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Executive Summary

At WVU, three types of catalysts were produced and evaluated during this reporting
period: (1) vapor-phase-synthesized molybdenum nitrides mixed with clay or silica,(2)
temperature-program-decomposed vanadium nitrides doped with potassium acetate, and 3
reduced carbon-supported molybdenum-nickel catalysts doped with potassium. Catalysts in the
first category have high activity, but low selectivity toward alcohols. The second type of catalyst
is active for alcohol synthesis if appropriate doping level and reaction conditions were employed.
Reduced Mo-Ni-K/C catalysts are promising materials for higher alcohol synthesis, even though
they produce some unidentified higher-molecular-weight products.

In catalyst synthesis, the compounds, VN and NbN, were prepared by temperature
programmed decomposition (TPD) of the respective M(V) oxides. Pure phase VN forms readily
at 750°C, while the formation of single phase NbN requires temperatures of 900°C. VN and
potassium activated VN were evaluated as catalysts.

We have set up a new Varian GC/MS this quarter and are making progress in
identification of oxygenates and hydrocarbons using chemical ionization (CI). We experienced
problems with the Rotoberty reactor, namely rotor-locking and leaking at elevated temperatures.
These problems were referred to the manufacturer and were solved. We are now producing data
on this reactor.

We have started converting the plug-flow reactor which had been isolated from sulfur to a
membrane reactor so that we can explore new reactor concepts for converting syngas to liquid
fuel products.

At UCC&P, we have met or exceeded three of four catalyst development targets with
catalysts tested to date. We are not yet close on the fourth target, oxygenate selectivity, unless
we compromise the other three targets.

We completed screening of three series of catalysts including an Engelhard support
impregnated with various levels of cesium, a Union Carbide-manufactured catalyst support
impregnated with cesium, and the Engelhard support impregnated with copper and cesium.
Maximum isobutanol space time yield was 24 g/kg-cat/hr.

In Task 2, during the past three months, much has been accomplished in fuel testing.
Several tests have been run on pure indolene, and the data have been analyzed from these tests.
The two limiting alcohol blends have been made, sent out for analysis and the results obtained.
The emissions sampling system is undergoing changes necessary for running alcohol fuels. A
cylinder pressure measurement system has been installed.

Most of the past three months has been devoted to final preparation of a Topical Report
describing and evaluating the seven design cases.

— y— —————— =




TASK 1. REACTION STUDIES

1.1 Introduction

The objective of Task 1 is to prepare and evaluate catalysts and to develop efficient
reactor systems for the selective conversion of hydrogen-lean systhesis gas to alcohol fuel
extenders and octane enhancers.

Task 1 is subdivided into three separate subtasks: laboratory setup; catalysis research; and
reaction engineering and modeling. Research at West Virginia University (WVU) is focused on
molybdenum-based catalysts for higher alcohol synthesis (HAS). Parallel research carried out at
Union Carbide Chemicals and Plastics (UCC&P) is focused on transition-metal-oxide catalysts.

1.2 Accomplishments, Results and Discussion
1.2.1 Laboratory and Equipment Setup

After the Rotoberty reactor was re-installed in the system that had been exposed to
sulfides and two test runs using standard methanol catalysts supplied by Union Carbide and BASF
were successfully made, we experienced two major problems with this reactor. The first one was
with the rotor. It locked at relatively high temperatures (greater than 330°C). The second one
was with the reactor seals. A very good seal could be made at room temperature, but the seal
failed at elevated temperatures. These problems were referred to the manufacturer and were
solved. Now we are producing data on this reactor.

In order to explore and to evaluate new reactor concepts that could be used for converting
syngas to liquid fuel products, the plug-flow reactor that had been isolated from sulfur is being
converted to a membrane reactor. We expect to finish the conversion in October. This
modification will allow rapid conversion between a packed-bed and membrane-reactor
configurations,

We have purchased a Varian GC-MS for product identification. We are making progress
in identification of different oxygenates and hydrocarbons from liquid products collected from
prior catalysts studies. The GC-MS is on a cart so that it may be operated independently or
moved to either one of the reactor units for on-line product analysis.

1.2.2 Molybdenum-Based Catalyst Research

A total of 15 catalysts were screened this quarter. They were: () vapor phase synthesized
molybdenum nitrides mixed with clay or silica (total of 3);(b) temperature-programmed
decomposed vanadium nitrides doped with potassium acetate (total of 4); and (c) reduced carbon-
supported molybdenum-nickel catalysts doped with potassium nitride (total of 8). For all these
catalysts, product identification with the gas chromatograms remains a problem, due to formation
of some unidentified, heavier products. Calculation of yields and selectivities is difficult at the
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present time. Only overall CO conversions and GC area percentages have been reported.

Although alcohol production rates cannot be determined for all these catalysts, it is still
possible that some of these catalysts satisfy the minimum criteria for further study.

In our catalyst preparation research, VN was prepared by heating V,0, (3.0938 g)in
flowing ammonia (170 mL/min) from 25 to 750°C at 2 °C/min, then holding the temperature at
750°C for 2 hours. Nb,O; heated under these conditions yielded a mixture of oxide products.

Therefore the maximum temperature was increased to 900°C to facilitate conversion of the Nb,O,
to NbN.

Four catalysts were prepared with VN: VN, K,,VN, K, ,VN and K,.1VN. These were all
prepared by adding potassium acetate to the VN as a solid then adding methanol (K, , and K
or water (K, ,) to the mixture and mixing the slurry together.

IMRCI169A (K, ,VN) was evaluated in two separate reactor runs. In the first run, the
activity approached 60% at 400°C, and the selectivity to higher alcohols was around 20% at the
same temperature. The activity and the selectivity to higher alcohols was still increasing at
400°C. In order to determine the optimum temperature conditions, a second run of IMRC169A
was completed up to 425°C. The catalyst evaluated in this second run was very different from
the first. The activity was around 1% and the selectivities were also very low. An XRD pattern

acetates, it appears reasonable that atmospheric water is reacting with the alkali activated
vanadium nitride catalysts to cause the deactivation. Work on the vanadium based catalysts is

1.2.3 Transition-Metal-Oxide Catalyst Research

Last quarter we tested an Engelhard Zn/Cr support (designated 2WMHG61B) at 1000 psig
pressure with 1:1 H,:CO syngas at 12,000 GHSV from 260 - 440 °C. The first isobutanol was
detected at 400 °C, but was being produced at a rate of only 5 g/kg-cat/hr. At 440 °C, the
isobutanol rate was up to 9 g/kg/hr. The support was also tested after impregnating with
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potassium at various levels. The maximum isobutanol space time yield was about 4 g/kg/hr at the
lower temperature of 340°C and 1000 psig. Tests were not run at higher temperatures for the
potassium-impregnated catalysts.

