plio-Quaternary age in the western part; and (2) the cretaceous 
aquifer composed of limestone formations that are common in nearly all the parts of 
the plain. This aquifer is unconfined where the geological formations outcrop or are 
shallow. It is captive in areas where it is overlain by thick plio-Quaternary forma-
tions. The groundwater flows to the Tassaout River situated in the extreme east [2].

this area is also known for sedimentary phosphate deposits. phosphate ore con-
tains naturally occurring radionuclides (mostly uranium) and their daughter radionu-
clides, such as radium and radon. the International atomic energy agency (Iaea) 
estimates that Morocco’s phosphate deposits contain up to 36 percent p2o5 with ura-
nium contents of 150 ppm, with local enrichment in some layers up to 500–600 ppm 
[3]. Morocco’s uranium resources in phosphate deposits were estimated at around 
6 million t, which corresponds to twice the world’s resources of uranium deposits 
[3]. Besides radioactive elements, phosphate ore contains hazardous elements includ-
ing heavy metals (As, Al, Cd, Pb, Co, Cu, Fe, Mn, Mo, Ni, Zn and Hg) and fluorine 
[4–6]. the adverse environmental impacts of these hazardous elements and radionu-
clides are of great concern as they can move to the soil or leach to groundwater and 
ultimately affect humans and animals who consume the this water. several studies 
have reported the existence of important clinical problems affecting human and live-
stock populations in Moroccan phosphate areas and have related these to high con-
centrations of some of those elements in drinking water but also in air and soil near 
phosphate plants and manufacturers [7–10]. However, the direct impact of natural 
phosphate rocks on groundwater has not yet been studied. therefore the present study 
has been undertaken to investigate the abundances of radionuclides, heavy metals 
and fluorine in groundwater associated with natural phosphate rocks of the Youssou-
fia area, and to assess their potential risk on the local population living in the region.

2. MetHods

Water samples were collected at the western part of the al Bahira aquifer. eight 
samples of groundwater from private wells and one sample from a municipal well 
were collected. the locations of the sampling points are shown in fig. 1a. the wa-
ter samples were analysed at duke university (usa) for major and trace elements 
and also naturally occurring radium. Major and trace elements were measured us-
ing inductively coupled plasma atomic emission spectroscopy (Icp-aes) and ion 
chromatography (IC). Fluoride was measured using a specific electrode and corrected 
for water salinity. radium was extracted soon after sampling (the same day) by man-
ganese fiber [11] without prefiltration. 226ra, and 224ra–223ra isotopes were deter-
mined respectively by a radon counter [12], and delayed coincidence radium counter 
[13]. Dissolved oxygen, pH, temperature and conductivity (µS/cm) were measured 
in the field.
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3. results and dIscussIon

3.1. Groundwater chemical characteristics

the salinity of groundwater is determined by the total dissolved solids (tds) 
expressed in mg/l. the groundwater of the al Bahira aquifer is characterized by 
a wide range of salinity; tds vary from 540 to 9286 mg/l. chloride content controls 
the salinity of groundwater as the cl/tds ratio can reach 0.48. the linear correlations 
between chloride and other major dissolved constituents suggest that water quality is 
controlled by a simple mixing of two endmembers: (1) saline water dominated by cl-
na type, and (2) fresh water of Hco3-ca type (fig. 2).

Fig. 2. Linear relationships between major elements and TDS in investigated groundwater. Two 
endmembers controlling the geochemistry of water are identified: saline water and fresh water.
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 The data indicate that fluoride concentrations, slightly higher than the allow-
able limit of 1.5 mg/L of fluoride recommended for potable purposes, have also been 
observed in the investigated groundwater. the geochemical analysis of the water 
samples suggests that the salinity is derived from the combination of high cations 
(mostly ca and na) and anions (cl, so4, Hco3). In particular, the extreme high lev-
els of bicarbonate (>2000 mg/l) suggests an important contribution of organic matter 
that is converted to dissolved inorganic carbon. the high concentration of nitrate sug-
gests that the groundwater originates from modern recharge possibly with an anthro-
pogenic contribution (agricultural return flows, wastewater). Since the overall salin-
ity is related to the nitrate and bicarbonate concentrations, the salinity might be due to 
the evaporation of organic and nitrate rich agricultural return flows that infiltrate into 
the shallow aquifer. thus, the chemistry of the shallow aquifer might be the result 
of a mixture of low saline recharge and saline agricultural return flows enriched in 
fluoride as it is positively correlated to TDS, chloride, calcium, magnesium, bicarbo-
nates, and nitrates, but it is negatively correlated to pH and temperature.

3.2. Trace metals contamination

table 1 shows trace elements concentration in the investigated groundwa-
ter. the maximum contaminant level for each element is also shown. the studied 
groundwater is highly enriched in several trace metals, such as boron, selenium, 

taBle 1. HeaVy Metal concentratIons, eXpressed In parts 
per BIllIon, In tHe al BaHIra groundWater

toxic elements 
Maximum contaminant levels according to WHo standards (ppb)

sample 
code

as
10

B
500

cd
3

cr
50

co
–

fe
–

pb
–

se
10

u
15

Zn
–

Mt10-35 1.94 120.48 0.09 14.15 0.48 181.22 0.00 2.59 3.09 0.09

Mt10-36 2.27 71.19 0.02 9.95 0.41 132.67 0.17 0.51 3.44 0.00

Mt10-37 1.77 118.11 0.00 12.85 0.42 162.56 0.00 3.97 3.13 108.11

Mt10-38 3.65 742.43 0.05 85.59 1.83 491.64 0.00 54.72 17.55 0.00

Mt10-39 6.94 1538.41 0.05 92.13 0.87 606.03 0.54 56.22 22.17 84.33

Mt10-40 2.33 75.29 0.00 9.81 0.44 128.22 0.00 2.51 3.67 0.00

Mt10-41 4.58 261.54 0.44 14.88 0.56 254.98 0.00 14.76 10.01 6.68

Mt10-42 2.13 83.97 0.00 9.70 0.42 150.32 0.11 1.77 3.88 45.20

Mt10-43 2.19 223.6 0.23 20.74 1.17 110.64 0.04 19.04 11.93 173.36
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uranium, zinc and chromium. the high concentrations of uranium suggest oxic con-
ditions that enable uranium moblization from the rocks. While u does not show a 
high correlation with salinity, other trace metals have strong relationships with sa-
linity, which suggests that the saline water enhances interactions with the shallow 
aquifer rocks, presumably phosphates, and results in high concentrations of these ele-
ments in the groundwater.

3.3. Radium isotopes 

the activity concentrations of radium vary from 0.05 to 1.24 pci/l for ra-223, 
from 0.12 to 2.76 pci/l for ra-224, and from 4.1 to 12.5 pci/l for ra-226. the latter 
exceeds the allowable limit of 5 pci/l usa-epa drinking water standard (fig. 3). 

the radium-226 activity in the groundwater is not directly related to salinity 
and might be affected by other factors such as water temperature (fig. 4). the ratios 

FIG. 3. The activity concentrations of radium-226, radium-224 and radium-223 in 
the investigated groundwater of the Youssoufia region.
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of the short-lived ra–224 to ra–223 are low (~2), which indicates that ra was de-
rived from a uranium rich source with a low th/u activity ratio in the rock source, 
probably phosphate rocks.

 4. conclusIons

the water quality and the quality of toxic and radioactive contaminants in 
the groundwater of the Youssoufia region of western central Morocco were assessed 
in this study. the results show that the concentrations of radionuclides, several heavy 
metals and fluoride in the groundwater exceed the allowable drinking water limits for 
potable utilization and suggest possible sources of these elements. If the groundwater 
from the study site is used for drinking water for an extended period, these elements 
could exert adverse effects on human health.
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FIG. 4. Relationships between radium-226 and TDS (a), and between radium-226 and 
temperature (b).
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Abstract

this contribution reports the results obtained in the Iaea tc project Mar/8/007, 
initiated in 2007. fourteen boreholes were sampled during three sampling campaigns (rainy 
season, winter and summer): analyses include major ions, trace elements, stable isotopes 
(δ2H, δ18O and δ13c) and a microbiological assessment (tc and E. coli). results indicate that 
groundwater quality is generally good. recharge mostly occurs in the central plateau area, but 
the increase in nitrates along the groundwater flow and the common presence of E. coli indi-
cate that a minor recharge occurs all over the aquifer’s extension. Infiltration is rapid and fa-
voured by the presence of vertical fractures in the basalts. discharge occurs at a lower altitude 
and is marked by a different stable isotope content and lower nitrates. In addition to validating 
the general groundwater circulation model, these results show that aquifers are not adequately 
protected against a possible input of pollutants from the surface.

1. IntroductIon

the hydrogeology of basaltic aquifers is a vital topic for water resources man-
agement in many locations around the world, especially in developing countries and 
volcanic islands [1]. Mauritius is heavily dependent on groundwater for drinking pur-
poses: 50% of that demand is satisfied by the system of aquifers. The consumption 
of water for domestic purposes is about 200 litres per person per day. the growth 
of industrialisation, the flourishing tourism industry, the increasing use of chemical 
fertilisers and pesticides, coupled with other human and land based activities may all 
have an impact on the island’s groundwater resources. as the demand for water in 
Mauritius increases, the risk of groundwater pollution from municipal and industrial 
wastes rises. It is therefore deemed imperative to characterize the groundwater sys-
tem and identify existing or potential sources of groundwater contamination.
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Isotopic studies on the island funded by the agency date back to 1976. In 1991–
1992, an extensive survey of the isotopic content of the rain, surface and groundwater 
of the island was carried out in order to assess whether its variability could be used as 
a tool in groundwater research [2]. the variability of oxygen-18 and deuterium in rain 
was found to be high, and the patterns showed some regularities. High δ18o values 
were obtained during the winter season, when there is low rainfall, and low δ18o values 
during summer (high rainfall). In addition, when the rainfall is low, a slight increase in 
δ18O values due to the evaporation effect is observed. The comparison of δ18O and δ2H 
values from groundwater and from rainfall indicated that groundwater in Mauritius is 
mainly recharged during the summer season. Indeed, the δ18o values of groundwater 
were found to be typical for summer rain, that is δ18o <–2‰. the previous studies con-
cluded that the regularities and the variability of stable isotopic content of surface and 
groundwater potentially allowed for the application of isotope techniques in water re-
sources development in Mauritius. With this background and with the quest to identify 
contamination sources of groundwater, the project Mar/8/007 was initiated in 2007. 

the western aquifers of Mauritius were chosen as a study site, following 
the concern raised about the degradation of the groundwater quality in some selected 
boreholes. The investigation aims to define groundwater quality, assessing the pos-
sible interconnections between aquifers, identifying pollution sources and validating 
the general groundwater circulation model. 

the western aquifers of Mauritius, also known as aquifer I and II, extend from 
the plateau area in the centre of the island, with a mean elevation 550–700 m a.s.l, 
to the sea. The aquifers are constituted by basaltic lava flows, and more specifically 
by two superposed basalt layers (recent basalts and intermediate basalts), of similar 
hydraulic conductivity, separated by a thin (< 10m) and discontinuous layer of weath-
ered clayish rocks, behaving as an impermeable layer [3]. It is believed that the aqui-
fers are recharged in the central plateau area, where precipitation is higher than 2500 
mm per year. discharge occurs close to the sea, at a lower altitude, where numerous 
springs are present. at flic-en-flac, a submarine discharge area has been extensively 
studied in the past also with the involvement of the Iaea (see e.g. ref. [4]). 

fourteen boreholes tapping aquifer I and II were sampled during three campaigns 
(rainy season, winter and summer) and analysed to provide a hydrochemical characteri-
zation (major ions, phosphates, fe and al) and a microbiological assessment (tc and 
E.Coli). Stable isotope analyses (δ2H, δ18O and δ13c) were performed by the Iaea.

2. results

2.1. Hydrochemistry

conductivity increases from 0.15 ms/cm, close to the recharge area, to about 0.4 
approaching the sea. The increase in groundwater mineralization is testified by several 
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parameters (silica, magnesium, calcium), all likely to be of natural origin, since they 
are derived from the basaltic rocks by water-rock interaction [1, 5]. the two aquifers 
are not significantly different from the hydrochemical point of view. Water level meas-
urements in static conditions could not be performed. nevertheless the borehole depth 
does not exceed 125 m, and therefore borehole elevation can be used as a proxy to 
indicate groundwater flow. Fig. 1 shows the observed trends of the main constituents 
in groundwater from aquifer I and aquifer II, all gradually increasing downgradient. 

exceptions to these general trends are observed for BH573 (an industrial well of 
a textile factory), and for boreholes located in telfair (BH521 and BH531). differences 
mainly concern the chloride and sodium content. In the case of BH573, the presence of 
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FIG. 1. Observed trends (arrows) of the main constituents in groundwater from Aquifer I 
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these substances is likely to be related to the industrial activity. In the case of the telfair 
area, treated wastewater from the textile industry was used in the recent past for field 
irrigation. the increase in conductivity, na and cl of groundwater is also associated 
with a marked acidification, therefore excluding a marine origin for this contamination.

unfortunately, the general trend of mineralization increases with distance from 
the recharge area cannot be attributed solely to natural water–rock interaction and point 
source pollution. Indeed, a comparable increase in nitrate content is also observed, 
indicating a widespread input of this constituent coming from the surface. nitrate-n 
concentrations reach 8.8 mg/l in the borehole BH247a (eau Bonne), approaching 
the limit set for human consumption (10 mg/l). nitrate contents appear to be lower in 
aquifer II than in aquifer I, at comparable altitudes. this difference cannot be attribut-
ed to land use, which is not significantly different between the two aquifers, but rather 
to the higher protection of aquifer II with respect to inputs from the surface. Indeed, 
the geological map of the island shows a widespread presence of weathered interme-
diate basalts in the area of aquifer I extension ([3]). the origin of this nitrate input is 
presently unknown, and multiple sources may exist, as testified by different ratios of 
nitrates to sulphates content (fig. 2) and the presence of E. coli in several samples [6]. 

another exception to the general trends is observed for borehole BH827 (pal-
myre), showing a lower mineralization and nitrate content. this borehole is located 
close to a major fracture affecting the aquifers. It is therefore possible that an upwelling 
of deeper, less contaminated water occurs along the fracture.

2.2. stable isotopes

stable isotopes of the water molecule in groundwater from aquifer I and aquifer 
II are rather homogeneous, ranging from –3 to –4‰ in δ18o and from –9 to –20‰ in 
δ2H. groundwater data mostly plot above the gMWl (fig. 3). these results are in 
good agreement with those presented by ref. [2] both on rainwater and on ground-
water samples. the possible position of the local Meteoric Water line is indicated in 
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FIG. 2. A: Nitrates and sulphates in groundwater from Aquifer I (diamonds) and Aquifer II 
(squares). B: Same as above, where circles indicate samples where E.Coli was detected.
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fig. 3. groundwater samples showing an enrichment caused by evaporation are those 
collected in the Telfair area. These boreholes are affected by the use of industrial efflu-
ents for field irrigation, treated prior to reuse by aeration. Also the isotope composition 
of the Eau Bonne well (only during summer) falls in the field of evaporated water. In 
this case, a contribution from a small reservoir located uphill, either by leakage or by 
infiltration of the reservoir water used for irrigation, can be envisaged. 

The distribution of δ18o ratios vs altitude (fig. 4) shows two different slopes, 
indicating enrichment along the flow down to about 250 m a.s.l., and depletion at 
lower altitudes. This confirms the upwelling of deeper water, circulating in the inter-
mediate basalts. Indeed this altitude, according to the hydrogeological cross section 

FIG. 3. Stable isotope composition of groundwater from Aquifer I and Aquifer II.

FIG. 4. δ18O variation with altitude in Aquifer I and Aquifer II.
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(fig. 5), is where natural discharge of the aquifers occurs, favoured by the presence 
of fractures and by the absence of the impermeable layer separating the recent from 
the intermediate basalts. This finding is in agreement with the low nitrate content dis-
played by borehole BH827 (fig. 1).

δ13c data range from –20 to –3‰, with large seasonal variations. the most de-
pleted values are found close to the recharge area, while the more enriched values prob-
ably reflect the soil CO2 signature determined by sugar cane cultivation.

3. conclusIon

Aquifer I and Aquifer II are not significantly different in their hydrochemical and 
isotopic composition, and a possible lateral interconnection between the aquifers can-
not presently be assessed using these tools. groundwater quality is generally good, as 
testified by a low mineralization. Point source pollution problems have been identified 
in an industrial well (BH573) and in the telfair boreholes, which are affected by an 
input of treated industrial wastewater used for field irrigation. A diffuse pollution prob-
lem, testified by a nitrate accumulation along the groundwater flow, is also identified. 
this seems to mostly affect aquifer II, aquifer I being more protected by the wide-
spread presence of weathered intermediate basalts at the surface. recharge mostly oc-
curs in the central plateau area, but the increase in nitrate contents and the presence of 
E. coli indicate that a minor recharge occurs all over the aquifer’s extension. Infiltration 
is very rapid, as also indicated by ref. [2], which detected a phase shift of 1–2 months 
between the isotopic variation in groundwater and rainfall, and attributed the shift to 
the time of infiltration through the unsaturated zone. The water table can be reached by 
contamination even at depths of greater than 20 metres, probably because of the basalt 
vertical fracturing. discharge of deeper water, circulating in the intermediate basalts, 
occurs at lower altitude and is marked by different stable isotope contents and lower 
amounts of nitrates. all data indicate that, although groundwater is generally of good 
quality, the aquifers are not adequately protected against a possible input of substances 
from the surface. therefore the use of treated wastewater of industrial origin for irriga-
tion should be carried out with great caution, by assessing the performance of the treat-
ment process and the fluid quality prior to its use.

the results of the project show how the issue of groundwater monitoring is 
important to tackle the long term evolution of groundwater quality and to imple-
ment correct remedial actions in a timely fashion. this requires the establishment of 
a groundwater monitoring network covering all the aquifers of the island, especially 
since new industrial plants will be settled on the island in the future. In this regard, 
the work performed so far is an excellent starting point. sampling campaigns should 
be performed on a regular basis and the investigation should be extended to the other 
aquifers of the island. 
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during the ongoing phase of the project, nitrogen isotope analyses are being 
performed to identify the origin of dissolved nitrates, verify the beneficial effects of 
the implementation of the sewage collection system and provide indication on the long 
term sustainability of agricultural practices. the contaminated boreholes in telfair are 
also being kept under surveillance; indeed, the use of treated industrial effluents for 
irrigation has been discontinued and monitoring will help to assess the recovery of 
groundwater quality. finally, the investigation now includes another aquifer (aquifer 
V) located in the northern part of the island, an area mostly devoted to agriculture and 
suffering form water shortage during summer. 
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Abstract

this paper presents the results obtained by the public utilities corporation (puc), with-
in the framework of an Iaea tc project, which aims to evaluate the potential of the la digue 
aquifer. several monitoring activities and hydrochemical and isotopic surveys have been con-
ducted. results indicate the presence of brackish water at shallow depths, and low redox po-
tentials, attesting to the presence of H2s and heavy metals. groundwater quality is affected by 
the concomitant presence of different adverse factors, namely aquifer characteristics, hydro-
geology, and anthropogenic pressure. In addition, seawater penetrates the river course during 
high tides and infiltrates through the recharge area of the aquifer that is close to the actual 
pumping station. the positioning of non return high tide gates, an easy and low cost interven-
tion, could enhance groundwater quality. the understanding of the main processes affecting 
groundwater quality helped in the identification of areas favourable for new wells, located at 
higher elevations.

1. IntroductIon

la digue is the fourth largest inhabited island of the seychelles, lying east of 
praslin and west of felicite Island. the island is only 14 km², with most of its surface 
covered by tropical forests of unparalleled beauty. the steep hill slopes, reaching 
333 m a.s.l., are predominantly granitic rocks. In the western part, an oval shaped 
plateau covers a surface area of  1.87 km², with a mean elevation of 3.5 m a.s.l. 
(fig. 1). the plateau is bordered to the east by the sea and to the west by two rivers 
collecting surface runoff from the hills [1]. the population of about 2000 inhabitants 
mostly lives in the west coast villages of la passe and la réunion, in the plateau 
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area. the main economic activities of the island are tourism and, to a smaller extent, 
agriculture.

traditionally, the seychelles Islands mostly rely on rain and surface water 
for human consumption. In the case of la digue, rain water cannot be stored be-
cause of the lack of a suitable topographic setting for dam siting. therefore, despite 

FIG. 1. Location of the investigated boreholes in the La Digue plateau area.
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the high precipitation (averaging 1250 mm/a but reaching up to 2400 mm/a in wet 
years) the island needs to integrate its water supply using groundwater (about 50% of 
the annual consumption) conjunctively with surface water, supply from the desalina-
tion plant and unconventional sources such as rainwater harvesting.

the increasing demand for good quality water for human consumption and for 
the economic development of la digue is the main challenge faced by puc. fol-
lowing the request of the local counterpart,  the Iaea initiated in 2007 a tc project 
aimed at evaluating the potential of the La Digue aquifer. More specifically, the pro-
ject objectives are: (a) to understand the reason of the groundwater’s undesirable 
characteristics, namely its elevated hardness and odour, and its rapid decline in qual-
ity in recent years; (b) to support the local human capacity in setting up a monitor-
ing programme to keep groundwater quality evolution under control; (c) to assist in 
the identification of suitable areas for the location of a new pumping station; (d) to 
evaluate the possibility of increasing recharge by favouring fresh water infiltration 
and injection of treated water produced by the planned wastewater treatment plant.

2. Hydrogeology

the exploited aquifer is constituted by quartz sands and gravels, covered by 
calcareous sands and gravels, with the total thickness of the deposits varying from 
12.5 to 17.5 m. It is mainly recharged by local infiltration on the plateau area and by 
the rivers bordering the plateau to the east. several boreholes were drilled on the is-
land to prospect for water [2, 3]. pumping tests conducted during these surveys in-
dicate transmissivities ranging from 300 to 800 m2/day, depending on the location, 
higher close to the ridge and lower on the sea side.

3. MetHods

In the frame of this study, three expert missions have been conducted, a set of 
monitoring activities has been implemented and several hydrochemical and isotopic 
surveys have been carried out. the investigation focusses both on groundwater and 
surface water, comprising:

(1) Monthly monitoring of the water level and main hydrochemical parameters 
(temperature, conductivity, pH, eh and dissolved oxygen) in wells and piezom-
eters. This activity is performed to assess the seasonal fluctuations of the fresh-
water–marine water interface, and estimate the amount of freshwater stored 
underground.

(2) three sampling campaigns for groundwater hydrochemical and isotopic char-
acterization. Hydrochemical determinations are major cations and anions, and 
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trace elements (po#, Fe and Mn). Isotopic determinations include δ2H, and 
δ18o to provide information on recharge, subsurface evaporation and seawater 
intrusion. Additionally, δ13c is determined in order to clarify the role played 
by decomposing organic matter. groundwater dating is performed using 14c. 
the results of this activity provide information on the factors affecting ground-
water quality, i.e. apportion between seawater intrusion, water–rock interaction 
processes and anthropogenic pollution.

(3) sampling and characterization of river water, using the same hydrochemical 
and isotopic parameters analysed in the groundwater. This activity defines 
the quality of the water recharging the aquifer. 

(4) assessment of the inland penetration of seawater through the river channels 
and in the marsh area, by measuring the main hydrochemical parameters (tem-
perature and conductivity) of the river water as a function of the distance from 
the sea and of the tides, in order to estimate the influence of seawater penetra-
tion and its possible negative effects on groundwater quality.

4. results and dIscussIon

electrical conductivities measured in boreholes are high, ranging from 0.4 to 
more than 30 ms/cm, and tend to increase with depth. dominant ions are ca or Mg 
and bicarbonate for low mineralized water, while na and cl dominate in highly min-
eralized water. at the end of the rainy season, groundwater isotopic composition is 
rather uniform (δ18O = –3.23  ±  0.19‰ and δ2H  =  –16.4  ±  1.7‰ vs sMoW, n = 17) 
indicating a common recharge area. at the end of the dry season, some samples ap-
pear to be affected by subsurface evaporation (fig. 2a). 14c activities range between 
77 and 98 pmc (n = 5), indicating that groundwater in the aquifer is modern.

Hydrochemical results indicate that the la digue aquifer indeed hosts ground-
water of poor quality. the presence of brackish water is detected at shallow depths 
and also far inland. In addition, redox potentials are generally low, indicating 
the presence of H2s and heavy metals. groundwater quality is likely to be affected by 
the concomitant presence of different adverse factors, namely (1) the  hydrogeologi-
cal setting, (2) the poor aquifer characteristics, and (3) human pressure.

4.1. The hydrogeological setting

In the plateau area, the water table depth is 0.80 to 1.5 m below ground sur-
face and only 1–2 m above sea level. contour maps indicate that, during the rainy 
season, the aquifer is recharged by local infiltration and by the two rivers border-
ing its east side [2]. seawater intrusion in groundwater is marked by the presence 
of na and cl showing the same ratio as in seawater (fig. 2b). at the end of the dry 
season, deep water extracted from the pumping station (BH7) accounts for almost 
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50% contribution of seawater, based on the chloride mass balance, while at the end 
of the rainy season the proportion is reduced to 30%. Since the pumping station is 
located far inland, it raises the question of the route of seawater into this well. 

It was observed that seawater penetrates along the ends of the river during high 
tides. In the past, the river mouths were equipped with non-return high tide gates 
(Ht1 and Ht2 in fig. 1) which would allow excess fresh surface water to discharge 
into the sea but prevent seawater from penetrating inland. unfortunately in the nine-
ties the gates ceased functioning and were never replaced. In addition, over the years, 
most of the streams feeding the rivers were abstracted to satisfy drinking water needs, 
further reducing the freshwater recharge of the aquifer. conductivity measurements 

FIG. 2. Hydrochemical and isotopic characteristics of sampled water. BH — borehole, followed 
by a number and a letter (t — top, i — intermediate, b — bottom) referring to depth; MS — 
sample collected in the marsh area (Mare Soupape); OW — open well (see Fig. 1 for locations). 
Full symbols — end of the rainy season (April 2009); empty symbols — end of the dry season 
(October 2008); diamond — seawater; dashed line — seawater mixing trend.
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performed with increasing distance from the sea, at low tide, indicate that the river 
water is still highly saline and stratified. Brackish water floods the marsh area located 
east of the L’Union Reserve (MS in Fig. 2), and is not fully flushed away even during 
heavy rain events, thereby infiltrating in the recharge area of the aquifer that is close 
to the actual pumping station. sulphates contained in seawater are likely reduced to 
H2s by the presence of organic rich layers, imparting to groundwater its odour. 

4.2. The aquifer characteristics

The shape of the plateau area indicates an origin by infilling of a shallow coastal 
lagoon (fig. 1), and the aquifer is constituted by coarse sand, derived from the erosion 
of the granite relief, covered by carbonate sediments, derived from the dismantling of 
the barrier reef [2]. the dissolution of carbonates is marked by a strong excess of ca 
(fig. 2c) and a different ca/Mg ratio with respect to diluted seawater. In addition, 
a large amount of continental or marine organic matter is contained in the aquifer ma-
trix, imparting a reductive character to infiltrating rain water, as testified by the low 
eh values measured and by the strong smell of H2s. the presence of decomposing 
organic matter is also marked by low δ13c values and an inverse relationship with 
the ca content (fig. 2d). data suggest that the increase in acidity due to the oxidation 
of the organic matter is buffered by calcite dissolution (arrow in fig. 2d). the process 
is evident in groundwater abstracted in the main pumping station (BH7), which is 
slightly acidic, very hard and shows, in addition, an elevated concentration of heavy 
metals (fe, Mn and al). treatment by aeration and mixing with water from the de-
salination plant cannot completely overcome these water quality problems, necessi-
tating the siting of new wells (indicated as W1 and W2 in fig. 1).

4.3. Human pressure 

the plateau area presently hosts most of the small hotels and tourist facilities 
of the island. sewage water is not collected and households are only equipped with 
soakaway and septic tanks. the solid waste disposal site located to the east of Ht1 
(fig. 1) is not properly managed, and no recycling programme (paper, plastics, glass) 
is in place on the island. during the rainy season, the water table level rises, often 
causing the tanks to overflow. Despite the strong anthropogenic pressure, nitrates are 
not commonly observed among the main groundwater constituents, possibly because 
the low redox potential favours denitrification. The isotopic composition of dissolved 
nitrates analysed in groundwater from BH1 clearly indicates an origin from leaking 
septic tanks (δ15N = –11‰ vs AIR, δ18o = +3.5‰ vs sMoW); indeed, this borehole 
is located close to households. on the other hand, nH( is frequently found in ground-
water. Its isotopic composition (δ15n = –1.2 and –1.5‰ vs aIr) is compatible with 
an origin from decomposing natural organic matter hosted in the aquifer matrix.
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5. conclusIon

this study was successful in identifying the main factors impacting on ground-
water quality in the la digue aquifer. this has ultimately led to the proposition of 
an easy and low cost intervention to ameliorate the quality of water extracted from 
the existing pumping station, such as the repair of the high tide gates located at 
the river mouths. furthermore, the rivers have to be dredged so that they can hold 
more flood waters, and hence serve two purposes of flood mitigation and recharge of 
the aquifer.

Areas favourable for new wells have been identified using three criteira, name-
ly (i) the potential for significant groundwater of reasonably good quality, (ii) the po-
tential for recharge of wells from freshwater sources, and (iii) the ease of integra-
tion of these wells to existing pumping stations and sedimentation facilities.  two 
sites which meet these criteria were identified, located east of the rivers and far from 
the marsh area, at higher elevation with respect to the plateau area (W1 and W2 in 
fig. 1). the aquifer there, although possibly of reduced thickness, is mainly consti-
tuted by sands coming from the erosion of the granitic ridge. groundwater extracted 
from the open well located close to al2 shows an acidic pH (6.65), a low conductiv-
ity (0.33 mS/cm), a reduced hardness, and a δ13c isotope ratio typical for recharge 
areas (oW in fig. 2d). 

finally, due to its unfavourable natural characteristics and anthropogenic pres-
sure, the use of the plateau aquifer as a storage facility is not without major draw-
backs. rainwater harvesting is an important low cost alternative water source that 
should be implemented with the support of the government. In addition, in order to 
preserve groundwater quality, a sewage collection system should be constructed to-
gether with a sewage treatment plant, whose location has been identified by PUC. 
To further enhance recharge of the aquifer, treated effluent from the plant could be 
injected through recharge wells on the strip of land indicated as rIW in fig. 1. the re-
injection wells will assist in mitigating the saltwater intrusion wedge from the sea. 
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Abstract

the guaraní aquifer system (gas) is the largest aquifer in south america. previous 
regional hydrochemical and isotopic studies suggested that discharge may occur at wetlands 
and reaches of the Paraná and Uruguay Rivers. Preliminary findings of a project aimed at veri-
fying the discharge hypothesis on the southern gas region are presented. the hydrochemical-
isotopic composition of 17 samples from surface and groundwater in that area were analysed. 
some waters showed chemical facies and isotopic (stable isotope and carbon-14) signatures 
similar to the formerly identified as GAS+pre-GAS formations. Admixtures between modern 
and gas+pre-gas waters were found at depths between less than 100 m and 200 m. a 96 m 
deep well located near the Iberá lagoon showed chemical and isotopic composition indicating 
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presence of GAS waters. The hydraulic gradient favours upward flow near the wetlands, but 
surface waters seem to originate from local recharge. Investigations continue, incorporating 
222rn and new sampling sites.

1. IntroductIon

the guaraní aquifer system (gas) is a transboundary aquifer occupying 
southeastern Brazil, northwestern uruguay, eastern paraguay and a portion of north-
eastern argentina covering some 1 200 000 km2 and underlying the río de la plata 
drainage basin in south america (fig. 1). It is characterized by great variations of 
relief and diverse climates. the gas constitutes a strategic water reserve for the four 
countries. due to the extraordinary and unplanned increase in aquifer exploitation 
for diverse uses in the past 30 years, knowing how the aquifer functions is crucial for 
establishing rational water management plans to assure sustainability. 

a multidisciplinary working team recently concluded the ‘environmental pro-
tection and sustainable development of the guaraní aquifer system’ project [1], 
financed by the Global Environment Facility of the World Bank (GEF–WB) and 
the International atomic energy agency (Iaea), with the support of the four coun-
tries. the project involved a great effort in data acquisition and integration with exist-
ing data. However, the resulting hydrogeologic conceptual model is still not robust 
enough.

two of the fundamental aspects for the aquifer characterization that carry great 
uncertainty are the magnitude of the recharge and the location and magnitude of re-
gional discharges. In the construction of the regional groundwater flow model [2], 
different plausible hypotheses were analysed, mainly related to structural features, 
aquifer properties and flow system, all typified by a great uncertainty regarding their 
occurrence and magnitude. numerical results could not reduce the uncertainties about 
the magnitude of flows, nevertheless they suggested that a portion of the discharge in 
the south could occur through selected reaches of the Paraná and Uruguay rivers and 
their tributaries, and perhaps, through the Iberá wetland system in the southern part 
of the aquifer within argentina (fig. 1).

2. descrIptIon of tHe study area

The GAS sedimentary sequence consists of aeolian, and fluvial weakly cement-
ed sandstones beds of upper Jurassic–lower cretaceous age deposited in parts of 
the tectonic Paraná Basin and Chaco–Paraná Basin [3]. Sandstones range in thickness 
from a few metres in outcropping areas along western and eastern aquifer bounda-
ries, to more than 600 m at the center of the basin. Upper Cretaceous basalt flows as 
thick as 1500 m and varying degrees of fracturing/fissuring cover 90% of sandstone 
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deposits. the stratigraphic sequence completes with Quaternary post-gas sediments 
unevenly distributed in space. Fig. 2 shows a simplified longitudinal geologic profiles 
drawn in the ne-sW direction [4]. In areas of Misiones and corrientes provinces 
(argentina), the basalt thickness reduces, providing opportunities for the occurrence 
of discharge/recharge zones. 

The GAS ranges from unconfined to semiconfined in recharge areas, becom-
ing increasingly confined towards the centre due to the thickening of overlying ba-
salts. two main geological structures have exerted a control on aquifer thickness 
and depth, influencing regional groundwater flow. One of them is the Asunción–Rio 
grande arch shown in fig. 2. other tectonic structures and numerous volcanic dykes 
cut cross the aquifer, but despite these important discontinuities on the local scale, 
the gas is considered to be a continuous groundwater body across the entire region 
(see Fig. 2). Regionally, groundwater flows from the northeast toward the centre of 
the sedimentary basin and then south. local recharge/discharge systems have been 
clearly identified in outcropping areas while regional discharge areas are uncertain. 
In this work it is assumed that short reaches of the Paraná and Uruguay rivers and 
the Iberá wetland area located in the southern region of the aquifer could receive 
gas water. the study area, in ne argentina, comprises Misiones and corrientes 
provinces. 

The Iberá wetland system overlies a large Pliocene-to-present alluvial fan of 
the Paraná River. The wetland substrate is formed by fine to coarse quartz sands with 
silt and clay layers corresponding to alluvial sand bars, eolian dunes and fluvial beds. 
abandoned beds of anastomosed streams are occupied by large, very shallow and 
mostly ne-sW elongated lagoons. the system covers 13 200 km2. to the north and 
northeast of the Iberá system the sandy formations overlie basalts (Serra Geral for-
mation) with sandstone intertraps (solari formation), which deepens to the sW; to 
the west and south they underlie silts and fine sands of the Fray Bentos and Par-
aná formations. The prevalent hydrological model indicates that the Iberá wetland 
receives mostly pluvial water, with some shallow groundwater discharge. the whole 
system drains to the SW, discharging into the Corriente River which, in turn, flows 
into the Paraná River. The homonymous Iberá lagoon is the most important, covering 
52.1 km2. galarza lagoon, with its 14.6 km2, is also a main water body. Water depth at 
main lagoons ranges from 1.8 to 3 m [5].

FIG. 2. Simplified GAS stratigraphic longitudinal profile (modified from Ref. [4])
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3. fIeld data

In August–September 2009 a field campaign was performed. Seventeen sam-
ples were collected: 6 groundwater samples in Misiones, 3 groundwater samples in 
corrientes and 7 surface water samples (four from a spring and its close surround-
ings, one at the mouth of a wetland draining creek into the galarza lagoon, one at 
the south part of galarza lagoon and one at a channel draining into the galarza la-
goon. data collection points are indicated in fig. 3. chemical analysis was performed 
for all samples as well as the determination of δ18O, δ2H, 14C, δ13c and 3H.

4. results

the objective of the study is to identify the presence of gas water in the col-
lected samples, then the main chemical characteristics of the gas waters are sum-
marized [6].

In the GAS, three basic types of water were identified: (1) hydrochemical fa-
cies [ca/Mg]–Hco3, always found at outcropping areas; (2) hydrochemical facies 

FIG. 3. Location of sampling points.
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na–Hco3, found in confined areas of the GAS but near outcropping regions; and 
(3) hydrochemical facies na–[so4/cl]Hco3, found in confined areas but usually far 
from recharge areas, or in areas with significant fracturing. Within the facies Na-
Hco3 two subgroups were distinguished: (a) with cl>so4, (b) with cl<so4. Within 
the facies na-[so4/cl]Hco3 three subgroups were distinguished: (a) with cl>so4, 
(b) with cl<so4 and, (c) with a clear dominance of either cl or so4 . 

therefore, the main conclusions extracted from the gas project were: 

(1) Waters from the na–Hco3 type are associated with gas sandstone formations. 
the most typical processes within the gas would be ionic exchange of ca and 
Mg in solution for absorbed na and carbonate dissolution. 

(2) Waters from the na-Hco3 type but with so4>cl are associated with gas but 
they already have some mixture (difficult to quantify) with more saline forma-
tions underlying the gas, at least in the study area. 

(3) Waters from the na-cl type are associated with gas waters that have a higher 
degree of mixture with more saline formations underlying the gas. 

(4) little information exists, or at least has been compiled about the chemical com-
position of pre-gas formations.

 The first step was to draw Piper diagrams (Fig. 4) and Schöeller diagrams. 
Chemical types described in Fig. 4 were identified in relation to GAS waters. 

FIG. 4. Piper diagram of Iberá-Misiones water samples collected in Aug–Sep 2009.
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FIG. 5. 14C versus well depth in groundwater samples collected in NE Argentina.