This quarter, we completed a series of runs testing the effect of impregnating the
Engelhard support (2WMH61A) with cesium at various levels. The best performer in terms of
isobutanol yield was 2WMEH74A which had been impregnated with 5 parts Cs per 100 parts
support (pph). It had an isobutano] space-time yield of 10 g/kg/hr at 340°C and 1000 psig;
however, hydrocarbon selectivity was 70%. Again, tests were not run at higher temperatures for
these catalysts.

We completed a series of runs using a support manufactured at UCC&P (2WMH9%4). We
impregnated this support with various levels of cesium 0,5,7.5and 10 pph). The best single
result in terms of isobutanol yield occurred with 5 pph Cs at 440°C, 1000 psig and 12,000
GHSV: 22 ¢ isobutanol/kg/hr. However, hydrocarbon selectivity was 83%. The result with the
same catalyst at 400°C was nearly as good in terms of isobutano] space time yield (19 g/kg/hr),
and its hydrocarbon selectivity was only 50%. Interestingly, no isobutanol was formed with this
catalyst at 340°C and lower.

We also ran experiments using the Engelhard support impregnated with copper and
cesium. Copper concentration was varied at 0, 0.5 and 1.0 pph while cesium concentration was
kept constant at 5.0 pph. This series of runs produced our highest isobutano] space-time yield to
date at 24 g/kg/hr (5 pph Cs, 0.5 pph Cu at 400°C, 1000 psig and 12,000 GHSV).
Unfortunately, hydrocarbon selectivity was still unacceptably high at 84%,.

At UCC&P, our general goal for this project has been to produce an oxygenate mix
suitable for use as a fuel additive. Consequently, our initial general catalyst targets were 1) total
oxygenate space-time yield greater than 320 g/kg/hr; 2) selectivity to oxygenates greater than
90% (CO,-free, carbon basis); 3) oxygenate product less than 70 mole percent methanol; and 4)
carbon monoxide conversion per pass greater than 20%. We had no initia] isobutanol target
because we were not looking at this product as a precursor to MTBE. If we were interested in
producing the precursors to MTBE, we would also be interested in generating products with a
methanol-to-isobutanol ratio of less than one.

With these fuel-additive targets in mind, we can take a look at where we stand in our
catalyst development efforts. Table A compares our targets with 1) our best run to date in terms

of isobutanol space time yield and 2) what is probably our best run to date in terms of overall
performance,



Table A. Comparison of Experimental Data with Catalyst Targets

Target Area Target Value Highest Isobutanol Best Overall
Space Time Yield Performance

Catalyst - 2WMH98A 2WMH102A

Temperature (°c) -— 400 340

1) Oxygenate >320 g/kg-cat/hr 178 356

Space Time Yield

2) Selectivity >90% 16 35

to Oxygenates

3) Product Molar <70% 60 70

Methanol Content

4) CO Percent >20% 33 30

Conversion

It is apparent from Table A that we have met three of the four target goals
with2WMH102A. However, the selectivity result is a long way from the target. It is also
apparent that having the highest isobutanol space-time yield does not ensure that all the fuel-
additive goals are met. Incidentally, it is possible at this time to meet the 90% oxygenate
selectivity target, but the product would contain mostly methanol. )

1.3 Conclusions and Recommendations

Catalyst screening has stopped at WVU. We have set up a Berty-type reactor and have
solved new-reactor, start-up problems. We have begun kinetic studies with sulfided Mo-Co-K/C
catalysts to learn how to optimize reaction conditions for producting higher alcohols.

We are converting the no-sulfur reactor at WVU to operate either in a plug-flow or
membrane reactor mode, Simultaneously, we are learning how to analyze reaction products with
GC-MS using both electron ionization and chemical ionization. We will return to studying Mo-
Ni-K/C and other promising catalysts when the reactor conversion is complete and we have
improved our product analysis capabilities.

The transition-metal-oxide catalysts studied this quarter did not meet success criteria.
Conditions that produced isobutanol also produced large quantities of hydrocarbons.

1.4 Future Plans

During the next quarter at WVU, we expect to obtain good kinetic data on sulfided Mo-
Co-K/C catalysts to better understand an efficient catalyst for producing linear alcohols. We also
expect to have solved analytical problems with the GC-MS and to have more complete data on
non-sulfide catalysts that produce oxygenate products.

In the next quarter at UCC&P, we will continue testing copper-based catalysts. We are
also in the process of manufacturing a new catalyst support that will be evaluated.
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TASK 2. PROCESS SYNTHESIS AND FUEL EVALUATION.

2.1 Introduction

During the past three months, much has been accomplished in fuel testing. Several tests
have been run on pure indolene, and the data have been analyzed from these tests. The two
limiting alcohol blends have been made, sent out for analysis and the results obtained. The
emissions sampling system underwent, and is undergoing, changes necessary for alcohol fuels, A
cylinder pressure measurement system has been installed.

Most of the past three months has been devoted to final preparation of a Topical Report
describing and evaluating the seven design cases. The abstract of this report follows.

2.2 Accomplishments, Results, and Discussion

2.2.1 Design

Most of the past three months has been devoted to final preparation of a Topical Report
describing and evaluating the seven design cases. The abstract of this report follows.

This project is a combination of process simulation and catalyst development aimed at
identifying the most economical method for converting coal to syngas to linear higher alcohols to
be used as oxygenated fuel additives. There are two tasks. The goal of Task 1 is to discover,
study, and evaluate novel heterogeneous catalytic systems for the production of oxygenated fuel
enhancers from synthesis gas, and to explore, analytically and on the bench scale, novel reactor
and process concepts for use in converting syngas to liquid fuel products. The goal of Task 2 is
to simulate, by computer, energy efficient and economically efficient processes for converting coal
to energy (fuel alcohols and/or power). This report contains results from Task 2.

The first step for Task 2 was to develop computer simulations of alternative coal to syngas
to linear higher alcohol processes, to evaluate and compare the economics and energy efficiency
of these alternative processes, and to make a preliminary determination as to the most attractive
process configuration. Seven cases were developed using different gasifier technologies, different
methods for altering the H,/CO ratio of the syngas to the desired 1. 1/1, and with the higher
alcohols as the primary product and as a by-product of a power generation facility. Texaco, Shell

E b

There are significant differences among the production costs for processes converting coal
to syngas to higher alcohol fuel additives for cases involving Texaco, Lurgi, and Shell gasifiers,
between cases involving natural gas reforming or sour gas shift conversion to alter the H,/CO
ratio, and for different plant capacities. The best case, on the basis of manufacturing cost, is one
of the hybrids, a Shell gasifier with natural gas.
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Production of 5.1 billion liters/yr (32 MM bbl/yr) of alcohol fuels from coal is considered
the maximum feasible process scale. As expected, there are economies of scale favoring larger-
scale over smaller-scale processes. However, resource and marketing constraints limit the
maximum scale at which a plant could be constructed.