FIG. 6. Relationship between δ18O and δ2H groundwater samples collected during the Aug–Sep 
2009 field campaign
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of all samples, only rincón del diablo, the southwesternmost sample to the south 
of the wetland, seems to represent present recharge water (ca–Hco3 type), without 
chemical or isotopic composition modifications that could be attributed to mixing 
with gas water. nonetheless, it is more saline than typically expected. Isotopically, 
it doesn’t seem to be enriched by evaporation, therefore its saline nature may reflect 
a different cause/origin.

according to the isotopic signature, surface waters from Manantial galarza 
(galarza spring), arroyo yacaré and its surroundings are probably present, local re-
charge waters. the rest of the samples seem to be either mixtures between present 
waters and gas water (some even with a pre-gas component), or mixtures of gas 
and pre-gas waters. 

Wells that show a mixture of recent water and gas water are: san Ignacio, 
Alem and San José in Misiones Province; El Timbo and Pellegrini Tanque at Iberá, 
corrientes province. except for the pellegrini tanque well, the recent origin of these 
groundwaters is confirmed by the high carbon–14 activities, sometimes exceeding 
100%, indicating they are present day waters (see Fig. 5). However, the ionic ratio 
na/cl >1 in all samples, indicating the contribution of waters whose cationic con-
tents are modified through ionic exchange. This is more clearly seen as an indicator 
of GAS waters, but is most probably the result of locally recharged waters flowing 
through silty and clayed formations, very common in the Iberá shallow substrate. 
Alem in Misiones, and El Timbo, in Iberá, also show SO4/cl >1, which is more clear-
ly seen as an indicator of contribution from pre-gas waters. an analysis of 14c for 

FIG. 7. Relationship between δ18O and 14C groundwater samples collected during the Aug–Sep 
2009 field campaign.
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el timbo is not available, nonetheless it is expected to have a signature coherent with 
these waters. 

fig. 5 also includes deep gas wells in Misiones (cerro azul, posadas and 
Oberá). Surprisingly, Col. Pellegrini (or Pellegrini tank), a 90 m well near the Iberá 
lagoon, has a similar 14C and δ2H isotopic composition as these wells located about 
200 km away. according to the low 14c content, the absence of tritium and the low 
values of δ18O and δ2H, it is very old water. Hydrochemistry indicates moderately 
saline water of the na-cl type. However, the ionic ratios na/cl and so4/cl, pH, tem-
perature and a minor presence of tritium, among other indicators, suggest that the wa-
ter has a modern water component. Besides, δ18O and δ2H values are somehow heav-
ier than expected, if these waters were as old as the others sampled (see explanation 
below and fig. 5 and 6). the hypothesis proposed here is that these are gas waters 
and pre-gas waters evaporated near the water surface, with the presence of a small 
proportion of recent water.

these water mixtures between gas water and recent water are found at vari-
able depths, between <100 m and 200 m, in both Misiones Province and in Iberá, 
corrientes province (fig. 7). 

Wells in Misiones (alem, san José and san Ignacio) are located at the water 
divide between the Paraná and Uruguay rivers (see Fig. 3), and these two rivers may 
receive discharge from deep, old waters. The depth of El Timbo well in Iberá is un-
known, but this well captures waters chemically and isotopically almost identical to 
those from alem and san José wells, located 200 km to the ne. the well at col. pel-
legrini is about 96 m deep. at the time of sampling, the piezometric level at this well 
was above the surface water level surveyed at Iberá lagoon at a point 200 m away 
from the well. This vertical hydraulic gradient would favor upward flows in the area, 
from GAS-like waters towards the Iberá wetland system. In light of this promising 
result and the objectives of the project, field data collection and analysis must be in-
tensified to verify this main conclusion.

5. conclusIons

results of undergoing hydrochemical and isotopic investigations of groundwa-
ter and surface water in Misiones and corrientes provinces in ne argentina, and their 
relationship to the guaraní aquifer system waters allow to conclude that some wa-
ters sampled during the 2009 campaign in SW Misiones Province and near the Iberá 
wetland in corrientes province have chemical facies that can be assimilated to gas 
waters. this, plus the waters’ isotopic composition, allows us to propose the hypoth-
esis that many samples show the influence, i.e. evidence of mixture, of GAS waters 
as well as pre-GAS waters. The findings at Col. Pellegrini well in terms of its water 
composition and vertical hydraulic gradients in relation to the nearby Iberá Lagoon 
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would favour upward flows in the area, from GAS-like waters towards the Iberá wet-
land system. 

In light of these promising results and in relation to the objectives of the project, 
field data collection and analysis must be intensified to verify this main conclusion.
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Abstract

In the present paper the spatial distribution and temporal evolution of the saline intru-
sion in the most important aquifer of Havana province is presented. results were obtained 
through the application of hydrochemical and isotopic tools. studies were carried out within 
the framework of the Iaea regional project rla/8/041. the survey was carried out in 2008 
during the dry and rainy seasons. sampling points were selected according to a monitoring net-
work located along the north–south line following the main groundwater flow direction. Stable 
isotopes (2H and 18o) were used to identify and characterize the groundwater origin and mix-
ing processes. changes in the chemical composition of groundwater were shown to be mainly 
controlled by the groundwater and seawater mixing process, followed by cation exchange re-
actions and a Ca–Mg precipitation process due to the strong influence of the costal wetland. 
a gradual decreasing of the spatial and temporal saline intrusion was observed.

1. IntroductIon

With a longitude approximately of 120 km and a width of 25 km the aquifer lo-
cated in the south coast of Havana Province provides about 85% of the water supply 
for drinking, domestic, industrial and agricultural uses. the climate is characterized 
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by the occurrence of two well differentiated seasons: a dry period in winter time and 
a wet period in summer. the mean monthly temperature ranges from 24.7 to 26.0 ºc. 
the mean annual precipitation is reported to be between 1300 mm and 1700 mm of 
which almost 77% occurs in the period of May to October [1].

due to the presence of the caribbean sea, the karstic nature of the aquifer 
and its overexploitation, marine intrusion phenomena have been documented [2]. 
the highly developed karstic stage of this region, the existence of a permeable red 
ferralitic soil and poor superficial drainage are responsible factors leading to the di-
rect infiltration of rainfall in the mountain area, causing this area to be the main re-
charge mechanism. the above-mentioned indicates that the recharge is conditioned 
by the rainfall pattern.

In a previous paper, a hydraulic transmissibility varying between 5000 and 
50 000 m2/d and a permeability coefficient of about 1.45 10–2 m/s was reported by 
González T. O. and R Feitó [2]. These properties allow a high use of this aquifer 
(pumping rates are about 100–300 l/s).

a fundamental aspect that characterizes and controls the hydro-geological sys-
tem of this aquifer is the existence of an adjacent wetland throughout the whole coast, 
with a width of 2 to 5 km. the hydro-geochemical conceptual model of the aquifer is 
presented in fig. 1.

the high volumes of water extraction (3.2 m3/s for domestic and industrial 
use and about 3.5 m3/s for agricultural uses) during the last 80 years, together with 
the building of a drainage channel, as well as the decrease of the rainfall, led to a de-
crease of water resources in this sector of the aquifer, and consequently, to seawater 
intrusion. at the end of the 1980s, the greatest values of extraction were reached in 
this territory, increasing the sea intrusion in the aquifer even more. as part of the cor-
rective action plan the south dike of Havana [3] was built in the area.

FIG. 1. The hydro-geochemical conceptual model of the aquifer.
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this paper reports the results obtained during the spatial and temporal evolution 
of the marine intrusion phenomena in the most important aquifer of Havana province 
using hydrochemical and isotopic tools.

2. MetHods

2.1. Field survey

The selected area of study (Artemisa–Quivicán) belongs to the South Aquifer 
of Havana and is located between the following coordinates: n 320–350 and W320–
380, covering about 1200 km2, with absolute altitude ranging between 0 and 324 m 
a.s.l. and an average topographic elevation of 38m.

However, the survey was only based on the area most affected by the sea intru-
sion. the sampling points are located along a north–south line, following the main 
direction of groundwater flow, and an east–west line, close to the Caribbean Sea 
coastline, enclosing the area of the sea intrusion phenomena reported in previous 
studies. the selected wells have enough depth and have been completely grooved. 
table 1 shows the geographical coordinates, sampling depth, topographic altitude 
and the distance of each well to the sea. fig. 1 shows the survey location at the end of 
the dry (april–May) and the wet season (november–december) of 2008.

sampling depth was selected according to the patterns of in situ electric con-
ductivity values in each well. the rainfall samples were collected on a monthly base 
in the Quivican municipality (fig. 1). a 250 ml sample collector was used during 
the dry season campaign while a submergible pump was employed for the campaign 
during the rainy season. In the latter case, more representative results were obtained 
and therefore most of the reported results of this study refer to this campaign.

2.2. Hydrochemical analysis

the measurement of physical and chemical parameters was made according to 
the following approach:

• In situ: electrical conductivity logging up to a depth of about 60 m, as well 
as temperature, salinity and total dissolved solids;

• In the field: Alkalinity, electrical conductivity, sample temperature, air tem-
perature, pH, and dissolved oxygen;

• laboratory: alkalinity, electrical conductivity, sample temperature, pH, 
water hardness, major components (ca2+, Mg2+, na+, K+, cl–, so#), no!, 
and some heavy metals (Zn, cd and pb).
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the quality of the analytical results was evaluated according to the uncertainty 
of the ionic balance:
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2.2. Instruments and methodologies

samples were collected using a submergible pump model comet combi 
24V–4a. a level meter model Kll 100 m, and gps model unit trex summit were 

taBle 1. saMplIng poInts data

sample Wells depth. (m) altitude (m)
distance to 
the sea (km)

M1, M2 camacho 20, 40 6 5.50

M3 santa ana 10 4.90 4.80

M4, M5 cala 10 10, 20 1.97 4.14

M6, M7, M8 alvaro Barba 8, 15, 26 2 2.95

M9, M10, M11 sotolongo díaz 15, 30, 40 10.86 9.00

M12, M13, M14 Buffon 15, 30, 40 7.22 12.00

M15, M16, M17 el punto 30, 40, 53 18.27 13.40

M18, M19, M20 fajardo 40, 52, 58 32.18 15.00

M21, M22, M23 amaros 28, 45, 55 23.53 14.60

M24, M25 rancherita 30, 45 20.12 14.50

M26, M27, M28 el Junco 8, 20, 30 5.56 6.11

M29 güiro Marrero 30 27.57 12.20

M30, M31, M32 la Juanilla 10, 25, 40 4.88 6.70

M33 dam la ruda 0.50 — —

M34 ariguanabo river 0.25 — —

M35 reservoir guira 0.50 — —

M36 Wts * 0.25 — —

M37 reservoir pedroso 0.50 — —

M38 caribbean sea 0.50

M39 raingauge — — 17.05

*Wts fresh water transfer system Havana–Matanzas.



IAEA-CN-186/109

341

used as well. In situ ec was measured with a portable tetracom 197i conductim-
eter coupled with a multiparameter electrode model ta 197 lf–100. pH was meas-
ured with a consort p902 pH-meter. the determination of chemical constituents 
and trace metals was performed in the analytical chemistry laboratory of ceaden 
whereas the second campaign samples were analysed in cIeMat, spain.

the rainwater sample represented a weighted annual sample and was collected 
in the pre-mountainous region where most of the aquifer recharge takes place [4 ,5]. 

2.3. Isotopes in precipitation

the stable isotopes of oxygen and hydrogen are generally considered to be con-
servatively transported in shallow aquifers. Because rainwater quickly infiltrates into 
the ground due to its hydrogeological characteristics, no significant evaporation of 
rainwater occurs before or after infiltration. Therefore, groundwater oxygen and hy-
drogen isotope data can provide important information on the salinization processes 
in the coastal aquifers [6].

as there is not enough data on the isotopic composition of the rainfall in cuba, 
a Global Meteoric Water Line was used (δ2H = 8 δ18o + 10‰) [7]. the stable iso-
topic analysis was made in a stable isotope mass spectrometry laboratory at unaM, 
Mexico. a finnigan delta plus Xl spectrometer and a thermo finnigan Mat 253 
spectrometer were used with relative uncertainties of 2‰ and 0.2‰ for deuterium 
and oxygen-18, respectively 

data evaluation and interpretation was performed using surfer (Version 8.0), 
Mapinfo (Version 8.0 csp), Microsoft®excel, 2007 and Modelagua (Version 1.0, 
2001) [8] software packages. 

FIG 2. Piper diagram of groundwater sampled along a North-South line at depth of 10 m (a)
and 20 m (b).
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3. results and dIscussIon

In general, the analytical quality of the results (physical parameters and chemi-
cal composition) was suitable, having errors of less than 10%, according to Eq. 1.

the piper diagram was only employed to carry out the interpretation of the sa-
linity origin of the 10 and 20 m depth wells located on the north–south line flow. 
fig. 2 shows that the salinity of the water samples is mainly due to a simple mixture 
of fresh and seawater [9].

fig. 3 shows the values of the theoretical and real ionic ratio of Mg/ca ver-
sus the seawater mixing percentage [10, 11], thus the majority of the samples rep-
resent a simple mixing process of seawater. However, for a mixing fraction higher 

FIG. 3. Relationship between mixing fraction (%) and the rMg/rCa ratio.

taBle 2. d IonIc Values for groundWater saMples

sample
dist. sea

(km)
depth
(m)

Mixing 
fraction

(%)
d na d ca d Mg d so4 pH

M6 3.0 8.0 3.2 –2.3 1.4 –0.5 –0.7 7.35

M7 3.0 15.0 31.1 –15.4 –3.1 –8.5 –2.6 8.78

M8 3.0 26.0 29.6 –17.5 –1.5 –8.8 –2.9 9.15

M4 4.1 10.0 5.0 –2.7 2.4 –2.6 –0.6 7.5

M5 4.1 18.0 23.4 –16.5 –1.0 –11.5 –8.7 7.94

M2 5.5 40.0 5.9 –3.5 2.5 –1.6 –0.4 7.55
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than 3% a hardening process is taking place. This ionic exchange is mainly seen in 
samples M5 and M8, located near the sea, and also in M2, M4 and M6 collected at 
the greatest depths.

 the result from the sample M7 sample might indicate an increase of Mg con-
tent due to dolomite dissolution. However, for a proper interpretation of this process, 
the use of d ionic is required (table 2).

for samples M2, M4 and M6 the hardening phenomenon corresponds with 
the following ionic exchange process: na2X + ca2+ Û caX + 2na+ [12].

the lower values of d so4 seen in samples M5, M7 and M8 reveal a strong in-
teraction with the wetland. In this case, the sulphate reduction due to bacterial activ-
ity increases the bicarbonate content. this process is followed by calcium and mag-
nesium precipitation caMg(co3)2 due to the high pH values. this approach explains 
the high negative values obtained for d ca and d Mg. these values are in agreement 
with those reported by other authors in a previous study [13].

the hydrochemistry of some minor elements, such as Br and sr, is a good 
marker of the mixing between fresh water and seawater. the cl/Br ratios have been 
used to distinguish salinity of marine and non-marine origin. Because Br and cl are 
relatively conservative in hydrological systems, the cl/Br ratio should be constant 
when salinization of fresh water occurs by simple mixing of seawater if there is no 
anthropogenic contamination. the red discontinuous line in fig. 4 represents the val-
ue of this theoretical relationship for seawater.

the evaluation of the relationship rcl/Br vs cl indicates that the salinization of 
these groundwaters mainly results from mixing with seawater [14].

In the previous figure it is also observed that the sea intrusion phenomena 
are more significant on the wells nearest to the coast (M5, M7 and M8) and that 

Ariguanabo River

Urban refuse Seawater 
intrusion

Surface water

FIG. 4. rCl/Br vs Cl content.
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presumably the origin of the salinity of the samples M2 and M4 are related to urban 
solid refuse. 

In order to evaluate the sea intrusion behaviour during the last ten years, 
the depth at which tds values are higher than 1 g/l were plotted for the years 1998 
and 2008. fig. 5 shows an improvement of groundwater quality. the deviation ob-
served between sotolongo díaz and el punto denotes the presence of an active water 
extraction area, producing a vertical flux of the seawater intrusion.

3.1. Environmental isotopes

The results of δ2H and δ18o analyses during the sampling campaigns of 2008 
are presented in figs 6–8. fig 6 shows that surface waters describe an evaporation 
pattern, with enriched values of δ2H and δ18o. However, in the second campaign, dur-
ing the wet season, this process is less significant. 

In figs 6 and 7 an overlap of the evaporation line and the mixing line is ob-
served. thus, a proper interpretation of the recharging process in the aquifer is trou-
blesome using this type of diagram (δ2H vs δ18o).

In general, the environmental isotope analysis demonstrates that the groundwa-
ter respond to a pattern of meteoric origin modified by the mixture phenomenon with 
seawater.

these results suggest that the change in the isotopic composition of these wa-
ters is also influenced by recharge water from another origin, even though this well is 
the nearest to the coast. on the other hand, groundwater discharge takes place in this 
area, where the wetland has a considerable effect [15].

FIG.5. Depth and distance to the coast of the isoline of 1 g/L TDS, from 1998 to 2008.
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FIG. 6. δ2H vs δ18O for samples collected in May 2008.

FIG. 7. δ2H vs δ18O, sampling campaign December 2008.
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The groundwater from Camacho exhibits a similar isotopic fingerprint to 
that observed in the samples collected from alvaro Barba at 26m, with values slightly 
below the mixing line (fig. 8). camacho well is located near to the sea intrusion 
boundary in the east part, at approximately 11 km from the studied north–south pro-
file (see Fig. 1). This result suggests that the waters in this area could have a different 
origin.

The relationship between the chloride content and δ18o values corroborates that 
the origin of groundwater is due to a fresh water–seawater mixing process. the main 
recharge of the aquifer is subject to rainfall in the region. Moreover, these results 
agree with previous ones obtained for the alvaro Barba site.

4. conclusIons

the combination of hydrochemical and isotopic tools allowed the assessment 
of the marine intrusion evolution in the coastal aquifer of the Havana province. 
the isotopic composition of groundwater revealed the freshwater–seawater mixing 
process that takes place in the studied area. the measured 2H and 18o data for the aq-
uifer south-east zone, suggests a contribution of water from different recharge sourc-
es. a spatial and temporal improvement of the water quality has been observed over 
the last 20 years in the south aquifer of Havana.

FIG. 8. Relationship between δ18O and Cl–(meq/L) values (campaign December 2008).
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Abstract

The Artemisa–Quivicán Basin is located in the southern sector of the province of Ha-
vana, cuba. this basin contains the most important aquifer of Havana province. It has a length 
of nearly 120 km and is 25 km in width. recharge depends on the precipitation regime and rain 
infiltrates in a considerable proportion due to the intense development of karstic features. This 
aquifer is used for water supply to population, industry, and irrigation and is affected by over-
exploitation and risk of contamination by saline sea intrusion. the main objective of this study 
is the isotope and chemical characterization of the aquifer and the delimitation of the area in-
fluenced by saline intrusion. Groundwater and river water are of the calcium bicarbonate type 
except those with evidence of mixture with saline water. groundwater exhibits a variable pro-
portion of mixture with seawater, indicating the presence of the saline intrusion.

1. IntroductIon

The Artemisa–Quivicán basin is located in the southern sector of the province 
of Havana, cuba (fig. 1). It is known as the south Basin (‘cuenca sur’). the south 

1 present adress: centro de estudios aplicados al desarrollo nuclear (ceaden), cuba
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Basin is the most important aquifer of Havana province and it has a length of 120 
km and is nearly 25 km in width. recharge depends on the precipitation regime and 
rain infiltrates in a considerable proportion due to the intense development of karst. 
this aquifer is used for water supply to population, industry and irrigation and is 
affected by overexploitation, depletion and risk of contamination by anthropogenic 
action and saline sea intrusion. from the economic point of view, this area is one of 
the most important agricultural zones and one of the main aqueducts that provide 
water to Havana city (south Basin aqueduct) is located here. this investigation was 
supported by an International collaboration project represented by cpHr, cuba, and 
IngeIs, conIcet-uBa, argentina. the main objective of this work is the isotope 
and chemical characterization of the aquifer and the delimitation of the sector influ-
enced by saline intrusion.

2. geologIcal and HydrogeologIcal settIng

Artemisa–Quivicán is an open basin (interconnected with the sea), occupying 
an extension of 487 km2. the drainage network is poor due to karst development. 
The main stream is Ariguanabo River, that infiltrates at San Antonio de los Baños 
site (Fig. 2, Sample point 12). Groundwater flow is mainly N-S, discharging into the 
Batabanó gulf.

FIG. 1. Location map.
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the climate is tropical, moderated by trade winds, and is distinctly divided into 
a dry season (november to april) and a rainy season (May to october). the annual 
average temperature ranges between 24.7 and 26.0 ºc. the annual average precipita-
tion is around 1400 mm, mostly occuring during humid months (80%) and extraordi-
nary events like tropical cyclones and hurricanes. 

the upper portion of the aquifer (up to 200 m) is represented mainly by the Mid-
dle Miocene, intensely karstified limestone of the Guines formation. The lower por-
tion (up to 500 m depth) is represented by the Lower Miocene, karstified and clayey 
limestone of Cojimar formation. The aquifer is generally unconfined.

2. MaterIals and MetHods

Water sampling was carried out using an optimized monitoring network (table 
1, fig. 2). from february, 2008, to february, 2009 water samples were collected once 
a month from 11 wells and the Ariguanabo River, and for a first approach, samples 
from a rainy season month (october 2008) and from a dry season month (february 
2008) were analysed. precipitation and sea samples were also collected. temperature, 
pH and electrical conductivity were determined in the field. Major elements were 
determined by conventional methods at the cuban enast laboratory (empresa de 
Análisis y Servicios Técnicos Generales) and the Agroambiental Laboratory of IN-
geIs. It was very complex to obtain monthly seawater samples so published data 
was used [1]. environmental isotopes (2H and 18o) were determined using high-preci-
sion laser spectroscopy off-axis integrated cavity output spectroscopy [2] at IngeIs 

FIG. 2. Map showing the location of sampling sites.
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laboratories. samples with high salt content were analysed by IrMs. deuterium in 
water samples was processed by the procedure indicated in ref. [3] and 18o was de-
termined using the methodology of Refs [4] and [5], modified by Ref. [6] at INGEIS. 
Isotope ratios were measured with a triple collector multiport inlet system mass spec-
trometer Finnigan MAT Delta S. Results are expressed in the usual way, as δ (‰), 
defined as δ = 1000 (Rs-Rp)/Rp ‰, where δ: isotope deviation in ‰; S: sample; P: 
international reference; r: isotope relation (2H/1H, 18o/16o). Values are referred to 
Vienna standard Mean ocean Water (V-sMoW) [7]. uncertainties are ±0.3 ‰ for 
δ18O and ± 1.0‰ for δ2H.

the rainwater isotope composition was evaluated using monthly compos-
ite samples from one collector installed in san gabriel town (station H–268, sample 
point 14, table 1, fig. 2). these measurements are supplemented by meteorologi-
cal information such as mean surface air temperature and amount of precipitation. 
this information allowed us to estimate the input function (rain isotope content) of 
the area.

taBle 1. saMple poInts locatIon

no sample point code geographical coordinates depth
(mbsl)

altitude 
(m)n W

 1 albertina Hsc-537 22° 51´ 16.2” 82° 26´ 37.3” 85 49.89

 2 san agustín Hsc-566 22° 46´ 10.8” 82° 22´ 07.5” 100 23.25

 3 güiro Marrero Hsc-565 22° 47´ 28.4” 82° 22´ 23.2” 97 27.57

 4 fajardo Hsc-539 22° 48´ 58.7” 82° 26´ 47.7” 58 32.18

 5 amaros Hsc-530 22° 48´ 54.7” 82° 28´ 20.1” 90 23.53

 6 sta ana Hsc-545 22° 43´ 35.5” 82° 27´ 29.4” 11 5.70

 7 rancherita Hsc-523 22° 49´ 15.9” 82° 30´ 13.2” 75 20.12

 8 el punto Hsc-540 22° 48´ 09.7” 82° 26´ 39.6” 60 18.23

 9 cajío Beach — —

10 alvaro Barba Hsc-546 22° 42´ 31.5” 82°28´ 04.4” 34 1.87

11 s. antonio de los Baños Hsc-521 22° 52´ 59.9” 82° 30´ 17.6” 19 49.52

12 ariguanabo  river r 22° 53´ 11.9” 82° 30´ 00.2” — —

13 sotolongo díaz Hsc-542 22° 45´ 49.0” 82° 27´ 02.6” 42 10.86

14 pluviometric station H-268 22° 48´ 55.0” 82° 27´ 46.1” — 21
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4. results

4.1. Chemical composition

fig. 3 shows the piper diagrams for groundwater samples (p), ariguanabo river 
(r12) and seawater collected on february 2008 and october 2008. seawater is of 
the sodium chloride type. Most of the groundwater and river water samples are of 
the calcium bicarbonate type, but some show a mixture of fresh and seawater types 
(february 2008 samples p10, p6, p5 and p2, and october 2008 samples p13, p13b, 
p10, p8, p8b, p6, and p2). the compositions of the latter vary depending on the mix-
ing ratios. 

4.2. Isotope Composition

Figure 4 exhibits a conventional δ18O vs δ2H scatter plot of all samples, 
the Global Meteoric Water Line, δ2H = 8 δ18o + 10‰ [8], the ariguanabo river, 
the weighted isotope contents of rain in 2008, the individual rains and the caribbean 
seawater. the isotopic composition of groundwater and river water show a meteoric 
origin. although the rain isotope record is short, covering about one year of sampling 
at present, a wide range of values was measured (–7.3 to –1.2‰ for δ18o and –49 to 
+1‰ for δ2H). The weighted average precipitation is δ18O = –2.8‰ and δ2H = –13‰.

Groundwater shows values between –3.4 to –2.4‰ for δ18o and –18 to –13‰ 
for δ2H. the isotope composition of the ariguanabo river varies between –2.9 and 
–2.3‰ for δ18O and between –15 to –11‰ for δ2H. In general, sample values are 
slightly enriched and they fit on an evaporation line. However, not all samples ful-
fill the evaporation pattern, probably due to mixing mechanisms. Caribbean Seawa-
ter values are positive and they were obtained from a measured sample and from 

FIG. 3. Piper diagrams.
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the literature [9]. the relationship between 2H and 18o provides a clear indication of 
the mixing process between fresh water and seawater along the straight line of the two 
mixing poles, with fresh water of the aquifer at one end and seawater at the other end 
(fig. 4). In this case, the slope of the line connecting the aquifer and seawater is 
similar to the line that is based on the evaporation process. the relationship 18o vs 
chloride of waters samples corroborates the effect of the mixing process (fig. 5).

FIG. 4. Scatter plot δ18O vs δ2H.

FIG. 5. Chloride vs δ2H for samples collected in October 2008.
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5. conclusIons

Isotope and chemical results indicate the meteoric origin of waters. Most of 
the groundwater and river water samples are of the calcium bicarbonate type, but 
some of them exhibit variable proportions of mixture with seawater indicating 
the presence of the saline intrusion. samples were only obtained across a perpendicu-
lar line to coast, thus it would be interesting to:

(1) check more wells along an east–west transect in order to delimit the extension 
of the saline intrusion; 

(2) replace damaged wells;
(3) evaluate the chemical and isotopic composition of other potential saline sourc-

es, such as irrigation canals, lakes, etc;
(4) Maintain water precipitation collection for isotope measurement in order to 

construct a local water line; 
(5) continue monitoring the water levels and electrical conductivities.
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Abstract

The geochemical and isotopic (δ2H, δ18O, δ13C, δ15nno3, δ18ono3) characterization of 
the Bou areg aquifer (north Morocco) based on samples collected during two surveys in no-
vember 2009 and June 2010 allowed the identification of runoff from the mountain regions 
and agricultural return flows as the main sources of aquifer recharge. The high salinization 
of the aquifer is not only due to the intensive agricultural activities but it is also associated 
with the natural quality of the catchment. the isotopic signal of dissolved nitrates allowed for 
the identification of two main sources of nitrogen in the system: (i) fertilizers and (ii) manure 
and septic effluents. The study, framed within the UNESCO-IHP sub component of the Stra-
tegic Partnership for the Mediterranean Large Marine Ecosystem, represents the first isotopic 
investigation of the area and will serve as a basis for the promotion of robust science based 
management practices in the region.
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1. IntroductIon

urban and coastal areas in arid and semi arid regions mainly rely on ground-
water resources. the continuous utilization of coastal aquifers to respond to human 
needs can give rise to a deterioration of natural ecosystems, already threatened by 
climate changes, with possible severe effects on human health and wellbeing. In par-
ticular, incessant withdrawal can lead to overexploitation problems (if abstraction 
exceeds natural replenishment rates) and possible associated saline water encroach-
ment. In addition, salinization problems might be related to other potential sources 
that must be defined and understood with the aid of appropriate hydrogeochemi-
cal techniques [1] to design a sustainable groundwater management programme in 
the long term.

Within the strategic partnership for the Mediterranean large Marine ecosys-
tem, unesco-IHp subcomponent (Management of coastal aquifer and groundwa-
ter), this work applies hydrogeochemical and isotopic tracers to define groundwater 
recharge and salinization in the pilot case study of the Bou-areg aquifer [2]. the 
results will provide criteria to support science based water management practices.

2. sIte descrIptIon

the Bou-areg coastal plain is located on the Mediterranean shore of Morocco, 
close to the spanish enclave of Melilla. the climate of the region is mainly semi arid, 
but with a general high level of humidity due to the proximity to the sea. the domi-
nant winds have a W–sW direction from november to May and an e–ne direction 
from May to october [3]. there is no regular rainy season, and regional precipitations 
are mainly related to atlantic perturbations, with an average of about 300 mm/a [4].

the catchment area covers a surface of about 190 km2, and it is limited 
by the gourougou volcanic massif (nW), the Beni-Bou-Iffrour volcanic mas-
sif and the Kebdana range (se). the area is also characterized by the presence of 
the so-called lagoon of nador, which covers a surface of about 115 km2. the lagoon 
is located in the plio-Quaternary catchment basin of Meilla-nador. the northern part 
of the plain is dominated by the presence of minerals such as calcium plagioclase, 
silica, olivine and pyroxene coming from the gourougou mountain, while the soils of 
the southern part are rich in quartz, calcite and clays. In particular, the clay fraction is 
dominated by illite and chlorite [5], which generally characterize areas at weak pedo-
logic evolution, as young soils or, as in this case, arid and semi arid regions.

the hydrological network is constituted by numerous rivers with temporary 
flow (oueds) and only few permanent ones (the most important of which is the se-
louane oued). some oueds directly discharge in the lagoon of nador contributing, to-
gether with the underground water flow, to its freshwater and sediment inputs, while 
all the others do not reach the lagoon because of flow reduction due to evaporative 
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loss or infiltration in the aquifer. In addition to surface water contribution, sewage 
and wastewater inputs are also present and are mainly associated with the urban and 
suburban settlements on the lagoon shore (se: Kariat arekman; nW: Beni-enzar).

3. MetHods

two sampling campaigns performed in november 2009 and June 2010 al-
lowed for the collection of 40 groundwater samples from private wells in the Bou-
areg aquifer and of two spring samples located close to the lagoon shore. In situ 
measurement involved pH, eh, electrical conductivity, groundwater temperature and 
alkalinity. chemical analyses of water samples were performed at the hydrochemi-
cal laboratory of cnr-Igag (Montelibretti, Italy) (november 2009 campaign), and 
at the hydrochemistry laboratory of the earth sciences department of the univer-
sity of pavia, Italy (June 2010 campaign), using ion chromatography. trace elements 
analyses (B, li, sr) were performed at the earth sciences department of the pavia 
university, Italy, using an Icp-aes Jobyn yvon 24. Br analyses were performed at 
the cnr-Igg (pisa) using ion chromatography (dionex 100). samples for stable iso-
tope analysis were collected and prepared according to standard procedures [6]. all 
gases were analysed on a finningan™ Mat 250 Mass spectrometer at Iso4 s.n.c., 
turin, Italy.

4. HydrogeocHeMIcal results and dIscussIon

Groundwater samples in the Bou-Areg area are mainly classified as the 
sodium-chloride type, with the more enriched waters located in the downstream area, 
close to the lagoon. the two springs show a chemical composition close to that of 
groundwater, but with a clear influence of lagoon water, suggesting the occurrence 
of mixing processes. In addition, the groundwater chemical composition is also influ-
enced by water–rock interaction processes. High alkalinity values registered for most 
of the wells might reflect elevated concentrations of dissolved inorganic carbon in 
the aquifer, typical of open system conditions. 

all the samples collected in the Bou-areg aquifer show strong salinization, 
confirmed by the high concentrations of both Na and Cl (Fig. 1). As a general feature, 
aquifer salinity increased from november 2009 to June 2010, possibly because of 
higher leaching of the unsaturated zone, thus recharging the underground system with 
more dissolved salts [7]. In fact, the salts remobilization from the unsaturated zone 
is a phenomenon of particular relevance in arid and semi-arid regions, where, after 
heavy rain episodes, the infiltration is more rapid and stronger. 

the chemical composition of dissolved salts in groundwater is slightly different 
from that of seawater, due to differences in the hydrochemical processes occurring 
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in those systems. this explains why most of the samples plot above the freshwa-
ter–seawater dilution line (fig. 1). only few samples have a composition coherent 
with the progressive dilution with seawater, thus suggesting the possible existence of 
old seawater intrusion or presence of connate water [4, 8] interacting with the recent 
recharge in this sector of the aquifer. the aquifer appears to be mainly recharged by 
mountain runoff. Besides, other sources of local recharge are altering the chemical 
composition of the studied groundwater, creating a complex system where apportion-
ing natural processes and anthropogenic perturbation is difficult. In this case, iso-
topes can help to better define the origin of recharge and salinity.

4.1. Groundwater recharge

stable isotopes of water molecules (fig. 2) deviate from both the global Me-
teoric Water line (gMWl, [9]) and the local Meteoric Water line (lMWl, [10]) 
suggesting the occurrence of evaporative processes prior to recharge and mix-
ing with external saline sources [6]. The samples that are more enriched in δ18o (> 
–5‰) also show relatively higher concentrations of chloride (> 1000 mg/l) and dis-
solved nitrates (> 50 mg/l). this, associated to the extensive agricultural practices in 
the area, suggest that agricultural return flows is another important recharge source in 

FIG. 1. Plots of sodium versus chloride concentration (in mmol/L) for the samples collected in 
the Bou-Areg aquifer. The dashed grey line represents the seawater dilution trend.
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the aquifer [11]. on the other hand, wells with relatively high oxygen-18 values and 
low chloride concentrations might be associated with mixing with an already evapo-
rated solution (e.g. the irrigation channel water). 

4.2. Groundwater salinization

to better understand the pollution sources in the aquifer and the associated re-
charge process, δ13c was studied. By comparing carbon-13 and oxygen-18 (fig. 3) 
one can notice that the isotopic signal of the oxygen is more uniform, meaning that 
the waters are affected by the same fractionation processes (evaporation in the aqui-
fer, evaporation during the irrigation processes and water recycling), whereas the car-
bon isotopic signature is more variable due to interaction with the carbonates system, 
soil organic matter or pollutants. two groups of samples can be distinguished: (i) 
wells of group a (fig. 3) have a more negative isotopic signal, typical of local re-
charge remobilizing pollutants in the unsaturated zone, thus changing the isotopic 
composition of carbon-13, and (ii) wells of group B, showing a tendency towards 
more positive carbon-13 values. this can be coherent with processes of carbonate 
dissolution (δ13c of marine carbonate ~ 0‰) in intensively irrigated areas; in fact, 
as carbonate is dissolved, δ13cdIc will evolve to more enriched values. of course, 
how far it evolves and the rate of carbonate dissolution depends on the ‘openness’ of 
the system, therefore on the soil co2, and possible interaction of photosynthetic up-
take (fixation of CO2 by c3 or c4 plants [6]). for example, c4 plants (e.g. common 

FIG. 2. Water stable isotope content in the Bou-Areg aquifer. Triangles highlight the isotopic 
composition of the two spring samples. Black and dashed grey lines represent the Global 
Meteoric Water Line [9]and the Local Meteoric Water Line [10] respectively.
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agricultural plants like sugar cane, corn and sorghum) have δ13c ranging from –10 to 
–16‰, thus coherent with the signal of the Bou areg water samples.

Experimental findings confirm that for most of the samples the high salinity is 
given by the coexistence of dissolution processes of evaporative rocks and carbon-
ates from Miocene substratum water–rock interactions, and human impacts due to 
agricultural return flows. The latter represent the main contribution to groundwater 
salinization, especially in the central part of the aquifer, as well as one of the main 
causes of the general increase in nitrate concentrations.

FIG. 3. Isotopic signal of the groundwater in the Bou-Areg aquifer. Plot of δ13C (‰) versus δ18O 
(‰). See text for explanation.

FIG. 4. Isotopic composition of dissolved nitrates δ15N (‰) for groundwater and spring water 
samples in the Bou-Areg aquifer. Bubbles dimensions are proportional to the concentration of 
dissolved nitrate (modifed after Ref. [12]).
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By comparing the obtained isotopic data for groundwater of the Bou-areg aq-
uifer (Fig. 4), with the isotopic composition of δ15nno3 in manure, septic system ef-
fluents (10–15‰) in soil organic matter (~ 5‰) and fertilizers (~ 0‰, [6]), two main 
sources of nitrogen input to groundwater can distinguished. two wells, located in 
the suburbs of the city of nador and showing the highest dissolved nitrates concen-
trations appear to be clearly affected by pollution from manure and septic effluents 
systems (~ +12‰), while the other two, located in the central part of the plain, have 
a signal coherent with mineral fertilizers (~ +4‰), thus explaining their high potas-
sium concentrations. as a general feature, most of the wells appears to be a mixing 
between these two main sources. despite the fact that their isotopic signal is compat-
ible with the one of soil organic matter (δ15n ~ +4 to +10‰), the mixing origin is 
more coherent with nitrates concentration quite above the 50 mg/l [6]. for the other 
wells, mixing processes seem to occur thus affecting the isotopic signal of dissolved 
nitrate, and the same process appears evident for the two springs.