Production of higher alcohol fuel additives from natural gas is more economical, for the
next 20 years, than production from coal at any scale at current or predicted (by DOE) natural gas
prices. Production of higher alcohol fuel additives from coal and natural gas hybrids is more
economical than production from natural gas at West Virginia natural gas prices ($3.00/MM
BTU). The break even natural gas price for production of higher alcohols by natural gas versus
the Shell gasifier/natural gas hybrid is $2.45/MM BTU. Furthermore, if a plant life of 10 years
were used, which is more typical in the chemical process industry, then all of the manufacturing
costs for the cases using coal gasification will increase, making natural gas the clearly superior
option.

Capital and operating costs are estimated on the basis of conventional technology,
equipment, processes, and environmental controls. Thus, it is possible that future emission
control requirements could significantly increase capital and operating costs of all coal-based
processes described. )

The manufacturing cost of the alcohol derived from natural gas is highly dependent on the
natural gas price. Capital costs are lower for natural gas cases than for coal-based cases.

Therefore, raw material costs for the natural gas cases are a larger portion of the total annualized
cost.

If the cost of natural gas exceeds $2.45/MM BTU, the coal/natural gas hybrid (Shell
gasifier) is more economical than the natural gas only design. Ifthe cost of natural gas exceeds
$4.94/MM BTU, the all coal design (Shell gasifier) is more economical than the hybrid. This is
primarily a result of the high capital investment for the gasifier and accompanying cryogenic
oxygen plant. This higher investment outweighs the benefit of using coal, which is a cheaper raw
material. The only way for coal based processes to be more competitive than natural gas under all
conditions is either for the relative price of coal and natural gas to change or for a major
development to occur in coal gasification technology. Price variations would have greater impact
on the natural gas reference cases, since raw material costs for these cases are a larger portion of
the total annualized cost. Therefore, the competitiveness of the coal-based cases would be
enhanced more by increases in the price of natural gas than by decreases in coal cost.

The most energy efficient design, by wide margin, uses only natural gas. If pollution
credits based on CO, or other combustion products are obtainable in the future, this process will
benefit relative to the coal cases. The major question is whether an increase in natural gas prices
would be completely offset by any potential gains realized by pollution credits.



2.2.2 Fuel Testing
2.2.2.1  Explanation of Exhaust Sampling Rig and Testing Method

A flow diagram of the exhaust sampling system is shown in Figure 1. An explanation of
the symbols used in Figure 1 follows:

. P - pumps for drawing in the raw exhaust and the dilution air.

. MFC - Mass Flow Controller. These set the mass flow rate of mixture flowing
through a particular line.

. BX, DX - filters which protect the MFC’s from harmfil constituents.

J V' - 3-way valves for switching between warm-up / bypass mode and sample
mode.
. " - mass flow rate of mixture through a particular line.

The system is capable of capturing exhaust emissions from an engiile fueled by either pure
gasoline or a blend of gasoline and alcohol. Whether running on either pure gasoline or a blend of
gasoline and alcohol, the system performs the following two tasks:

L. It draws in a sample of raw exhaust exiting the engine and dilute the exhaust with
fresh air from a bottle.

2. It captures a diluted exhaust sample in a bag.

When sampling an engine fueled by a blend of gasoline and alcohol, the following three
tasks are also performed by the system:

L. It draws a sample of the diluted exhaust through an in-line HFID (Heated Flame
Ionization Detector) to determine the concentration hydrocarbon emissions.

2. It captures unburned alcohols in the diluted exhaust in water contained in the
bubblers.

3. It captures aldehydes and ketones in the Dinitrophenylhydrazine (DNPH)
cartridge.

The in-line HFID is needed when running blends of gasoline and alcohol because the
reading obtained from the HFID will be affected by unburned alcohol, and unburned alcohol will
settle on the walls of the tedlar bag. Therefore, a different hydrocarbon concentration would be
obtained from the tedlar bag than would be obtained from the in-line HFID. The other
constituents (CO, CO,, NO,) will not be affected, and bag sampling is acceptable.




Hydrocarbons measured by the HFID and not measured as unburned CH;OH (methanol)
or C,H;OH (ethanol) are reported as RHC (Residual HydroCarbons). RHC is calculated from
the following [1]:

RHC = HFID - r, ctonCenon™, c0nCepon )]

where the 7’s are the HFID response factors for the particular alcohol, and the C’s are the
concentrations of the particular alcohol in the exhaust obtained from the gas chromatography
analysis of unburned alcohol trapped in the bubblers. The alcohol response factors are determined
by analyzing a known concentration of a particular alcohol using the HFID (calibrated on
propane) and observing the reading. Hence:

HFID reading € ppm
Aleohol concentration (C,) € mixture, ppm

@

The EPA (Environmental Protection Agency) uses a quantity known as the OMHCE
(Organic Matter HydroCarbon Equivalent) to denote the total hydrocarbon mass emitted from the

engine as unburned and partially burned fuel. For a blend containing methanol and ethanol,
OMHCE is [1]:

13.8756 13.8756 L 13.8756 13.8756

OMHCE = RHC+———"—"—"m + m +—=—" " m
32,042 CHOH 23034 CHOH 30 0p62 HCHO ~95 3 CHiCHO

€)

where: m’s are masses of the particular constituents

13.876 - molecular weight of gasoline associated with each carbon atom
23.034 - molecular weight of C,HsOH per carbon atom

32.0262 - molecular weight of HCHO per carbon atom

22.03 - molecular weight of CH;CHO per carbon atom

The raw exhaust sampling line is heated to prevent condensation in the line which would
dissolve any unburned alcohol before it reaches the bubblers and the HFID. Once the exhaust is
diluted, the dew point is sufficiently lowered so that no condensation occurs at room temperature.
The three-way valves in the system are used to allow the system to be warmed up and conditioned
with exhaust before any sample is taken. The sample trapped in the tedlar bag is analyzed in a gas
analysis bench to determine the concentration of CO, CO,, and NO,.

22.2.2 Calculation of Raw Exhaust Gas Emissions

Since the HFID and the analysis of the bag sample gives the concentration of the various
constituents in the diluted exhaust, a method must be derived for calculating the concentration of
the constituents in the raw exhaust exiting the engine. It should be noted that the volume
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flowrates used below are standard volume flowrates controlled by the mass flot controllers.

Therefore, these standard volume flowrates can be treated as mass flowrates. The standard
conditions set in the mass flow controllers are 70 °F and 1 atmosphere.

Consider some time interval, z. Then, the total volume of diluted exhaust drawn by the
sampling system, Vo , 1s:

Voe=Vpet

4)
where: “PE = standard volume flowrate of diluted exhaust

The total volume of constituent i in the diluted exhaust, Voz , drawn by the sampling system is:
Vzgz"V DEC£E

©)
where: be = concentration of constituent 7 in the diluted exhaust
Combipjng 4) & (5):
Voe=Vpe!Coe

(6)
The total volume of constituent 7 in the diluted exhaust will come from two sources: the raw

exhaust stream and the dilution air. Thus, the total volume of constituent 7 in the diluted exhaust
: oo Ve
coming from the dilution air, %= _is:

i_p i
Voe,,=VpatCpa

14
where; "4

i
CDA

Q)
standard volume flowrate of dilution air

concentration of constituent 7 in the dilution air

Likewise, the total volume of constituent 7 in the diluted exhaust coming from the raw exhaust,
i i

Dk , is:

VLI)EM=VREtC};.E

14
where: "RE =

Cre

®
standard volume flowrate of raw exhaust

concentration of constituent 7 in the raw exhaust

10




" Applying conservation of mass on the diluted exhaust stream:

VDE = VRE +7, DA . %)
4 ISE = V;E,, +Vl.;EM (10)
Rearranging (8):
i
i DEpg
=t 11
= (1

Substituting (10) into (11):

i i
- Voe = Vozm

’ —————————————
Cos =5~ | (12)
Substituting (6) and (7) into (12):

= VDEtCIiJE.-VDAthL (13)
Vst

Cre
Substituting (9) into (13) and canceling out ¢;

(VRE +Vp4 )gips ~VouCha

Ci

= 7 (14)
Rearranging (14):
Che = (1+ZPA) Cie —KP—‘-CLA ' (15)
VRE VRE

Defining parameter &
1Z
5= 2 16
7 (16)
Substituting (16) into (15):

Crg = (1+8)Cpz —Cp, . (17)

Il




Rearranging (17):

Ch = Chg +8(Chs - Chy) (18)

Equation (18) gives the concentration of constituent 7 in the raw exhaust stream in terms of -
known quantities. The next step is to calculate the mass flowrate of exhaust coming out of the
engine. Neglecting blowby past the piston rings and any losses from the cylinder head,
conservation of mass on the engine gives: '

Mg =m, + My, (19)

where: 11, = mass flowrate of exhaust exiting the engine
n1, = mass flowrate of air entering the engine (known)
1, = mass flowrate of fuel entering the engine (known)

Applying the ideal gas equation of state on the exhaust gas stream exiting the engine, we get:

. m RT
Ve=—% 20
£ MP (20)
where: ¥, = volumetric flowrate of exhaust
R = universal gas constant
T =temperature
P =pressure
Mg = molecular weight of the exhaust mixture
Combining (19) & (20):
,  (m,+m.)RT
V.=x4 £/ 21
E M_P 1)
The standard volume flowrate of constituent  in the exhaust exiting the engine:
Vi=V,Cis (22)
Combining (21) and (22):
5 (my+m)RT _,
yi = ( 4T M C ’ 23
Combining (18) and (23):

12



i_ (i, + itz )RT

ST MLP [Czipa ‘*‘5( pe = Cpa )] : (249
Using the density, the mass flowrate of each constituent i in the exhaust exiting the engine can
now be calculated:

i, + 1 )p'RT . :
i = O eV R e o(Che - )| 25)
: E

The density p' is the density of constituent i at temperature T and pressure P. Dividing the right
hand side of (25) by the engine power output, &, the mass flow of exhaust per unit time per unit
power is:

. . i
- =(mA + 11z )p RT[

.PE +6(Chs = Cp)| 26)

A check on the units in equation (26) yields:

(mA +11;) g of exhaust|p’ kgof1|8 314 N-ml|(T+45967) °R

gmol of exhaust |

m
s | m® of i l gmol-°K I lM gofexhaustl
| |[c;‘,£+5 ci_-Ck ] m’ ofi| K |atm-m? |
P atm|¢ BHP| 1,000,000 m? of exhaust |1.8 °R|101325 N|
1000 gofi| 3600 s
kgofi | hr
Finally:

(i, + 1) (T +459.67)

i, =1.641 056 007 895 39 x 10° APE [Coe +6(Che - Ciu)] 27)

where: 71, = grams/BHP-hr = emission of specie i from the engine
m, & rm, =grams/sec
T=°F
o' =ke/m®
M =grams/gmol
P = atmospheres
& = Brake Horsepower

13



Vou _ standard volume flowrate of dilution air
Vee ~ standard volume flowrate of raw exhaust into sampling system
(NOTE: symbol = means “has units of”)

o=

Mass emission rates from the engine can now be calculated from the concentrations measured
in the diluted exhaust taken in by the sampling system. Only one more point needs to be
considered. The Code of Federal Regulations [1] uses a humidity correction factor, K, on the

NO, calculation:

K, = (28)
43478RP

a=(2165)

1-0.0047 75

where:  R;=relative humidity of the engine intake air, in percent
P, = Saturated vapor pressure, in mm Hg, at the engine intake air dry bulb temperature
Pg = Barometric pressure, in mm Hg

The NO, concentration obtained from equation (27) is multiplied by KXy from equation (28) to
get the corrected NO, concentration.

2.2.2.3  Calculation of Molecular Weight of Exhaust

The molecular weight of the raw exhaust gas, Mwg., which is needed in the calculation using
equation (27) is computed as follows [2]:

The chemical formula of the fuel is given by C;H;O,N;. At low temperatures and carbon to
oxygen ratios less than one, the overall combustion reaction can be written as:

$eCH,0 N, + (021 0, + 0.79 N;) - v,CO, +v,;H,0 + v,N, +
v,0, + v.CO + v¢H,

Convenient approximations for lean and rich combustion are:

For ¢<I: vs=vs=0
For ¢>1: vs=0

where ¢ is the equivalence ratio, € is the molar fuel-air ratio, and the coefficients v; , i=(1,6), that
describe the product composition. The mole fraction of the ith component, Y;, is given by:

14



The molecular weight of the exhaust gas is given by:

Mwge = ZY‘ Mw, where Mw; is the molecular weight of the species i.
i .

For the lean or stoichiometric cases, atom-balance equations are sufficient to determine the
product composition. For the rich case, the following reaction is introduced:

CO, +H, « CO+H,0

O . . VoVs ., . .
and the equilibrium constant for this reaction K = ;2-;5- is given at temperature T in Kelvin as:
16

27630125 7611501141200 2503)
K=e T T T

Solution for both rich and lean cases are given in Table 1.