5. conclusIons

Multi-tracer investigation of the Bou-areg coastal aquifer allowed for a clearer 
definition of the main sources of groundwater recharge and salinization. Results from 
this work confirm that human activities are strongly altering the natural character-
istics of the Bou-areg coastal aquifer. this is mainly associated with groundwater 
exploitation for irrigation practices, and the combined pollution of fertilizers, manure 
and septic effluents. The improvement of groundwater exploitation, together with 
the enhancement of sanitation structures and wastewater disposal, will allow the con-
siderable amelioration the quality of the subsurface waters and a better response to 
climatic and environmental changes in the area.
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Abstract

salt extraction in rio Maior (central portugal) is unique in the sense that salt is exploit-
ed from a very saline (134 g/l nacl) terrestrial spring. this spring receives its salt through 
meteoric water circulation from nearby hills along a shallow salt diapir. this is shown using 
δ37cl, as the composition in dug wells between the mountains and the saline spring is com-
parable, while δ37Cl in a well to the east is significantly different. Unlike seawater this spring 
contains nearly pure NaCl, giving us the opportunity to determine δ37cl values in a natural salt 
precipitating system beyond the point where (in seawater) potassium and magnesium chlorides 
start to precipitate. δ37cl values were determined from brines and by precipitating salt in salt 
pans with different evaporation stages. fractionation of up to 1‰ was found. to complement 
these natural data, evaporation/precipitation experiments are currently being conducted under 
controlled laboratory conditions. first results of these experiments indicate that during contin-
ued evaporation and precipitation δ37cl continues to decrease.

1. IntroductIon

salt for human consumption can be produced by a number of different process-
es. at the largest, industrial scale, it is produced using underground dissolution min-
ing of large fossil salt formations, such as the Zechstein in the netherlands [1]. on 
a much smaller scale it is produced by evaporating seawater in salt pans along coasts 
where the (summer) temperature is high enough to evaporate the water and precipi-
tate the salt. as seawater does not consist of pure nacl, and contains considerable 
amounts of K, Mg and so4, which tend to precipitate after nacl [2], precipitation of 
salt from seawater has to be stopped before these K, Mg and so4 salts start to pre-
cipitate. In rio Maior (central portugal) a very saline spring (‘fonte da pipa’/‘fonte 
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da Bica’) is found, and at least since 1177 [3], but probably for a much longer period, 
it has been used for the extraction of salt. the spring, which is actually a well with 
its water level at 3.98 m below the level of the salt pans, contains water with a total 
of 134 g of salt per litre, of which 97% is NaCl, and is referred to in the literature by 
the two earlier mentioned names, ‘fonte da pipa’ and ‘fonte da Bica’ [4]. to produce 
the salt the water is pumped from the well into preconcentration basins, after which 
it is guided into shallow concrete salt pans where the solution is evaporated until dry-
ness, which in this case is possible as the solution is a nearly pure nacl brine.

Very close to the saline spring, one of them as close as 100 m, several fresh 
water wells are found. given the proximity of these wells to the saline spring we 
expected to see some influence of the saline spring into these wells. As there is a very 
large salinity difference between these freshwater wells and the saline spring there 
must be a very sharp boundary between the hypersaline and fresh water bodies under-
ground. As the fresh waters are used for watering the fields, pumping large amounts 
of it could disturb the equilibrium between the two systems, a situation that should 
be avoided. This justified a study of these systems (saline vs dilute), especially as 
the geochemistry of this unique system has never been studied before.

chlorine stable isotopes are used in this study as they are a good proxy of evap-
oration and precipitation of salt from brines, both marine and terrestrial [5–7]. cl 
isotopes fractionate during the precipitation of salt, but do not fractionate during dis-
solution. Any influence from the saline spring in Rio Maior on groundwater should 
be indicated with δ37cl values which are comparable to that of the saline spring. If 
the δ37cl of a groundwater sample is clearly different, a different origin of the chlo-
ride can be concluded. In this paper we show that in the case of rio Maior we see 
influences from the saline spring in shallow groundwater. As the spring of Rio Maior 
contains nearly pure nacl we also studied the cl isotope fractionation during pre-
cipitation of the salt in the salt pans. In this case we would expect a relatively large 
fractionation, as no K and Mg chlorides, which show only little fractionation [5], will 
precipitate.

2. MaterIals, MetHods and results

2.1. sampling

Samples have been taken during two one day field trips on the 15th of July 
and the 29th of September of 2009. During the first field trip the saline spring and 
the evolving salt precipitates and brines were sampled, while during the second field 
trip the fresh water wells around the saline spring were sampled.
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taBle 1. MaIn cHaracterIstIcs of tHe Water and salt saMples

sample type
δ37cl 
(‰)

temp 
(°c)

pH
cond. 

(ms/cm)
tds 
(g/l)

Na+Cl as % 
of tds

poço 1 freshwater well –0.33 19.9 7.05 1.171 0.855 13

poço 2 freshwater well –0.25 17.4 7.54 1.324 0.881 34

poço 3 freshwater well –0.21 20.7 7.35 1.087 0.722 27

poço 4 freshwater well +0.10 20.0 7.43 0.829 0.550 20

f. da pipa saline spring –0.22 19.1 6.86 167.1 134 97

rM2
Brine in precon-
centration basin

–0.18 24.5 7.54 226 238 98

rM3
Brine in precon-
centration basin

–0.15 24.4 7.58 224 228 98

rM4
Brine in saltpan 
after ca. 1 day

–0.17 30.3 7.42 238 273 97

rM5B
Brine in saltpan 
after ca. 1 day

–0.42 32.0 7.26 245 265 98

rM6B
Brine in saltpan 
after ca. 4 days

–0.24 30.2 7.33 246 254 98

rM9B
Brine in saltpan 
after ca. 4 days

–0.38 32.9 7.42 244 248 97

rM8B
Brine in saltpan 
after ca. 4 week

–0.51 31.8 7.33 241 285 97

rM7B
Brine in saltpan 
after ca. 4 week

–1.07 29.6 7.52 242 268 93

rM5p
prec. from saltpan 
after ca. 1 day

+0.04 1037 99

rM6p
prec. from saltpan 
after ca. 4 days

+0.05 991 99

rM9p
prec. from saltpan 
after ca. 4 days

+0.04 926 99

rM8p
prec. from saltpan 
after ca. 1 week

–0.20 933 99

rM7p
prec. from saltpan 
after ca. 1 week

–0.42 1026 99
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2.2. Analytical techniques

temperature, pH and electrical conductivity of the samples were measured 
in situ. cations in the samples have been determined by atomic adsorption (Varian 
fs280) and anions by ion-chromatography (dionex Ics-900) in the laboratório luís 
aires-Barros of the centro de petrologia e geoquímica of the Instituto superior téc-
nico (cepgIst), in lisboa, portugal. chlorine isotope ratios have been measured at 
utrecht university, the netherlands, as described in ref. [8].

2.3. Results

a basic characterization of the samples can be found in table 1. It shows 
the chlorine isotope composition of the samples, as well as the field measurements, 
which are the temperature, pH and conductivity of the water samples. further, the to-
tal mineralization (the sum of all dissolved solids) and the nacl content as a percent-
age of the total mineralization is provided.

3. dIscussIon

3.1. Relation between the freshwater wells and the saline spring

the saline spring ‘fonte da pipa’/‘fonte da Bica’ is found at the lowest point 
of a valley (at about 75 to 80 m above sea level [m a.s.l.]) surrounded by relatively 
low hills. It is found near a northeast–southwest delineating fault with lower Jurassic 
sediments from the ‘dagorda marls’ formation to the west and Miocene and pliocene 
sediments to the east [9]. to the west of the saline spring the hills belong to the can-
deiros Mountains which are up to 323 m a.s.l. (Mount conde) and consist of Jurassic 
karstic limestones. to the east the hills are much lower, up to 160 m a.s.l. (Mount re-
des), and consist mostly of pliocene lignites and diatomites and Miocene sandstones 
and limestones [9]. for a schematic geological map we refer to fig. 1.

the chemical compositions of the freshwater wells (poço 1, 2, 3 and 4) indicate 
that they are ca-na-Hco3 type waters, with very different compositions from the sa-
line spring which is a na-cl type water. the ca-na-Hco3 type waters are mainly 
the result of interaction of fresh water with the carbonate (mostly calcitic) rocks.

The δ37Cl values of the five natural waters (four freshwater wells and the saline 
spring) are very peculiar. three of the freshwater wells (poços 1, 2 and 3) have nega-
tive δ37Cl values, which are in agreement with the δ37cl of the saline spring (–0.22‰), 
while the fourth freshwater well has a positive value (+0.10‰). the fourth well is 
the only well lying to the east of the fault at which the saline spring issues. this 
indicates that the chloride in the three wells to the west of the fault has its δ37Cl influ-
enced by the saline spring, while the well to the east does not. this then indicates that 
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FIG. 1. Schematic geological map of the study region, adapted from Ref. [9].
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there is no groundwater connection over the fault, and that the water that dissolves 
nacl from the salt diapir sampled from the saline spring is coming from the west.

3.2. Development of a preliminary conceptual model for the Rio maior 
hydrogeological setting

this multidisciplinary approach, a combination of the geomorphology, geology, 
geochemistry and isotope hydrology (δ37cl) of the well’s site, gives us the possibility 
of developing a very preliminary, but nonetheless very satisfying conceptual model 
for the hydrogeological system around the ‘fonte da pipa’/‘fonte da Bica’. this sys-
tem is shown in fig. 2.

Rainwater from the Candeiros Mountains is flowing relatively close to the sur-
face. If it were circulating deeper it would follow the general geological structure and 
flow westward, something that is actually happening and is the origin (recharge area) 
of well known spas such as caldas da rainha [10]. Beyond the boundary between 
the karstic limestones and the marls from the ‘Margas da dagorda’ formation the wa-
ter is circulating deeper and will dissolve nacl from the salt diapir which is found at 
most 75 m below the surface [3]. the bottom of the well from ‘fonte da pipa’/‘fonte 
da Bica’ is actually standing in the caprock of this salt diapir. the water that cir-
culates above the salt diapir, and that will not be in direct contact with it, will stay 
fresh, and due to the rock characteristics will be of the ca-na-Hco3 type, containing 
relatively low cl concentrations with the same isotopic composition of the salt diapir. 
as a small amount of the cl from the salt deposits will dissolve and disperse into 
the overlying sediments it will be picked up by the circulating freshwater. the area 
to the east of the fault consists of much younger sediments and the groundwater that 

FIG. 2. Preliminary conceptual model for the saline spring at Rio Maior (left is west).
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circulates here does not come into contact with the salt at all. the fault actually acts 
as a good seal between the two systems. for a large part the fault is also (at least 
in several locations) filled with basaltic intrusions. In this eastern part of the system 
groundwater is flowing from the hills, starting in the east towards the west.

3.3. Fractionation of Cl isotopes during salt precipitation

Isotope fractionation of the chloride ion during salt precipitation is dependent 
on the co-precipitating cation [5]. While in the case of NaCl the precipitate has a δ37cl 
which is 0.26‰ more positive than the brine, in the case of Kcl and Mgcl2 ∙ 6H2o it 
is slightly more negative (–0.09‰ and –0.06‰ respectively). In the case of seawater, 
which contains considerable amounts of K and Mg, which will precipitate as kainite 
(K4Mg4cl4(so4)4 ∙ 11H2o), carnallite (KMgcl3 ∙ 6H20) and bischofite (MgCl2 ∙ 6H2o), 
a minimum δ37cl of about –0.5‰ can be expected (assuming an original seawater 
brine with a δ37cl of 0‰ vs sMoc). However, in the case of ‘fonte da pipa’/‘fonte 
da Bica’ we have a brine that contains about 97% NaCl, which means that no signifi-
cant amount of K and Mg chlorides will precipitate. In this case we thus can theo-
retically expect very low δ37cl values, provided we are able to sample the very last 
stage of nacl precipitation. In the salt pans we could only roughly indicate the age 
of the evaporating brine and precipitate. according to the manager of the cooperative 
the salt pans were filled ‘one day’, ‘four days’ and ‘one week’ ago. However, even 
based upon these rough estimates a very clear picture can be drawn (fig. 3). as long 
as no salt has precipitated yet (samples 1 to 4) δ37cl is constant at –0.2‰. once nacl 
starts to precipitate the isotope composition changes. as expected, the precipitate has 
a more positive δ37cl than the brine, and as evaporation progresses both the brine and 
the precipitate gain lower δ37cl values. this process is not perfectly systematic in 
these salt pans as no salt is physically removed, and during the process it occasionally 

FIG. 3. Chlorine isotope values of brine and co-precipitating salt in the Rio Maior salt pans.
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is mixed to facilitate better evaporation in the salt pan. this mixing of salt will ex-
plain the relatively large differences in isotopic composition between the brine and 
the coexisting precipitate in most sampled salt pans, as the precipitates are a mixture 
of earlier and later stage nacl.

calculations on the theoretical fractionation of chloride which precipitate from 
modern seawater indicated that a minimum δ37cl of –0.5‰ could be expected [5, 
6]. In our system, only the most evolved sample (RM7B) has a (significantly) lower 
δ37Cl as is shown in Fig. 3. This indicates that very low δ37cl values are only reached 
when the great majority of salt has precipitated, but it also shows that these very 
negative values can be reached.

3.4. Laboratory experiments on Rio maior brine evaporation

from two samples, the saline spring and the advanced brine rM8, we are cur-
rently conducting progressive evaporation experiments. We slowly evaporate one 
litre of these samples (at the laboratory temperature of approximately 25 °c) and 
take subsamples of the brine and precipitate each time when approximately 100 
ml of water has evaporated. then, the salt is removed from the brine, which is al-
lowed to evaporate further. until now we have been able to analyse just one sample 
from the experiment with RM8, at the moment when it has evaporated about 75% 
of the water. In this subsample the δ37cl has decreased to –1.0‰ (from the original 
–0.5‰) and the coexisting precipitate has a value of –0.6‰. This first data point indi-
cates that in this system very negative δ37cl values indeed can be reached.

4. conclusIons

We have shown that the measurement of stable chlorine isotopes can be a useful 
tool to determine the influence of a very saline spring on groundwater in its neigh-
bourhood, and this information made it possible to prepare a preliminary concep-
tual model of the hydrogeological setting of the saline spring and its surroundings. 
the results obtained so far will be extremely useful for the sustainable management 
of the dilute groundwater resources in the surroundings of the saline spring ‘fonte da 
pipa’/‘fonte da Bica’. We also showed that during precipitation, in salt pans, of ter-
restrial salt containing little K and Mg, fractionation of cl isotopes is possible beyond 
the 0.5‰ that is expected from salt precipitation in seawater. preliminary laboratory 
evaporation and precipitation of this type of brine and coexisting precipitate indicate 
that in such a system very negative δ37cl values could potentially be found.
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Abstract

In 2007–2009 Jrc-IrMM, in collaboration with the project carIBIc (civil aircraft 
for regular Investigation of the atmosphere Based on an Instrument container, www.caribic-
atmospheric.com), conducted systematic measurements aimed to study the global distribution 
of co2 isotopic composition. a large data set for the upper troposphere–lowermost strato-
sphere and free troposphere was obtained. For the first time it is demonstrated how CO2 iso-
tope signals reflect global scale variability in air mass origin. Tight correlations observed arise 
either from stratosphere/troposphere mixing or from mixing of background air and air masses 
affected by co2 sources and sinks, over long distances and throughout the seasons. the high 
quality δ18o(co2) data prove to be a useful tracer reflecting long range CO2 transport and also 
co2 exchange with land biosphere and soils. the data provide a benchmark for future com-
parisons and are available for modelling studies. 

1. IntroductIon 

the global carbon cycle is extraordinarily complex. the atmospheric co2  res-
ervoir is coupled to those of vegetation, soils and oceans, and is increasingly bur-
dened by emissions from the combustion of fossil fuel, while at the same time global 
temperature increases are concomitant with profound changes in vegetation, soils and 
oceans. to predict future atmospheric co2 concentrations and changes in the carbon 
cycle, co2 fluxes contributing to the global CO2 cycle as well as processes controlling 
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these fluxes must be understood and quantified. While direct anthropogenic CO2 in-
put (fossil fuel burning) is rather well quantified by inventories, indirect emissions 
(deforestation, change of land use, biomass burning) are estimated less precisely. 
anthropogenic co2 fluxes altogether are much smaller than natural fluxes of pho-
tosynthesis, respiration, exchange with biosphere and atmosphere–ocean exchange. 
However, anthropogenic fluxes result in an atmospheric CO2 increase that, if allowed 
to continue unabated, will cause a dangerous degree of climate change accompanied 
by a host of problems not yet foreseeable. Most changes will result in huge direct 
and indirect socioeconomical impacts and therefore research focused on better under-
standing the co2 cycle and future predictions is acutely needed. though modelling is 
key approach for this purpose [1], models have large uncertainties thus necessitating 
further research. In particular, models are based on and can be tuned by the use of ob-
servational data only. there is a crucial need for observations of co2, and this need is 
addressed by many international programs that measure concentrations, fluxes, and, 
as in this case, isotopic composition. Isotopic composition measurements are particu-
larly useful for better understanding and quantifying the processes involved. these 
include mainly photosynthesis, respiration, and, as shown here, the exchange of 18o 
between the atmospheric co2 reservoir and the water in soils and plant leaves. 

In 2007–2009 Jrc-IrMM conducted systematic measurements aimed to study 
the global distribution of co2 isotope ratios. this was done in collaboration with 
the project carIBIc coordinated by the Max planck Institute for chemistry, Mainz, 
germany. carIBIc (http://caribic-atmospheric.com) aims to investigate atmospher-
ic chemistry, transport and composition by measuring many compounds (long and 
short lived trace gases and aerosols) and air mass characteristics using a large auto-
mated instrument container on board a lufthansa airbus a340–600 during regular 
passenger flights. The approach of using commercial aircraft as measurement plat-
forms bridges the gap between ground based measurements and satellite observa-
tions. As a result of the extensive measurements at IRMM, there exist, for the first 
time, systematic data on the distribution of co2 isotope signals in the upper tropo-
sphere/lowermost stratosphere and tropical free troposphere. Here we demonstrate 
how these signals reflect global-scale variability in air mass origin. Tight correla-
tions observed arise either from stratosphere/troposphere mixing or from mixing of 
well-mixed background tropospheric air with air masses affected by co2 sources 
and sinks, both over long distances and also over different seasons. the new data 
have initiated new findings and also provide a benchmark for future comparisons 
and modelling. 

1.1. The approach

Many observational programmes worldwide aimed at greenhouse gas moni-
toring covering different geographical scales, from local to regional and global, are 
based on observation stations and towers at the earth surface. In nearly all cases, 
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planetary boundary layer air is probed. Most of the observation sites are close to co2 
sources and sinks, whereas only a few stations are on mountains in the free tropo-
sphere. There are also a few programmes using ocean ships (e.g. the Pacific Green-
house Gas Measurements) and vertical profiling by small research aircraft (NOAA/
esrl). In particular the use of research aircraft is expensive. another problem is that 
global networks cover developing countries (particularly the tropics) only sparsely. 
also, much less information is available at altitude, although satellite based obser-
vations are continuously being refined. However, satellite observations need to be 
validated/calibrated by direct measurements. In view of all this, the 13th co2 expert 
Meeting recommended [2] the promotion of programmes using commercial aircraft 
(altitudes of ~10 km) providing information about co2 and other gHg in back-
ground air, in the free tropical troposphere and in the tropopause region, remote from 
co2 sources and sinks. 

the project carIBIc (http://caribic-atmospheric.com) started in 1997 and aims 
to study atmospheric chemistry and composition by measuring many compounds and 
species in the upper troposphere around the globe. the carIBIc–2 (second phase) 
instrument container, operating onboard an airbus a340–600 operated by lufthansa 
(Frankfurt), conducts monthly flights from Frankfurt to North and South America, 
china, Japan, and India. the container includes an extended range of instrumentation 
(o3, co, nox, H2o and for other species; see http://caribic-atmospheric.com). dur-
ing the period of isotope measurements, the sampling system consisted of two collec-
tor boxes each with 14 glass containers being filled with 10 L of air within a minute 
(giving ~14 km sampling resolution) at regular intervals. 

FIG. 1. CARIBIC–2 flight routes where sampling for isotope analysis took place.
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1.2. measurements. 

co2 isotope analysis was performed on samples taken from april 2007 to dec 
2008 (flight routes shown in Fig. 1). After each flight, CO2, n2o, cH4 and sf6 were 
measured at the MpI and then air samples were sent for further analysis to other par-
ticipating laboratories, including IrMM. Meteorological and other information for 
these samples are available. a special analytical system was built at IrMM (geel, 
Belgium) to perform co2 isotope analysis in automated mode. about 500 precise, 
high quality isotope measurements were made, with a specific focus on data quality 
and calibration consistency. Special attention was paid to δ18o (co2), as the potential 
of this signal to provide information on gross co2-biosphere exchange fluxes is cur-
rently being explored. 

2. results

2.1. Distribution and variability of CO2 isotope signals due to stratosphere/
troposphere mixing 

Although air masses are rather well mixed at cruise altitude, a significant vari-
ability has been observed both in co2 concentrations and isotopic composition. one 

FIG. 2. Distribution of de-trended N2O data for CARIBIC (left) and stations MLO and IZO 
(right).
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cause for observed variability is stratosphere/troposphere mixing. for the interpreta-
tion of the co2 data in the upper troposphere/lowermost stratosphere mixing region 
we have developed [3] a new quantitative tracer of mixing stratosphere/troposphere 
proportions, namely the n2o distribution. Histograms of detrended n2o data (i.e. 
corrected for the n2o increase) demonstrate a compact peak shape corresponding 
to tropospheric air masses, with a continuous tailing indicating a stratospheric con-
tribution (fig. 2 left). the fact that the width of this main n2o peak agrees well with 
the n2o distribution for ground stations in the northern Hemisphere (fig. 2 right) 
means that one can apply n2O data as a filter to separate signals of purely tropospher-
ic air masses from those affected by stratosphere/troposphere mixing.

By using the n2o distribution, we demonstrated [3] a regular behaviour of 
the isotope ratios in the region studied. namely, co2, δ13c (co2) and δ18o (co2) plot-
ted vs n2o demonstrate (fig. 3) triangular mixing trends towards the stratospheric 
component (low n2o); the latter behaves as a single endmember. purely tropospheric 
air masses (n2O ≥ 320.0 ppbv) demonstrate large variability in isotopic composition 
due to seasonality and spatial variability of tropospheric air masses. this variability 
propagates into the mixing region.

The ‘regular’ behaviour for δ18o (co2) (fig. 3) is particularly impressive. 
the upper trend line indicates a contribution of old stratospheric air (given as 
the black line in Fig. 3). In the stratosphere δ18o (co2) is modified/increased by reac-
tion between co2 and o (1D) from stratospheric ozone. Influx of such δ18o enriched 
stratospheric co2 into the troposphere is presently one of the major unknowns in 
models describing the isotopic composition of atmospheric co2 [4]. While most trop-
ospheric air lies below this line, some data points for purely tropospheric air (n2o 
> 320 ppm) are above this line. these samples contain a contribution of air from 
the Southern Hemisphere (SH), where δ18o (co2) is systematically higher than in 
the northern Hemisphere (nH). our data also demonstrate that sH air does not take 

FIG. 3. Stratosphere/troposphere mixing observed for CO2, δ13C (CO2) and δ18O (CO2) for 
CARIBIC.
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part in stratosphere/troposphere mixing in the nH which takes place predominantly 
at latitudes >35 °n. 

2.2. Distribution of CO2 isotope signals in the free tropical troposphere and 
upper troposphere

next we analyse the processes responsible for co2 isotope distribution in 
the upper troposphere and free tropical troposphere. as the carIBIc samples dis-
cussed here were taken at latitudes ≥ 14 °N, we limit our analyses to the Northern 
Hemisphere. We conclude [3] that the measured signals demonstrate a clear seasonal-
ity and agree well with the data of remote stations in the nH tropics (fig. 4), the re-
gion where tropical air is uplifted and transported polewards (Hadley circulation). 
notably, the carIBIc data do not show a latitudinal gradient over latitudes 14 °n to 
55 °n, in agreement with the circulation pattern. our data agree well with co2 con-
centration data and their interpretation as published by our colleagues from the Jal 
contraIl project in Japan (ref. [3] and references therein). 

However, the tropospheric carIBIc data show larger signal variability than 
those of tropical nH stations. one reason is that data are plotted for background 

FIG. 4. CARIBIC data together with data for NH stations MLO, KUM, IZO and MHD (data 
from NOAA). The lines give inter-annual trend at KUM.
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stations where only homogeneous background air masses are sampled. In contrast, 
carIBIc being a moving platform, it sampled a wide range of air masses. secondly, 
the plotted stations’ data are monthly averages which have already reduced variabil-
ity. despite the large distance sampled by carIBIc and the large temporal range, 
CARIBIC δ13c (co2) values always demonstrate very tight correlations with co2 
(fig. 5). although the link between co2 and δ13c (co2) due to source and sink pro-
cesses is well known, observing such tight correlations over up to 8000 km distance 
[3] is surprising indeed. the fact that different seasons demonstrate different slopes 
of relationships implies different balance of co2 sources and sinks over seasons. We 
also note that such correlations give an independent check for the data quality and 
absence of sampling artifacts. 

one more reason for signal variability is that carIBIc at times crossed fast 
uplifted plumes of polluted air and/or air being recently in contact with the earth’s 
surface. This is mostly visible in the variability of δ18o (co2) (fig. 4) which is sen-
sitive to co2 oxygen isotope exchange with water pools of the land biosphere and 
soils. In particular, a systematic behaviour of δ18o (co2) has been observed in the In-
dian monsoon plume crossed in 2008 (see below).

2.3. use of CO2 data in order to constrain CO2	exchange	fluxes	in	the	Indian	
summer monsoon

In 2008 CARIBIC flights crossed the Indian summer monsoon plume. Increas-
es in cH4, n2o and sf6 were measured in the uplifted plume, combined with lower 
co2 values. this allowed the estimation of cH4, n2o and co2 fluxes from the In-
dian subcontinent in June to September [5]. Negative δ18o (co2) shifts were found, 

FIG. 5. δ13C(CO2 ) measured over large distances and over several months correlate with 
the inverse of CO2 concentrations. Trend lines for different seasons have different slopes.
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correlating with the increase in cH4 (fig. 6). that correlation undoubtedly indicates 
the surface origin of the δ18o (co2) signals.

 It is known that δ18o of air co2 is determined by exchange with water pools. 
the exchange with plant leaves and soils is particularly fast. plants exchange co2 
with the atmosphere much faster than net uptake by photosynthesis. soils and plants 
also respire co2. these gross natural co2 fluxes, being sensitive to temperature and 
climate changes, are difficult to constrain by direct measurements. However, gross 
natural fluxes may be changed in response to change in atmospheric precipitation 
and hydrological conditions as well as climate change. this makes understanding and 
constraining gross fluxes important.

Based on δ18o (co2) shifts observed we develop a formalism linking co2-
biosphere exchange and respiration fluxes (gross natural fluxes) to the net CO2 flux. 
Besides a box model based on the formalism, we have to select boundary condi-
tions such as composition of representative background air masses during the sum-
mer monsoon, temperature and δ18o of precipitation. despite the large population 
of India and importance of the monsoon for the region, it appears that δ18o data of 
precipitation are scarce, being limited to the Iaea station in delhi and several case 
studies. there are no centrally coordinated data for 2008. However, based on some 
assumptions and reasonably selected boundary conditions, we are able to estimate 
the ratio [co2-exchange & respiration flux]/[net CO2 uptake flux], e.g. the value for 
August is estimated around 10. The δ18o data of precipitation form the largest source 
of uncertainty in our estimation. 

FIG. 6. Correlation between increased levels of methane and negative δ18O(CO2) shifts observed 
during the SW summer monsoon over the Indian region. 
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3. conclusIons 

• the combined effort by the Max planck Institute for chemistry and 
the Jrc-IrMM has resulted in a unique co2 isotope data set for the strato-
sphere/troposphere mixing region and free tropical troposphere with 
~1 month resolution for the period april 2007 through January 2009. these 
high quality data are available for modelling as well as providing a bench-
mark for comparison of future atmospheric composition and its changes. 

• first analyses of the carIBIc co2 isotope data as based on statistical 
distribution of signals, tracer–tracer correlations and other available infor-
mation [3] has demonstrated major reasons for the signal variability. for 
the first time it is demonstrated that global scale variability in air mass ori-
gin are reflected by δ13c (co2) and δ18o (co2). Besides the stratosphere/
troposphere mixing, the variability arises from different degrees of mixing 
of background air with air masses affected by co2 sources and sinks. tight 
correlations are observed over distances up to 8000 km and also over dif-
ferent seasons, which independently proves a high data quality. 

• During the project, several scientific findings were made. Specifically 
the n2o distribution is proposed as a quantitative tracer of stratosphere/
troposphere mixing and air origin; δ18o (co2) is demonstrated to behave as 
a sensitive tracer of air mass origin and transport; the approach of how to 
constrain co2-land biosphere exchange & respiration fluxes based on δ18o 
(co2) data of large uplifted plumes is under development. 
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Abstract

Measurements of airborne radionuclides 7Be ,210pb and pM10 have been routinely carried 
out together with aerosol mass concentration at the WMo-gaW station of Mt. cimone (north-
ern apennines, Italy) with the aim of obtaining basic information on aerosol behaviour at this 
site. several years of data (the experimental activity was started in January 1998) are presented 
and discussed in this paper. Aerosol collection is carried out by filtration with a high volume 
pM10 sampler for 48 hours. activities of 7Be and 210pb were measured by non-destructive g-
ray spectrometry and aerosol mass concentration was determined gravimetrically. a distinct 
seasonal cycle is observed for 7Be, 210pb and pM10, with maxima in the summer and minima 
in the winter. the opposite trend is observed for the activity ratio 7Be/210pb, used as an indica-
tor of vertical transport. Variability of the three parameters at this site is discussed by means 
of statistical tools such as t-test analysis classification as well as by back trajectory approach.

1. IntroductIon

the importance of environmental radionuclides in the study of atmosphere and 
climate dynamics has been often emphasized in the course of the last decades, as 
well documented in the ref. [1]. though nowadays the radiotracer method consti-
tutes a niche approach to the comprehension of the planetary complexities, it still de-
serves attention as it provides a powerful tool for the basic characterization of trans-
fer and transformation mechanisms occurring both at local and large scale. for this 
reason several radionuclides, namely 7Be, 210pb, 222rn and others, are included among 
the key atmospheric components that are routinely monitored within the WMo-gaW 
network [1].
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though this is not the suitable place for an historical reconstruction of radi-
otracer literature in many geophysical as well as radioprotection studies, it is worth 
noting the steady production of papers in which the environmental radiotracers have 
been used with the role of quantitative descriptors. examples can be found in refs. 
[2–4].

In this paper we are going to present a brief compendium of the research activ-
ity carried out by the University of Bologna in this field since the 1990s. In particular, 
we will introduce the long term monitoring activity of 7Be, 210pb in the pM10 fraction 
at Mt. cimone station, a WMo–gaW station in the northern Italian apennines host-
ing a complex activity of atmospheric research.

2. MaterIal and MetHods

2.1. Experimental

7Be, 210pb and aerosol mass loading in the form of pM10 have been measured 
at Mt. cimone station since the early 1990s but measurements became regular only 
since 1998, following the acquisition of a pM10 high volume sampler. since then, 
sample collection has been accompanied by the acquisition of the mentioned pa-
rameters among which the pM10 mass loading i.e. one of the standard parameteriza-
tions for airborne particulate, 7Be and 210pb. the choice for pM10 sampling relies on 
the well known size distribution of the radionuclides considered, which tends to pop-
ulate the fine fraction (< 1.0 mm). Nevertheless, the cutoff chosen allows for the col-
lection of a consistent part of the coarse fraction of aerosols, which may host primor-
dial radionuclides typically found in mineral components, such as soil re-suspension 
or Saharan dust, detectable by HPGe γ-spectrometry.

at the Mount cimone station, aerosol sampling is carried out with a time reso-
lution of about 48 hours by means of a thermo–environmental pM10 high volume 
sampler (thermo environmental Instruments Inc. — flow rate = 1.13 m3/min) and 
using a rectangular glass fibre filter (20.3 cm × 25.4 cm with an effective exposure 
area of about 407 cm2). the pM10 sampler collects airborne particulate matter with 
a mean aerodynamic diameter lower than 10 mm that carries the 7Be and 210pb submi-
cronic particles [5, 6]. 7Be and 210pb are determined by nondestructive high resolution 
γ-spectrometry of aerosol samples at 477.6 and 46.7 keV, respectively, using a n-type 
intrinsic Hyper Pure Ge detector (relative efficiency = 38%; full width at half maxi-
mum = 2.03 at 1332 keV). Spectra are processed with a specific software package 
(GammaVision–32, Ortec). The filter sample is analysed every two days. Radionu-
clide concentrations are analysed at the laboratory of environmental radiochemis-
try of Bologna university. the sampled volume amounts to approximately 3250 m3. 
the samples are conditioned at a constant temperature (20°c) and relative humidity 
(30%) in order to determine the aerosol mass loading.
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2.2. measurement site

Mt. cimone (44°12’ n, 10°42’ e) is the highest peak of the northern apennines 
(2165 m a.s.l.), dividing the north of Italy from central Italy and the Mediterranean 
basin. Besides having a 360° free horizon and being far enough from cities and indus-
trialized areas, Mtc has an elevation such that the measurement station ‘o. Vittori’ 
lies above the planetary boundary layer during most of the year [6]. thus the meas-
urements of atmospheric compounds carried out at this site can be considered repre-
sentative for the south-European free troposphere [7, 8], even though an influence of 
the innermost layer cannot be completely ruled out, in particular during warm months 
as for the increased vertical mixing (thermoconvection) and mountain and valley 
breeze regime [8, 9]. Moreover, Mtc can be affected by intense cyclogenic activity 
often originating in the nearby gulf of genoa area [10, 11]. 

for these reasons, the measurement site can represent a suitable location to in-
vestigate the influence of regional and long range transport of polluted air masses on 
the background free troposphere. Moreover, as being the first high mountain ridge 
met by north african air masses moving to Italy and central europe, measurements 
activities at Mtc can be useful tools to evaluate and to study the impact of min-
eral dust transport on the properties of atmospheric aerosol [12]. Several scientific 
programmes have been established at Mtc with the scope of studying the chemical 
physics characteristics of the aerosol [13, 14].

Mt. cimone station is a WMo–gaW station due to the long term activity of 
the Italian air force in charge for the meteorological service in Italy and responsible 

FIG. 1. Photo and map of Mount Cimone.
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FIG. 2. Time series of 7Be (mBq/m3), 210Pb(mBq/m3) and PM10(mg/m3).
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for the facility which hosts and integrates the research activity led by the Institute of 
atmospheric and ocean science of the national council of research (Isac–cnr). 
Besides meteorology, the Italian air force — the general bureau for meteorology — 
manages the collection of atmospheric co2 data presently constituting the longest 
time series of this fundamental greenhouse gas in europe, dating back to 1979. It is to 
note that in the past this station served also as one of the Italian monitoring sites for 
weapon test fallout, an activity discontinued in 1990s. Moreover, the site is consid-
ered the most representative WMo–gaW weather station in Italy [15].

3. results 

In the fig. 2, time series of 7Be, 210pb and pM10 are shown. We can notice a dis-
tinct seasonal cycle for 7Be, 210pb and pM10, with maxima in the summer and minima 
in the winter.

peaks of Beryllium–7 are often associated with downward transport from 
the upper troposphere or from the stratosphere. This phenomenology, now defined 
as stratosphere to troposphere exchange (ste), is able to affect ozone budget in 
the troposphere, and is still a matter of investigation since its mechanism has not 
been thoroughly elucidated. nevertheless, research activities carried out at Mt. 
cimone within the eu projects Votalp and staccato [7, 9, 16, 17] allowed 
the discovery that ste events are not limited to the spring–summer period as previ-
ously believed, but are scattered throughout the year, at least in the area investigat-
ed. In addition a stratospheric index based on the use of 7Be, relative humidity and 
ozone was introduced in order to quickly identify stratospheric air masses through 
simultaneous data collected on site [18].

4. conclusIons

Vertical motion is characterized by both downward and uplift motion, in order 
to fulfill hydrostatic conditions in the troposphere. The concurrence of both trans-
ports seems to be very well captured by the use of 7Be/210pb ratio [4].

Other studies in progress concern the identification of transport from Saharan 
deserts and from contaminated areas such as the po valley and eastern european ar-
eas. In both cases there is a remarkable influence on ozone budget, but in opposite 
directions: a decrease in the former case and an increase in the latter. We will take 
advantage of radionuclides such as 210pb to discriminate between these phenomenolo-
gies, which are both characterized by a mass loading increase, but in order to have 
a more quantitative point of view, massive use of back trajectories will be carried out 
together with multivariate models. In the meantime collection of samples and their 
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analysis by Hpge will be continued in order to enlarge the time series and the data-
base available.
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Abstract

the estuary formed by the tinto and odiel rivers is an ecosystem of great interest be-
cause it is seriously affected by the acid mine drainage (aMd) produced by the high mining 
activity in the watersheds of these rivers, generating in their waters an extremely low pH (2.5–
3.5), and consequently high concentrations of heavy metals and natural radionuclides in disso-
lution. secondly, in their estuary there is a large chemical industrial complex, and in particular 
two phosphoric acid production plants, which use a sedimentary phosphate rock from Morocco 
as raw material containing at approximately 1.5 Bq/g of u-series radionuclides, which produce 
annually about 2.5–3 millions of tonnes of a byproduct, called phosphogypsum (pg). pg con-
tains high concentrations of some u-series radionuclides as 226ra (650 Bq/kg), 210pb–210po (600 
Bq/kg) or 230th (450 Bq/kg). seventeen sampling stations along the end of these rivers and this 
estuary were selected to study the behaviour of u-series radionuclides in the recent surface 
sediments and its waters. the most relevant results show a non-conservative behaviour of u-
isotopes, precipitating in the zone where large pH changes (3–5) are produced. this behaviour 
is different from the majority of typical estuaries where only salinity changes are produced, 
and therefore, a conservative behaviour of uranium is observed.