Table 1: Low temperature combustion products
i Specie =<1 d>1
1 CO, ade ade-vs
2 H,0 Boe/2 . 0.42-¢pe(2o~y)+vs
3 N, 0.79+d¢e/2 0.79+3¢e/2
4 0, 0.21(1-9) 0
5 Cco 0 ‘ Vs
6 H, 0 0.42(¢-1)- vs

In the rich case, vs is given by the solution of a quadratic equation, which is given by:

-b++/b? -4ac

2a

V; =

where

a=1-K 15

—— et - U —




b = 0.42-pe(20-7)+K(0.42(¢-1)+ ade)
¢ =-0.42ade($p-1)K

2.2.2.4  Results of Testing

Several baseline tests (tests run on pure indolene) have been conducted, and the results are
given in Table 3 and Figures 2 - 9. From left to right, Table 2 gives the following information
about the baseline tests:

. Test Number

. Date when test was conducted

. Engine Parameters - speed, torque output, power output

. Ambient Air Entering Engine - barometric pressure, dry-bulb temperature,
humidity, volume flowrate, mass flowrate

. Mass flow rate of fuel

. Air/Fuel ratio on a mass basis

. Equivalence Ratio

. Molecular weight of fuel calculated from procedure outlined earlier

. Temperatures - engine coolant, intake manifold, exhaust manifold, crankcase oil

. Mass Flow Controllers® Settings on Sampling Cart

. Dilution Factor, &, calculated from equation (16)

. Concentration of each exhaust constituent in the diluted exhaust

. Concentration of each exhaust constituent in the bottled dilution air

. Concentration of each exhaust constituent in the raw exhaust (ppm) from equation
(18)

. Engine emissions calculated from equation (27)

. Brake Specific Fuel Consumption

16




The figures give the following information:

Figure 2 - Carbon monoxide emissions (g/BHP-hr) vs. equivalence ratio
Figure 3 - Carbon dioxide emissions (g/BHP-hr) vs. equivalence ratio
Figure 4 - Nitric oxide emissions (g/BHP-hr) vs. equivalence ratio
Figure 5 - Hydrocarbon emissions (g/BHP-hr) vs. equivalence ratio
Figure 6 - Brake specific fuel consumption vs. equivalence ratio

Figure 7 - Exhaust gas temperature vs. equivalence ratio

Figure 8 - Molecular weight of exhaust gas mixture vs. equivalence ratio
Figure 9 - Engine torque output vs. equivalence ratio

17
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In addition to running baseline tests on pure indolene, the two limiting blends have been
made and sent out to Ashland Automotive and Product Application Laboratories for several types
of tests. The results are listed in Table 2 below along with the same properties of pure indolene:

Table 2: Properties of Two Limiting Blends and Pure Indolene

Blend #1 Blend #2 Baseline
90% Indolene 90% Indolene 100% Indolene
1% Methanol 0% Methanol
7.5% Ethanol 8.5% Ethanol
1.2% Propanol 1.2% Propanol
0.2% Butanol 0.2% Butanol
0.1% Pentanol 0.1% Pentanol

3.69% Oxygen by wt. | 3.53% Oxygen by wt. 0% Oxygen by wt.

RON 99.4 99.2 96.7
MON 89.6 90.0 87.2
RVP (psi) 8.89 9.12 8.9
API Gravity 58.4 58.3 59.0
Sp. Gravity 0.7451 0. 7426
Sulfur (Wt%) 0.008 0.007 0.0061
Aromatics (V%) 29.4 28.4 30.6
Olefins (V%) 3.1 3.1 54
Saturates (V%) 67.5 68.5 64.0
IBP (°F) 83 95 94
10% Evap (°F) 125 124 131
50% Evap (°F) 199 204 221
90% Evap (°F) 299 303 307
FBP (°F) 394 393 398

2.3 Conclusions

18




2.4 Future Work

Now that baseline tests have been conducted, tests need to be run on the two limiting
blends to obtain the same kinds of data recorded on the baseline tests. The in-line HFID is now
being added to the exhaust sampling system, and that work should be completed within the next
couple of weeks. In addition, the cylinder pressure measurement instrumentation is in the process
of being installed and tested. Data from the two limiting blends should be available within the
next month, '

2.4 References

1. Code of Federal Regulations. CFR 40. Office of the Federal Register, National Archives and
Records Administration, Revised July 1, 1993.

2. Ferguson, C.R., “Internal Combustion Engines, Applied Thermosciences,” John Wiley &
Sons, New York, 1985.

19




E.ng Bupdweg sueissjuy sen ysneyxy - | anbyy

Xa
i e RPNV il a3 e | K Py .m..:.mh...w«\/.,.n... P ‘_MM_W._.
y ~» \ _"_
& oM
. ST T . SA . | . ... . —
, e lu. VR L .l..V::. e ahath AR ¢ [ .,..kl
- € o | e
R
(=]
N
ofipupe) .
- b i
HdNa v ' A
I : xa] fxa
“«_. :.—l<m uu— y s, i n.l¢'_ L ANAS . a e ”l. Aullal \ 28 v Yo .xu.L..
. vE Od4N R Q
1/ . ¢ ] 3
&» y1
._o_nn:mw dajqang _ﬁ_ <w
\ . ) &f Z g
. s .y
. Bod Pl A ’ <
1 Bmo_smso ; 2 °
e U
. M J O
_ N
(1010818 uoneZIUO] BWeR|] PaleaH) a ‘
13zfjeuy uogreaophy = fwt
aidy,
. . [0/
SU poleaH W Jajoauo) empiadway : ~
1sheyx3 papiq eveom 104 Josuas gjdnoooulay] wesls Isheyx3

Jiv uoliniq -




'

9013 DU[I#8) JUGINJJIP 1¥ O[192 SOUNIANDE SNBIOA SUO[ESILLS UOGNI0IPAH q *Biy $919p DUJIS) JUBIN)JIP 19 O[1B) BIUDIFANDE INSIEA SUOISSIILIS BPIXO NN ¥ *Dtd
ofes ooug|eAinb 3 ofes oouojeAinb 3
Dy | Tt (39} 3 60 * 80 L£ro | 90 et (4 ' 3 60 8'0 Lo 9’0
} + + + $ + $ 0 + v W + + ¢ + + 0
v w 8.%0 1g
v v t %
o ¥ v 1 vBo T ot
zzie o v [P e o ° =
v ® -] v L «
v 18
oL/e v «w B W oLis ¥ v v m.
F 02
ale v §° tep8 ale v 1
v o T - gz T
o/s ® v o5 [ o = o ® v ol
° 9 vy o I
v v ot
¥/8 © | /s o
Vo v 9 44 F S
€/a m £/0 m
i, 4
T/ O T/is O
sejep Dufive) Jueie))ip te opie) {eANDe nTI0A SUOIES)! PIXOIP LOqeD) € D1 ¢ s1ep DUjISe] JUSIOHP 18 01181 S2URISAINDE INSISA BUC|SS|WS EPjXOLOW LoD T ‘Bt
opes esuejeainb 3 onel eouojeainb 3
el [ (% i 6'0 8'0 Lo 9'0 €'t 'L [ i 6’0 8'0 Lo 9’0
+ + 4 t + + 3 + + + + - -O-PNC———r——F
o v 0
. 09
! 00z ¥
w " 001
Tio o L ooy & w8 © oOl L oat a
oLis v vV o _w ol/is v & W
°T VvV w [ 009 & ° o0z &
ot/s v v ®% o% % ] ai/e V- ve S
* v g © [ 08¢ T
eis o ° F% Y v Foos 2 ois 2
v % v - 00t
Ve v
vie o ° . 0001 vis © v
o " 0S¢t
S/s W DY v
L ooz1 - 00%
T8 O Tis O

21




se3ep Dulise)] Je10)Ip 10 O[1es soURRANDS INBIeA enbIO} suIBUS ponses|y 6 BiJ

s910p DUjI80} JURISHJIP 1P 0181 SOUNTANDE INBINA 1 OIEM JeNIetOW 9B 1eneyx] ‘g Oty

ojie1 9ousjeAinb 3

ol ou:c_-»_:v 3

el 'l 'L 3 6'0 8'0 L'o 9'0
b + + + + + + 0
T¢
T
TT/a o +g
ot/ v e \m.m.
ae v ‘ 1o B
L J
e/l ® v v T et
v/e © R 1w
c/a m VovW seqy &Fo% v OV Hop
-8l
zis O
s9)up DUIE9] JUISJIP 1P ORI SOURANDS INBIGA BEsedile] D Jeneyx] £ Dy
oj3es 9ouojeAinb 3 ’
el 'l {8 8 t 6'0 . 8’0 Lo ‘9'0
t + + + $ 4 + - [1Y4:]
v
T ove
[~ v .
T 0986
zzm o v
T 088
oLs v e v? .
1 oooL
gL/ v %« L4 ~
T ozot
e/s ® QW Ny
T otot
v/8 ©
“® vo. - 0901
c/is w v
~ 0801

zis

el ctL 'L { 6'0 8'0 Lo 2’0
+ + + + + + + WA
v
o T 8L
v 5
zzi8 © v . 8z =
oL v v KA:14 W
% oy 3
ai/e v A vee g
e/a e 9 L aqy
Od 9'8C
) | o6z
L]
e/ n O V YOVOW v e
- 62
zi8 ©
«919P 139) JURIR)}IP 1V O] SUNTANDE INPIIA LORdWNNLIOT [en) D1j1oeds Byeag  “B13
ojieJ esusjeainb 3
) £ r 40 S ] t 80 8'0 ro 9°0
. : . ' . . \ 0
F 09
001
zzi8 o - 08l ©
VIR F 002 .W
sue v 0y " 092 8
>
els o P VY > v i <
o ¥
vis O e T ose
ov ¥ 1 oov
g/ie W v
- o8y
zie O

22




[4 5’0 296 89°'8] €91 0001} 8'111 g9'80Z] 1982 S0°L 9L'tl SLT°0 £0L'E T0°¢L 00t [1:] 6E°62 16°C L6 0\ 106{ S6/22/8 €€

[4 ¥5°0 29'6 85'8] €91 ov6] T'0ll 9'80Z) To'LT ozt ozt €10 [3: 1% 0L 96| ¥'08 6€ 67 [1:X4 L9914 106{ S6/Z2/0 143

14 z9°0 5’6 89'8] €91 26| gLt 9 80| ve'8T otLt gL'el L8z'o 20L'E 10°L 96| ¥'P8 6¢€ 62 80°C 1801 106] S6/2C/8 te

4 50 796 89'8) 79l zilot Tii §'80Z{ 09'8Z o't 16°¢€l TLT’0 €Lt 10°¢L 06] Z°'98 6€ 6T 16 2 L 006§ G6/Ze/n 0t

[4 ¥35°0 9’6 89°8] ¥9i $S0L] €'vit 9°'80Z] 68°8Z +6°0 €r'sl Sve0 18L'c Z0°¢L 001] €48 6£°62 S6°'C vZ'Ll 006{ G6/ZZ/8 62

T [4:X) 256 89'0] 191 LZ0L] ZT'Ell 9'807] €£8°'8Z 10° ov'yi €92°0 88L’¢ 10°L Z6| 9'68 6L°62 (4:X4 96 01 €06} S6/2%/8 8¢

14 30 5’6 89°'8] 091 1501 i'vil 9'80Z| 68'82 +6°0 9E'SL otZ’0 6LL°C 66'0 t6] €68 6€'6Z 56°C 1Z2°¢L1 006] G6/2Z/8 Le

[4 290 296 89°'8f Lv) 0tot 1ottt 9'80Z| 88'8BZ 28°0 6L°L1 S12°0 S8t 90'L 68] L've 6€'62 09°C 55°'G1 006] G6/ZZ/8 114

[4 790 29'6 05°8] 6¥t 990} £°91t 9°'80Z] 88°'6Z S8°0 06'01 yZZ'0 208't €0°¢ 6 59 6€°6T (87 S9 ot S06) S6/Z%/8 114

0T *9'0 14X 89°'8) L3931 096] 9'Sl1 80z} Lo'sZ St 99°Z1 86C°0 6VL’E 60°L LZTLl] €6 tT'6Z 6L'T I 006] S6/91/8 14

14 X4 S0 56 8S5'8| 931 2001 41} 80z} 90'8Z o't 06°El L0 ySL't LOL oLl 6 Z2°'62 €0 ¥S 01 006] G6/9¢/8 €2

10C ¥5°0 296 89°8] §St LEOL] Bl 6°L0Z]| 68'87 66°0 [ Y24 $82°0 05L°E SO'L €Ll 216 €T°67 58°C 0 01 006| S6/9l/8 144

[4x4 3’0 [4:X] 09°8f #51 $cot] €8t 8°L0Z] 68'8Z 56°0 62°51 SbZ'0 StL'E SO'L oLl] 6°I6 €T 62 ¥8'2 901 006§ S6/91/89 12

0z ¥3'0 [4:X] 89°'8] €91 8p0L] 2611 6°(0Z) 88'8Z 89°0 8S°'01 LTT0 +oL’e LO°L 801 L'06 £T'62 6L'T LT 0} 106| 66/91/8 (24

207 $9°0 156 89°'8] 191 SZ01 11zt 6°'(0Z| 88'68T 08°0 yo'st 12°0 68L°E e 801] 1°06 €2°62 857 S0°S1 006] S6/01/8 61

(44 30 96 89°'8] 09t 966 (44} 80Z| 88'8Z ¥L'0 99°61 S6L°0 YEB'E 12 GOt] L'68] * €ZT°6Z LE'T tg €l 006] 56/91/8 gl

20 90 19’6 09°'8] avt 686] r'Ztl1 B80Z) £8'8BZ{ - OL'O L9°02 991’0 b14: R 61°L €01| #'89 v2°62 €27 66°C1 €06| G6/91/8 L

[4 ¥3°0 t9'6 858§ 951 TEol) Lol 8°L0T| BB'6Z 6L°0 el £L0Z°0 t6L't Si'e ozl €6 ST'62 S9°C j 41 106] S6/5t/8 g1