1. IntroductIon 

Estuaries are zones of complex interaction between fluvial and marine process-
es, where there are large mass exchanges, and big changes in salinity, nutrients, sedi-
mentary conditions and living organisms. these ecosystems may act as geochemical 
traps of pollutants as heavy metals and radionuclides. the use of radioactive tracers 
is a valuable tool to analyse the transfer mechanisms between the different system 
phases: bed sediment–dissolution–particulate in suspension [1, 2].

the estuary formed by the tinto and odiel rivers is an ecosystem of great inter-
est due to its being very conditioned by two hydro chemical facts. The first one comes 

1 present address: department of applied physics, campus el carmen, university of Huelva 21071, 
spain.
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from the fact that both rivers are seriously affected by acid mine drainage (aMd) 
from long term mining activities developed in the Iberian pyrite Belt, which produce 
in these rivers the transport of high amounts of heavy metals and radionuclides due 
to their extremely low pH (2.5–3.5) [3, 4]. secondly, in their mouths there is a large 
industrial complex which includes five phosphate rock processing plants that pro-
duce annually about 2.5 million tonnes of a by-product called phosphogypsum (pg), 
containing enhanced u-series radionuclide concentrations (about 100 Bq/kg of 238u, 
650 Bq/kg of 226ra or 450 Bq/kg of 230Th). Until 1998, about 20% of the generated 
PG was discharged directly into the estuarine waters, while the remaining 80% was 
pumped in suspension with seawater (20% PG plus 80% seawater) to be disposed in 
large piles located on the tinto river salt marshes. these facts explain that estuary of 
Huelva is one of the most polluted estuarine systems in the world [5, 6].

It has been demonstrated that hydro chemical characteristics of the water in 
this estuary suffer two mixture processes: firstly, the salt induced mixture process of 
water masses. A strong tidal influence controls this mixing process and it has been ex-
tensively studied by measuring the changes in the salinity of the mixing water. spe-
cifically the process follows the mixture between seawater (pH over 8 and chlorinity 
above 21 g/l) and estuarine water (with pH around 6.0–7.0 and chlorinity average 
over 10–15 g/l). this process is located in padre santo and punta umbría channels, 
but can reach the upper sectors of the estuary (fig. 1). the second is the pH induced 

FIG. 1. Map of the estuary of the Tinto and Odiel rivers with the zones and sampling points.



IAEA-CN-186/228

397

mixture process. this neutralization process results from the mixing of estuarine wa-
ter (pH= 6.0–7.0) and the fluvial water (pH < 3) containing very high concentrations 
of dissolved materials, including metals and radionuclides. this neutralization pro-
cess by dilution of water is restricted to the estuarine areas of both rivers and produc-
es a positive gradient in the pH with a strong directionality outwards from the system 
[7]. consequently, the increase of pH leads to the precipitation of heavy metals and 
radionuclides onto the particulate material.

In previous works [7], these hydrochemical properties of the waters have per-
mitted the division of the estuary into several zones as a consequence of the mixture 
processes. The fluvial zone is characterized by very low pH due to the acid mine 
drainage (pH = 2.5–3.5). Zone 1 is the sector where the pH value increases from 2.4 
to 4.5 and chlorinity does not rise above 3 g/l (very low content of seawater). Here 
the processes of neutralization of water is produced in absence of salt-induced mix-
ture giving mainly the precipitation of sulphates, and, as consequence, the scaveng-
ing of many heavy metals from the water also occurs. during this process an oxida-
tion of the fe2+ dissolved in the river water into fe3+ takes place, consuming acidity 
through the following reaction [8]:

4fe2+ + o2 + 4H+ → 4Fe3+ + 2H2o

In zone 2 the pH ranges from 4.5 to approximately 7.0, and the chlorinities 
range from 4 to 15 g/l, close to seawater value. Both parameters have a lineal rela-
tion due to the neutralization coming from direct dilution of the water from zone 
1 with marine water (pH > 7). Zone 3, which is characterized by slightly basic pH 
water (above 7.0 and similar to seawater), is where the salt induced mixture process 
typical of estuarine systems takes place and some dissolved elements such as cu in-
crease in concentration due to the remineralization produced by saline shock.

taking into account these facts, the main objective of this work has been to 
analyse and study the spatial distribution of uranium isotopes in the water masses 
of the estuary conformed by the odiel and tinto rivers, and to analyse the effect of 
the estuarine water mixing in it.

2. MaterIals and MetHods

2.1. sampling

seventeen sampling locations were selected to study the uranium behaviour of 
this system along the tinto river estuary, the odiel river estuary, the punta umbría 
channel, and the padre santo channel (fig. 1). We will discuss in this work the sam-
pling campaign done in March 2008 (winter) with low tide. In each sampling station 
20 L of superficial water was collected in the centre of the riverbed, and the main 
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physico-chemical parameters (temperature, pH, electrical conductivity and redox po-
tential) were measured in situ. In addition to the water samples, superficial sediment 
samples were collected in sediment traps.

these sampling points have been taken in the different zones previously dis-
cussed in section 1. The sampling points T6, T5 and O5 belong to the fluvial zone; 
the points t4 and o4 are included within zone 1; the sampling points o3, o2, t3 and 
t2 are in zone 2 and the points o1, t1, c1, c2, c3, p1, p2 and p3 belong to zone 3.

2.2. Radionuclide determinations

alpha emitting radionuclides of u-isotopes were determined by alpha particle 
spectrometry using ion implanted silicon detectors in geometry with 25% absolute ef-
ficiency. Alpha emissions were directly identified in the spectra, ranging the FWHM 
of the obtained peaks between 30–40 keV [9]. a sequential well established radio-
chemical method based on extraction chromatography (uteVa resins) was applied 
to isolate the radioelements (u, th and po) [10]. 

3. results and dIscussIon

as we previously commented, the pH, conductivity and chlorinity are the most 
important parameters used to justify the zoning of the estuary previously discussed 

FIG. 2. Variation of redox potential (Eh) and pH.
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in section 2. In relation to the pH, in fig. 2 a progressive increase of these values 
towards the mouth of the tinto and odiel rivers is observed. this fact is due to pH 
induced and salt induced mixture processes.

concerning the conductivity, an increase towards the mouth of both rivers in 
a range from 1.2 to 53 ms/cm is observed and a linear relation is found between 
conductivity and pH with the equation c(ms/cm) = (10 ± 1)pH – (21 ± 8). one of 
the main features of the systems affected by acid mine drainage is their high dis-
solved sulphate concentrations [7]. this peculiarity is consistent with the high con-
ductivity values measured in the fluvial zone of both estuaries (O5, T6 and T5), with 
values between 1–3 ms/cm, which is one order of magnitude higher than for sur-
face waters (0.05–1 ms/cm). accordingly, as we go towards the mouth of both rivers 
the values of conductivity increase reaching typical values for marine zones (50 ms/
cm) in the padre santo and punta umbría channels (fig. 2).

Both dissolved cl– (chlorinity) and pH of waters present a similar pattern, ob-
serving in the mixing zone of the tinto and odiel rivers greater gradients in chlorin-
ity, where the concentrations of dissolved cl– go from 0.05 to 20 g/l. In the padre 
santo and punta umbría channels the chlorinity values range from 13 to 16 g/l, clos-
er to the marine values (fig. 3). 

a linear relation is also found between eh and pH in the tinto and odiel river 
estuary (fig. 2), as it is expected attending to nernst’s equation. the linear relation 
indicates that the eh variation in this system is basically controlled by the pH varia-
tion, and, as can be expected, the negative slope implies that the medium is reducing 
to a higher pH.

the concentrations of 238U determined in the filtered waters are shown in Fig. 3. 
In the fluvial zone, the concentrations of U-isotopes in the Tinto river (80 ± 2 mBq/L) 
are higher than in the odiel river (40 ± 1 mBq/l), since a great burden of uranium 
is supported by the tinto river, which shows more acidic water than the odiel river. 
While we move towards the mouth of the estuary the pH induced and salt induced 
mixture process take place and the 238u concentrations decrease. In zone 1 and 2 
the lowest values of 238u activity concentration in dissolved matter are reached, 19 ± 
1 mBq/l in t2 and 11.1 ± 0.3 mBq/l in o3. these low values are due to the fact 
that in these zones the pH values are between 4.5 and 6.0 and dissolved uranium is 
adsorbed by iron hydroxides precipitating onto sediments [11]. for this, the high-
est values of 238u concentration (1100 Bq/kg) in trap sediments are reached in these 
zones, which are about fifty times higher than those in unperturbed sediments [12]. In 
zone 3 the pH increases slowly up to an uniform value typical of seawaters (around 
8), being the u concentrations in the range of those found in uncontaminated sur-
face seawaters, 40 mBq/l [13]. a high value of 238u activity concentration (169 ± 4 
mBq/l) found in sample t4 can be associated with pg washing by rainwater fallen in 
this season and transported by the effect of the tides.
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there is not a linear relation between dissolved 238u activity and chlorinity 
(fig. 2) and, as we discussed before, when water mixing begins the u precipitates 
reach lower values than the typical marine ones (40 mBq/l). this fact explains 
the non-conservative behaviour of u within the study area. so, from the obtained 
results it is clear that there is a different behaviour of u-isotopes depending on 
the zones of the estuary and the hydrochemical characteristics of the water previously 
discussed.

FIG. 4. Variation of 234U/238U activity ratio with pH.

FIG. 3. Variation of 238U activity with chlorinity for dissolved matter.
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Some of the previous conclusions can be ratified by studying activity ratios, 
being given 234u/238u activity ratios in fig. 4. In the same way as 238u concentrations, 
the activity ratios 234u/238u decrease towards the mouth, varying from 2.25 ± 0.02 to 
1.14 ± 0.02 along the study area. The highest values are found in the fluvial zone (T6, 
t5 and o5), where the 234u/238u activity ratio is reported to be as high as 2.3, very 
high values compared with those of most world river waters, between 1.03 and 1.37 
[14]. Values around 3.15 were also found in the tedori and Kakehashi rivers in Japan, 
which are also affected by aMd [15]. this excess of 234u in riverwater is primarily 
derived from the dislocated and easily leachable 234u in mineral grains as well as 
direct delivery of 234u into the solution phase from recoil. In zone 1 and 2 the values 
of this activity ratio are around the unity, or slowly higher, which suggest an artificial 
origin of u-isotope such as phosphogypsum piles situated along the right bank of 
the tinto river estuary [16]. and in zone 3 values around 1.14 ± 0.02 are reached, val-
ues of 234u/238u activity ratio similar to the ones found in unperturbed seawaters [17].

4. conclusIons

the hydrogeochemical characteristics of the water in both the tinto and odiel 
river estuaries were analysed, with the finding that acid fluvial water and marine wa-
ter are mixed allowing us to define the intervention of two geochemical processes: 
a typical process of salt induced mixture bound to a neutralization process of acid 
water. the temporal and spatial variations of markers as pH and chlorinity regulate 
the behaviour of both u-isotopes.

the 238u activity concentration at every sampling point decreases towards 
the mouth of the estuary. In acidic riverwaters from the tinto and odiel rivers 
the 238u/234u activity ratios in dissolution present high values (1.6 to 2.3), due to 
the preferential leaching of 234u from mineral particles in these conditions. But when 
mixing starts, the values of pH rise and the activity concentrations of u-isotopes de-
crease in the dissolution phase due to their scavenging onto several metal hydroxides 
precipitated when the fluvial waters are mixed with the sea/estuarine waters.

And finally, it is possible to affirm that the main pathway of radioactive pol-
lution in the estuary is through the leaching of radionuclides coming from pg piles, 
and by the entrance of dissolved contaminants (heavy metals and radionuclides) con-
tained in these riverwaters with leached elements from abandoned mines by aMd.
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Abstract

Medical, natural and other artificial radioisotopes have been followed on their pathway 
to river sediment employing gamma spectroscopy. sampling points were situated at a lo-
cal wastewater treatment plant (inflow, outflow and sludge) and along 70 km of a tidal river 
(bank sediment). Isotope entry points are assumed to be wastewater for medical isotopes like 
I–131 and Tc–99m, rain for natural Be–7, and soil erosion for fission generated Cs–137. Medi-
cal isotope data reflect the short term dynamics of medical usage, wastewater transport and 
treatment, and the river system. Be–7 data are influenced by the amount of rainfall on a short 
time scale, and by the size of the river catchment area and dilution due to tidal effects in the 
long term. cs–137 values appear rather constant, behaving similarly to primordial K–40. In 
conclusion, the investigated radioisotopes offer a variety of possibilities to assess water and 
sediment dynamics.

1. IntroductIon

city wastewater is known to carry considerable amounts of medically used ra-
dioisotopes [1, 2]. the mainly used nuclides are 99mtc for diagnostics and 131I for 
therapy, which it was possible to follow from day to day in city wastewater in a pre-
vious study [3]. the isotopes will reach surface water bodies, normally after passage 
through a wastewater treatment plant (WWtp). the aforementioned study was able 
to identify both isotopes in WWTP effluent and primary sludge. 131I could also be 
detected in the sediment of the river into which the WWtp discharges, in samples 
taken near the discharge point. Measured 131I concentration levels in WWTP inflow 
(approx. 0.4 Bq/L), effluent (ca. 0.2 Bq/L) and river sediment (approx. 100 Bq/kg d 
m. at outflow, approx. 0.5 Bq/kg d m. at a distance allowing for complete mixing with 
river water) agreed well with predictions from national mean emmission values for 
medical isotopes and from simple equilibrium radio-ecological models. the question 
arose whether more detailed data on 131I distribution in sediment would allow more 
precise modelling, and whether other isotopes also detected in all the sediment sam-
ples (7Be, 40K and 137cs) could provide additional insight into hydrological processes.
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2. eXperIMent

the study area is, as previously, situated in north-western germany at about 
53°n, 9°e and comprises the tidal section of the river Weser. the river discharges 
into the north sea, and due to deepening activities which started at the end of the 19th 
century it now has a tidal amplitude of more than 2 m in the city centre of Bremen, 
located about 60 km upstream from the river mouth. In consequence, the river inverts 
its flow direction about four times in 24 h. Further upstream, tidal effects disappear 
due to a permanent barrage. a map of the study area is presented in fig. 1.

Bank sediment samples were taken over a total length of 70 km, including one 
sample taken upstream of the barrage. sampling took place at low tide, included ma-
terial from the upper 5 mm of sediment, and provided sample masses between 70 and 
1800 g. samples were measured by gamma spectrometry applying several high pu-
rity germanium detectors of 50% relative efficiency shielded by 10 cm of lead. Sam-
ples with masses ranging above 500 g were filled into Marinelli beakers, otherwise 
80 ml cylindrical plastic dishes were used. the measurement time was about 24 h per 
sample. dry mass was determined by oven drying at 105°c, and reported activities 

FIG. 1. Geographical map of the study area. Sediment sampling sites are marked by open 
symbols, the main WWTP is indicated by the filled circle (source: OpenSeaMap, published 
under CC-BY-SA 2.0).
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are related to the sample dry mass. spectrum analysis was done in a half-automatized 
way using the commercial software package genie 2000 (canberra Industries, Meri-
den, CA), applying pre-defined nuclide and peak energy libraries. Detection efficien-
cies applied in spectrum analysis had either been obtained experimentally from spec-
tra collected with standard solutions in identical geometry, or by numerical methods 
after factory characterization of the detector (labsocs software, canberra Indus-
tries, Meriden, ca) [4].

3. results

3.1. General results

131I was detected over a river length of about 40 km with a maximum at the out-
flow of the largest WWTP. At that location, 111In und 153sm could also be detected in 
one sample. primordial 40K, cosmogenic 7Be and the fission product 137cs were found 
at all sampling sites. the omnipresent members of the natural decay chains have not 
been treated further in this study. a graphical summary of the data is presented in 
fig. 2.

FIG. 2. Plot of the obtained results. The x-axis represents river length with a value of 0 at 
Bremen city centre at about 53°5’N, 8°48’E. Activity concentrations refer to the left y axis and 
are plotted as small, connected symbols. Open circles represent data for the reciprocal total 
river discharge and refer to the right y axis. The first sediment data points at the left for 7Be, 40K 
and 137Cs represent the sample taken above the barrage. The dashed line represents a purely 
empirical fit to the 131I data.
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3.2.	 Isotope	specific	results

40k: data appear relatively constant over the whole river length and correspond 
to values expected for mineral sediments. Variations are attributed to the relatively 
unsystematic sampling procedure.

137Cs: values show a behaviour similar to 40K, with similar variations along 
the river. above and below the barrage, values vary considerably.

7Be: values decline constantly in the downstream direction. the variation be-
tween the samples above and below the barrage is small.

131I: the profile shows a broad peak centred around the WWTP outlet, superim-
posed over a base  line about two orders of magnitude lower and close to the experi-
mental detection threshold.

3.3. Hydrographic data

the hydrographic conditions in the studied river vary considerably in space 
and time and might provide additional information helping to interpret isotope data. 
the tidal property of the river gives rise to a bidirectional transport on a short time 
scale. In the long term, downstream transport will vary strongly with the very vari-
able, weather and season dependent water flux from upstream. Additionally, total 
mean water flux in the studied area increases by more than an order of magnitude due 
to mixing with seawater. Two values for the reciprocal mean flux have been marked 
in fig. 2.

4. dIscussIon

Based on the experimental data and additional hydrographic information, 
the preliminary interpretation of the data is isotope specific and is therefore discussed 
in separate paragraphs.

40k: the data show no sign of a significant variation other than due to unspecific 
sample variability.

137Cs: the data appear very similar to 40K results, speaking for a homogeneous 
distribution. as the main 137cs input source is probably historical fallout onto the land 
surface with subsequent erosion of particles carrying the isotope from the catchment 
area of the river, this slow distribution process of the long lived (t1/2 = 30 a) iso-
tope appears to result in a homogeneous pattern. the concentration step at the bar-
rage might be a sign of separation between the regions upstream and downstream of 
the barrage.

7Be: the decline of concentration in a downstream direction can be interpreted 
as a dilution process. as the main isotope input is due to rain, the data should re-
flect the mixing of river freshwater with seawater. The variations of reciprocal total 
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discharge and isotope sediment concentration vary by roughly the same factor, as 
shown in fig. 2, which support this assumption. the main catchment area of the riv-
er (85%) lies upstream of the barrage, so the similarity of the concentration values 
above and below the barrage is not surprising. given the short half-life of 7Be (53.4 
d), no long term accumulation can be expected and the data should reflect only short 
and medium term events and processes related to rainfall.

131I: the characteristic concentration profile could be due to a two step pro-
cess: a fast, small scale mixing of the WWTP effluent with river water, and subse-
quent transport along the river. An empirical fit is shown as a dashed line in Fig. 2. 
the concentration ratio at the peak maximum and baseline (about 100) is similar to 
the ratio between mean river and WWtp discharges, speaking for the applicability of 
the small scale part of the model. The large scale part should reflect dilution by tidal 
processes, similar to 7Be. However, 131I data fall below the detection threshold in  the 
downstream direction, excluding quantitative evaluation at the moment.

5. conclusIon

the variety of radioisotopes detectable in the wastewater–river–sediment sys-
tem of both artificial and natural origin open a fascinating observation window into 
hydrological processes on different time and length scales. It is envisaged to continue 
the experimental work and to apply sophisticated models to the refined data.
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Abstract

the measurement of radioactivity in drinking water permits us to determine the expo-
sure of the population to radiation from the habitual consumption of water. an intensive study 
of the water supply in the city of Málaga during 2002–2010 has been carried out in order to 
determine the gross alpha and gross beta activities and natural and artificial radionuclides pres-
ent in drinking water. A database on natural and artificial radioactivity in water was created. 
the results indicated that a high percentage of the water sample contains a total gross alpha 
and beta concentration of less than 0.10 Bq/l and 1 Bq/l, respectively. the main objectives 
were: (1) to analyse gross alpha and gross beta activities and to know the statistical distribu-
tions; (2) to study the levels of natural and artificial radionuclides; (3) to determine a possible 
mathematical correlation between the radionuclides and several factors. 

1. IntroductIon

Water has a vast importance for numerous human activities, so that securing 
supplies of drinking water of a standard quality is becoming more and more difficult. 
the measurement of radioactivity in drinking water permits us to determine the ex-
posure of the population to radiation from the habitual consumption of water. the oc-
currence of radionuclides in drinking water gives rise to the internal exposure of 
humans, directly to the decay of radionuclides taken into the body through ingestion 
and inhalation and indirectly when they are incorporated as part of the food chain. 
since the doses from these pathways are strongly related to the amounts of radionu-
clides present, an important objective for the radiological protection of the popula-
tion is the accurate evaluation of the amounts received in the dietary intake. 
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It is thus indispensable to perform frequent and extensive analyses to guarantee 
that there is a minimal or zero contamination of drinking water. an exhaustive analy-
sis of gross alpha and beta activities as well as the concentration of gamma emitting 
radionuclides has been carried out, in compliance with the rd 140/2003, 7 february, 
whereby standard levels are recommended for background natural radioactivity as 
well as for that present in water used by humans. from a radiological point of view, 
these levels are such that water can be considered to be drinkable without the need 
for any other kind for radiological examination.

2. MaterIals and MetHods

the interest of this work lies in the calculation of the index of alpha and beta 
activities over a period of nine years, from January 2002 to december 2010. the wa-
ter samples were collected in sterile polythene containers of 10 l capacity every 
month. this type of container does not alter the general characteristics of the water 
sample, and is normally recommended for the transport of aqueous samples previous 
to the measurement of their radioactive content [1]. the sample point was situated in 
the Faculty of Science of the University of Malaga (4º 28′ 80″ W; 36º 43′ 40″ N) (see 
fig. 1). Malaga is the capital of the province of the same name and it is in the south-
east zone of the Iberian peninsula on the Mediterranean coast. the climate in Mal-
aga is warm and temperate with hot summers and little rain (550 mm is the mean 
annual precipitation level). the geological structure of Malaga is characterized by 

FIG. 1. The map of Spain and indication of the sampling location.
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predominantly sedimentary rocks (carbonated and detritical) which show a low con-
centration of radioactive elements [2, 3].

the analytical procedure used to determine the gross alpha activity level was 
the co-precipitation method with a volume of 500 cm3 of sample water. this method 
consists of the selective precipitation of radium isotopes followed by a co-precipita-
tion of the actinoids [4]. Both having been precipitated, they are separated by filtra-
tions and the level of gross alpha activity is measured by a solid sZn(ag) scintillation 
counter calibrated with a standard 241Am solution. The zero thickness efficiency was 
37%, and the average background 0.015 cpm. 

The beta activity is measured with a gas flow proportional counter with a pre-
cipitate obtained by evaporation until nearly dry of a maximum volume of sample 
water of 150 cm3; the volume was determined by the conductivity values obtained 
from each of the samples analysed, and was carried out a steel planchet of dimen-
sions appropriate to our detector. 

The detection system was a low level gas flow alpha/beta proportional counter 
model Ht1000 caMBerra, calibrated with a standard 90sr /90y solution. the meas-
ured zero thickness efficiency was 32.2%, and the average background 0.51 cpm. 

an analysis has also been carried out of radioisotopes by gamma spectrometry 
using an intrinsic germanium coaxial detector made by canBerra with an relative 
efficiency about 30% to the efficiency of a 3´ × 3´ NaI(Tl) at 25 cm distance. Typical 
resolution (full width at half maximum) is about 1.3 keV at 46 keV and 2 keV at 1.33 
MeV. careful calibration was carried out using a water standard sample containing a 
known amount of radioisotopes such as 152eu, 133Ba, 60co, and 137cs uniformly distrib-
uted and sealed in Marinelli containers, the same design as those used for the water 
samples resolution [6]. samples were counted for 48 h to achieve a higher precision. 
owing to the low activity level of most samples, for quality control, instrumental 
and reagent blanks were measured frequently. furthermore, for quality control for 
gamma-spectrometric analysis we participated in international and national intercom-
parison analyses [7]. this fact allows us to obtain the activity of each of the emission 
sources that are within of the limits of detection. these limits have been calculated as 
showing Iso/fdIs 11929 [7].

3. results

the results from individual measurements of the gross alpha and gross 
beta activities were analysed to derive the statistical estimates characterizing 
the distributions.

table 1 shows the estimates of the arithmetic mean (aM), geometric mean 
(gM), standard deviation (sd), dispersion factor of geometric mean (df), maxi-
mum, minimum as well as the percentage of samples with concentration below 
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the minimum detectable (%). These values are given in Bq/L for gross alpha and 
gross beta activities.

gross alpha and gross beta activities in the analysed waters follow a log-normal 
distribution. this is the case for the distribution of all natural radionuclides [5]. fig. 2 
shows that the assumption of a log-normal distribution is justified. Fig. 3 shows that 
both distributions are log-normal. the chi-squared values obtained by comparing ob-
served frequencies for the logarithm of the original data with our expectations were 
significant at the 0.05 ± 0.01 level. Assuming these types of distribution, the GM for 
the gross alpha and gross beta activities should be used to characterize average val-
ues. the range of values for gross alpha activity was 73.19 Bq/m3 and 283.8 Bq/m3 
for gross beta activity.

taBle 1. statIstIcal paraMeters of dIfferent MeasureMents

date aM sd gM df Max. Min. %

Gross α 108 16.53 11.70 12.97 2.08 74.7 1.51 0

Gross β 108 97.06 57.83 80.99 1.87 301 14.2 7.4

FIG. 2. Normal probability plot.
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fig. 4 shows the analysis of means (anoM) of gross alpha and gross beta ac-
tivities. these plots show each group mean, the centreline at the grand mean, and 
the decision limits, which determine the groups that differ significantly at the grand 
mean. If any points are outside the de  cision limits, it can be concluded that there is 
a statistically significant difference between the counts.

fig. 4 shows the same behaviour in gross alpha and gross beta activities. In 
2005 there was a change in the behaviour of alpha and beta activities. this year, 
marked by a severe drought (about 240 mm), a desalination plant comes into op-
eration aimed at improving water quality in the city of Málaga, using a procedure of 
reverse osmosis to treat brackish water. thanks to this work it has been possible to 
in  crease supply capacity by allowing use of water resources that were previously un-
der-utilized due to its high salt concentration. the variation of gross alpha and gross 
beta activities in the rest of the years cannot be explained by wet and dry deposition. 
the gross alpha and gross beta activities in drinking water do not show correlation 
with bulk deposition.

FIG. 3. Frequency histograms of gross alpha and gross beta activities.
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during the sampling period activity measurements were made with gamma 
spectroscopy for both natural and artificial sources. The average activity during 
the sampling periods corresponding to the natural radioisotopes is below the normal 
level of environmental radioactivity. only three natural radionuclides have been de-
tected with a frequency of 4.6% (40K), 1.8% (214Pb), and 7.4% (214Bi).

4. conclusIons

• this paper presents some useful monitoring data for the concentrations of 
gross alpha and beta drinking water in Malaga, Spain. 100% of all samples 
collected have concentrations higher than LLD of gross alpha and 92.6% 
of gross beta.

• The results indicated that 100% of the water sample contains a total gross 
alpha and beta concentration of less than 0.10 Bq/l and 1 Bq/l respectively 
and is appropriate for human consumption.

FIG. 4. Analysis of means (ANOM) of gross alpha and gross beta activities.
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• gross alpha and gross beta activities in drinking water do not show cor-
relation with bulk deposition so we can’t find a mathematical correlation 
between radionuclides activity and meteorological factors. 

• the gamma emitting radioisotopes found were 40K, 214pb, 214Bi with very 
low frequency.
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Abstract

Ficopomatus enigmaticus (fauvel, 1923) is a sedentary polychaete. an invasive spe-
cies, F. enigmaticus has been found worldwide, inhabiting coastal brackish waters, lagoons 
and estuaries of both hemispheres. this tubeworm (serpulidae) builds calcareous tubes on any 
hard substrate, with distinctive collar-like rings at irregular intervals, and is relatively easy to 
identify. It is an efficient suspension feeder, very tolerant and physiologically well adapted to 
temperature and salinity variations, eutrophic conditions and low dissolved oxygen content. It 
was introduced to the eastern Adriatic coast recently. Here we report the first record of C and N 
stable isotope variability in the soft tissue of F. enigmaticus from the Krka river estuary and 
the nertva river delta. 

1. IntroductIon

Serpulidae Rafinesque, 1815, is a family of polychaete annelids with calcare-
ous tubes found worldwide from littoral to abyssal depths. of more than 350 de-
scribed species of serpulid polychaetes, Marifugia cavatica (absolon & Hrabe 1930)
is the only known cave dwelling stygobiotic and freshwater serpulid, five other ser-
pulid; species comprising the genus ficopomatus are found in brackish water, other-
wise serpulids are all marine organisms.

Ficopomatus enigmaticus (fauvel, 1923), previously known as Merciere-
lla enigmatica, is truly cosmopolitan with disjunct distribution. It has been found 
worldwide inhabiting coastal brackish waters, lagoons and estuaries of warm temper-
ate areas of both hemispheres. the distribution records lie approximately between 
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the northern hemisphere isotherm of 16 ºc and the 21 ºc isotherm on the southern 
hemisphere. this tubeworm builds calcareous tubes on any hard substrate. With dis-
tinctive collar-like rings at irregular intervals it is relatively easy to identify. It is an 
efficient suspension feeder, very tolerant and physiologically well adapted to temper-
ature and salinity variations, eutrophic conditions and low dissolved oxygen content. 

F. enigmaticus retains particles in the range of 2–16 μm with maximum efficien-
cy, and while both larger and smaller particles were ingested by the worms, the ef-
ficiency declined for larger particles [1]. The rates of ingestion and particle clearance 
by F. enigmaticus are among the highest known for serpulid polychaetes. the high 
filtration rate of this suspension feeder can substantially contribute to water clarity in 
enclosed embayments like harbours, marinas or lagoons [2, 1].

It probably invaded into the Mediterranean sea as ship fouling during the first 
World War [3]. In the adriatic sea, F. enigmaticus was recorded for the first time in 
1934 in the Venice lagoon in the northern adriatic, where it builds huge aggregate 
‘reefs’ today [4, 5]. along the eastern coast of the adriatic sea it is widespread [6–8] 
as an encrusting organism in many marine communities, especially ports fouling. 
the fact that populations of F. enigmaticus appear near ports suggests that the prob-
able mechanism of introduction was ship fouling or ballast water. generally, F. en-
igmaticus is considered a fouling nuisance species which negatively affects ships, 
buoys and harbour structures.

on the other hand, M. Cavatica is endemic species of the dinaric Karst. It is 
distributed only in subterranean waters of northeastern Italy, slovenia, croatia and 
Bosnia and Hercegovina [9, 10].

recently phylogenetic analysis places Marifugia as a sister group to a clade 
of brackish water ficopomatus species [10]. aggregations of both species sup-
port a higher abundance and diversity of associated fauna between its intertwined 
tubes [4, 11].

2. study area

for the study of F. enigmaticus two main populations located in the Krka river 
estuary and neretva river delta were chosen (fig. 1). 

the Krka river estuary was formed during the Holocene transgression. the es-
tuary has a total length of 22 km and its bottom gradually deepens from 2 m to 42 m. 
It is a typical karstic highly stratified estuary with a fresh/brackish surface layer flow-
ing seawards, and bottom seawater counter-currently moving upwards. the largest 
settlement in the region is the town of šibenik with a large port located in the lower 
part of the Krka river estuary. Ficopomatus enigmaticus has grown in the Krka river 
estuary for the last 6 years in the low intertidal to shallow subtidal area. 

the neretva river delta covers about 20 000 ha of which 12 000 ha are in 
Croatia. It is constituted of numerous channels. The Port of Ploče is situated near 
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the river mouth, and it is one of the largest croatian ports. the delta can be divided 
into three morphological parts: karst area, lowland delta area and shore. F. enigmati-
cus has appeared in the lowland delta area and at the shore after second World War 
as single specimens or in small aggregates. It mostly occurs at depths of 0.7 m.

3. saMplIng and saMplIng preparatIon

sampling was performed between May and september 2010. samples were 
collected manually by a scuba diver. sampling locations were divided by water salin-
ity into three groups (fW- dominantly fresh water, BW-brackish water with seasonal 
changes of salinity, MW-marine water). 

Particulate organic matter was collected only once, in summer 2010, by filter-
ing seawater through GF/C glass fiber filter. Filters were rinsed with deionized water 
and dried overnight at 50°c. 

Worms were manually extracted from their tubes and dried until constant 
weight at 50°c. several individuals (3–20, depending upon availability) were pooled 
together and homogenized. particulate organic matter for the isotope analysis of 

FIG. 1. Map of sampling areas.
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organic c was treated with 1M Hcl to remove carbonate prior to analysis; untreated 
samples were used for n isotope analysis. dry samples were analysed using a europa 
20–20 stable isotope analyser with anca sl preparation module for solid and liquid 
samples (Europa Scientific, U.K.). For carbonate C and O isotope analyses, dried sec-
tions of colonies were pulverized using agate mortar and pestle and analysed using 
Varian Mat 250 isotope ratio mass spectrometer after decomposition of 3 mg sample 
in 100% H3po4 at 25°c for 24 h. 

the stable isotopic compositions of carbon, oxygen, nitrogen, and carbonate 
were determined as heavier isotope to light isotope ratio and reported in ‰ as relative 
δ values:

δ = (Rsample/Rstandard – 1) × 1000 [‰] 

where R is the 13c/12c, 15n/14n or 18o/16o ratio of the sample and the standard. 
the results for carbon and oxygen are reported relative to V–pdB (Vienna – pee 
dee Belemnite) and nitrogen relative to atmospheric n2. samples of soft tissues were 
analysed in triplicate and were accepted, if the standard deviation was < 0.2‰ for 
both c and n; if the deviation was larger, analyses were repeated until the deviation 
was within the requested limits. carbonate samples were analysed in duplicate, with 
standard uncertainty of 0.1‰ for both δ13C and δ18o.

4. results

Particulate organic matter: the poM was sampled only once, in september 
2010, at sites with changing salinity (4 sites in Krka river estuary and one in neretva 
river delta) and at one freshwater site (Krka estuary). The δ15n values ranged from 
3.6 to 5‰ for sites with varying salinity and 8.1‰ for the freshwater site, whereas 
δ13c values increased from –31.9‰ V–pdB at sites close to the Krka river mouth to 
–25.1‰ V–pdB at sites closer to the sea; literature data for marine poM in central 
Dalmatia show that the seasonal variation in both δ13C and δ15n and can range over 
several permille and that the highest values typically occur in late summer [12, 13]. 
It is noteworthy, however, that no results are available for the estuarine environment, 
where intensive mixing of fresh- and seawater occurs, depending upon the tempera-
ture and some other physicochemical conditions.

Soft tissues: no data on stable isotope composition of the soft tissues of 
M. cavatica or F. enigmaticus worms could be found in the literature. Some δ15n 
values were reported for polychaete worms in the gulf of aqaba, where it was 
found that — as intensive filter feeders with high retention capacity — they reflect 
the δ15n of poM in their living environment [14]; for unpolluted locations, a 
mean δ15N of 3.9‰ was measured, while at locations exposed to fish farm derived 
effluents, δ15n values of up to 8‰ were found. unpublished data for serpulides 
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from the Bay of piran in the northern adriatic report values between 3.6 and 7‰ 
V–PDB, depending on the season and distance to the fish farms. The 15n enrichment 
compared to the particulate organic matter varied seasonally between 2 and 3‰ [14]. 
The mean δ15n of serpulides analysed in our study was 8.6‰ (std = 0.7‰, n = 17) 
in the freshwater environment, 7.8‰ (std = 1.7‰, n = 26) in the mixed freshwater–
saline environment and 8.4‰ (std = 0.1‰, n = 2) in the marine environment, which 
means that the n stable isotope composition is rather independent of the salinity. for 
the observed period, no regular seasonal variation was observed. the obtained values 
are as expected, considering the δ15n of poM and previously estimated enrichment 
factor [14]. Much larger variations were observed in the stable isotope composition 
of organic C in the soft tissues: in freshwater environments, mean δ13c was –31.9‰, 
however, the standard deviation was 4.7‰ (n = 17); in environments with changing 
salinity the mean δ13c was –31.0‰ (std = 3.1‰), while in the marine environment 
the mean δ13c was –32.1‰ with standard deviation of 1.5‰. these values were much 
lower than those obtained in the unpublished study in the northern adriatic and the 
Gulf of Aqaba, where δ13c values typical of those for marine organisms were found 
(–17 to –22‰ V–PDB). In principle, δ13c values as low as those obtained in our study 
(down to –37.8‰ V–pdB) at the freshwater site in Krka estuary) could be explained 
by the uptake of organic matter deriving from methane oxidizing bacteria, which 
could occasionally derive from the lacustrine environment behind the skradinski 
buk waterfall [15]. at the moment, such conclusion can only be speculative since 
there are other factors which could not yet be taken into account, such as limited 
water circulation within serpulide colonies, c cycling within soft substrates covering 
the tubes etc., which could potentially alter the microenvironmental conditions within 
the colonies and, in particular in freshwater environments, create local hypoxia. 

Carbonates: both δ13C and δ18o values of carbonate tubes are related to the sa-
linity of the living environment of organisms: the lowest δ values were determined in 
the freshwater organisms M. cavatica with δ13C between –14.9 and –12.5‰ and δ18o 
between –10.6 and –9.1‰ VpdB; tubes of F. enigmaticus from freshwater environ-
ment had δ13C between –14.4 and –6.6‰ and δ18o between –9.4 and –5.7‰ VpdB. 
these values are very similar to those reported for fossil M. cavatica (δ13c = –13.2 
to –15.1‰, δ18o = –6.2 to –9.1‰ V–pdB [16]) the lowest values in F. enigmaticus 
were determined in the samples collected just below the waterfall of skradinski buk, 
where the river discharges into the estuary; these values match with the δ13c values 
of dissolved inorganic c in the river which varies seasonally between –8 and –14‰ 
VPDB, and δ18o of river water (–6.8 to –7.8‰ V–pdB, [17]). samples collected in 
the areas with salinity changing seasonally from freshwater to typical marine val-
ues (up to 36) had much higher δ values (–6.76 < δ13C < –2.88‰, –4.68 < δ18o < 
–3.38‰), close to those typical of marine serpulidae tubes determined in the Bay of 
Koper, Northern Adriatic (δ13C = – 0.3, δ18o = +1.8‰ V–pdB, [16]). 
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5. conclusIon

the stable isotope composition of serpulide worms in the estuary of the river 
Krka and Neretva river delta show a large span of δ13C and δ15N values; the δ15n 
values reflect the stable isotope composition of particulate organic matter in the area, 
whereas δ13c values obtained in this study cannot yet be fully explained. the c and o 
isotope composition of carbonate tubes depend upon the contribution of river-borne 
dissolved inorganic carbon and its typical δ18o values and change with the salinity 
gradient. 
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Abstract

the effective half-life of 137Cs in acutely contaminated Japanese catfish was determined. 
The fish were fed with fish meal incorporated with 137cscl and then released into aquaria. to 
assess the 137Cs activity retained in the fish body, the whole body radioactivity of each fish was 
measured at regular intervals for up to 157 days. the data were plotted with relative counts on 
the y-axis and corresponding elapsed time on the x-axis. relative count plotted against elapsed 
time was found to consist of three components, namely the first fast, second fast and the slow 
component. The true elimination curves of the first components were calculated by the peeling 
off method. the effective half-life of the fast components was determined from the slope of 
the true curves. the effective half-life of 137Cs for the first fast, second fast and the slow com-
ponent in Japanese catfish was found to be 1.27, 5.76 and 251 days, respectively.

1. IntroductIon

the release of radioactive materials to the environment is an inevitable conse-
quence of the use of nuclear energy. one of the major sources of environmental ra-
dioactivity is radioactive materials injected into the atmosphere during nuclear weap-
ons or peaceful explosive tests, reactor operations and space application of nuclear 
energy. In addition, they also gain access into the environment through nuclear fuel 
fabrication and reprocessing, radioisotope production facilities and other activities 
such as the use of radioisotopes in medicine, industry and agriculture [1]. among 
the radionuclides, radiocaesium has drawn the utmost attention for its long physi-
cal half-life, high fission yield [2] and high bioavailability. The Chernobyl accident 
aroused further interest as a large number of wetland areas were subjected to cherno-
byl fallout. owing to its chemical and physiological similarity with potassium, 137cs 
can easily enter into the food chain and has a ubiquitous distribution within the body, 
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including edible skeletal muscle [3]. therefore, 137cs is an important contributor to 
the internal radiation dose of living bodies [4]. furthermore, 137cs is of particular in-
terest to aquatic ecologists because it provides a useful tracer of food web dynamics 
through the use of 137cs-based bioenergetics models [5].

fish is a major source of protein and nutrition and is therefore a potential car-
rier of radio  nuclides from the aquatic environment to humans. Because 137cs is ac-
cumulated and concentrated in skeletal muscle, consumption of contaminated fish 
can be an important pathway for human exposure [6]. there are two modes by which 
fish can be contaminated: chronically and acutely. In chronic exposure, fish take up 
radionuclides from their host environment through food, the gills and other ways 
over a long time. In acute exposure, the radionuclides are introduced to the fish by 
labelled food, by keeping the fish for a short time in water containing 137cs or by in-
jecting 137Cs into the fish over a short time [7]. Therefore, the acutely contaminated 
fish would not be at equilibrium or near the equilibrium state.

After leaving the contaminated area or after ingestion of a single dose, fish 
eventually lose much of their radioactivity as a result of metabolic processes and 
through other physiological means of elimination. therefore, studies on elimination 
of 137Cs from fish are needed to gather data for the assessment of the expected lev-
els of contamination to predict the time required for fish to be adequately free from 
137cs [8]. accurate prediction of radiocaesium elimination is important in gauging 
the potential health effects of environmental release, as well as estimating the food 
consumption by free ranging fish. Base line data on each species of fish are essential 
in formulating a guideline for fish consumption. Many studies have been carried out 
on the accumulation and elimination of various radionuclides by different species of 
both marine and freshwater fish, and a comprehensive list of references can be found 
in the literature [8]. However, there are still a lot of fish species that remain uninves-
tigated for the baseline data. 

normally, nuclear testing or accidents introduce radioactivity into the aquatic 
environment for a short time, and a huge amount of contaminant can fall into 
the environment within a few moments. fish caught after a short period of 
contamination can be considered as acutely contaminated disregarding the level of 
contamination. from a radiation protection as well as a radio-ecological point of view, 
the effective half-life of 137Cs in the acutely contaminated fish is equally important 
as the half-life in the chronically contaminated fish. In south Asian countries, many 
fresh water fish species are available that can remain alive out of water for a long time 
and furthermore, these fish can also be maintained in small vessels, tanks, buckets or 
ditches filled with water for a long time. These fish are commonly known as ‘zeol’ 
(a Bangla word meaning live) fish. For convenience, people used to catch/collect 
‘zeol’ fish from natural sources and maintain them in small earthen vessels, tanks, 
buckets or ditches at home for a long time to consume the fish over a period of time. 
This rural tradition of zeol fish rearing may be a useful tool in protecting people from 
the ingestion of radionuclides through consumption of contaminated fish. Knowing 



IAEA-CN-186/198

427

the effective half-life of the contaminant radioisotope in the fish, people may be 
advised to collect the zeol fish from the contaminated aquatic environment and to 
maintain the fish at home and consume it after a time equal to the effective half-life 
of the radio-isotope. therefore, it is prudent to determine the effective half-life of the 
radioisotope in acutely contaminated fish. The condition maintained in the aquarium 
to rear the experimental fish in laboratory is almost equivalent to that in a small 
vessel in a house. therefore, the data obtained can be treated as the data obtained in 
field conditions.

Japanese catfish (Silurus asotus Linnaeus) is a freshwater fish abundant in 
Bangladesh, cambodia, India, Japan, Malaysia, thailand, and other countries in south 
and south east Asia and is commonly consumed. The fish has ancillary respiratory or-
gans enabling it to breath air and therefore live out of water. this attribute facilitates 
handling in the laboratory; the fish can be easily kept under laboratory conditions for 
a long time. the effective half-life of 137cs in chronically contaminated Japanese cat-
fish has already been determined [9]. However, experiments have not been conducted 
for the half-life in acutely contaminated Japanese catfish. Therefore, a research work 
was undertaken to determine the effective half-life of 137cs in acutely contaminated 
Japanese catfish. The purpose of this paper is to report on the elimination of 137cs in 
acutely contaminated Japanese catfish and to find out the effective half-life of 137cs in 
the fish based on the experimental findings and to compare the half-life with the half-
life in chronically contaminated fish.

2. eXperIMent 

137cs in chloride form (811.4 kBq/ml on July 4, 2002) was mixed with fresh 
water. Fifteen fish meal pellets were weighed individually and contaminated with 
the 137cscl solution. the 137cscl solution was poured on the pellets drop by drop 
so that all pellets were completely moist. the pellets were then dried in air, divided 
into five groups of three pellets, and placed in small plastic packets and counted for 
137Cs activity (Av. 15 Bq/g). Fifteen medium size Japanese catfish (length: 30–39 cm, 
weight: 350–405 g, age: 2 years, adult fish) were collected from local fisheries and 
acclimatized in a 200 L aquarium for 3 months. Five fish were selected for the ex-
periment and placed in a plastic bucket containing 10 l fresh tap water with 5 ml 
of anaesthetic. The fish were immersed in the anaesthetic solution for 4–5 min, until 
their behaviour indicated that anaesthesia had been attained (unable to remain up-
right). In order to contaminate the fish, three 137cs incorporated pellets of a packet 
were inserted into the stomach through the mouth of the unconscious fish by means 
of tongs. the 137Cs loaded fish was then weighed, put in a polyethylene bag, placed 
in a cylinder type plastic scintillation counter and whole body counted for 120 s to 
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know the initial level of the 137Cs in the fish body. After counting, the fish was re-
leased into an aquarium containing 200 L fresh water (non-contaminated), one fish 
per aquarium. 

After the ingestion of the contaminated meal, the fish eventually lost 
the radioactivity through the undigested food and metabolic processes. to assess 
the 137Cs activity remaining in the fish body after a period of contamination, fish were 
counted alive for whole body radioactivity at regular intervals up to 157 days, twice 
a week for the first 10 weeks and then once a week. On every counting day, fish were 
removed from the aquarium by fishing net and placed in a bucket, made unconscious 
and whole body counted following the procedure described above. the water was 
changed twice a week. the temperature of the water was maintained at 20  ±  1 ºc 
using heat and refrigeration units. all aquaria were equipped with air pumps to ensure 
a normal oxygen level in the water. 

The background count was measured for 10 min before and after the fish 
counting and the mean was subtracted from the gross count to obtain the net count. 
fish number 5 was found to have disgorged all the pellets 3 hours after the feeding. 
Since some radionuclide was readily absorbed during the time therefore, the fish was 
included for further counting. fish number 4 died at the 12th day, which may be due 
to food poisoning. Through out the acclimation and the experimental period, the fish 
were fed non-contaminated commercial high protein rations on each sampling day. 
In the acclimation period, the pellets were released directly into the aquarium and 
the fish ate the pellets willingly. In the experimental period, the fish were hand fed 
while they were out of the water for counting purposes. After finishing the counting, 
ten pellets were directly inserted into the stomach of the unconscious fish by tongs, 
one pellet after another. The fish was then released into its host aquarium. The fish 
regained consciousness within 2–5 minutes. 

3. result and dIscussIon 

the 137Cs activity remaining in the fish body at different time periods after 
contamination is plotted in fig. 2 to show the rate of loss through biological 
elimination and physical decay, and elimination during the first few days seems to be 
high. Acutely contaminated fish exhibit artificially high initial losses of administered 
radionuclides [10]. on close observation of fig. 1, one may feel that the elimination 
data points of 137Cs after a single uptake from food for all fish have three different 
slopes. the 1st slope seems to be over the data points for the period 0–3 days; the 2nd 
slope is for 3–24 days and the 3rd one is for 24–157 days. therefore, the slopes of 
the curves for each fish clearly show that there are three elimination rates involved 
that could be designated as the first rapid component, second rapid component 
and the slow component. The curves were fitted to the elimination data on each 
component separately (fig. 1).
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The first rapid component is represented by the 137cs that is not assimilated 
by the organisms; it is lost by defecation [11–14]. the 137cs elimination during 
the second rapid period is driven by release from organs other than muscle, and 
elimination during the slow component is driven by release from muscle tissue [15]. 

The data for all components of all fish were well fitted by the equation: Y = A – MX 
where A is the intercept and M is the slope. All the fitted equations with corresponding 
values of A and M are shown in table 1. the predictive power of each individual 
fish’s elimination equation was very high (all r2 ≈ 0.90). The data points for the first 

and second rapid components in Fig. 1 as such the equations fitted to the data points 
(table 1) are apparent only. real elimination rates should be calculated by peeling 
off the different components. after peeling off, the true elimination rate of the rapid 
components could be seen [16].

During the period of the first rapid component, elimination due to reasons 
other than defecation also applies. Therefore, to find the real elimination rate in 
the first rapid component, data for the two other components must be graphically 
subtracted from the data obtained during the first rapid component. Likewise, the real 
elimination rate during the period of the second rapid component should be calculated 
by subtracting the data for the slow component. The fitted equations for the real first 
and second rapid components are also given in table 1. the slopes of the curves of 
the real first and second rapid components and of the slow component, the effective 
elimination rate constants λeff are expressed as :

 λeff = (ln C1 – ln C2) / ( t2 – t 1). 

FIG. 1. Data for 137Cs elimination from Japanese catfish after a single dose of 137Cs. The 137Cs 
activities remaining in the fish body at different times are plotted on the Y-axis against 
the elapsed time on the X-axis.

 

0

10000

20000

30000

40000

50000

60000

70000

R
el

at
iv

e 
co

un
ts

0 20 40 60 80 100 120 140 160
Elapsed time (day)

Fish No. 2
Fish No. 3
Fish No. 4
Fish No. 5



Malek and Nakahara

430

ta
B

le
 1

. e
Q

u
at

Io
n

s 
fI

tt
ed

 t
o

 e
X

pe
r

IM
en

ta
l 

d
at

a
 f

o
r

 t
H

e 
r

a
pI

d
 a

n
d

 s
lo

W
 c

o
M

po
n

en
ts

 a
n

d
 c

o
r

r
es

po
n

d
In

g
 

ef
fe

c
tI

V
e 

H
a

lf
-l

IV
es

 (d
ay

) c
a

lc
u

la
te

d
 B

a
se

d
 o

n
 t

H
e 

r
ea

l 
fI

r
st

 a
n

d
 s

ec
o

n
d

 r
a

pI
d

 c
o

M
po

n
en

ts
 

fi
sh

n
o.

1s
t f

as
t c

om
po

ne
nt

2n
d 

fa
st

 c
om

po
ne

nt
sl

ow
 c

om
po

ne
nt

 

a
pp

ar
en

t
r

ea
l

t b½
a

pp
ar

en
t

r
ea

l
t b½

eq
ua

tio
n

t b½

1
2

3
4

5
6

7
8

9

2
 y

 =
 5

86
55

 – 
34

04
.5

 X
y

 =
11

30
.8

 –
 2

94
4.

9 
X

 1
.2

89
 y

 =
 4

76
19

.2
 – 

45
9.

59
X

y
 =

 9
78

0.
96

 –
 3

58
.9

7 
X

 5
.3

00
 y

 =
 3

78
37

.5
 – 

10
0.

43
 X

 1
97

.5
9

3
 y

 =
 5

74
44

.5
 – 

22
20

 X
y

 =
 7

57
9.

9 
–1

98
1.

1 
X

 1
.3

56
 y

 =
 4

98
65

.2
 – 

23
8.

89
 X

y
 =

 4
34

4.
2  –

 1
44

.1
2 

X
 

8.
82

2
 y

 =
 4

55
21

 – 
94

.7
6X

 
27

0.
25

4
 y

 =
 6

21
06

.9
 – 

25
41

.1
 X

y
 =

 7
98

9.
9 

– 
22

13
.6

X
 1

.1
69

 y
 =

 5
41

17
 – 

32
7.

71
 X

y
 =

 5
63

4.
92

 –2
29

.0
6 

X
 

3.
48

8
 y

 =
 4

84
82

.1
 – 

98
.6

5 
X

 
27

7.
99

5
 V

om
it 

ou
t

—
—

 y
 =

 1
42

01
.1

 – 
10

9.
77

 X
y

 =
 2

00
0.

7 –
 8

42
.3

0X
 

5.
36

4
 y

 =
 1

20
00

.4
 – 

25
.5

4 
X

 
25

8.
70

 a
v.

 t
½

 =
 1

.2
7 ±

 0.
09

 a
v.

 t
½

 =
 5

.6
7 ±

 2.
25

 a
v.

t ½
 =

 2
51

.1
3 ±

 36
.5

6

n
ot

e:
 1

. f
is

h 
n

o.
 1

 d
ie

d 
on

 th
e 

12
th

 d
ay

 a
nd

 5
 re

gu
rg

ita
te

d 
th

e 
fo

od
 a

fte
r 3

 h
ou

rs
 o

f f
ee

di
ng

 
 

 
2.

 s
lo

w
 c

om
po

ne
nt

s h
av

e 
re

al
 p

ar
t o

nl
y.

 



IAEA-CN-186/198

431

the effective half-life T½ = 0.693/λeff. the T½ for each component of each 
fish are shown in Table 1. The average value of the first rapid, second rapid and 
the slow components of the effective half-life for each adult Japanese catfish were 
found to be 1.27  ±  0.1, 5.8  ±  2.3 and 251  ±  37 day, respectively (table 1). since 
the physical half-life of 137cs is rather long (30 years), the biological half-life, in this 
case, is nearly equal to the effective half-life of the fish. The average T½ of 137cs in 
the chronically contaminated Japanese catfish was determined to be 142 days [9]. It 
seems like the slow component of the T½ of 137cs in acut  ely contaminated Japanese 
catfish is almost twice as great as the T½ of chronically contaminated fish. How  ever, 
in bluegill (Lepomis macrochirus) no difference was found between the T½ of 137cs 
in chronically and acutely contaminated fish [17]. It was reported that chronically 
contaminated animals eliminated cs more slowly (longer half-life) than those which 
are experimentally contaminated by injection or ingestion; the sequence of half 
time is: chronic T½ > acute T½ [18]. It has been observed that the elimination rates 
of chronically contaminated fish were about 40% longer than expected for acutely 
exposed fish [10]. In con  trast to these reports, acutely contaminated Japanese catfish 
were found to eliminate 137Cs more slowly than chronically contaminated fish. 
the reason is not clearly understood. It is unlikely that potential effects of repeated 
anaesthesia and other factors (such as temperature, water quality etc.) on metabolic 
rate were responsible for increasing the T½ of the fish in this study. For acute and 
chronic contamination, individual fish species may have unique elimination rates, 
however, data from large scale experiments with various species of fish are required 
to draw a general conclusion on the matter. It seems that the curves fitted well in 
the slow components only. In the region of second rapid components, there is much 
deviation between the experimental data and the fitted curve (Fig. 1). Further, the real 
first and second rapid component would be calculated by the peeling off method, 
which is a complex procedure in exponential curve fitting. Therefore, it seems that 
multicomponent linear regression is a more realistic and straightforward method for 
calculating the effective half-life in the present experiment. 

For fish that receive a single dose of 137Cs, 50–80% of the initial burden is elim-
inated by a slow component [18]. However, when tissue pools are equilibrated to am-
bient radiocaesium concentration, nearly 98% of the initial burden is in a slow pool 
and eliminated by the slow component. thus, for the purpose of bioenergetics model-
ling of most fish populations, the slow elimination component is predominant, and 
the rapid components may be ignored [15]. the variability in elimination rates among 
the individual fish may be due to body weight, size and physiological condition. It is 
unlikely that the variation is due to the treatment of the fish during the experiment. 
the individual elimination rates are more dependent on individual activity patterns, 
physical condition, age and/or other factors that could not be identified in the study 
fish, and which may themselves be influenced by body size. It was suggested that 
the radionuclide elimination rates determined under penned conditions could be used 
to usefully approximate rate under natural conditions [19]. If the equilibrium of 137cs 
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concentrations of free-living Japanese catfish can be accurately predicted by using 
the relationship obtained in the penned elimination rate study, the penned elimina-
tion data does not accurately reflect elimination under free living conditions. Previ-
ously, it was suggested to use the elimination rate to measure the period of maintain-
ance in a consumer’s house. the present experimental conditions in the laboratory 
and the conditions when maintaining the fish in the consumer’s house are almost 
the same. therefore, the result obtained may be considered as a result obtained in 
field conditions.

4. conclusIons

due to the experiment being conducted on four animals only, the conclusion 
drawn on the T½ of 137Cs in acute  ly contaminated Japanese catfish seems to be 
unsound, however, one can gain valuable information from experiments carried 
out with a limited number of animals particularly when the radioisotope kinetics 
are checked by making repeated measurements on individuals without sacrificing 
them [20] and a good appro  xi  mation on the T½ of 137Cs in the fish can be obtained 
from the present study. The present study was per  formed with 5 adult fish only. Of 
these five, one fish regurgitated the contaminated food (however it was included in 
counting for the data for the 2nd rapid and slow components) and a second died on 
the 12th day of the study. Therefore, the conclusion is based on four fish. A more 
precise estimate of T½ of 137Cs in acutely contaminated Japanese catfish should be 
determined using a large scale study. Besides the acute contami  nation by ingestion 
through the stomach, study with injection to blood and muscle is of importance. 
possible difference in the results obtained from the studies with different mode of 
acute contamination might be of interest. 

the reason for the large difference between the T½ of chronically and acutely 
contaminated Japanese catfish fish needs to be investigated. Within individual 
species, the T½ of 137Cs is affected by factors that influence metabolic rate, increasing 
by a factor of 2 to 3 for each 10°c increase in tempera  ture, and to a lesser degree 
in proportion to body mass [10, 11, 14, 18, 21]. the temperature in a lake, pond or 
swamp varies with depth and season. In Japan, the temperature ranges from 37°c 
in august to below freezing in January/february. further, handling stress increases 
the accumulation and retention time and repeated anaesthesia may also disturb 
the retention time [9]. The age of fish and the acclimatization con  di  tions may also 
influence the 137cs elimination rates [10]. the average age of the individual seems 
more important than the number of animals in the sample, since food uptake ratio, 
turnover of stable elements and radionuclides and surface to volume ratio can be 
strongly age dependent [22]. therefore, an experiment on T½ of 137cs at different 
temperatures with minimum human disturbance and on age and size (old, adult and 
juvenile) of the fish is recommended. 
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Abstract

the hydrologic complex of Babitonga Bay (Brazil) forms a vast environmental com-
plex, hosting the last great mangrove bulk of the southern hemisphere. Mangroves are among 
the most productive ecosystems on earth. the effects of an oil spill were studied in Babitonga 
Bay using lead and carbon isotopes. samples of the spilled oil were obtained nine months after 
the accident, as well as sediment and water samples. thus, the isotopic composition of the oil 
allowed the tracing of the environmental pollution. notwithstanding the delay in time, isotopes 
of lead and carbon allowed the identification of areas where the presence of the oil can be still 
detected, permitting assessment of the extent of pollution. contaminated sediments exhibited 
an isotopic composition (206pb/207pb and 208pb/206pb) close to that of the oil spilled. Moreover 
δ13C also permitted the ratification of these results. Others isotopes were used but with no con-
tributions. Conclusions are derived in terms of the source of the pollution in the specific area.

1. IntroductIon

estuarine and transition areas constitute natural reaction zones in which het-
erogeneous processes may affect the ecological equilibrium due to local changes 
in the biogeochemical conditions. Besides the natural sources, other inputs provide 
significant contributions to these areas. In Babitonga Bay (BB) different pollutant 
sources cause sediment pollution [1], and the major suppliers are: (i) activities at são 
francisco do sul Harbour, (ii) inadequately treated domestic sewage, (iii) industrial 
activity at Joinville, (iv) other contamination transport from tributaries [2–4]. estua-
rine systems are well known as owners of large amounts of organic matter and for this 
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reason stable carbon isotope composition has been useful in estuary studies [3, 5–8]; 
and it is a consolidated tracer at these sites. In order to distinguish between anthropo-
genic and natural inputs, isotopes of lead also represent a potential pollution indicator. 
It is also reasonably immobile in environmental sinks. In addition, pb isotopes have 
the potential to distinguish between pb originated from natural sources (rocks, soil) 
and from pollution sources (e.g., fuel combustion, sewage, atmospheric deposition). 
In the summer of 2008 an accident occurred causing a large oil spill in the BB eco-
systems. after nine months a campaign was conducted in order to search for residues 
of this spill. the major objectives of the present study are to characterize the different 
isotopic compositions of carbon and lead in BB, especially the product of oil weath-
ering, and to elucidate the origin of pb and c in sediments. lead and carbon isotopic 
compositions were determined in bulk sediments and residues, in order to identify 
the sources (geogenic or anthropogenic) of different inputs. lead was chosen as an 
additional tracer to identify oil origin, due to the fact that the isotopic composition of 
Pb is not significantly affected by physicochemical fractionation processes [9]. 

2. sIte descrIptIon

the hydrologic complex of Babitonga Bay (BB) is located 45 km northeast 
from the city of Joinville, which is the principle city (featuring heavy industry and 
urbanization) of the santa catarina state (southern Brazil), fig. 1. the drainage 
basin of this bay forms a vast environmental complex, where agriculture and shellfish 

FIG. 1. Hydrological complex of Babitonga Bay and sample sites.
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farming, as well as a spectrum of industries, coexist with a unique natural area of 
atlantic rain forest. Babitonga Bay, the southern residual mangrove forests of 
Brazil, is connected to the atlantic ocean via an opening with a width of 1850 m 
and presents a salt wedge circulation system. A significant tidal oscillation brings 
appreciable water renewal to the whole ecosystem. tides are mixed exhibiting 
semidiurnal dominance with diurnal inequalities [10]. the region is characterized by 
a humid subtropical climate with a rainfall average of 2000 mm/a. there are two 
distinguishable seasons: summer (from november to april) and winter (from May 
to october). during summer, the weather is characterized by high temperatures and 
humidity, with intense precipitation caused by local convection processes strictly 
controlled by the regional orography. During winter, the influence of polar air masses 
brings a decline of temperature and precipitation in the region.

3. geologIcal conteXt

3.1. santa Catarina Granulite Complex

according to ref. [11] the santa catarina granulite complex is the oldest tec-
tonic unit in the catarinense shield. this complex is composed of tonalitic, grano-
dioritic, and trondhjemitic orthogneisses that were intruded by mafic and ultramafic 
rocks. Minor occurrences of meta-sedimentary rocks such as quartzites and banded 
iron formations are also present. The first mantle–crust differentiation of the Santa 
catarina granulite complex is of archean age, at 2.8 ga (tdM model age), and 
the tectonic stabilization occurred in the paleoproterozoic, at 1.9 ga (K–ar in bio-
tite). the santa catarina granulite complex was metamorphosed to a granulite facies 
during two events. The first event occurred at 2675 ± 12 Ma, and the second event 
occurred at 2168 ± 18Ma (u-pb sHrIMp) when the magmatic protoliths crystallized 
at 2716 ± 17Ma [12]. ref. [12] interpreted the santa catarina granulite complex as 
a stable craton after 1.9 ga, and the complex remained an undeformed block during 
the orogenies of the Brasiliano/pan-african cycle (luis alves microplate).

4. saMple locatIon and MetHods

sampling was authorized by the public prosecutor (pp) nine months after 
the oil spill. an additional campaign was made, one month before the one authorized 
by the pp, in order to take three samples of the oil trapped inside the ship casualty, 
which remained capsized all this time inside BB. nine sampling sites were chosen 
based on the oil slick. the main goal was to identify if the oil was still present in 
the bay sediments. sample sites were chosen, by the pp, as a function of the oil 
stains that were formed after the spill, and were analysed by the centro de pesquisas 
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geocronológicas, university of são paulo — usp (pb isotopes) and centro de 
energia nuclear na agricultura, university of são paulo – usp (c and n isotopes). 

5. results

the samples analysed represent the surface layer of the sedimentary pile 
at the sites shown in fig.1, and pb and c isotopic composition determined in nine 
samples defined by the public prosecutor are presented in Table 1. 

5.1. Lead

BB has a known history of contamination by heavy metals [1, 4, 13], so 
analysing pb concentration would not be interesting, as previous work showed lead 
concentration in BB sediments [1, 14]. By using pb isotopic composition differences 
between pb from the oil spill and other origins could be spotted. Important isotopic 
differences are observed between the samples and the geogenic background (fig. 2). 
pb isotopic composition tends to be more radiogenic (high 206pb/207pb ratio) in BB 
sediments – leachate and residual, as well as in the oil collected inside the ship. It is 
important to mention that BB suffers from the disposal of sewage without treatment, 
but the impact of this disposal is apparent in the inner part of the Bay [3], whereas 
samples were collected toward the mouth. the system indicates a simple binary 
mixing of geogenic with anthropogenic pb.

FIG. 2. The relationship between 206Pb/207Pb and 208Pb/206Pb ratios of BB sediments. The linear 
behaviour suggests a simple binary mixing of geogenic with anthropogenic Pb.
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a different behaviour can be observed among leachate and the residual phase 
of samples. leachate presents a pb isotopic composition which is in general more 
radiogenic (206pb/207pb ratio between 1.1465 and 1.1824) than the residual phase 
(206pb/207pb ratio between 1.1052 and 1.1546), so sediments at sample points 
present an important anthropogenic input (oil sample presented 206pb/207pb ratio 
1.1766). In the leachate no important contribution, such as sewage, was observed. 
according to refs [15–17], a large amount of the anthropogenic lead added to 
a sediment can probably be leached from the residue by dilute acid. according to 
Ref. [18], the influence of organic matter (OM) and iron oxyhydroxide surface can 
cause reasonable differences between residual and leachate. lead released from 
the structures of silicate minerals is isotopically distinct from that released from other 
sites, demonstrating distinct lead reservoirs. In fact, in BB mangrove sediments have 
great amounts of oM. another area of important anthropogenic contribution also can 
be observed in the vicinities of the capri Iate club, with 206pb/207pb value as low as 
1.1362 for the residue. Considering the influence of São Francisco do Sul Harbour 
activity, a similar pattern could be expected, with pb isotopic composition close to 
that of oil. as oil samples were collected inside the ship, casualty sediment samples 
tend to match with this oil sampled. 

5.3. Carbon and nitrogen isotopes

In order to trace the oM origin, carbon and nitrogen isotopes were used. 
Unfortunately, sand beaches had no sufficient OM, so it was not possible to detect 
the carbon isotopic composition due to its low concentration. Mangrove sediments 
were analysed, and the results are presented in table 1. elemental and stable isotope 
analysis has been used in a large number of studies to determine the spatial and 
temporal distribution of different sources of organic matter (allochthonous detritus 
and local phytoplankton) in suspended matter and sediments of estuarine systems 
e.g. [3, 19]. this approach makes use of the fact that different biochemical pathways, 
and the degree to which carbon and nitrogen has been reworked, will lead to different 
isotopic ratios of δ13C and δ15n. When the resulting stable isotope signatures of 
the different origins are sufficiently dissimilar, it is possible to allocate the sources of 
organic matter. In this work, in addition to δ13C and δ15n, pb isotopes were used. ref. 
[20] found in BB sediment δ13c values ranging from –22.58‰ to –24.94‰. the more 
enriched values are observed at oceanward points, suggesting the large contribution 
of marine organic matter characterized by a typical mean value –21.0‰ [26]. δ15n 
values of BB sediments range from 3.56 to 6.43‰, and more enriched values are 
observed oceanward. Oil isotopic composition ranges from 8.24 to 8.64‰ for δ15n 
and from –26.31 to –24.15‰ for δ13c. sediment samples collected after the casualty, 
all of them collected oceanward, presented an isotopic composition varying from 
–24.69 to –2.07‰ as δ13C, and from 4.22 to 10.57‰ as δ15n. By using isotopes 
from organic matter just one sample matches with the oil sample. It is important 
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to reinforce the time elapsed (nine months) since the casualty to the fieldwork. In 
addition, the successive tides exposing and submerging sample sites, two seasons 
(summer and autumn), and biogeochemical processes contributed to the isotopic 
fractionation. 

6. conclusIon

BB experiences a hard process of loss of natural features due to recurrent acute 
and chronic impacts. particularly in this shipwreck, the slowness of legal bureau-
cracy brought injury to the environmental impact assessment. fortunately, previous 
δ13c data were available, samples of the spilled oil were collected for analysis (after 
8 months) and the 207pb/206pb and 208/206pb ratio variations between geogenic and oil 
samples were large. the use of isotopes, such as pb isotopes, that undergo little frac-
tionation when exposed to weathering and biogeochemical processes, is important 
and can be an interesting alternative. Despite many difficulties, by using combined 
isotope tracers it was possible to spot areas were the oil spilled could be identified. 

REFERENCEs

[1] creMer, M.J., Morales, p.r.d., de olIVIera, t.M.n., diagnóstico ambien-
tal da Baía da Babitonga, univille, Joinville, Brazil (2006).

[2] Barros, g.V., Mas-pla, J., olIVIera noVaIs, t.M., saccHI, e., ZuppI, 
g.M., Hydrological mixing and geochemical processes characterization in an estua-
rine/mangrove system using environmental tracers in Babitonga Bay (santa catarina, 
Brazil), cont. shelf res. 28 (2008) 682–695.

[3] Barros, g.V., MartInellI, l.a., olIVIera noVaIs, t.M., oMetto, 
J.p.H.B, ZuppI, g.M., stable isotopes of bulk organic matter to trace carbon and 
nitrogen dynamics in an estuarine ecosystem in Babitonga Bay (santa catarina, Bra-
zil), sci. total environ. 408 (2010) 2226–2232.

[4] VaZ, c., et al., use of artemia salina to identify sites with risk of contamination in 
the waters of Babitonga Bay, toxicology letters 196 2 (2010) s120.

[5] deHaIrs, f., et al., tracing mangrove carbon in suspended matter and aquatic 
fauna of the gautami–godavari delta, Bay of Bengal (India), Hydrobiologia 431 
(2000) 225–241.

[6] carreIra, r.s., et al., changes in the sedimentary organic carbon pool of a ferti-
lized tropical estuary, guanabara Bay, Brazil: an elemental, isotopic and molecular 
marker approach, Mar. chem. 79 (2002) 207–227.

[7] graHaM, M.c., eaVes, M.a., farMer, J.g., doBson, J., fallIcK, 
a.e.. a study of carbon and nitrogen stable isotope and elemental ratios as potential 
indicators of source and fate of organic matter in sediments of the forth estuary, 
scotland, estuar. coast. shelf sci. 52 (2001) 375–380.



Barros et al.

442

[8] goñI, M.a., teIXeIra, M.J., perKey, d.W., sources and distribution of organic 
matter in a river-dominated estuary (Winyah Bay, sc, usa), estuar. coast. shelf sci. 
57 (2003) 1023–1048.

[9] KOMáREK, M., ETTLER, V., CHRASTNý, V., MIHALJOVIČ., lead isotopes in 
environmental sciences: a review, environment International 34 5 (2008) 562–577

[10] scHettInI, c.a.f., carValHo, J.l.B., JaBor, p., comparative hydrology and 
suspended matter distribution of four estuaries in santa catarina state – southern 
Brazil, proc. Workshop on comparative studies of temperate coast estuaries, Bahia 
Blanca (1996) 29–32.

[11] guadagnIn, f., et al., depositional age and provenance of the Itajaí Basin, santa 
catarina state, Brazil: Implications for sW gondwana correlation, precambrian re-
search 180 (2010) 156–182.

[12] HartMann, l.a., santos, J.o.s., McnaugHton, n.J., Vasconcellos, 
M.a.Z., dasIlVa, l.c., Ion microprobe (sHrIMp) dates complex granulite from 
santa catarina, southern Brazil, anais da academia Brasileira de ciências 72 (2000) 
559–572.

[13] de olIVeIra, c.r., dos santos, d., MadureIra, l.a., de MarcHI, 
M.r., speciation of butyltin derivatives in surface sediments of three southern Bra-
zilian harbors, J. Hazard. Mater. 181 (2010) 851–856.

[14] aHMed, H., Häder, d.-p., rapid ecotoxicological bioassay of nickel and cad-
mium using motility and photosynthetic parameters of Euglena gracilis, environ. 
exp. Bot. 69 (2010) 68–75.

[15] cHoW, t.J., et al., lead pollution: records in southern california coastal sedi-
ments, science 181 (1973) 551– 552.

[16] sHIraHata, H., elIas, r.W., patterson, c.c., chronological variations in 
concentrations and isotopic compositions of anthropogenic atmospheric lead in sedi-
ments of a remote subalpine pond, geochim. cosmochim. acta 44 (1980) 149–162.

[17] KoBer, B., Wessels, M., BollHöfer, a., MangInI, a., pb isotopes in sedi-
ments of lake constance, central europe constrain the heavy metal pathways and 
the pollution history of the catchment, the lake and the regional atmosphere, geo-
chim. cosmochim. acta 63 9 (1999) 1293–1303.

[18] gIoIa, s.M.c.l., et al. Sources of anthropogenic lead in sediments from an artifi-
cial lake in Brasília-central Brazil, sci. total environ. 356 (2006) 125–142.

[19] cIfuentes, l.a, et al. Isotopic and elemental variations of carbon and nitrogen in 
a mangrove estuary, estuar. coast. shelf sci. 43 (1996) 781–800.

[20] Barros, g.V., study and monitoring of biogeochemical process of Babitonga Bay 
catchment — Brazil, using chemical and isotopes approaches, phd thesis, univer-
sity of ca’ foscari Venezia, Venice, Italy (2005).

[21] guo, l., tanaKa, t., Wang, d., tanaKa, n., Murata, a., distributions, 
speciation and stable isotope composition of organic matter in the southeastern Ber-
ing sea, Mar. chem. 91 (2004) 211–226.



443

LOOkING FOR DAmmING EFFECTs ON 
THE sEDImENTATION RATEs IN THE EsTuARY 
REGION OF THE PARAIBA DO suL RIvER, BRAzIL

c.V.a. Wanderley a, J.M. godoy a,b, c.e. reZende c, 
M.l.d.p. godoy b, Z.l. carValHo b

a departamento de Química, 
pontifícia universidade católica, puc-rIo, 
rio de Janeiro, rJ, Brazil

b Instituto de radioproteção e dosimetria, Ird, 
comissão nacional de energia nuclear, 
rio de Janeiro, rJ, Brazil

c centro de Biociências e Biotecnologia, 
universidade estadual norte fluminense darcy ribeiro, uenf, 
campos dos goytacases, rJ, Brazil.

Abstract

the objective of this work is to evaluate the sedimentation rates at paraiba do sul es-
tuary and to correlate them with the strong erosion that occurs in atafona, rio de Janeiro. 
the coastal line of atafona has been regressing in the last 50 years and the sea has destroyed 
some constructions. there are traces that one of the factors of the situation in atafona is 
the disruption of the equilibrium deposition–erosion. the sedimentation rates will show the in-
fluence of the river material input and when it happened, enabling the evaluation of the human 
and natural impacts suffered by the river. the work was based on three transects, north, centre 
and south, where 10 sediment cores with about 350 sediment samples were collected in Janu-
ary 2010. the sedimentation rates were obtained based on 210pb dating and the data validated 
based on the heavy metal profiles and the local anthropogenic impacts records.

1. IntroductIon

Brazil has a great water potential, enough not only for the population’s con-
sumption but also for industrial and agricultural purposes, as well as for the genera-
tion of electric power. a good example of this potential is the paraíba do sul riv-
er (PSR) which, together with its affluent, forms the biggest hydrographic basin in 
the southeastern region, crossing three states, são paulo, Minas gerais and rio de Ja-
neiro, an area of approximately 55 400 km² with 1500 km of extension. the paraíba 
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do sul river estuary is located at a coastal plain formed by the psr delta in the north 
of rio de Janeiro state, near são João da Barra (21°36` s and 41°05` W) (gonçalves 
and carvalho, 2006) [1]. the psr is one of the most important rivers of the hydro-
graphic basin of this region and has quite varied discharges, mainly due to the dams 
built along its course. 

anything that happens in the drainage basin will impact direct or indirectly on 
the rivers. the current situation of the river is worrying, since it has been affected 
by various forms of degradation along its course: deforestation of the margins, thus 
causing erosion; use of pesticides; domestic sewage discharge and solid waste, be-
sides the existence of numberless dams, mainly due to the deviation to the guandu 
river, where main water supply of the city of rio de Janeiro comes from. When this 
detour to the guandu river was built, in 1952, many reservoirs and plant lift sta-
tions were built along the course of the paraíba do sul river, among which are santa 
Cecília, Santana and Vigário. In 1955 the Guandu River station for impounding and 
water treatment was built and started to operate, and in 1959 another dam – santa 
Branca, at the upper part of the psr, in the state of são paulo — was built in order to 
guarantee the water supply. 

the construction of dams on the psr has reduced the amount of sediment and 
water coming to the beaches, thus decreasing the strip of sand and increasing the in-
tensity of the erosion [2]. over the last years this very important river has been suffer-
ing a continuous process of modification of its delta, characterized by the sea head-
way and by the strong erosion of the atafona beach [3]. 

atafona is a town in the são João da Barra district of rJ, Brazil, situated close to 
the psr estuary. In the 1950s, this town used to be very popular, with many residenc-
es where people went for weekends and summer holidays. Over the last fifty years, 
atafona has been suffering with the drying of the river and with the erosion caused 
by the sea’s headway. the coastal line of atafona is receding, and the advancement of 
the sea has been destroying most of the litoranean constructions. the retrogradation 
rate associated to the erosion was estimated at 7.5 m/y, based on photographic data 
from 1976 and the determination of the front line by gps in 1996 [2]. actually, up to 
this moment, those events have caused the destruction of 183 buildings in 14 squares 
[4]. the most important cause for this phenomenon is the combination of natural fac-
tors, such as wind, waves and tides, with human action.