[4 S0 tS'6 89°8] SSi LSOt £°6L1) 6°L0Z| 88'8C €9'0 orel L12°0 9LL'E (A4 8lt] #76 ST'62 :T%4 SZ'ot 006] 56/51/8 St

14 ¥39'0 96 89'8] S91 1401} ¥'8lL1 6°L0Z| 88'8Z 16°0 66°G1 SET°0 854t Lo'L Sit] 6°l6 GT'6C 06°C G6 91 006] S6/51/8 i

[4 ¥9'0 9'6 05°'8] ¥Si 9501 1'Z11 6°L0Z] 68682 $6°0 (1) orZ'o 99L’E 80°L Sli} 9°'16 ST°6T 162 (4} Q06| S6/51/8 €l

14 *9'0 96 89'8] €91 TS6f 98Til 8°L0%] L6°LZ (AN} [1>%4] SOE'0 €LL’E 80°L 801 L°06 or°6Z £€8°Z €S 01 006| G6/S1/8 4]

T ¥3S'0 296 85'8] ZSt 0£6] €Ll 8'Loz) lLee (42} L8°11 6LE0 SBL'E 60°L 80L] L'68 0Z°6C 6L°T L9l 06| s6/sl/e 1

[4 50 9’6 85'8] (Sl 896] €Zil 9°L0Z} 81'8Z AN} 08°C1 S62°0 SLL'E 90°L 801 60 LT°62 3: X4 1rot 00G| S6/5l/8 ol

4 ¥3°0 259'6 89'8] 6¥1 Sa6| 6Tl 6°L0T| 6€'87 60°1 1£°¢1L €620 L9L’t Y0'L vOl] 988 LT°6T +9'2 65 01 g60] S6/5U/8 6

T <90 196 89°6) ovt ¥EOL] 6°biL 6°L0Z| 68'8Z 66°0 [$:04) 852°0 89L’t €0'L 001] L°¢to LT°6T 88 €8 01 668] S6/51/8 8

{4 780 796 vo'8f 8t £001 ol 80Z| L(8'8Z L9°0 09°1Z 6L1°0 L9t 'L z6 S8 9L'6C T6°1 STt {68 $6/6/8 L

T 50 [4:X] $9°'8f grl 066 tit 80Z| Sbv'el 80°1L ov'El 8z'0 69L'E L 6 S8 9Z°62 [4:X4 Shol 106 $6/6/8 0

[4 [4:XY 9'6 89°'8] Zrl 8z0t 1l 80Z| 68'87 66°0 Yo'yl 652°0 ¢6L'E L S8 (4] LT'67 v8'C LS ol 106 56/6/8 S

[4 ¥5'0 25’6 89'8] 6b1 S001L Sit 80Z] S9'8Z 90°t 1LEL €LZ0 €rL’e L 801 06 {4314 ¥8°C S o\ 106 S6/%18 +

[4 290 8v’'6 898} €vl 9Z0t gli 80Z] 68'6Z 00°1 £9°y1 632°0 Z9L't L 001 LB 1€°62 [41:X4 v ol 106 S6/t/8 €

14 ¥5°'0 or'6 850} €vl 8€01 git 807} 68'8Z 66°0 63°¥l 692°0 BLLE [4 6 08 8e'6Z 88°C 2801 006 S6/E/8 [4

14 [4: XY 9'6 85'8] v¥i €501 211 80Z] 68'87 06'0 S0°'91 ST°0 ToL’E L 001 88 9E'6C 16°C 601 106 $6/2/8 1
{wdgs) | {wdisy | fwdje) T {wds) 1 {y) L) () it yOjem {ossjwiaiB] | [oesjweiB) | (wjo] | (wqusueiBj | {31 | (BH youn fdu) frarnl 1 (wdy)
yiop | cropyy | 2iop | 1op | O | denvyx3 | exsiup | wusjoo] | cjopy onw Mol ssepy | moj) sespy [ moj) oA | ones Apusy [imidwy | emssery | jemog | enbiog | peedg

#0191 MO[) ,010||0JJUOD MO}) SSUYY emimisdwe | f*0g4 | *amnb3 | eng o)y teng R v suibuz 9vQ ‘wnN

) [HA oney vojssesdwo)