210pb dating and mass sedimentation rates were determined to investigate 
the changes in the sediment supply in this region over the last fifty years, aiming for 
the evaluation of the human and natural impacts on the river’s estuarine region.

2. MetHods

the work was based on three transects, north, centre and south and one other 
point further south at prs estuary, where 10 sediment cores with 386 sediments 
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samples were collected in January 2010 (fig. 1). the sediment cores were taken with 
a uWItec corer and immediately sliced into 1 cm layers. 

once sliced, the samples were weighted and one aliquot was taken for the gran-
ulometry determination at uenf laboratories. the remaining fraction was dried at 
70°c in an oven with circulating air until they reached a constant weight and were 
finely ground with a porcelain mortar. 

210pb concentrations were determined according to the procedure described by 
Godoy et al. [5]: Briefly, 3 g aliquots were taken, leached with 40 mL 0.5 M HBr for 
two hours at 80°c, the obtained solution separated and the residue leached with 40 
ml 0.5 M HBr + 1.0 g hydroxylamine hydrochloride for two hours at 80°c. lead 
carrier was added to the resultant solution and the mixture transferred to an ion ex-
change column containing dowex 1X8, 50–100 mesh. this was followed by a clean-
ing step with 0.5 M HBr + 1.0 g hydroxylamine hydrochloride and further elution 
with 1 M Hno3. lead is precipitated as chromate and the chemical yield obtained 
gravimetrically. the concentration of 210pb is determined based on its daughter decay 
product, 210Bi, after two week’s ingrowth period, by beta counting on a ten channel 
low level proportional counter perkin–elmer prof. Berthold lB–750. the detection 
limit of this technique is 1 Bq/kg for 1000 min counting time.

For elemental analysis, two hundred and fifty milligram aliquots of each sample 
were taken and totally digested with an acid mixture (0.4 ml Hclo4 + 10  ml Hno3 

FIG. 1. Selected transects  chosen during the 1st sampling campaign.
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+ 2 mL HF) in a Teflon digestion vessel, heated to dryness, and the residues were 
re-dissolved in 40 mL 2% HNO3. After a 1:10 dilution with 2% HNO3, the elemental 
concentrations will be determined by Icp–Ms (perkin–elmer elan 6000) as de-
scribed in ref. [6]. 

the 210pb method is based on the measurement of the excess or unsupported ac-
tivity 210pb, which is incorporated rapidly into the sediment from atmospheric fallout 
and water column scavenging [7]. once incorporated into the sediment, unsupported 
210pb decays with depth, equivalent to time, in the sediment column, according to 
its known half-life. the sediment core chronologies were determined using the con-
stant Initial concentration (cIc) model and the constant rate of supply (crs) 
model [8–12].

3. results and dIscussIon

3.1. 210Pb in sediment cores 

In order to assess the processes of datation and sedimentation rate changes, 
a crucial prerequisite is to calculate fluxes, and thus to allow comparison between 
the study points.  the 210Pb fluxes were calculated by using the total 210pbexcess in-
ventory, as proposed by Appleby and Oldfield [7]. The sampling points located 
in a south direction from the mouth of the psr presented values of 210Pb fluxes, 
31.0 mBq cm-2∙y-1, higher than the sampling points located at the north and centre 
(Fig. 2). These findings seem to show that the sediment transport is in a southerly 
direction with the longshore current [13, 14].

the 1s, 1n, 2n, 3s and 4s cores present themselves as a whole mixing zone. 
this may be due to anthropogenic activities such as trawling, since this is very prac-
ticed in the region, and biological activities, due to the presence of polychaetes. Based 
on these cores’ results only the flux of 210pb of each one could be calculated (fig. 2).

FIG. 2. 210Pb fluxes at the sampling points.
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FIG. 3. Exponential variation of the 210Pb concentration with depth (Fig. 3a to Fig. 3e), and 
Fig. 3f represents age and mass depth profile for the sampling point 2S obtained, based on 
the CRS model.
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the 2c and 2ss sampling points showed an exponential variation of the 210pb 
concentration with depth. the exponential variation in the 2c core (fig. 3a) occurred 
in the deeper layers below 20 cm, where the cIc model was applied, and the sedi-
mentation rate determined was 0.063 g cm-2∙y-1 for the period before 1950. the sedi-
mentation rate in 2ss point (fig. 3b) was also obtained through the cIc model with 
a value of 0.05 g cm-2∙y-1 below 20 cm before the 1960s. these low sedimentation 
rates and the dates obtained correlate with construction of the santa cecília impound-
ment in 1955, which brings water from the paraíba do sul Basin into the guandu 
River, increasing the Guandu river flow from 20 m3/s to 160m3/s.

despite having a surface mixing layer (sMl) of up to 8 cm, the 3c core also 
presented an exponential variation in 210pb concentration with depth below this. 
Below the sMl, the cIc model was applied and thus determined the sedimentation 
rate of 0.060 g cm-2∙y-1 (fig. 3c).

at the sampling point 4c, the cIc model was applied to the upper layers, until 
10 cm, where the sedimentation rate was very low, 0.062 g∙cm-2∙y-1, and constant over 
the last 70 years (fig. 3d). the 210Pb flux was one of the lowest, 5.0 mBq cm-2∙y-1, 
reinforcing the fact that that this region doesn’t represent an area highly affected by 
the river plume as it flows to the south longshore.

a peak of 210pb concentration appeared in the 2s core at the year of 1985 (27 
cm), and the sedimentation rates were determined through the crs model. three 
sedimentation rates were observed:  a higher rate of 0.53 g∙cm-2∙y-1 for more recent 
sediment, until 1985, an intermediate, 0.17 g∙cm-2 y-1 between 1940 and 1985 (27 cm 
and 40 cm), and a lower rate of 0.07 g∙cm-2∙y-1  for the period before 1940. this mass 
sedimentation rate of around 0.05–0.07 g∙cm-2∙y-1 seems to represent a baseline value 
(fig. 3e–f).

to validate the 210pb dating, elemental analysis is being made in the 2s core.

4. conclusIons

the preliminary results show the beginning of the study, and further research is 
needed to better estimate accumulation rate changes in these sites.  By the way, the 
second sampling campaign at the psr estuary was conducted from february 14–18, 
2011 to continue this study. at this campaign two new transects were taken: one 
higher north with 3 sampling points distanced 1km from each other, and the second 
following the 2ss sampling point where two more cores in this direction were taken 
at a distance of 1 km from each one, since this region seems to be more affected by 
the river plume.  

although the elemental analysis will continue to be made to validate the 210pb 
dating, the 210Pb dating tool is probably efficient in determining a precise temporal 
record of sediment changes in this region, allowing for the direct identification of the 
impact of historical events. 



IAEA-CN-186/19

449

currently, the region may be undergoing changes due to internal motions aris-
ing from the coastal systems, including receiving interference due to recent activity 
of the future açu port and also trawling that is very characteristic of the region.
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210PB-ExCEss AND sEDImENT 
ACCumuLATION RATEs AT THE IBERIAN 
CONTINENTAL mARGIN 
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sacavém, portugal

Abstract

sediments from the continental shelf, slope, and rise at the continental margin of north-
ern portugal and the adjacent Iberian abyssal basin were analysed for 210pb, 226ra, 137cs and 
14c. pb–210 derived sedimentation rates at the continental shelf off the portuguese coast were 
0.2–0.6 cm/a. In some cores from fine sediment deposits at the outer shelf, the 210pb excess 
continuum was interrupted and sediment layers were missing, suggesting that events such as 
sediment slides could have occurred. Higher sedimentation rates were determined in locations 
at the rise of the continental slope, confirming enhanced deposition by sediment slides. In 
the deeper Iberian abyssal Basin, using the 14c age of sediment layers the sedimentation rate 
was determined at 3.2 cm/ka, thus four orders of magnitude lower than at the continental shelf. 
the spatial distribution of sedimentation rates determined by radionuclide based chronologies, 
suggested that fine sediments from river discharges are deposited mainly at the outer conti-
nental shelf. these deposits may became unstable with time and, occasionally, originate sedi-
ment slides that are drained by the canyons and reach the deep sea. the Iberian abyssal basin 
receives some advective contribution of these sediment slides and the sedimentation rate is one 
order of magnitude higher than in other abyssal basins of the ne atlantic ocean.

1. IntroductIon

the use of radionuclides from the uranium decay series in sediment stud-
ies goes back to the 1960s, with attempts to date glacier and lake sediments using 
the 210pb excess /226ra chronology [1]. since then, the method has been largely im-
proved and used to determine sediment accumulation rates in continental shelf areas 
in many locations [2–5]. 

at the Iberian peninsula, the portuguese northern continental shelf has a wide 
surface area receiving the outflow of several rivers, including the Douro, Minho, 
Vouga, and Mondego rivers (fig. 1). the shelf is 5 to 80 km wide, and breaks to 
the continental slope at water depths of between 130 and 190 m. In several zones, 
the continental shelf is interrupted by underwater canyons, whose formation is not 
always related to large rivers’ outflow. Submarine canyons deeply indent the shelf 
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at the latitude of porto, aveiro, nazaré, and further south near lisbon and setúbal. 
these canyons communicate with the adjacent abyssal basins. at the northern region 
of this shelf, the douro river discharges into the sea an average suspended sediment 
load of 8.6 × 106 m3/a, followed by the discharge of Minho river with 0.4 × 106 m3/a 

of sediments. strong coastal currents, with speeds of 0.7–5 km/d mainly oriented 
in a s-n direction, transport these sediments northwards and distribute them along 
the continental shelf [6–7].

In the framework of marine geology studies on sediment dynamics on the por-
tuguese coast, the 210pb geo chronology method was employed to determine sediment 

FIG. 1. Continental margin of Portugal and sediment sampling stations.
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accumulation rates and to assist with the understanding of sediment transfer process-
es along the northern continental margin of the Iberian peninsula.

2. MaterIals and MetHods

continental shelf sediments were sampled with a gravity tube corer, weight-
ing 100 kg in the air, built with stainless steel tube of 1.80 m length provided with 
a replaceable 6 cm internal diameter pVc inner liner, and with a sphincter closure 
device. deep sea sediments were collected with a 400 kg weight box corer type sam-
pler, provided with a stainless steel tube penetrator of 50 cm length and 16 cm inter-
nal diameter with a replaceable pVc inner liner, and equipped with a tight closing 
device operated by a side arm. Both corers were built in the Itn workshop. sam-
ples were collected during several oceanographic cruises (‘geomar’ and ‘cecir’) 
performed by the research vessel nrp ‘a. carvalho’, operated by the Hydrographic 
Institute of portugal.

sediment cores were frozen in the pVc inner tubes on board ship and later 
sawn in the laboratory from the top to the bottom in slices of 1 or 2 cm in thick-
ness. these sediment layers were weighted for wet and dry weight (oven dry at 60 
ºc). each sediment sample was thoroughly mixed, stored dry in polyethylene tubes, 
and aliquots taken for several analyses including grain size determination, organic 
carbon, carbonate, and radionuclides.

sedimentation rates were based on the analyses of lead–210 (210pb, T1/2=22.2 a) 
in sediment layers. pb–210 was determined through the analyses of the polonium–210 
alpha emitter (210po, T1/2= 138.4 d), performed after more than one year of sample 
storage to ensure the formation of radioactive equilibrium between 210pb and 210po. 
po–210 analyses were performed as described earlier [8–9]. In brief, aliquots of 
about 0.5 g dry sediment samples were used, and 209po (T1/2= 102 a) was added to 
the sample in a Teflon beaker as an internal tracer. The sediment aliquot was covered 
with Hno3 and Hcl for complete dissolution on the hotplate, and small volumes of 
Hf and H2o2 were added to dissolve silica and destroy organic matter, respectively. 
the dry residue was dissolved in 0.5M Hcl, 300 mg of ascorbic acid added, and 
polonium spontaneously plated on a silver disc overnight. the measurement of alpha 
emissions from both polonium isotopes was performed with silicon surface barrier 
detectors in an alpha spectrometer ortec eg&g. chemical recoveries of polonium 
were generally better than 90%. 

caesium–137 (137cs, T1/2= 30 a) and radium–226 (226ra, T1/2= 1600 a) were 
determined in sediment samples by gamma spectrometry using geHp solid state 
detectors. the sediment aliquots were sealed in tightly closed Millipore petri dish-
es, and measured after formation of radioactive equilibrium between 226ra and 
226ra daughters.
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the analytical quality of the results was tested and ensured through analyses 
of certified reference materials (e.g., IAEA–384) and periodic participation in blind 
intercomparison exercises organized by the Iaea with good results [10].

sedimentation rates were computed using the equation

a210pbexc(n) = a210pb exc(0)exp (-λn) (1)

where a210pbexc(n) represents the activity concentration (Bq/g dry weight) of 
210pb excess relatively to 226ra activity concentration in the sediment layer n (cm) be-
low the sediment–water interface, a210

pbexc(0) represents the 210pb excess in the sedi-
ment surface layer, λ is the radioactive disintegration constant of 210pb, 0.0312/a. [11] 
In practice, sampling the sea floor with sediment corers produces sediment samples 
with layers compacted by the corer impact that shortens the sediment core. the cor-
rection for sediment compaction and the determination of sediment accumulation by 
surface area with time can be computed through the equation

a210pbexc(m) = a210pbexc(0)exp (-λm/w) (2)

where a210
pbexc(m) represents the activity concentration of 210pb excess (Bq/g) 

at the mass depth m (g/m2), a210
pbexc(0) represents the 210pb excess activity concentra-

tion at the water–sediment interface, λ is the radioactive disintegration constant of 
210pb, and w is the sediment accumulation rate (g/cm2a). the mass depth sediment 
accumulation rate may be converted into a linear sedimentation rate or sedimentation 
velocity S (cm/a), through w = Sr, where r is the in situ sediment density (g sediment 
dry weight/cm3 of wet sediment) [11–12]. 

the upper layers of the sediment cores often showed evidence of sediment mix-
ing caused by bioturbation. the bioturbation, or biodiffusion rate, has the dimensions 
of a diffusion coefficient and can be computed using the radionuclide distribution in 
sediments, as described elsewhere [13]. 

the carbon–14 age of the sediment carbonate fractions were determined in 
sediment layers of the core c5 from the Iberian abyssal Basin [13]. the 14c contents 
were measured using the method of benzene synthesis and the liquid scintillation 
counting. 14c-ages were calculated following stuiver and polach [14]. 

3. results and dIscussIon

the radionuclides determined in sediment cores from continental shelf deposits 
typically displayed three layer zones of interest exemplified in Fig. 2. The upper lay-
er, going down to 5–10 cm below the seawater–sediment interface, displayed gener-
ally well mixed sediment with 210pb and 137cs concentrations nearly homogenized by 
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FIG. 2. Activity concentrations (Bq/kg dry weight) in sediment layers of core G32 (Box core). 
Region I, surface mixed layer; Region II, zone of exponential decrease of 210Pb excess with 
sediment depth; Region III, 210Pb concentrations leveling off with those of 226Ra.

FIG. 3. Northern continental shelf of Portugal. Left: Sediment types and deposits. Right: 210Pb 
derived sediment accumulation rates (g/cm2a) indicated at the sampling stations.
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sediment reworking probably caused by biota. underneath, an intermediate layer of 
several cm thickness contained 210pb excess in relationship to the 226ra concentration, 
but the 210pb excess concentrations decreased exponentially with the depth until lev-
eling off with 226ra concentrations. In these upper and intermediate layers the 137cs 
from radioactive fallout was often measurable and, in undisturbed sediments, dis-
played a peak of maximum concentration corresponding to the higher depositions of 
radioactive fallout from nuclear weapon tests that took place around the year 1963. 
further below, in deeper sediment layers, the 210pb excess and 137cs were not detect-
able anymore. the region of interest to apply the 210pb sediment geochronology was 
the zone of 210pb exponential decrease, region II in fig. 2, which slope allows for 
the determination of sediment accumulation rates.

sediment accumulation rates based on the 210pb excess method are shown in 
table 1 for sediment cores from the continental shelf, slope and rise. accumulation 
rates varied from a maximum of 0.69 g/cm2a (0.55 cm/a) in front of the douro riv-
er mouth, and decreased along the continental shelf following a se–nW direction 
to a minimum of 0.09 g/cm2a (0.07 cm/a) (fig. 3). comparatively high sedimenta-
tion rates, between 0.20–0.29 g/cm2a (0.16–0.22 cm/a), were determined in several 
cores from fine sediment deposits at the outer continental shelf. This result indicated 

taBle 1. sedIMent cores and 210pb eXcess Based sedIMentatIon 
rates at tHe contInental MargIn of tHe nortHern IBerIan 
penInsula 

core #
coordinates depth

(m)

sediment 
accumulation rate 

(g/cm2a)

linear 
sedimentation rate 

(cm/a)latitude n longitude W

g3     (g) 41º 08.3’ 09º 04.5’ 100 0.20 0.16

g32   (g) 41º 20.1’ 08º 59.4’ 75 0.29 0.22

g32   (B) 41º 20.1’ 08’ 59.4’ 75 0.69 0.55

g30   (B) 41º 20.9’ 09º 10.3’ 635 0.26 0.21

g33   (g) 41º 17.2’ 09º 14.7’ 520 0.22 0.18

g28   (g) 41º 22.0 09º 11.1’ 791 0.05 0.04

g31   (g) 41º 25.5’ 09º 01.4’ 80 0.09 0.07

g26   (g) 41º 34.7’ 09º 14.2’ 230 0.13 0.10

g21a(g) 41º 52.1’ 09º 03.6’ 103 0.13 0.10

g41   (g) 40º 53.0’ 09º 44.6’ 2860 0.48 0.38

g5     (g) 40º 48.0’ 09º 34.0’ 2800 0.1–0.2 0.12

B — box corer; g — gravity corer)
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taBle 2.  carBon-14 age of tHe sedIMent carBonate frac-
tIons froM core c5 of tHe IBerIan aByssal BasIn. Bp, years 
Before present

sediment layer 
(cm)

lab. ref.
δ13c 
(‰)

14c age 
(years Bp)

0–1 Icen–263 -1.8 4020 ± 230

2–3 Icen–271 -1.9 3200 ± 170

3–4 Icen–272 -0.9 3090 ± 70

4–5 Icen–275 +0.7 3230 ± 80

5–6 Icen–280 +0.6 3330 ± 70

6–7 Icen–281 +1.1 3920 ± 180

7–8 Icen–282 +1.5 3600 ± 60

9–10 Icen–283 -1.5 4370 ± 60

11–12 Icen–284 0.0 5470 ± 110

12–13 Icen–285 -2.2 5940 ± 60

13–14 Icen–286 +1.3 6000 ± 70

15–16 Icen–287 0.0 6000 ± 160

16–17 Icen–288 -0.1 6450 ± 90

taBle 3.  sedIMent cores collected In tHe IBerIan aByssal Ba-
sIn. 210pB eXcess derIVed BIodIffusIon coeffIcIents (dB) and 14c 
Based sedIMentatIon rate

core #
coordinates depth

(m)
Biodiffusion coefficient DB 

(cm-2 a-1)
sedimentation 
rate (cm/ka)latitude n   longitude W

c 1 41º40’ 11º55’ 3700 0.64

c 2 41º40’ 10º55’ 2750 0.29

c 3 41º40’ 10º05’ 3000 0.46

c 5 40º50’ 11º55’ 5100 0.09 3.2

c 6 40º50’ 10º55’ 4500 1.26

c 7 40º50’ 10º05’ 2300 0.14

c 9 40º00’ 11º55’ 5150 0.16

c11 40º00’ 10º55’ 2350 0.16

x ± 1 sd 0.40 ± 0.37
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that these are zones of current sediment accumulation and not relict deposits of past 
sedimentation regimes, as previously thought [6–7]. the sediment cores collected 
at the continental slope displayed low sediment accumulation rates, of 0.05 g/cm2a 
(0.04 cm/a), probably due to the steep inclination of the sea floor and strong cur-
rents along the slope and inside the canyons. Higher sediment accumulation rates, 
0.48 g/cm2a (0.38 cm/a), were measured at the continental slope rise in the aveiro 
canyon (fig. 3).

an interesting feature detected in several sediment cores from the continen-
tal shelf was the interruption of the 210pb exponential decay line, and lack of sedi-
ment layers in the stratigraphic sediment archive, such as observed in the core g30 

FIG. 4. Vertical profiles of 210Pb total and 210Pb excess in sediment cores from the continental 
shelf. In the core G30, lines I and II indicate gaps in the stratigraphic record likely due to 
sediment slide events.
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FIG. 5. Sediment core C5 from the Iberian Abyssal Basin (water depth 5150 m): vertical profiles 
of porosity, organic carbon, calcium carbonate, and radionuclide concentrations (Bq/kg) in 
the sediment [13]. 

FIG. 6. Carbon–14 age (BP, years Before Present) of sediment layers in the core C5 from 
the Iberian Abyssal Basin. The average sedimentation rate was determined based on 
the exponential fit to the layers below the surface mixed layer (dotted line) [13].
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collected near the shelf break (fig. 4). this is interpreted as due to events of post 
depositional sediment remobilization and transfer through sediment slumps [15].

sediments collected in the adjacent Iberian abyssal basin were also analysed for 
radionuclides and, in particular, for 14C dating. Typical vertical profiles of radionu-
clide activity concentrations in the sediment core c5 of this abyssal basin are shown 
in figs 5 and 6. the subsurface 210pb excess over 226ra in general goes 6–10 cm deep 
in the sediment, but the 210pb excess distribution does not correspond to the true sedi-
ment accumulation rate. these deep sea sediment layers are much older than coastal 
sediments and, based on the 14c age of sediment layers (table 2), the sedimentation 
rate was determined at about 3.2 cm/ka, i. e., 4 orders of magnitude lower than sedi-
mentation rates at the outer continental shelf (fig. 6). the 210pb excess present in 
the upper centimetres of the deep sea cores is indeed due to sediment mixing by 
biological activity, and named bioturbation or biodiffusion. Biodiffusion coefficients 
averaged 0.40 ± 0.37 cm–2∙a–1 (range 0.09–1.26 cm–2∙a–1) (table 3). this biodiffusion 
is a common feature of deep sea sediments, and it was found in all cores from the Ibe-
rian basin we analysed. similar biodiffusion in deep sea sediments was described for 
other locations in the ne atlantic [16–18].

the spatial distribution of the sedimentation rates did show higher values on 
the continental shelf, followed by intermediate and low values on the continental 
slope (fig. 3). occasionally, higher values were found again at the exit of submarine 
canyons. In the adjacent Iberian abyssal plain, the sedimentation rate dropped to ex-
tremely low values, several orders of magnitude lower than on the continental shelf. 

overall, results suggest that sediments discharged by rivers in the northern con-
tinental shelf of Iberia are transported northwards by sea currents. gravels and sands 
deposit shortly after the river discharge and, mostly, accumulate along the shore and 
cover the sea floor of the inner continental shelf. Fine particles, including clay and 
silt, are transported further away and mainly accumulate with time and continued 
instability in deposits at the outer continental shelf and at the shelf break (fig. 3).

Winter storms may easily trigger sediment slumps that can be drained by 
the canyons out to the deep sea. sediment slides guided along the canyons seem to 
deposit again by the canyon exit at the slope rise. In such sites, the 210pb sediment ac-
cumulation rates were indeed high and sometimes even higher than at shelf bottoms. 
turbidity currents caused by sediment slides seem to reach also the adjacent abyssal 
basins. this advective sediment supply to the nearest areas of the Iberian abyssal 
plain are likely to have increased the sedimentation rate there in comparison with 
other abyssal areas further away from the european continental margin. for example, 
the sedimentation rate determined at the porcupine abyssal plain was reported as 0.14 
cm/ka that is one order of magnitude lower than the sedimentation rate determined at 
the Iberian abyssal plain, 3.2 cm/ka [13].
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4. conclusIons

sediment accumulation rates determined by the 210pb excess method in 
the northern portuguese continental shelf ranged roughly from 0.2 to 0.6 cm a–1, 
which are typical values for coastal regions [2–4]. the spatial distribution of the sedi-
mentation rates allowed the identification of deposition areas for the fine sediments 
from river discharges at the outer shelf and at the shelf break. these areas, previously 
thought to be relict deposits from past sedimentation regimes, are currently sediment 
accretion areas. some sediment cores also provided evidence that sediment slumps 
occurred in these areas. underscoring this interpretation, sedimentation rates at 
the rise of the continental shelf, in locations with canyons, showed surprisingly high 
values of sediment accumulation. these discharges of shelf sediments to the deep sea 
bottoms may have some influence on the sedimentation taking place in the near Ibe-
rian abyssal basin. there, the sedimentation rate of 3.2 cm/ka determined by the 14c 
sediment age, was much lower than at the continental shelf but, nevertheless, was 
still one order of magnitude higher than at the NE Atlantic abyssal floor at the Porcu-
pine abyssal plain located further away from the european continental margin.

over geological time, the intense discharges of sediments carried by rivers into 
the coastal sea off northern Portugal have generated wide deposits of fine sediments 
at the outer continental shelf. It is hypothesized that over such time scale sediment 
slides have been frequent events and may have excavated the canyons, which in turn 
became the actual drainage system of unstable sediments accumulated on the con-
tinental shelf. this conceptual model of sediment transport has been suggested for 
other regions and may be a frequent one in the continental margins around the globe 
[2–5]. Important aspects to investigate further are the frequency of sediment slides 
and the mechanisms that trigger them, as well as the quantification of shelf sediment 
supply to the abyssal basins.
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Abstract

a pilot investigation using radioactivity together with chemical features was conducted 
to characterize groundwater sampled from wells drilled in fractured paleogen-neogen carbon-
ate rocks along the foothill of about 1200 m absl high mountain and wells drilled in Quaternary 
clastic sediments from a nearby alluvial plain in the southeastern part of the uae. these two 
water modes are relatively easily separated by their chloride and ec (salt content) contents 
and provide an ideal case for testing radioactivity fingerprints. The groundwater of the allu-
vial plain, which is expected to reflect a short distance precipitation recharge source, indi-
cates a concentration of 222rn and 226ra 2–3 orders of magnitude lower than the groundwater 
of the carbonate rocks. the range of variability for gross alpha is similar, but the gross beta 
activity indicates only 1 order of magnitude difference between the two water types. the ra-
dioactively richer groundwater of the carbonate aquifers compared to the alluvium plane may 
reflect the signature of deep basinal fluids. These marked differences in radioactivity of the two 
water modes clearly suggests that radioactive fingerprinting can provide a potential method for 
the identification groundwater sources in the UAE. 
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1. IntroductIon

the tremendous demand for groundwater in the united arab emirates (uae) 
and many other countries worldwide necessitates the use of sophisticated exploration 
techniques for identification of sources and recharge areas. However, as groundwater 
penetrates aquifers, many of its primary chemical features may change due to interac-
tion with the aquifer contents. generally, long residence times and recharge pathways 
and deeper transport can be fingerprinted in groundwater types, but establishing these 
features is difficult. Stable and, more recently, radioactive isotopes and total radio-
activity data of groundwater can elucidate parameters linked to groundwater sources 
and recharge areas. In addition, the level of radioactivity in groundwater may reach 
values that can be judged as unsafe for domestic uses [1, 2]. 

a pilot investigation of using radioactivity was conducted together with other 
physical and chemical features to characterize groundwater from southeastern uae. 
the water was sampled from wells drilled in fractured paleogen-neogen carbonate 
rocks along the foothill of about 1200 m asl high mountain (Jabel Hafit) and wells 
drilled in Quaternary clastic sediments from a nearby alluvial plain (al Jawa plain) 
(fig. 1). groundwater from the mountain foothill is commonly used for recreation-
al activities, artificial ponds and watering whereas groundwater of the plain region 
is commonly used for agriculture and household use. recharge of the groundwater 
in the alluvium plain is strongly controlled by the amount of rainfall in the oman 
Mountains which is reflected by the climatic conditions in the region. Generally, 
the climate is arid to semi arid [3]. recharge of groundwater in the carbonate rocks is 
apparently more complicated and may be related to both large scale deep basinal and 
a mixed basinal meteoric source as will be discussed later.

2. saMplIng and analytIcal tecHnIQues

Water samples were collected from 9 wells that penetrate neogene-paleogen 
carbonate rocks and 2 wells that penetrate the Quaternary alluviums (fig. 1). Meas-
urements of temperature and EC (Electrical Conductivity) were done in the field 
using a WtW-cond–330I instrument. each water sample was divided into three 
portions for radon, total radioactivity and u–th and total chemistry. for  222rn meas-
urement, groundwater was directly sampled in a low diffusion lsc vial with 10 ml 
prefilled with Opti-Fluor O liquid scintillation cocktail (PerkElmer) and the activity 
was measured using a Quantulus 1220 liquid scintillation counter within10 days from 
sampling time. 

the activity of 222rn was calculated by using the sum of the counts of 222rn 
and two of its short lived radionculides (218po + 214po) and was corrected for blank 
and samples decay. the measurement of other radionuclides and total activity was 
performed 20–30 days after the sampling. the 226ra was measured after precipitation 
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as Ba(ra)so4 from 500 ml water using Bacl2 carrier and 20 Bq 133Ba as a chemical 
yield tracer. after washing with water, the precipitate was dissolved with 5 ml of 1M 
edta solution (pH=9) in a hot water bath, and the solution was then transferred to 
a low diffusion lsc vial. then 10 ml of opti-fluor o liquid scintillation cocktail 
(perkelmer) was added. after 7 days for ingrowth of 222rn from 226ra, the vial was 
shaken, and then counted using Quantulus 1220 liquid scintillation counter for 60 
min of each sample and 3 cycles. the result was corrected for blank count rate, in-
growth of 222rn from 226ra between 226ra separation and counting for about 7 days 
and quenching. for gross alpha and beta measurement, 100 ml of water was evapo-
rated to near dryness and the residue was dissolved with water to a final volume of 
5–15 ml. a 4 ml of the concentrated solution was taken to a lsc vial and 16 ml of 
ultima gold llt scintillation cocktail was added. after mixing and set in dark and 
cool for 1 hours, the sample was measured using Quantulus 1220 liquid scintilla-
tion counter for 60 minutes per sample for 3 cycles. detection limit in Bq/l was 0.8 
(222rn), 0.07 (226ra), 0.16 (gross alpha) and 1.1 (gross beta).

the measurement of 238u, 235u, 232th and chlorine was performed with Icp-
Ms after addition of 0.20 ml of 100 mg/ml In(III) (as Incl3) as an internal standard 
and 10 times dilution with 3% HNO3 (super pure).  the standards of u, th and cl 
were prepared using a similar method as samples by dilution of uranium, thorium and 
chlorine standard solutions (purchased from the national Institute of standard tech-
nology, USA) with 3% HNO3 (super pure). Indium solution, as an internal standard, 
was also added to the standard solution. the concentrations of target analytes (e.g. 
238u, 235u, 232th and 35cl) and the internal standard (i.e. 115In) in the samples and stan-
dards were measured using an inductively coupled plasma mass spectrometry (Icp–
Ms) system (X seriesII, Thermo Fisher Scientific, Waltham, MA) equipped with an 
Xt-skimmer cone and a concentric nebuliser under hot plasma conditions.  the con-
centrations of 235u, 238u, 232th and cl in the samples were measured by comparing 
with the standard and correction for introduction efficiency using indium internal 
standard. The detection limits calculated as three times of the standard deviation (3σ) 
of the processing blank are 0.21 mg/l for cl, 1.2 mBq/l, for 232th, 0.37mBq/l, for 
235u and 0.95 mBq/l for 238u. a 0.5 mol/l Hno3 solution was used as a washing solu-
tion among consecutive assays. no carry over (memory effect) was observed for con-
secutive analysis of samples differing in u and th concentrations up to three orders 
of magnitude. a least squares regression equation was used to quantify the elemental 
concentration over the range of 0.01–100 mBq/l for u, 0.002–10 mBq/l for th and 
0.5–5000 mg/l for cl. 

3. results and dIscussIon

chemical analyses of the groundwater used in this study suggest that those 
of the alluvium plain (samples 10 and 11, table 1) are relatively less saline than 
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the groundwater in the carbonate rocks (samples 1–9). this result is also clearly 
shown by the total cl data which indicate a large difference between the two ground-
water modes. these two groundwater modes are also relatively easily separated by 
their tds (ec) and temperature and provide an ideal case for testing radioactivity 
fingerprints. The groundwater of the alluvial plain, which is expected to reflect a short 
distance precipitation recharge source, indicates negligible 232th, 235u and 238u con-
centrations compared to the groundwater from the carbonates (table 1). the ratio of 
235u/238u is, however, comparable to the natural value in all the samples. the results 
also show a concentration of 222rn and 226ra 2–3 orders of magnitude lower in the al-
luvium plain than the groundwater of the carbonate rocks. the range of variability for 
gross alpha is similar, but the gross beta activity indicates only 1 order of magnitude 
difference between the two water types (table 2). as the groundwater samples were 
analysed about one month after sampling, the gross alpha and beta activity do not 
only reflect the concentration of the long lived radionuclides in the groundwater but 
also the growth of alpha and beta emitting ones resulting from decay during storage 
time. However, the rather good correlation between 226ra and gross alpha (fig. 2) 
suggests that most of this radioactivity is related to the decay of this isotope and its 
progenies. although 228ra and 224ra are not measured here, the relatively low activ-
ity of 232th in the samples indicates the relatively low activity of these two radium 
isotopes compared to 226ra, which is mainly a decay product of the 238u. It is also ap-
parent that even if the gross alpha values are calculated with subtraction of uranium 
activity, the final product will be <1% of the total gross alpha activity.

the total uranium activity may not be complete due to the absence of 234u 
which results from decay of 238u (via 234th and 234pa). the low natural abun-
dance of 234U (0.0055%) means that the atomic ratio of 234u/238u is at about 
10–5. However, because of the relative shorter half-life of 234u (246 000 a) 
relative to 238u, the activity level of 234u is at a similar level as that of  238u, i.e. 
a234u/a238u = 1. therefore, it was assumed that the activity level of 234u in 
the groundwater might be at a similar level to 238u which means a relatively insig-
nificant contribution to the total alpha activity in the investigated samples (Table 2).

the sources of gross beta in the analysed groundwater may partly relate to 
the decay products of 238u and 232th (via 228ra– 228ac–228th), but the activity of 238u 
and 232th is too low to account for the whole gross beta activity. another possible 
source is the growth of 234th and 234pa during storage, but again the relatively low 
concentration of 238u in the studied samples cannot support all the gross activity as 
also shown by the correlation with 226ra (fig. 2). another possible source for the beta 
activity is 40K which has not analysed here. accordingly, the relatively high gross 
beta activity of the samples may suggest the existence of 228ra that is not related only 
to storage growth within the sample but incorporation into the groundwater from 
the surrounding rocks. this interpretation may also apply for the relatively high ac-
tivity of 226ra and 222rn.
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4. conclusIons and future WorK

 the radioactively richer groundwater of the carbonate aquifers compared to 
the alluvium plain may reflect signature of deep basinal fluids extracting their com-
position from the carbonates. these marked differences in radioactivity of the two 
water modes clearly suggest that radioactive fingerprinting can provide a potential 
method for the identification of groundwater sources in the UAE. Groundwater from 
other parts of the uae will be investigated using the same methodology to unravel 
the different sources as well as the effects of mixing and aquifer interaction. 
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FIG. 2. Correlation of 226Ra with gross alpha (r2=0.99) and gross beta (r2=0.80).
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Abstract

The aims of this study were mainly: (i) the identification and differentiation of the main 
anthropogenic nitrogen sources in the Marano lagoon (Italy) and its catchment area; and (ii) 
the assessment of the intra-lagoonal water circulation, the morphological development of 
the lagoon and its anthropogenic pressure by applying a combined approach of hydrochemi-
cal, isotopic and remote sensing techniques. to achieve the aforementioned targets analyses of 
the stable isotope signatures of nitrate, boron, water and sulphate have been used. Moreover, 
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the residence times of groundwater were determined by the tritium–helium dating method. 
to characterize the chemical composition of the different water types the concentrations of 
the major ions and nutrients as well as the physicochemical parameters have been measured. 
remote sensing techniques have been applied to assess the spatial distribution of the most 
superficial algal flora, water temperature as well as the key environmental and morphological 
changes of the lagoon since the beginning of the 1970s.

1. IntroductIon and MetHods

the present study represents a novel approach to the determination of potential 
nitrate sources in a lagoon environment, which, besides the traditional hydrochemical 
analyses (main ions and nutrients), introduces the isotope signature of nitrate (δ15n, 
δ18O and Δ17O), boron (δ11B), water (δ2H and δ18O), and sulphate (δ34S and δ18o), 
the tritium/helium (3H/3He) isotopic method as well as remote sensing techniques. 
The stable isotopes in nitrate measured by the denitrifier method have been used to 
differentiate between different nitrate sources as described in [1] and [2]. Boron iso-
topes have been used to identify the impact of domestic wastewater to the aquatic 
system using the LA–MC–ICP–MS method [3]. Use of δ11B coupled with δ15n has 
proved to be an effective means for tracing agricultural nitrate sources (e.g., hog 
manure, cattle feedlot runoff and synthetic fertilizers) in surface and groundwaters 
[4, 6]. the stable isotopes in water have been used to calculate mixing ratios between 
sea and fresh water and to estimate the mean altitude of the recharge area of sur-
face waters. the stable isotopes in sulphate have been adopted to determine both its 
origin and the marine and terrestrial contributions, while the tritium–helium isotopic 
method has been used to assess the mean residence time of groundwater (ground-
water age). In order to characterize the chemical composition of the different water 
types, the concentration of ca2+, Mg2+, na+, K+, nH&, no!, no”, cl–, Br–, so#, po’–, 
Hco!, total silicon, total phosphorus and total boron have been analysed. Moreo-
ver, the physicochemical parameters such as pH, electrical conductivity, dissolved 
oxygen, salinity and temperature have been measured. In order to identify the origin 
and the fate of nitrate, a water monitoring network was implemented in the Marano 
lagoon and its catchment area. Monitoring involved the collection of water samples 
from the lagoon, tributary rivers, groundwater upwelling line, groundwater, sewer 
pipe and open sea on a quarterly interval from 2009 to 2010.

2. study area

the Marano lagoon is located in the northern adriatic sea (north eastern Italy) 
and it is entirely included in the province of udine of the friuli Venezia giulia region 
as represented in fig. 1.
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the lagoon has a surface of about 77 km², with a length of nearly 14 km and an 
average width of 5.5 km. the Marano lagoon borders the grado lagoon to the east, 
which is the second part of the whole grado–Marano lagoon system. In the south 
the Marano lagoon communicates to the adriatic sea through three lagoon inlets 
(porto lignano, s. andrea and porto Buso). a total mean water exchange rate be-
tween the lagoon and the adriatic sea through the porto lignano and porto Buso 
inlets are respectively on the order of 1750 and 1500 m³/s. the mean bathymetry in 
the shallow lagoon areas is around 0.8 m, while in the navigable channels is about 
3.2 m. In the south west the lagoon is characterized by the urban and touristic areas 
of lignano sabbiadoro, which is one of the main summer resorts in northern Italy, 
and by the Aprilia Marittima resort. The artificial channel of Bevazzana is also locat-
ed in this lagoon sector, and forms a connection between the tagliamento river and 
the lagoon. The fishing community of Marano Lagunare is situated in the northern 
lagoon sector, which is, with its 2007 inhabitants, the main urban centre within the la-
goon perimeter. this lagoon sector is also characterized by the discharge of fresh-
water from its tributary rivers: stella, turgnano, cormor, Zellina, corno and ausa. 

FIG. 1. Study area: Marano Lagoon (red line).
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the groundwater upwelling line divides the friulian plain into two units, the upper 
friulian plain and the lower friulian plain. the mean discharge of the groundwater 
upwelling line in the left tagliamento river side is about 80 m³/s which corresponds 
to a mean discharge per kilometre of about 1.3 m³/s·km–1.

3. results

the isotopic composition of different anthropogenic and natural nitrate sources, 
as well as the values of measured samples, are reported in fig. 2.

none of the samples fell into the isotopic range typically observed for nitrate 
originating from synthetic fertilizers. the isotopic composition of nitrate measured 
in the rivers was in the typical range of animal manure and urban sewage water but 
in the case that urban sewage water flows directly into the river system the δ15n val-
ues can be much more enriched. this phenomenon has been detected in the cor-
mor river south of udine city (sampling points: 50 and 51) and in the corno river 
(sampling point 48 at sewer pipe). Moreover these isotopic values fit very well with 
the high concentration of nitrate, nitrite, ammonium and phosphate measured at 
the same sampling points. since nitrite, ammonium and phosphate are typical indi-
cators of local and direct anthropogenic pollution it could be concluded that, in this 
case, the main nitrate sources come from urban wastewater. since water circulation 
in the lagoon is strongly influenced by the seawater (as confirmed by the analyses on 
the spatial distribution of bromide as well as by the isotopic composition of water) 

FIG. 2. Nitrogen and oxygen isotopic composition of nitrate (modified after [8]).
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and since the δ18o of seawater is higher than that of freshwater, the nitrate produced 
in the lagoon from nitrification of ammonium will have a higher δ18o value. this 
may mean that nitrate with δ18O > 8‰ mainly originates from nitrification processes 
within the lagoon itself, especially since the small Δ17o values (mean 0.65‰, maxi-
mum 3‰) indicate an atmospheric nitrate contribution of no more than 3% on aver-
age (but up to 10% locally). Δ17o values of atmospheric nitrate fall in the range of 22 
to 35‰, with the corresponding δ18o values between 50 and 90‰. a contribution of 
3% atmospheric nitrate would therefore increase the δ18o of lagoon nitrate by only 
about 2‰. 

thus, the isotopic signatures of nitrates detected in the lagoon clearly showed 
that the nitrate load was not only derived from the agriculture activities but also 
from other sources such as urban wastewater and nitrification processes in the la-
goon itself. to assess the impact of different boron sources in a catchment area an 
‘endmember mixing model’ has been used. the most important pollution endmem-
bers selected for this study were: manure, urban waste water and seawater. Manure 
has low boron concentrations (<0.1 mg/L and big variations in δ11B values from 15 
to 30‰. Upwelling groundwater is influenced from agriculture and characterized by 
relative low boron concentrations (0.11 to 0.23 mg/l). this is relatively close to natu-
ral background content (below 0.1 mg/L) in northern Italy [7]. The δ11B values of 
the upwelling groundwater samples analysed in this study showed large variations 
from 4 to 22.7‰ (median value 17.7‰). 

In contrast, urban wastewater has higher boron concentrations (0.46 to 1.1 
mg/L) and lower δ11B values from 0 to 12.9‰. No significant differences in boron 
contents and isotopic compositions have been found between raw and treated sew-
age. therefore, boron isotope variations can be applied for tracing contamination 
of groundwater by both raw and treated sewage effluents. The sampled seawater in 
the adriatic sea at sampling point 47 was characterized by a boron content of 4.2 
mg/L and a δ11B value of 40.5‰. Most of the samples plotted within the range of 
these mixing curves can be explained by ternary mixing among the three endmem-
bers. However, some of the river samples are above the mixing line. this group of 
data are characterized by low to moderate boron contents (0.1–0.45 mg/l) and high 
δ11B values (36.2–39.6‰). from this it can be assumed that the mixing of river wa-
ter boron with anthropogenic boron from manure and wastewater as well as with 
boron from seawater is the major factor which determines the distribution of δ11B in 
the catchment of the lagoon and in the lagoon itself. 

However, the higher boron concentrations in the seawater endmember result 
in non-linear (hyperbolic) boron concentration versus δ11B mixing curves. that 
complicates the identification of the other pollution sources especially in the lagoon 
itself. Therefore, δ11B values have been normalized using the bromide concentration 
in the water as a second tracer for the admixing of seawater. the data plotted in 
Fig. 3 indicates that most of the samples were influenced by both agriculture and 
urban waste water pollution sources. Moreover, the data show that in some areas 
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of the lagoon the waters are less affected by these pollution sources. This identifies 
rainwater as an additional mixing endmember.

sulphate in aquatic ecosystems can be from atmospheric, pedospheric and lith-
ospheric origins. Moreover, sulphur compounds in industrial waste products are an 
additional source of sulphate. the different sulphates are introduced to the aquatic 
ecosystem by groundwater discharge to rivers (atmospheric, pedospheric and lith-
ospheric sulphate) and direct mixing with seawater and precipitation (marine 
and atmospheric sulphate). therefore sulphur isotopes can be used to trace natu-
ral and anthropogenic sources of sulphur in agricultural watersheds as well as in 
coastal aquifers. 

The measured δ34S and δ18o values for sulphate at the sampling points 40 (tag-
liamento river) were 12.3‰ and 12.9‰ respectively, while at the sampling point 5 
(Bevazzana channel) they were 12.5‰ and 11.9‰ respectively, most likely indicat-
ing a lithogenic origin, e.g. from the dissolution of permian evaporites [9]. this is 
in agreement with ion balance calculations of the dissolved components found at 
these sites. In contrast, dissolved sulphate at sampling point 6 (lagoon) shows δ34s 
and δ18o (20.6‰ vs V–cdt and 9.3‰ vs V–sMoW, respectively) that are typical 
for Mediterranean seawater without indication for net sulphate reduction or an in-
tense reduction–oxidation cycle. The sulphur and oxygen isotope analyses confirm 
that the waters of the southwestern lagoon sector are influenced by the Tagliamento 
river. Since 2008 the entire catchment area of the Marano Lagoon has been defined 
as a nitrate vulnerable zone (nVZ), where an action programme on the reduction of 
nitrate leaching has been launched. In order to assess the time necessary to expect 
the effects of the action programme in the nVZ an additional sampling campaign 

FIG. 3. δ11B vs 1/B diagram showing normalized boron concentrations and δ11B values.
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to estimate the mean groundwater residence time has been carried out in June 2010. 
groundwater in the upper friulian plain was sampled at three irrigation wells (fig. 1: 
55–po27, 56–po30 and 57–po101) for 3H–3He dating. the dating method utilized 
for these analyses is described e.g. by ref. [10]. the results of the measurements 
of tritium (3H) and helium isotopes for dating groundwater are reported in table 1. 
Ages were calculated with the assumption of piston flow conditions in the aquifer. 
none of the samples show 4He from radiogenic sources, which is used as an indicator 
for waters with ages much above 50 years. the concentration of 3H and tritiogenic 
3He (3Hetri) in the samples match the concentration of 3H in precipitation quite well. 
the portion of excess ne — compared to solubility equilibrium concentration — is 
rather high, namely in the order of 34–48% of the equilibrium value. This indicates 
that a recent equilibration of the dissolved gases in the water with the atmosphere 
could be excluded. Hence, the low concentration of 3Hetri and the derived young ages 
are a reliable feature of the aquifer. 

To explain the groundwater age differences between the first two sampling 
points (55–po27 and 56–po30) and the point 57–po101 it must be noted that before 
sampling groundwater at point 57–po101, the two pumps installed in the irrigation 
well were running. therefore, mixed waters between upper groundwater and deeper 
groundwater layers (older groundwater) have been sampled. In the other two irriga-
tion wells (55–po27 and 56–po30) the pumps were out of order for many days, 
therefore the sampled waters from these two wells were not mixed with deeper water 
as in the first case.

4. conclusIons

the isotopic compositions of different anthropogenic and natural nitrate sourc-
es as well as the isotopic signatures of nitrate in numerous water samples collected in 
the Marano lagoon and its catchment area have been measured. nitrates detected in 
groundwater and along the groundwater upwelling line are mainly related to the use 

taBle 1. results of tHe analysIs for trItIuM (3H) and HelIuM 
Isotopes for groundWater datIng

sample Id
³H 

(tu)
excess ne 

(%)

4He rad. (ccstp/kg) 
error: 0.2 e–6

³Hetri  

(tu)
age 

(years)

55-po27 4.95 ± 0.1 48 0.0 e–6 0.4 1.3 ± 0.5

56-po30 5.1 ± 0.1 44 0.0 e–6 0.4 1.4 ± 0.5

57-po101 4.85 ± 0.1 34 0.0 e–6 1.2 4.0 ± 1.0

Note: The derived data were calculated with assumed infiltration temperature of 10°C, altitude 0 masl and 
scaled to the sampling date of June 15th 2010.
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of manure (both liquid and solid), while other nitrate sources come from urban waste-
water as detected in some rivers such as the cormor and corno rivers. In the lagoon, 
the characterization of the origin and fate of nitrate was in general much more dif-
ficult to achieve because of complex mixing processes among different water types 
such as seawater, riverwater and rainwater. However, it was possible to confirm that 
nitrate can be formed in the lagoon itself by nitrification processes of ammonium 
coming from both anthropogenic sources as well as from remineralization. therefore, 
it can be concluded that the nitrate load in the lagoon, as detected during the monitor-
ing period 2009–2010, was not only derived from agriculture activities but also from 
other sources such as urban wastewater, nitrification processes in the lagoon itself as 
well as from atmospheric deposition. due to the fact that boron represents a co-mi-
grant of nitrate in anthropogenic pollution sources, boron isotopes have been used as 
an additional tracer to identify different human impacts on aquatic ecosystems. Ma-
nure, urban wastewater and seawater were the three endmembers used for this analy-
sis. from the concentration values and from the isotopic signature of boron found in 
the sampled waters it can be concluded that the distribution of δ11B in the Marano 
lagoon and its catchment area resulted from mixing of anthropogenic boron from 
urban wastewater and manure (liquid and solid) as well as from boron in seawater. 
The measured data indicate that most of the samples were influenced by both pollu-
tion sources: agriculture and urban wastewater. 

Moreover, the data are showing that in some parts of the lagoon the water is 
less affected by these two pollution sources. few samples along the groundwater up-
welling line could not be explained with the use of the endmember mixing model. 
therefore, these samples may be affected by the contamination of a different anthro-
pogenic boron source such as landfill. The isotopic compositions in water have been 
used to characterize the mean altitude of the recharge area of the freshwater samples 
as well as to identify the origin of groundwater along the groundwater upwelling 
line. additionally the water isotopes were used to identify mixing processes between 
freshwater and seawater within the lagoon. from these results it was possible to con-
firm that the sampled water along the groundwater upwelling line comes from local 
groundwater. The isotopic signature of sulphate confirmed the influence of the Tag-
liamento river in the western lagoon sector through the Bevazzana artificial channel. 
Moreover, the analysis conducted in three groundwater irrigation wells in the upper 
friulian plain has shown that the groundwater age is very young in the range between 
1.3 and 4.0 a.
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Abstract

Some harmful algal blooms (HABs) produce potent toxins that accumulate in shellfish 
and fish and represent a major threat to human health, international trade and sustainable coast-
al fisheries development. In the context of climate change and displacement of endemic toxi-
genic species (via ship ballast waters and other vectors) to new coastal areas, HaBs appear to 
be more frequent and widespread. the Iaea Marine environment laboratory and its partners 
have been developing and transferring isotopic based analytical methods and instrumentation 
for monitoring HaB species, their biotoxins, and radiometric dating of sediment cores. the ex-
tremely sensitive and robust receptor Binding assay (rBa) for toxins associated with para-
lytic Shellfish Poisoning (PSP) and Ciguatera Fish Poisoning (CFP) provides an alternative 
method to the standard mouse bioassay, and radiometric sediment core dating combined with 
fossil cyst abundance allows reconstruction of the prior history of blooms and their relation-
ship to climate.

1 disclaimer: this publication does not constitute an endorsement of any commercial product or intend to be an opin-
ion beyond scientific or other results obtained by the National Oceanic and Atmospheric Administration (NOAA). 
no reference shall be made to noaa, or this publication furnished by noaa, to any advertising or sales promotion 
which would indicate or imply that noaa recommends or endorses any proprietary product mentioned herein, or 
which has as its purse an interest to cause the advertised product to be used or purchased because of this publication.
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1. IntroductIon 

Harmful algal Blooms (HaBs) is a term used by the Intergovernmental ocean-
ographic commission (Ioc) of unesco to designate any microscopic algae pro-
liferation — regardless of their concentration — that is perceived as harmful from 
a human perspective. HaBs pose a serious threat to public health, the exploitation of 
shellfish and artisanal fisheries, aquaculture and tourist resorts. Some HABs release 
exotoxins or reactive oxygen species (ROS) in the environment and impact fisher-
ies and aquaculture. other high biomass HaBs lead to water discolorations, anoxic 
sediments or even skin and respiratory irritations in sunbathers exposed to sea spray 
containing remains of toxic cells or aerosolized toxins [1]. Here, attention is focused 
on HaB species that produce potent toxins, which, mainly due to their accumulation, 
by filter feeding bivalves, find their way through the food chain to humans, causing 
a variety of gastrointestinal and neurological illnesses, such as: (i) Paralytic Shellfish 
Poisoning (PSP); (ii) Diarrhetic Shellfish Poisoning (DSP); (iii) Amnesic Shellfish 
Poisoning (ASP); (iv) Neurotoxic Shellfish Poisoning (NSP); (v) Ciguatera Fish Poi-
soning (cfp) and (vi) cyanobacterial toxin poisoning.

the socioeconomic impact of toxin producing microalgae (toxic HaBs) on 
shellfish safety has been widely recognized [2]. Shellfish sanitation management re-
quires regular monitoring of the waters of growing and harvesting areas for the detec-
tion of potentially toxic microalgae and testing of shellfish tissue to detect and quan-
tify microalgal toxins accumulated by filter feeding bivalves. The impact of HABs is 
especially dramatic in developing countries where local fish and shellfisheries are an 
integral part of their diet or where utilization of shellfish resources, shellfish exports 
and tourism constitute a primary income source. chronic HaBs may cause human 
fatalities and/or prohibition of shellfish exports to developed counties from the lack 
of established monitoring programmes and awareness of health and fisheries authori-
ties in these countries [3]. HaBs are natural events and the best management prac-
tice is to improve prediction of their occurrence. public health will be safeguarded 
if monitoring programmes are established which allow early warning of the occur-
rence of (i) potentially toxic microalgae in the environment and/or (ii) phycotoxins 
in seafood, before they attain concentrations that cause human illnesses or that force 
regulatory authorities to forbid harvesting and exports. Exports of live shellfish and 
ship deballasting from transoceanic cargos — both potential carriers of microalgae 
seeds (cysts) —increased aquaculture activities, tourism in developing countries and 
regulations on seafood safety have with no doubt led to an increasing impact of HaB 
events worldwide [1]. lately, the potential tropicalization of warm–temperate seas 
due to global warming, and the subsequent spreading of warmwater species to new 
grounds — i.e. ciguatera producers detected in the Mediterranean sea and atlantic 
islands — are a new matter of concern [4]. 
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2. applIcatIon of nuclear tecHnIQues In HaBs ManageMent 
and researcH

In response to the growing interest expressed by its Member states in mitigating 
and managing HaB events, the Iaea has enlarged its activities to address impacts of 
HaBs on public health. these activities include the selection of cost effective tech-
nologies, involving isotopic compounds, to be utilized for technology transfer and 
capacity building after careful comparison with non-nuclear techniques. a recent ex-
ample of these initiatives are the Iaea technical cooperation projects (tcp), such as 
the rla/7/014 ‘designing and Implementing systems for early Warning and evalu-
ation of the toxicity of Harmful algal Blooms in the caribbean region, applying 
advanced nuclear techniques, radioecotoxicological evaluations and Bioassays 
(arcal cXVI)”. among the different radionuclide techniques, two emerge as good 
candidates for application in HaB research and management: (i) the receptor binding 
assays (RBA) and (ii) sediment dating combined with cyst identification. 

2.1. The use of RBA to estimate toxins in seafood and in plankton extracts

Mouse bioassays (MBa) are validated methods used to monitor toxins in sea-
food. MBa are applied as the basis for warning of the presence of psp, nsp and 
other toxins and for prohibiting trade in contaminated seafood products. While it is 
simple and robust, the method lacks in specificity and sensitivity. Moreover, the use 
of live animals for product testing is prohibited in many countries and will be dis-
continued in the european union by the end of 2014. reliable, rapid, sensitive and 
accurate assays for toxins are a requirement for any legal regulatory framework and 
a powerful tool for screening toxins in sanitation laboratories. the receptor Binding 
assay (rBa) using rat brain membrane preparation and brevetoxin as a radioligand 
is a simple, sensitive (ppb range) and high throughput method that can be used for 
early warning of neurotoxins, such as PSP, CFP and NSP toxins in shellfish and fish. 
The method is based on the specific interaction between the toxins and their phar-
macological target, i.e. the voltage gated sodium channel, site 1 for psp toxins, and 
site–5 for nsp and cfp toxins. In this assay, a radio labelled toxin ([3H]saxitoxin or 
[3H]brevetoxin) competes with unlabelled molecules for the sodium channel sites in 
a rat brain crude membrane preparation. When the binding equilibrium is reached, 
free [3H]toxins are removed by filtration and collected, while receptor bound [3H]tox-
ins are quantified by liquid scintillation counting. The reduction in [3H] toxin binding 
is directly proportional to the amount of unlabelled toxin present. a standard curve 
is generated using increasing concentrations of unlabelled toxin standard; the con-
centration of toxin in extracts of samples is determined in reference to the standard 
curve. the assay being employed within Iaea technical cooperation projects (tcp) 
is a modification of the method of Doucette [5] and uses a 96 well microtiter plate 
format to minimize error by reducing sample handling and pipetting steps. Hence 



RegueRa et al.

486

the receptor binding assay fulfils the requirements of a high throughput, quantita-
tive analysis that reports a summed activity measurement expressed as equivalents 
of a reference toxin per unit of seafood weight. thus, the rBa is a functional assay 
that estimates the toxic potential (toxicity) of the extract, in a manner comparable to 
the mouse bioassay. The sensitivity and specificity of this high throughput function-
al assay offers great advantages for a wide range of applications including seafood 
toxin screening [6,7], environmental monitoring for risk assessment [8] or exposure 
(zooplankton [9], crabs [10], whales [11], and humans [12, 13]) toxicological studies 
[14,15], or to guide chemical identification of new toxins [16].

these reports indicate that the rBa method is implemented in research labo-
ratories all over the world, from the Pacific Ocean region (French Polynesia, New 
Zealand), to north america (usa, canada), asia (Malaysia) and europe (norway). 
In addition, over the last decade, the rBa technology has been transferred and im-
plemented through Iaea-tcps to developing countries in south east asia, africa and 
latin america. the use of the microtiter plate format, in conjunction with microplate 
scintillation counting, makes the assay potentially suitable for use in a high through-
put regulatory setting. the rBa for psp toxins has been evaluated in an aoac sin-
gle laboratory Validation [17] and is currently undergoing an aoac inter-laboratory 
collaborative trial.

2.2. Dating of sediment cores combined with cyst analysis: looking into 
the past to redirect the future

long term data sets (decades, centuries) of phytoplankton, collected with 
unchanged sampling methods, have to share the same temporal scales (decades, 

FIG. 1. Simplified scheme of the receptor binding assay method, from sample collection to 
results.
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centuries) as the natural or anthropogenic influences to which they may be related. 
these kinds of data sets are rare but essential to determine: (i) whether a HaB spe-
cies has been recently introduced in a new area; (ii) whether blooms of a HaB spe-
cies are increasing in frequency, intensity and geographic extension, or are just going 
through normal decadal fluctuations [18].

About 70% of the 100 microalgae species included in the IOC reference list 
of toxin producing microalgae [19] are dinoflagellates. Species of this group exhibit 
complex polymorphic life cycles that include a sexual resting cyst stage. at the end 
of a bloom, resting cysts are accumulated in the sediments and may remain viable 
and ready to germinate — following a species specific mandatory dormancy period 
— when conditions in the water column are again favourable for growth. cysts of 
some of the most harmful toxin producing dinoflagellate genera (i.e. Gymnodinium, 
Pyrodinium) have an organic cover of a highly resistant compound, dinosporin; 
this substance is responsible for the cyst fossilisation. the fossil cysts or dinocysts, 
15–100 µm in diameter, usually preserve well in the sediments and can be identified 
and quantified in palynological slides [20]. from all the above it is easy to guess 
that fossil records of dinoflagellate cysts constitute a valuable alternative material to 
study long term changes in HaB populations and help to address some of the previ-
ously mentioned issues.

The dinoflagellate Pyrodinium bahamense var. compressum is the species 
responsible for the highest number of fatal psp victims in central america [3] and the 
tropical western Pacific [21]. This species is presently confined to tropical, mangrove 

FIG. 2. Vertical distribution of p. bahamense cysts in core 3 (left) and core 4 (right) collected in 
outer Malampaya Sound, the Philippines (Sombrito, pers. comun.).
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fringed coastal waters. nevertheless, comparison of its present distribution with that 
in fossil records showed that it had a much wider range of distribution in the past [1]. 
there is concern that global warming may lead to a range expansion of psp events 
caused by Pyrodinium bahamense. temporal variations in the type and abundance 
of dinoflagellate cysts in Manila Bay, the Philippines, have been established using 
long 210pb dated sediment cores; Pyrodinium bahamense var. compressum, the main 
psp toxin producer in the region, may have been present in the area at least since 
the 1920s [22]. In addition, collection of shorter cores and application of 210pb 
derived sedimentation rates and dinoflagellate cyst analyses have been used to 
understand the inter-annual variability of Pyrodinium bahamense blooms in relation 
to environmental conditions there (fig. 2).

2.3. Case study: the Ciguatera risk assessment programme in French 
Polynesia

Ciguatera fish poisoning (CFP), endemic in tropical reef areas, is globally 
the most common nonbacterial foodborne illness [23]. toxins are produced by benthic 
microalgae which live attached to seaweeds or other substrate and are transmitted 
to humans through herbivorous and carnivorous fishes. At the moment, there is not 
a realistic, cost effective way to monitor ctXs in seafood and the only possible 
prevention is to avoid consumption of risk species from risk areas. the ciguatera 
risk assessment programme in french polynesia, a hot spot for cfp events, is based 
on two main activities (i) epidemiological survey of marine biotoxin intoxications 

taBle 1. crude annual IncIdence rate (Ir) of cfp per 10000 peo-
ple (2007 to 2010) In tHe fIVe arcHIpelagos of frencH polynesIa. 
data froM tHe cfp dataBase sHared By tHe puBlIc HealtH dI-
rectorate of frencH polynesIa and InstItut louIs Malardé

year 2007 2008 2009 2010
Ir per archipelago in 

2010

society 63 137 140 159 7

Marquesas 57 108 91 64 71

australes 41 50 149 107 162

tuamotu 187 208 164 162 101

gambier 72 69 71 79 525

total 420 572 615 571

french polynesia 
(Ir/10 000 pop.)

16.2 21.8 23.1 21.2
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throughout the islands and (ii) the microalgal toxin based field monitoring in 
the lagoons, complemented with awareness education of the local population. french 
polynesia has been engaged in a long term epidemiological survey programme of 
cfp since the 1960s. since 2007, the public Health directorate in collaboration 
with the Institut louis Malardé made a new clinical questionnaire available online 
(http://www.ilm.pf/declarationciguatera) to elucidate the aetiology and prevalence 
of cfp and to detect new emerging marine intoxications in the region. since 1973, 
the number of cfp cases in french polynesia has decreased but incidences within 
islands are very variable: e.g. 2 and 1800 cases per 10000 people for tahiti and rapa 
islands respectively in 2009 [24]. epidemiological data have revealed an increase of 
cfp since 2009 in the less risky australes archipelago (table 1). 

this programme has also highlighted the emergence of new forms of marine 
intoxications from consumption of giant clams in raivavae Island and of sea urchins 
in rurutu Island, probably linked to blooms of marine benthic cyanobacteria [25]. 
analyses of clinical questionnaires suggest that the prevalence could be more than 
double the reported cases [8]. the epidemiological database is updated weekly, and 
the status of cfp of each island can be followed in real time. since 2004, a risk as-
sessment for cfp has been conducted on six islands. the study undertaken on raiva-
vae Island has shown that risky areas of the lagoon have been submitted to the impact 
of natural and anthropogenic disturbances [26, 27]. Moreover, the population pos-
sesses traditional knowledge of the toxic fish species and risky areas of their lagoon. 

The RBA analyses applied to laboratory cultures of the toxic dinoflagellate 
Gambierdiscus and to field collected fish samples have led to: (i) the characterization 
of a highly toxic new strain, G. polynesiensis (ii) the addition of two high cfp risk 
fish species to be avoided by consumers, and (iii) the identification of two safe (toxin 
free) fishing areas [28]. On Rapa Island, preliminary results suggest contamination of 
fish by more than one group of toxins: CTXs produced by Gambierdiscus spp. and 
palytoxins (pltXs) associated with a bloom of Ostreopsis. rBa results have shown 
that fish may contain high level of CTXs and that among the 24 sampling areas, only 
two to three areas seem to be safe. 

the main results of this ciguatera assessment programme were that: (i) 
the rBa is a suitable tool for multiple biological matrices when the matrix effect is 
controlled; (ii) the toxin extraction protocol needs to be improved when more than 
one toxin producer (e.g. Gambierdiscus and cyanobacteria) is present due to the di-
versity of toxins implicated, (iii) RBA values did not vary significantly with fish size 
or weight (e.g. smaller fish can be as dangerous as big ones), and (iv) herbivorous fish 
can be at least as toxic as carnivorous fishes. The RBA is a reliable tool for the as-
sessment of ciguatera risk on a given island; results are congruent with epidemiologi-
cal data and popular knowledge regarding the risk of certain areas and fish species.
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3. conclusIons

In summary, nuclear techniques developed by the Iaea and its partners have 
been successfully used as a tool for: cfp risk assessment in french polynesia, ecol-
ogy of psp agents in southeast asia, and environmental monitoring and mitigation 
of socioeconomic impacts of HaBs. Its implementation for early warning of toxic 
microalgae and phycotoxins in latin america and in africa is in progress.
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Abstract

plutonium in seawater collected by the Beagle2003 cruise was determined using Icp–
SF–MS and alpha spectrometry after Fe co-precipitation and radiochemical purification. Levels 
and distributions of dissolved plutonium activity concentrations in southern Hemisphere ocean 
waters are summarized here, including historical data. pu–239 concentrations in surface water 
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of the central South Pacific (32.5 °S) in 2003 were around 1 mBq/m3. the 239pu concentrations 
in the Indian Ocean surface waters (20 °S) were similar to that in the South Pacific, whereas 
the 239pu concentrations in the south atlantic surface waters (30°s) were markedly lower than 
those in the South Pacific and Indian Oceans. The 239Pu vertical profile pattern was similar 
to that in the North Pacific subtropical gyre, although 239pu concentrations in the deep south 
Pacific were significantly lower than those in the North Pacific. One of the dominant factors 
controlling plutonium distributions in the southern Hemisphere oceans is biogeochemical 
processes including particle scavenging.

1. IntroductIon

Most of the plutonium in the major oceans was deposited to the ocean surface 
by global fallout of the large scale atmospheric nuclear testing in the early 1960s 
and close-in fallout due to nuclear explosions conducted in the Pacific province in 
the 1950s [1]. after that, plutonium has been spread to world oceans and transported 
into ocean interiors by physical (advection and diffusion) and biogeochemical pro-
cesses [2–4]. Current plutonium distributions in the world oceans reflect injection 
and oceanic processes which occurred four or five decades after the major injection 
of plutonium in the early 1960s [1]. especially in the southern Hemisphere oceans, 
plutonium has been important for the elucidation of long term transport processes, 
which include transport between ocean basins and biogeochemical processes in each 
basin, because the deposition of plutonium into the southern Hemisphere oceans was 
weaker than that into the northern Hemisphere oceans and the major injection pro-
cess was only global fallout except for a local contamination due to french nuclear 
explosions in the subtropical South Pacific [1]. 

In 2003 and 2004, the Japan agency for Marine-earth science and technology 
(JaMstec) conducted the Blue earth global expedition (Beagle2003), visiting 
the South Pacific (winter), South Atlantic (late spring) and South Indian (summer) 
oceans during the 7-month expedition [5]. this campaign was undertaken within 
the framework of the sHots project (southern Hemisphere ocean tracer study) 
[6]. The main aim of this project was to study the distribution of artificial radionu-
clides in southern Hemisphere oceans, in conjunction with hydrographical data (tem-
perature, salinity, nutrient concentrations and others) collected with the aim to inves-
tigate the response of oceans to climate change. 

We present here plutonium concentrations in southern Hemisphere ocean wa-
ters using the Beagle2003 data and historical data, and discuss factors which con-
trol its distribution in southern Hemisphere oceans [7–9].
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2. data

plutonium data of the Beagle expedition are cited from refs [7–9]. the sam-
pling strategy and analytical procedures of plutonium determination are described 
elsewhere [6, 10]. Historical data of southern Hemisphere oceans are cited from the 
HaM database [11], including the geosecs data.

3. results and dIscussIon

3.1. surface plutonium in southern Hemisphere oceans

the Beagle2003 expedition provided 48 surface plutonium data in the south 
Pacific Ocean [7], 20 surface plutonium data in the Indian Ocean and 22 surface plu-
tonium data in the south Atlantic Ocean [9] in addition to five vertical profiles of plu-
tonium in the south Pacific Ocean [8]. Plutonium (239,240pu) concentrations in the south 
Pacific surface waters were determined by alpha spectrometry [7] whereas 239pu con-
centrations in the Indian and Atlantic Oceans, and vertical profiles in the South Pa-
cific were measured by Sector Field Inductively Coupled Plasma Mass Spectrometry 
(sf-Icp-Ms)[8, 9]. unfortunately we cannot obtain information on 240pu/239pu atom 
ratios in the south Pacific, Indian and south Atlantic Oceans because 240pu, a minor 
isotope of plutonium, cannot be detected because of the small volumes of the sea -
water samples [8, 9]. plutonium inventories in the water columns of the central south 
Pacific are the same order of magnitude as the cumulative deposition of plutonium [8, 
12]. the 240pu/239Pu atom ratios in the subtropical South Pacific (Rangiroa (14°47’S: 
0.166 ± 0.011) were similar to that of global fallout (0.18) [13]. this result implies 
that there is no transport of Pu from the North Pacific to the subtropical South Pacific, 
as the plutonium atom ratio is higher in the North Pacific due to close-in fallout from 
the Pacific Proving Ground nuclear testing conducted in the mid 1950s. Then it is 
reasonable to assume that the plutonium atom ratio in the South Pacific mid-latitude 
region is nearly equal to that of global fallout (0.18).

We calculated the 239pu activity (a(239Pu)) in surface waters of the South Pacific 
ocean using the following equation:

 a(239pu) = a(239,240Pu) (1 + λ(240Pu)/ λ(239pu) r240/239 )–1 

where λ(240Pu), λ(239pu), and r240/239 denote decay constants of 240pu and 239pu, 
and atom ratio, respectively. the calculated 239pu activities in the central south pa-
cific coincided with that determined by ICP–MS within the analytical uncertainity as 
shown in table 1. 
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the 239Pu concentrations in the South Pacific surface waters ranged from 0.3 to 
2.5 mBq/m3 with an average of 1.1 mBq/m3. the 239pu concentrations in the Indian 
and south atlantic surface waters ranged from 0.54 to 1.64 mBq/m3 with an average 
of 0.86 mBq/m3 and from 0.13 to 0.66 mBq/m3 with an average of 0.35 mBq/m3, re-
spectively [9]. the longitudinal distribution of 239pu is shown in fig. 1. although rel-
atively higher 239Pu concentrations occurred in South Pacific surface waters, the level 
of surface 239Pu in the South Pacific is similar to that in the Indian Ocean surface 
waters. on the other hand, the level of surface 239Pu in the South Atlantic is signifi-
cantly lower than that in the South Pacific and Indian Oceans. In order to elucidate 
the reason why the surface plutonium in the south atlantic was markedly lower than 
that in the South Pacific and Indian Oceans, we analysed temporal changes of surface 
plutonium in the southern Hemisphere oceans. previous results reveal that the ap-
parent half residence time (Hrt) of plutonium in surface water in the south atlantic 
(9–10 years) [4, 8] is shorter than that in the South Pacific (western South Pacific: 
34 years, South Pacific Subtropical Gyre: 19 years, eastern South Pacific: 22 years) 
and Indian ocean [7, 8]. We re-examined the temporal change of 239,240pu concen-
trations in surface waters in the western south atlantic and eastern Indian ocean 
(latitude band: 15°–35°s) including 239,240pu calculated from 239pu in sHots data 
assuming that 240pu/239pu atom ratio is equal to that in global fallout. the apparent 
Hrt of surface plutonium in the weatern south atlantic and eastern Indian ocean 
are 12 +13

–5
+15
–6

 and 20+13
–5

+15
–6  years, respectively, which are similar to previous estimates [4, 

8] although the apparent Hrt of the surface plutonim in the eastern Indian ocean is 
longer than the previous estimate [8]. This finding suggests that surface plutonium in 
the South Atlantic is removed from surface layer faster than that in the South Pacific 
and Indian ocean mid-latitude regions.

taBle 1. 239pu actIVIty concentratIon (mBq/m3) In tHe soutH pa-
cIfIc surface Water. coMparIson BetWeen alpHa spectroMe-
try and Icp–Ms

location alpha spectrometry Icp–Ms

177.67°W 0.96 ± 0.23 0.92 ± 0.12

169.5°W 1.5 ± 0.5 1.02 ± 0.07

163.17°W 1.08 ± 0.18 0.9 ± 0.1

157.33°W 0.66 ± 0.12 0.71 ± 0.06

149.83° W 0.90 ± 0.12* 0.9 ± 0.1

* 147.35 W
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3.2.	 Vertical	profiles	of	plutonium

Vertical profiles of plutonium in the Southern Hemisphere oceans are scarce. 
There were several profiles of plutonium in the South Pacific and South Atlantic 
Oceans determined in GEOSECS. In the BEAGLE2003 expedition, five profiles 
of 239Pu in the central South Pacific were determined [8]. The results revealed that 
the 239pu concentration increased with increasing depth and reached a maximum (4.6 
to 6.6 mBq/m3) at 600–800 m depth, a result similar to those reported by previous 
studies in the South Pacific [15 °S, 148 °W] (239,240pu: 9.2 mBq/m3) [13]. the 239pu 
concentration then sharply decreased from 800 to 1400 m depth and reached a mini-
mum at 2000 m depth. plutonium is a useful transient tracer of biogeochemical pro-
cesses in the marine environment. Unfortunately there is no vertical profile of pluto-
nium in the Indian Ocean. In the South Atlantic, the vertical profiles of 239,240pu were 
obtained in 1972. the 239,240pu concentration showed a subsurface maximum, whose 
depths were shallower than those of the current Pu profiles determined in the Pa-
cific. The results suggest that the 239Pu vertical profiles in the Pacific Ocean are con-
trolled primarily by biogeochemical processes which consist of plutonium uptake by 
biogenic particles, gravitational sinking of particles and regeneration of plutonium 
as a result of bacterial decomposition of particles in deeper water [14, 15] although 
physical processes such as advection, mixing and upwelling contribute to plutonium 
distributions as well. 

FIG. 1. Longitudinal distribution of 239Pu activity concentration in Southern Hemisphere 
oceans.
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In order to extract the biogeochemical processes in the ocean by using transient 
tracers, it is effective to use the plutonium/137cs activity ratio because their behaviour 
in seawater is different [7, 16, 17]. recently it has been revealed that the 239,240pu/137cs 
activity ratios in the water columns of the North Pacific, except the equatorial re-
gion, exponentially increased with depth from 100 m to 1200 m depth [18] al-
though the vertical profile of the 239,240Pu concentration in the water column signifi-
cantly differs from that of 137cs. a similar relationship between 239pu/137cs ratio and 
depth was observed in the South Pacific [8]. We examined the relationship between 
239,240pu/137cs ratio and depth in the south atlantic (geosecs). the 239,240pu/137cs ra-
tios in the south atlantic water columns exponentially increase with increasing depth. 
the half-regeneration depth obtained from the relationship between 239,240pu/137cs ra-
tio and depth in the south atlantic, which ranged from 87 to 350 m, correlates with 
the plutonium maximum layer depth. These findings suggest that the 239,240pu/137cs 
ratios in the water columns are useful tools to deduce factors which govern the bio-
geochemical processes.