gz  :(op1q Bep) Bununy yredg

. TYL'0 HewsBx) Ansueq penyg

to'vl L4V onewodiolg

) ijouniuey

0 {louning

o fjousdoryg

0 fjouny

] flous\ieyy

[} teuejopu|

s)jnsey 139} eujbu3 sujjeseg :gejquy

23

i
i
|



1°0vE o19'Y ¥L8'E gly'e| B86Z°189| ZEE'I61]| B8L'068L] 619°E€ZY| 9°LEZ688| $¥'8S68E bl [4 569 13 (4:14 [4:} ostel 555 £€0'9| €€
0'y6€ 852°0 0S€°L LiZ°1] 676°'965] $S9°vSE} LL°0EVZ| BOSZHLf 8'0LOECL| 6°6EZ89 |43 [4 569 ol e (44 86601 (244 G6'G] T¢
€£'83¢ ¥91°9 069°C PEE'T] €69°v59) 689'ESZ| TP'TLOZ| €10°EBZ} 9°SL6C8| 1°6Z250S 43 Z 569 ol LOE (44 LOYT 10ZL €09} LE
1'9€EE (41 4 Y€0'S 8E9'P| 096'81L) OE6'0LL] E¥'86LL} STO'VHS| T°TTvE6| B'BLEVE i Z 569 ot 892 14:] v68€1 6L6V €0'9] OF
9°86T 6LL'E 9€8°Z4 LTE'IL] LS6°0LL] TOZ'0S| iB'8bEL| ZZ°6bbI| LLLEOLl] 1'6950% i T G69 13 1414 802 [ 2x4:18 €Lt §6'G] 67 ‘
L'YZE 006°€ Liv'e +06°'S] €6V'EEL] 8S9°LEL] 8°Z2oL| B8S9°6EL] 9'98096] 9'90LLT 14} 14 569 ol (424 L0t 69Zr1 L98E €0'9| 82
€°00¢ CEE'E $59°01 €08°'6] 698°ELL} YOL'6Bf tO'TIYL] 19°28Z1] 1ZE€0L] L'OEDVL 143 [4 569 ol 1>4%4 081 £0Es 1 Z60C G6°'G] LT
8°06Z G69°1 (44 ¥:14 S0Z°LT| +ZO'9L8 €0S°1l] 8LZ°9v9| £LT°8Z1¢€| TLESOL] L8B6°EHT i < 869 ol vol [A44 G655 6t €0'9| 02
1182 620°'C 188°6¢8 999°l{ Z96°SEB LDE0LL 61°0vE i 14 569 oL LEl 0091 LS €0'9| ST
076t PET'D 60¥°Z 0z8°L] £89°799] 96+'STE| 09°'0L¥Z] 6SL°CLC] €'EL60B} €'8Z5C9 1 T 569 (]} 26t 14 (24148 6068 88'S| ¥
X443 424 689°9 Z19'v] 8Biv'evs| LYE'¥BL| 08°L161] SL6°6¥S] 9°L8BYSE 8769¢€ 143 [4 569 ol 582 08 :1: 184 S9CS 88'S| €
6°1Z¢e 600'¢] O06¥°01 £19°8f 0(8'808] 9LL°L0L] 60591} S8°6901| 886v0L| Z'T661C |43 [4 569 ol LT 1413 0¥SS1 6ELE 88°G| I
. L'0LE E6V’E 186°G1L 106'ZL] 000'8¥8B}f 62G°CH| ¥L°ObbL| LL'E0DL] 66LOLL SLLTL 14 [4 569 ol LIz 144 14:14:1 LZ81L 88'G6| 12
8°Z62 €eeTT| LTLBT TLT'PT] SYL068 €Gi°C] 61°'668] 99'656C] EPSCLLI] 6LS'LEY 143 14 969 ol [}43 [X44 85491 0L 88°'G] 0¢ .
1°€6Z o¢8°1 806°GE€] €8E£°0E| 098°S06 €19°L] €v'e8p| E€'OLYE] tSPO0L| BEO'B6Z 14} [4 S560 ol oLl :1:34 6vLS1 1S 88°'G] 614 !
2962 668°1 006'9Z] LOI'tZ| TBl'6C6 gE€6°'L| 8ZZ'CE0| €9°69tC} ¥'+0966| 6EL'HZE 14} [4 569 ol ¢01 6€¢C viLvt SS 66'G] 8l !
8°66Z 988’1 919°Lt 862°Gl] 1EY'TS6 CET'T) LTL'VO9| ZELLYL evi96] LvZ'vsE 14 [4 G690 (]} 86 (434 [4:14 4} 65 S6°Gf L1
€182 $8Z°1 888°'¢¥E|{ 608°LZ] 9HS0°08L CET'L TO'Ll6Y| vP'SLIE} 6'9ZLV6] SBL'EET (44 0] oLyt 21 901 [4:14 6591 LY S6'G| 01
$°08T €oy’l 966°0E] TEL'VZ] S69°16L G0Z°1| 846°683] +¥8°000€| +09001 [§: X444 t44 0] 0OLvi 11 (74} 144 18551 8y S6°G| St
€162 88¥°T 628°01 68Z°'Gl] +09'8LL] TIY'IT]| Zo'OvOL| 66°'BE6L| SZTEOL] TO'EOdVY {44 0] 0Lt - 13 Sl oLT $56391 69 G6'Sf ¥l
0'$0€ [15:X4 868°v1 g60°C1 1Z9'8v4] 91£°09] SZ'ZZZL| TOLESL| L°'6L066 3301 (44 0f 0Lvt 91 (4184 812 y9EG1 o161t S6'S] €1
9°£8¢ ¥S4°S €Ll 8641 1€0'L9S] Obb'oze| 6%°1Z1Z) E€EO'SLL] 964489 S'19L10 (44 0] oLvl o1 8EE 114 15011 5088 G6'G{ Z1
iy 44 N:] oLe’L tLL'L] 91e'vZ9] B¥9'06E] <Z'BLET| 9SP'OTL] +'BSETH| T'VYOEL (44 0] oLttt 91 99¢€ 81 LELO! L1v0t S6°G| ¢
LLLE 956V GEET €46°'l|] BBL’¢BS| €B0°'16Z| 19°1€61] SEB'IEZ| 6°£0CZL] 9'61COS [44 0] oLt o1 11€ €e 6ESLL 9108 S6'S| Ot
T°6GE 348 4 88€'Et £26°C| ©v0°'STO| 006'EE€T| 80'8ZLL} 09Z°19E] €'ST¥BL| €'1S19¢ (44 0] 0Lttt 91 [4:14 05 144448 €859 56°S 6 ”
y'Tle ¥89°t 6v9°'8 gb9°L] £S6°90L) ¥00°LOL| ¥E'PZSL| Z6E'LL6 60226 (24134 (44 0] oLvy 218 €62 vet g8Evl LELE €0'9 8 [
¥°'SEE 143X 106°V 0l9'¥| 96€°3104 ZEY'C] 6Z€'889) THE'TLE| 9'SEQLB| ZO'SHP {24 0] OLvl :13 tel €S SELEL 08 08°S L
¢°LSE L98° TBE'E LiL’'E] 619°920f 6L8°¢EZ| LB'IEBi} THE'TLE| L'BZOVB| $'E6LIOY (44 0] oLyt ol Lie €S L0EEL 6859 08°S 9 i N
0’8zt 06L°E 0€S°L 9LL'L] €LLISL) +£6°8T1] 6E'BESL| SOL'BL8 £8096| +°'6€6S5Z 144 0] oLvl 13 S52 143 8E6H1 90LE +6°S S M )
v'ove 008°¢ [414"] gip'y| tvL'68L| 85Y'91T| ¥8'8E61] STO'THS| BVS00L] L°LZEEY (44 0] 0oLyl -1 (41 08 €L4591 189 S6°'S 14
9'0tE (4108 4 900'8 §90°¢| §Sb'Z€8| 1GS°1G1| LL'EvOL]| vLL'vDB] SEVOOL] L'EDYOE {44 0] OLvt 13 0LT X4} (33418 0SEY S8°'S € .
EX%X43 S6L°Y 931°'8 80G9'¢{ 089°ZZ8B| STL'OEL] €Z°TELL| LOE'PE6] TLOLOL| 6°STOOT \4 0 00t L [4:14 €el $8531 96LE B8L'S < :
L'60E 660°t 6L5°6 ySv'8| 665CTLL] VEL'LB] L9°6vSL] S8°L90L] OTOZOL} Z'68081L 14 0 s8¢ 9 1414 (413 [4:1:34] 0852 €09 | f
y-dyquiwnd ‘ponNo | piasdun {wdd) {wdd) Twddy .Em& fwddj | (wdd) | {wdd) {wdd) {wddy {wdd) {wdd) {wdd) ”
249 OH XON 200 02 OH XON 200 02 OH XON T00 00 OH XON ¢00 02 10y0w4 '
teng _E..EQE!W. suojssjtu3 suO) IsNPYx3 suo|ss|tu] S¥O Jsneyx3 *ou0Q uojssiw3 Deg Jjy UoiIN|Ig ‘ouoy) uojssjwy Beg ysneyx3y pein|ig vonnug | ‘N .
f
!
}
89490 ‘OH _
€16l XON
. €81 T09 ‘
* oLl ‘09

SUO[PUC) PIvPUNIG ¥ Se[owd3 J0 [cul/BA] Kipsu

a9 w{})omuiedwe)
[} = (We} e:nsse’d
SUOH{PUO) pispunls

009'0

s)nsey 18] eubuy euljeseg :gejqe)