3.3. Deep water plutonium

Model studies [19] revealed that the plutonium profile from surface to around 
2000 m depth is primarily governed by the biogeochemical processes. In fact, good 
exponential relationships between 239,240pu/137cs ratio and depth are observed at shal-
lower depths than 1500 m [18]. deeper plutonium, below 2000 m water depths, may 
be controlled by the direct injection process of fallout pu and physical processes such 
as advection and diffusion rather than biogeochemical processes because of weak bi-
ological activities in the deep ocean. The North Pacific Deep Water (NPDW), which 
is characterized as old radiocarbon water from 2000 to 3000 m depth, intrudes into 
the South Pacific from the North Pacific. We examined a latitudinal distribution of 
plutonium in 2000 – 3000 m depth in the Pacific using data obtained in the mid 1990s 
and early 2000s. the result reveals that a gap of 239,240pu concentrations exists be-
tween the equator and 15°s; high 239,240Pu concentrations in the North Pacific and low 
concentrations in the South Pacific. This finding suggests that plutonium in NPDW is 
an effective tool to trace long term motion of npdW.

4. conclusIons

plutonium concentrations in southern Hemisphere oceans were presented and 
discussed. 239pu concentrations in the south atlantic surface water in 2003 are mark-
edly lower than those of the South Pacific and Indian Oceans. The vertical profiles 
of 239Pu in the South Pacific water columns exhibited surface minimum, mid-depth 
(near 600 m depth) maximum and lower levels in deep waters. This profile can be 
explained by biogeochemical processes. good exponential correlations between 
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the 239,240pu/137Cs activity ratio and depth exist not only in the North Pacific but also 
in the South Pacific and South Atlantic Oceans. There is a marked large difference of 
the plutonium concentration between the North Pacific and South Pacific deep wa-
ters, which could be used as a tool to trace deep water motion. These findings suggest 
that plutonium is a unique transient tracer to elucidate biogeochemical processes and 
deep water advection.
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Abstract

ecological monitoring of the coastal waters at Kalpakkam, which presently harbour 
various nuclear facilities, has been in progress for the last four years to create a benchmark 
dataset on water quality, phytoplankton, zooplankton, fisheries, sedentary organisms and 
molluscan species diversity. Results indicated a significant impact of monsoonal rain and 
backwaters on the coastal water quality. About 325 phytoplankton, 140 zooplankton, 350 fish, 
130 molluscs and 100 species of sedentary organisms have been catalogued. Two fish species, 
which are native to Indonesia, were recorded for the first time in Indian coastal water. The study 
indicated that the coastal water is rich in biodiversity. similarly, results of studies on costal 
sediment characteristics indicated the influence of monsoonal rain and backwater discharge. 
overall, the study indicated little impact of nuclear activity on coastal water biodiversity and 
water quality.

1. IntroductIon

organisms exist as part of a complex entity made up of interacting inorganic 
and biotic elements, to which we apply the term ecosystem. ecology is the study 
of relationships between organisms and their surroundings, which is fundamental 
to the understanding of biology because organisms cannot live as isolated units. 
the life of organisms is dependent upon, and closely controlled by, the physical and 
chemical conditions in which they live and the populations of other organisms with 
which they interact. physicochemical properties in any aquatic ecosystem play a 
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significant role in determining abundance, growth and metabolism of the organisms 
present in it. phytoplankton, being the chief primary producer, serve as the base of 
the food chain in the marine habitat and act as a food reserve for primary consumers. 
Zooplankters form a link in the marine food chain and are considered the primary 
index at the secondary trophic level. Sedentary organisms, most of which are filter 
feeders, play an important role in coastal ecosystems for the biogeochemical cycling 
of elements by siphoning out the decaying organic matter from the water column. 
they colonize on submerged surfaces and successive colonization takes place due to 
inter-specific competition and their seasonal breeding pattern, which depends upon 
the water quality of the region. among the several invertebrate phyla of the animal 
kingdom, Mollousca forms one of the major and important phylum. the majority 
of molluscs live in marine environments and are found to be excellent indicators of 
pollutions, thus, they are monitored to assess the health of the ecosystem of a region. 
fish diversity and abundance, which provides livelihood for sizable populations, is 
an important component of the food chain process. coastal and estuarine regions 
are important sinks for many persistent pollutants and thus, its geo-chemical 
characteristics can be used to infer the weathering trends, source of pollution and 
can also help to improve management strategies. therefore, ecological monitoring of 
the coastal milieu adjacent to any industrial unit needs assiduous monitoring in order 
to assess any anthropogenic impact.

2. study area

Kalpakkam coast (12 ° 33´n lat. and 80 ° 11´e long.) is situated about 80 km 
south of chennai (fig. 1). at present, a nuclear power plant (Madras atomic power 
station, Maps) and a desalination plant are located near the coast. Maps uses sea-
water at a rate of 35 m3/sec drawn through an intake structure located inside the sea 
at about 500 m away from the shore. after extracting heat, the heated seawater is 
released into the sea. two backwaters, namely the edaiyur and the sadras backwa-
ter systems, are important features of this coast. these backwaters are connected to 
the Buckingham canal, which runs parallel to the coast. during northeast (ne) mon-
soon and seldom during southwest (sW) monsoon, the two backwaters discharge 
considerable amounts of freshwater to the coastal milieu for a period of 2 to 3 months. 
the average rainfall at Kalpakkam is about 1300 mm out of which the bulk of its 
rainfall (~65%) is received during NE monsoon. The detailed discussion of the study 
site is given elsewhere [1]. Based on the pattern of rainfall and hydrographic charac-
teristics at Kalpakkam coast, the whole year has been divided into three seasons viz: 
(1) summer/post-monsoon (february–May), (2) sW monsoon/pre-monsoon (June-
september) and (3) ne monsoon (october–January). seasonal monsoon reversal of 
wind that results in consequent change in the circulation pattern and coastal water 
quality is a unique feature of this coast [2]. the southerly current during ne monsoon 
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changes to northerly during february–september which coincides partly with the sW 
monsoon period (June- august). 

3. MetHods

seawater samples were collected fortnightly in precleaned polythene bottles. 
parameters such as temperature, pH, salinity, dissolved oxygen (do) and turbidity 
were measured in the field using multi parameter probes (YSI 550). Dissolved mi-
cronutrients (nitrite, nitrate, ammonia, silicate, phosphate, total nitrogen and total 
phosphorous) and chlorophyll-a (chl-a) were estimated by spectrophotometry fol-
lowing the standard methods [3]. phyto- and zooplankton samples were collected 
using an appropriate conical plankton net with mouth area 0.125 m2 (mesh size–55 
μm for phytoplankton and 200 μm for zooplankton) fitted with a flow meter (Hy-
drobios). Qualitative and quantitative analysis of plankton was carried out using a 
stereo-binocular research microscope (nIKon eclipse 50i and nikon ts100 with 
400 X magnifications). Standard literatures were followed for identification (phy-
to- and zooplankton) and estimation of density and biomass (only for zooplankton) 

FIG. 1. Study area showing sampling location.
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[4–6]. settlement pattern of sedentary organisms was studied by suspending teak 
wood panels (each 12 × 9 × 0.3 cm) attached to epoxy coated mild steel frames from 
Maps jetty. detailed procedures followed are given elsewhere [7]. Molluscs were 
collected from the intertidal region during low tides and identified following standard 
literature [8]. Fish samples were collected from fishermen along the coast at weekly 
intervals. the morphometric and meristric characters like colour, spots and other im-
portant characters were noted in the field. Standard literatures [8–10] were consulted 
for identification of the fish. Sediment samples were collected onec monthly from 
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FIG. 2. Seasonal variation in physicochemical parameters in the coastal waters of Kalpakkam 
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five locations using a Van Veen grab sampler. Sand, silt and clay % were analysed by 
following standard methods [11]. Metals such as fe, cu, cr, ni, pb, Zn and cd were 
analysed in IcpMs following standard methods [12]. 

4. results 

pH values ranged from 7.7–8.3 in the coastal waters. the observed salinity val-
ues ranged from 19.28–36.71 psu. the lowest and highest salinity values were ob-
served during monsoon and summer respectively (fig. 2a). the do contents varied 
between 4.7–7.6 mg/l, with a relatively high concentration during monsoon period 
(fig. 2b). turbidity values ranged from 1.41–16.7 ntu having relatively high values 
during the summer and monsoon as compared to the rest of the year. nitrite + nitrate, 
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FIG. 2 (cont.). Seasonal variation in physicochemical parameters in the coastal waters of 
Kalpakkam.
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the ammonia and TN concentration varied from 0.04–25.07 μ∙mg/L, BDL =17.31 
μ∙mg/L and 5.29–94.94 μ∙mg/L respectively (Fig. 2c, d). 

Phosphate and TP concentration ranged from BDL = 2.51 and 0.23–3.29 μ∙mg/L 
respectively and the pre-ne monsoon period registered relatively high values 
(Fig. 2e). Silicate values ranged from 3.23–27.71 μ∙mg/L. Nitrogenous nutrients and 
silicate values were generally high during the ne monsoon period. chl-a concen-
tration ranged from 1.21–7.47 mg/m with high values during the summer and pre-
monsoon (fig. 2f). 

Phytoplankton was found to be qualitatively much diversified in the coastal wa-
ters of Kalpakkam. a total of ~325 species have been catalogued during the last four 
years of study. Out of these, 252 species have been identified. The phytoplankton 
community constituted 7 groups, namely, diatoms, (111 centric; 58 pennate), dino-
flagellates (60), Silicoflagellates (2), Cyanobacteria (5), Chlorophycean members 
(13), two Haptophycean members (out of which one is cocolithophore) and one sar-
comastigophora. phytoplankton density ranged from 0.23 × 105 cells/l to 15 × 105 
cells/l with the lowest and the highest coinciding with the post- and pre-monsoon 
periods respectively (fig. 3a). Qualitative abundance showed the lowest (85) num-
ber of centrics during post-monsoon period and the highest number (105) during the 
monsoon. pennates (lowest: 44; Highest: 56) showed a completely analogous trend 
with that of the centrics. Dinoflagellates also showed a similar trend to that of dia-
toms. Qualitatively, the zooplankton community comprised of two major groups, i.e., 
holoplankton (whole life plankton) and meroplankton (planktonic in the larval stage 
only). results showed that, both qualitatively and quantitatively, zooplankton was 
found to be rich during the pre-monsoon and summer period, which ranged from 
2.2 × 105 to 9.9 × 105 per 10 m3 (fig. 3b). Biomass (g(dry wt)/10 m3) also showed 
similar trend to that of density (lowest: 0.36 — monsoon; highest: 0.76 — summer). 
copepods were abundant throughout the year.

About 100 species of sedentary organisms have been identified. It included 5 
species of cnidarians, 12 species of annelids, 8 species of molluscs, 4 species of ar-
thropods, 13 species of other crustaceans, 5 species of ectoprocta, 3 species of flat 
worms, 3 species of echinoderms and 7 species of tunicates. the density of organ-
isms varied from 0.3–6.9 × 103 per 100 cm2 with peak values during the pre-ne mon-
soon period (fig. 4). Biomass did not show any trend and was mainly dependant on 
the larger organisms such as green mussels and barnacles. It ranged from 3.6–79.3 g 
per 100 cm2. The area coverage was ~100% most of the times, however, it occa-
sionally went down to 75%. Barnacles and green mussels emerged as the dominant 
macrobenthos in the coastal waters. Barnacles were found almost throughout the year 
(80% of the total density) with peak density observed during the NE monsoon period. 
green mussels showed dominance during the pre-ne monsoon period.

Results of the taxonomic study of marine molluscs, the first of its kind from 
the Kalpakkam coast, would form a benchmark dataset for future investigations and 
impact assessments. so far about 130 species of molluscs have been collected, of 
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FIG. 3. Seasonal variation in total phytoplankton, pennate and centric diatom (a) and 
zooplankton density (b) in the coastal waters of Kalpakkam

FIG. 4. Variations in density, biomass and area coverage of macrobenthic population on 
wooden surface exposed to coastal waters at Kalpakkam.
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which about 80 species have been identified. Efforts are underway to identify the 
remaining species. The fishery potential of coastal waters at this location was found 
to be high. out of 350 species collected, 250 species of 84 families in 21 orders 
have been identified so far. The cartilaginous fish comprised only 6.4% of the total 
species composition. the order perciformes was the most common with 114 species. 
the presence of 84 families in itself shows that the area has a rich diversity. two 
of them, viz. Brachysomophis cirrocheilos (fig. 5a) and Torquigener brevipinnis 
(Fig. 5b), common to the Indo-West Pacific waters of Papua New Guinea, Indonesia 
and Australia, are reported for the first time in Indian waters. Additionally, one of 
the species collected is supposed to be a totally undescribed species and efforts are 
underway for its confirmation.

 grain size distribution of sediments showed that the inner shelf was carpeted 
with a mosaic of sand and silty sand with a minor amount of clay (fig. 6a). the an-
nual average of heavy metal content followed a trend as Fe (0.48%) > Cu (21.3 ppm) 
> Zn (20.8 ppm) > cr (12.2 ppm) > pb (9.1ppm) > ni (5.2 ppm) > cd (1.5 ppm) with 
maximum variation for fe and minimum variation for cd (fig. 6b). 

5. dIscussIon

the physicochemical and biological properties of the coastal water at 
Kalpakkam was significantly affected by freshwater input during the NE monsoon. 
the nutrient rich freshwater diluted the coastal waters during the monsoon leading to 
an increase in concentration for all the nitrogenous nutrients and do and a decrease 
in salinity and chl-a content. phosphorous at this location was found to be of marine 
origin as its concentration in coastal waters was not affected by the monsoon. 
salinity was found to be the most important factor controlling the phytoplankton as 
well as zooplankton production at this location. the optimum salinity and nutrient 
concentrations during the summer/pre-monsoon period favoured phytoplankton 

FIG. 5. (a) Brachysomophis cirrocheilos (Bleeker); (b) Torquigener brevipinnis (Regan).

(a)     (b)
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FIG. 6. (a) Variations in sand, silt and clay %; (b) heavy metal concentration (ppm) in 
the coastal sediments.
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growth as compared to the adverse conditions prevailed during monsoon leading 
to the lowest phytoplankton abundance. a considerable increase (> 5 fold) in 
phytoplankton species composition (325 species) was observed as compared to earlier 
findings (60 species) [13–14]. Despite such a massive change in floristic composition, 
a 4–10 times reduction in total cell count was observed during the present study. It 
is worthwhile to mention here that this coast was devastated by the december 2004 
tsunami and studies on coastal water characteristics during the post-tsunami period 
have shown an increase in turbidity [15], a hindrance for light penetration, which 
could have led to a reduction in phytoplankton production. nitrogenous nutrients were 
found to be limiting for phytoplankton growth during late summer and pre-monsoon 
periods, whereas the role of silicate and phosphate remained insignificant in this 
regard. apart from salinity, temperature and phytoplankton species composition were 
found to be the dominant factors in determining species composition, standing stock 
and succession of zooplankton at this location. concomitant with phytoplankton 
abundance the zooplankton density showed its peak during the summer and the lowest 
abundance was observed during the monsoon period. similarly, the abundance and 
settlement pattern of benthic organisms at this location was significantly influenced by 
salinity and chl-a. However, due to the relatively clean and unpolluted environment 
at Kalpakkam, heavy settlement and rapid growth of these organisms was observed 
throughout the year. Bivalves showed dominance in the mollusc community. Mass 
mortality of molluscs was observed during the monsoon period. this locality showed 
a tremendous fishery potential. It is worthwhile to mention here that only about 500 
species have been recorded from the entire tamil nadu coast against 350 species 
recorded from this area. the station close to the opening of a backwater showed 
typically higher values of heavy metal than the other stations pointing to the role 
of Buckingham canal as the anthropogenic source. similarly an increase in some of 
the metal content was noticed during the monsoon period, indicating the role of land 
runoff and backwaters. 
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Abstract

240pu/239pu atom ratios in seawater and surface sediment collected from the northwest 
(NW) Pacific Ocean from 1992 to 1997 were determined using ICP-sector field mass spec-
trometry (Icp–Ms). In whole water columns, the atom ratios of 240pu/239pu were higher than 
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the global fallout ratio (0.18). It is noted that the atom ratios of 240pu/239pu in the seawater 
increase with depth. such elevated 240pu/239pu atom ratios indicate that the close-in fallout plu-
tonium isotopes originating from the Pacific Proving Grounds (PPGs) due to the U.S. tests 
are prevailing in the seawater in the NW Pacific Ocean. However, the 240pu/239pu atom ratios 
in the surface sediment from the NW Pacific Ocean varied with the sampling locations. As 
a consequence, this study will provide the information that the water mass along with the cur-
rent plays a key role in driving the distribution of pu and in transporting pu from the ppgs to 
the far eastern marginal sea in the NW Pacific Ocean. 

1. IntroductIon

plutonium in the marine environment consists mainly of four isotopes: 238pu 
(t1/2=87.74 a), 239pu (t1/2=2.4119 × 104 a), 240pu (t1/2=6.563 × 103 a), 241pu (t1/2 = 14.4 a), 
of which 239pu and 240pu are the most important isotopes because of their long half-
lives and high abundance. extensive studies of plutonium isotopes were carried out to 
evaluate contamination, to understand biogeochemical processes in the water column 
and to identify the sources of this radionuclide in the northwest (NW) Pacific Ocean 
[1–6]. consequently, the major source of plutonium in seawater and sediment in 
the Northwest Pacific Ocean has been known from the nuclear weapons tests carried 
out at the Marshall Islands from 1946 to 1958 (global and local fallout), and at no-
vaya Zemlya Island in the arctic in the late 1950s and the early 1960s (global fallout) 
[7]. furthermore, the north equatorial current (nec) and Kuroshio current (Kc) 
have been thought to play an important role in transporting the pu from the ppgs [2, 
4] to the far eastern marginal seas including the east sea/the sea of Japan and east 
china sea. nevertheless, the overall processes are not well understood because most 
studies were conducted over small areas and an insufficient number of samples were 
taken.the atom ratio of 240pu/239pu is dependent on the test series, i.e., the weapon’s 
design and explosion yield [8]. the average atom ratios of 240pu/239pu from global 
fallout are 0.176 ± 0.014 to 0.180  ±  0.014 [9, 10]. the elevated 240pu/239pu atom 
ratios (0.21–0.32) were found in soil samples, in seawater and in sediment from 
the NW Pacific Ocean [3, 11, 12]. Therefore, the 240pu/239pu atom ratio is a power-
ful tool to identify the sources of pu and to be applied for tracing water masses with 
the clarification of the transport processes in the ocean. In this study we demonstrate 
the characteristics of the 240pu/239pu atom ratio in the water column and in the surface 
sediment from the NW Pacific Ocean. The results we describe here provide a synthe-
sis of information on the origin of Pu isotopes in the NW Pacific Ocean and contrib-
ute to a better understanding of transport processes in the region.
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2. MetHod and MaterIals

the full details pertaining to this cruise, and the procedures used for processing 
seawater and sediment samples, and for the analysis of plutonium, are given else-
where [1, 3, 13–16]. seawater samples examined in this study were collected using 
a large volume seawater sampler (500 L ‘Gerard Ewing’ fiberglass) in 1997 from 
the NW Pacific Ocean during the IAEA’97 expedition conducted by the International 
atomic energy agency’s Marine environment laboratory (Iaea–Mel) in Monaco 
as a part of the WoMars (Worldwide Marine radioactivity studies) project.

Bottom sediment core samples were collected using a box corer (ocean Instru-
ments BX640, 40 × 40 ×60 cm) at stations 1, 6, 8, and 9 in the NW Pacific (Fig. 1). 
furthermore, two additional bottom sediment samples (teQ 6 and teQ 12) were 
collected from the West Caroline Basin in the West Pacific Ocean in the 1992 expedi-
tion conducted by the Korea ocean research and development Institute (KordI) as 
a part of the toga (tropical ocean and global atmosphere) project.

Fig. 1. Seawater and sediment sampling stations from the Northwest Pacific Ocean.
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3. results and dIscussIon

3.1. Distribution of 240Pu/ 239Pu	in	the	seawater	from	the	NW	Pacific	Ocean

the results of the atom ratio of 240pu/239pu in the seawater collected in the nW 
Pacific Ocean are presented in Fig. 2. The 240pu/239pu atom ratios in the seawater 
varied from 0.212  ±  0.011 to 0.262  ±  0.008, with a mean of 0.236 at st. 1, from 
0.206  ±  0.006 to 0.261 ±  0.008, with a mean of 0.236 at st. 3, from 0.206  ±  0.014 to 
0.281 ±  0.008, with a mean of 0.236 at st. 7, from 0.207  ±  0.004 to 0.278  ±  0.008, 
with a mean of 0.226 at st. 8, respectively. the results are similar to previous studies 
conducted in the NW Pacific Ocean: 0.24 in the East Sea/the Sea of Japan and Yellow 
sea [4], 0.234 from the sagami Bay [17], 0.242 in the south china sea [5], 0.204 to 
0.260 in the east sea/the sea of Japan [18], 0.235 to 0.249 in rokkasho, aomori, in 
Japan [19]. the atom ratios of 240pu/ 239Pu observed in this study show significantly 
higher values than the global fallout ratios (0.176 to 0.180), and also these values 
are higher than those found in the water column in the northeast atlantic ocean 
[15]. the atom ratios of 240pu/239pu from the close-in fallout originating from the us 
nuclear weapons tests in the early 1950s in the Pacific Proving Grounds (PPGs) in 
the Marshall Islands have been reported as 0.34–0.36 [5, 11, 20, 21]. therefore, such 
high atom ratios shown in the water column in the NW Pacific Ocean indicate that 
the significant amounts of plutonium isotopes existing in the seawater were contrib-
uted by the close-in fallout transported from the enewetak and Bikini atolls. 

the atom ratios of 240pu/239pu in the water column showed the lower values near 
the surface and tend to increase with depth. Our findings in the NW Pacific water 
column are different from those observed in the east sea/the sea of Japan [4, 6]. In 
their results, even though the atom ratios of 240pu/239pu were higher than that of global 
fallout, there is no notable variation with depth. However, Buesseler [11] reported 
similar results in the NW Pacific Ocean to those we obtained, ie., lower atom ratios 
of 240pu/239pu in the surface water and higher ratios in the bottom water (there is no 
available data in the mid-depth from his results). this might be due to a difference 
of hydrodynamic condition between marginal seas (east sea/the sea of Japan) and 
the open ocean in the NW Pacific. Since Pu was introduced into the Pacific Ocean 
mainly by two pulse injections into the seawater in the early 1950s (close-in fall-
out) with a higher 240pu/239pu atom ratio and in the early 1960s (global fallout) with 
a lower 240pu/239pu atom ratio, the 240pu/239pu atom ratio in the water column is in 
a transient state and its ratio should change according to oceanographic, geochemical 
and biological processes that occur in the water column. 

seoung and yoon [22] have reported that the large scale vertical mixing due to 
winter convection occurred easily in the north central east sea/ the sea of Japan [4], 
leading to homogeneity in their results; no variations of 240pu/239pu atom ratios were 
observed. 
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although a vertical migration of plutonium is dependent upon the presence of 
particles because of its particle affinity, most of the plutonium isotopes of the total 
inventory are still in the water column in the NW Pacific Ocean [1, 3].

Therefore, the specific features of 240pu/239pu in the water column shown in this 
study might reflect two pulse injections and the ratios could change with time and 
with depth by mixing and/or by diffusion in the water column. as a consequence, 

Fig. 2 The atom ratios of 240Pu/239Pu in the water column of the Northwest Pacific Ocean (dotted 
line indicates the mean atom ratio of 240Pu/239Pu of global fallout, 0.18).
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the elevated 240pu/239pu atom ratio in the deeper water may indicate the presence of 
enhanced plutonium injection in the early 1950s. 

3.2. Evaluation of the relative contribution from the global fallout and 
the close-in fallout

to evaluate the relative contribution from the global fallout and the close-in 
fallout, several studies have been attempted to estimate their contributions on the ba-
sis of the 240pu/239pu atom ratios using a simple mixing model [3, 6, 9, 23, 24] in 
the seawater and sediment in the NW Pacific. 

 

Fig. 2 The atom ratios of 240Pu/239Pu in the water column of the Northwest Pacific Ocean (dotted line 
indicates the mean atom ratio of 240Pu/239Pu of global fallout, 0.18).  
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and 

(Pu activity %)c + (Pu activity %)g= 100

where R represents the 240pu/239pu atom ratio of the seawater sample observed 
in this study, RC represents the 240pu/239pu atom ratio from the close-in fallout and 
RG represents the 240pu/239pu atom ratio of global fallout. the 240pu/239pu atom ra-
tio of 0.36 [20] observed at Bikini atoll is introduced as the representative value 
of the close-in fallout, and the 240pu/239pu atom ratio for global fallout is 0.18 [21]. 
the results showed that the 239,240pu contributed from the close-in fallout source in-
creased with depth, with ranges from 23 to 54% at St. 1, from 19 to 53% at St. 3, 
from 19 to 64% at St. 7, and from 20 to 63% at St. 8, respectively. These results are 
comparable to previous estimations [6, 24] in the marginal seas from the NW Pacific 
ocean.

4. 240pu/ 239pu In surface sedIMent froM tHe nW pacIfIc ocean

the 240pu/ 239Pu atom ratios in the surface sediment in the NW Pacific Ocean 
ranged from 0.175 ±  0.002 to 0.287  ±  0.008. as expected from the previous stud-
ies [3, 12], the atom ratio of 240pu/239pu collected near the ppgs (at st. 8) was sig-
nificantly higher than the global fallout ratio. However, in the surface sediment col-
lected from st. 9 which is located in the north of ppgs, the 240pu/239pu atom ratio 
decreased slightly (0.199  ±  0.013). st. 1 located in the most northern part of nW pa-
cific in this study presented the lowest 240pu/ 239pu atom ratio (0.175  ±  0.002) which 
is consistent with that of the global fallout ratio [9, 10]. In the West caroline Basin 
in the West Pacific Ocean, the 240pu/239pu atom ratios are 0.217  ±  0.012 at st. teQ 
6 and 0.183  ±  0.011 at st. teQ 12, respectively. the distribution of the 240pu/ 239pu 
atom ratios in the surface sediments of the NW Pacific shown in this study may be 
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explained by the water mass movement along with the currents in the NW Pacific 
ocean. In the equatorial region, the north equatorial current (nec), is the dominant 
circulation current which flows westward in the southern boundary of the survey area 
(ppgs) and on reaching the island of Honshu, its western boundary current becomes 
the Kuroshio current [1, 25]. taking into account this current system and the distri-
bution of the 240pu/ 239Pu atom ratios in the surface sediment in the NW Pacific Ocean, 
the movement of plutonium could be described. since enewetak and Bikini atolls 
are located within the north equatorial current (nec), the close-in fallout with high-
er 240pu/ 239pu atom ratio would have travelled westward and fed into the Kuroshio 
Current (KC) off the Philippines and then turned north flowing along the Japanese 
islands towards the east [4]. this could also explain that the 240pu/ 239pu atom ratio in 
the teQ 6 is different from that observed in the teQ 12, even though the distance 
between the two sampling sites is relatively close compared to other stations. While 
the st. teQ 6 is located within the nec, the st. teQ 12 is located within the equato-
rial count current (ecc). 

5. conclusIons

(a) the atom ratios of 240pu/239Pu observed in the seawater of NW Pacific were con-
siderably higher than the global fallout ratios.

(b) The high atom ratios shown in the water column in the NW Pacific Ocean  were 
attributable to the close-in fallout transported from the enewetak and Bikini 
atolls.

(c) the 239,240Pu contributed from the close-in fallout source in the NW Pacific 
increased with water depth, with ranges from 19% to 64%. And the elevated 
240pu/239pu atom ratio in the deeper water may indicate the presence of enhanced 
plutonium injection in the early 1950s. 

(d) While the atom ratio of 240pu/239pu in the surface sediment collected near the 
PPGs was significantly higher than the global fallout ratio, the lowest 240pu/ 
239Pu atom ratio was found in the most northern part of NW Pacific.

(e) the distribution of the 240pu/239pu atom ratios in the surface sediments of the 
NW Pacific could be explained by the water mass movement along with the 
currents such as the nec, the Kc and the ecc.
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Abstract

129I is an ideal tracer of the marine environment. It has been used for some years par-
ticularly in the northeast atlantic, nordic seas and arctic to determine its distribution after its 
discharges from La Hague and Sellafield reprocessing plants. Various methods for 129I deter-
mination exist. a new resin selective for iodine has been developed, characterized and test-
ed on environmental samples. In order to allow 129I determination and to obtain accurate and 
precise results, the samples have to pass a number of sample preparation steps; among these 
steps are chemical separation and purification. The results of the analysis of seawater samples 
are presented.

1. IntroductIon

129I with a half-life of 16.1(7) × 106 a (100% β– decay to 129Xe, eβ,max: 190.8 keV 
[1]) is being used as a tracer in the environment [2–4] and particularly in the marine 
environment [5–7]. different methods can be used for its determination: naa [2], 
AMS [5, 6], ICP-MS [4], γ-X-spectrometry [8] and ß-spectrometry [9]. For most of 
these methods, a chemical extraction of the iodine/iodide species is performed previ-
ous to its measurement. different schemes are used depending on the type of matri-
ces and the oxidation degree of the iodine, among which liquid–liquid extraction with 
ccl4 followed by back extraction in reducing aqueous solutions [4, 6], use of anion 
exchange resins [2, 3].

an extraction chromatographic resin primarily designed for 36cl determination, 
the so-called cl resin (trisKem International sas, france), was used throughout 
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the experiments. this resin is based on an extraction system selective for noble met-
als as platinum group elements (pge) and ag over a wide range of acid concentra-
tions. the selectivity for halogenides is introduced by loading the cl resin with 
silver cations. Halogenide separation is then obtained by elution with suitable com-
plexing agents. Zulauf et al. [10] showed that scn– and naoH aqueous solutions 
were efficient in maintaining 129I retained on the resin while they were eluting all 
chloride initially loaded. the authors had tested the cl resin for various environ-
mental matrices, but not for seawater. this paper investigates the use of this resin for 
iodide extraction and separation from seawater samples followed by its measurement 
by liquid scintillation counting.

2. eXperIMental

2.1. Reagents and apparatus

All reagents used were analytical grade; 18 MΩ deionized water was used 
throughout all experiments. cl resin was supplied by trisKem International and 
was used as received without further purification. 2 mL of soaked resin were packed 
into empty columns (trisKem International). prosafe Hc liquid scintillation cocktail 
(Meridian Biotechnologies ltd, uK) was used. lsc measurements were performed 
using a tricarb 1600tr (packard, usa). seawater samples (taken from the north 
sea coast near nord Beveland, the netherlands) were spiked with 36cl and 129I stand-
ards, as well as 5 ml aliquots of all reagents used for elutions and rinses, to allow 
yield determination in all obtained fractions. 5 ml samples of seawater were adjusted 
as indicated in the procedure section and loaded onto ag+ loaded cl resin.

2.2. Procedure

the standard procedure described by Zulauf [10] consists in loading the resin 
with 20 mg ag+ dissolved in 2 ml1M H2so4 and allowing it to stand for 30 minutes 
up to 1 hour. the sample, preferably equally adjusted to 1M H2so4, is then loaded on 
the ag+ loaded cl resin, which is then rinsed with ultrapure water in order to remove 
traces of acid, as well as potential interferents and matrix elements. chlorides are 
eluted with 5ml scn– solution; the last traces of chlorides are removed with 10 ml 
1% NaOH solution. Additionally, it was shown by Zulauf [10] that this rinse increas-
es the iodide yields considerably. Iodides are finally eluted with 5 mL Na2s solution.

different load conditions as described below were tested. chlorine being 
the main component of seawater (average of 20 g per l), its chemical behaviour 
was monitored by addition of a 36cl standard solution in order to detect any interfer-
ence with 129I separation (cross contamination of the iodide fraction). 129I was added 
for yield determination and detection of an eventual breakthrough of iodide during 
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sample load. 3 replicates were performed for each load condition and each radionu-
clide, 129I and 36cl. 5 ml of each eluate fraction were mixed with 15 ml liquid scintil-
lation cocktail and measured by lsc for 30 minutes.

Experiment A: cl resin was loaded with 20mg ag+ dissolved in 2 ml 1M 
H2so4. after allowing it to stand for at least 30 min, seawater samples adjusted to 1M 
H2so4 were loaded on the resin which was then rinsed with 10 ml ultra-pure water. 
the resin was further rinsed with 5 ml 0.1M scn– and 10 mL 1% NaOH to elute 
chlorides. Iodide was eluted with 5 ml 0.35M na2s.

FIG.1. Results of elution study for experiment A.

FIG.2. Results of elution study for experiment B.
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Experiment B: cl resin was loaded with 20 mg ag+ dissolved in 2 ml 1M 
H2so4. after allowing it to stand for at least 30 min, the resin was rinsed with 10 
ml ultra-pure water, then with 5 ml 0.1M scn-. Seawater samples adjusted to 1% 
NaOH were then loaded onto the resin. The resin was then rinsed with 10 mL 1% 
NaOH for chloride removal and iodide was finally eluted with 5 mL 0.35M Na2s.

Experiment C: cl resin was loaded with 20 mg ag+ dissolved in 2 ml 1M 
H2so4.. after allowing it to stand for at least 30 min, the resin was rinsed with 5 
ml ultra-pure water. seawater samples adjusted to 0.1M scn- were loaded onto 

FIG.4. Results of elution study for experiment D.

FIG.3. Results of elution study for experiment C.
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the resin. the resin was rinsed with 5 ml 0.1M scn- and 10 mL 1% NaOH to elute 
chlorides. Iodide was eluted with 5 ml 0.35M na2s.

Experiment D: cl resin was loaded with 20mg ag+ dissolved in 2 ml 1M 
H2so4.. after allowing it to stand for at least 30 min, seawater samples adjusted to 
1M naoH were loaded on the resin which was rinsed with 5 ml 0.1M scn– and 
10mL 1% NaOH to elute chlorides. Iodide was eluted with 5 mL 0.35M Na2s.

3. results and dIscussIon

figs 1 to 4 show the results obtained for experiments a to d. for all experi-
ments, the 129I yields were between 70% to 80%. No 129I was detected in the other 
fractions (loads or rinses) indicating that no iodide break-through took place, extrac-
tion was thus quantitative. accordingly, either the volume or the s2– concentration 
of the employed elution step — 5ml 0.35M na2S — was not sufficient to obtain 
a quantitative iodide elution, other than described by Zulauf and al. [10, 11] who 
obtained quantitative recoveries on the different environmental matrices tested; it 
should, however, be taken into consideration that the authors analysed samples with 
considerably lower matrix content such as tab water, effluents and 250 mg samples of 
soil, concrete and filters [11].

Chloride was recovered with a yield between 94–100% in the load or rinse frac-
tions for all experiments. no chloride was found in the iodide fraction. the presence 
of very high concentrations of chloride did thus not interfere the iodide uptake. for 
experiment d, the rinse with 0.1M scn- was necessary to elute remaining chloride. 
previous experiments had shown that without this rinsing step, chloride would have 
remained fixed on the resin and would have been co-eluted with the iodide fraction.

Seawater samples that were adjusted to 1% and 1M NaOH showed a significant 
white precipitate that clogged the top frit of the resin, slowing down the flow rate. 
However, this problem can easily be overcome by filtering the seawater sample be-
fore sample loading.

for experiments B, c and d, a black precipitate appeared in the eluted iodide 
fraction, assumed to be ags. this behaviour had been observed for seawater sample 
load solutions with volumes smaller than 5ml as well.

experiment a also allowed the estimation of the cl resins capacity for chlo-
ride, assuming an average chloride content of 20 g chloride per l of seawater. the ca-
pacity found was in the order of 7 mg chloride/g of cl resin, with is in agreement 
with Zulauf et al. [10].

the preparation of the column, loading with ag+ and allowing to stand took 
about 1h30. the preconditioning, load, rinse and 129I elution took about 2 hours. 
the iodide eluate was directly mixed with 15 ml of liquid scintillation cocktail. for 
these experiments, the counting time was 30 minutes.
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4. conclusIon

the experiments performed indicate the possibility of using cl resin for 
the separation of 129I from very salt rich aqueous samples such as seawater. the elu-
tion volume and/or the concentration of the sodium sulphide solution used for io-
dide elution requires more investigation in order to evaluate which minimum volume 
(or concentration) would be needed to obtain quantitative iodide recovery. the large 
amounts of chloride present in the samples did not interfere with iodide- uptake. 
the overall experiment from ag+ loading to end of lsc counting took no more than 
4 hours with a 129I recovery of 70 to 80%, making this method suitable for emergency 
measurement, as well as iodide isolation for current determination. experiments are 
currently being performed with 20 ml seawater samples on 2 ml columns.
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The International Symposium on Isotope Hydrology, Marine 
Ecosystems and Climate Change Studies was held from 
27 March to 1 April 2011 in Monaco, to commemorate the fiftieth 
anniversary of the establishment of the IAEA laboratory in the 
Principality of Monaco. The symposium was jointly organized by 
the IAEA Water Resources Programme and the IAEA Environment 
Laboratories. The event also represented the thirteenth edition 
of the quadrennial Symposium on isotope hydrology and water 
resources management, which has been regularly organized by 
the IAEA since 1963. The technical sessions covered aspects 
related to the use and application of isotope tools in a broad 
spectrum of scientific disciplines through invited talks, oral 
and poster presentations and workshops. The five technical 
sessions covered the following topics: (a) the role of isotopes in 
understanding and modelling climate change, marine ecosystems 
and water cycles (b) carbon dioxide sequestration and related 
aspects of the carbon cycle (c) isotopes and radionuclides in 
the marine environment, (d) groundwater assessments of large 
aquifers and (e) analytical methods and instrumentation. These 
proceedings contain the presentations made at the symposium.
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