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ABSTRACT

Amorphous hydrogenated carbon (a-C:H) ﬁlfns were studied with the objective
of elucidating the nucleation and growth mechanisms, and the origin of their unique
physical properties. The films were deposited onto Si(100) substrates both on the
powered (negatively self-biased) and on the grounded electrodes from methane in an
rf plasma (13.56 MHz) at 65 mTerr and 300 to 370 K. The films produced at the
powered electrode“ exhibited superior mechanical properties, such as high hardness.
A mass spectrometer was used to identify neutral species and positive ions incident
on the electrodes from the plasma, and aléo to measure ion energies.

The effect of varying ion energy flux on the properties of a-C:H films was inves-
~ tigated using a novel pulsed biasing technique. It was demonstrated that ions were
not the dominant deposition species as the total ion flux measured was insufficient
to account for the observed deposition rate. As ion energy flux was increased, the |
hardness increased, ﬁhe compressive stress increased, the concentrations of methyl
and methylene groups decreased, and the opticaLl gap decreased, demonstrating how
ion energy flux controls the final properties of the films.

The interface between thin films of a-C:H and silicon substrates was investigated
using angle resolved x-ray photoelectron spectroscopy. An silicon carbide layer was
detected at the interface of a hard a-C:H film formed at the pov»,ered‘electrode. At
the grounded electrode, where ion kinetic energy is low, no interfacial carbide layer

was observed. The results indicated that the thickness of the interfacial carbide



‘la,yer was controlled by the average penetration depth of plasma ions into the silicon
substrate, as controlled by their kinetic energy. ‘The presence of the interfacial carbide
was likely responsible for the good adhesion of a;C‘:H films formed on silicon at the
powered electrode. | | |

Scanning tunneling microscopy and high energy electron énergy loss spectroscopy
was used to investigate the initial stages of gfowth of a-C:H films. On graphite

substrates, films formed at the powered electrode were observed to nucleate in clusters

approximately 50 A in diameter, while at the grounded electrode no cluster formation -

was observed. A novel 2 x 2 structure was observed at the surface of gfaphite
which had been exposed to the methane plasma. On silicon substrates, placed at the
powered electrode, cluster formation was not observed, and the films were flat within

3 A rms.
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Chapter 1
Introduction

1.1 Background

Amorphous hydrogenated carbon (a-C:H) films possess unique and interésting
properties which, in industry, have been exploitved in many wayé. The hardness and
wear resistance of a-C:H have led to the use of films of this material as protective
coatings, most notably as wear resistant coatings to protect computer hard discs. The
material has also been used as an optical coating, both for antireflective and protective
fupcﬁions due to its relativély low absorption in the visible and infrared, and because of
its rugged mechanical properties. a-C:H films have been synthesized using a variety of
techniques including plasma assisted chemical vapor deposition (PACVD), ion beam
deposition[l], and sputter déposition[Z]. ‘Although developments in the ‘applica,ti‘ons
of a-C:H ﬁlms are quite extensive, the state of the art, as far as understanding the
origin of the valuable pfoperties of this material and its atomic scale structure, is to
date still rather primitive.

Amorphous hydrogenated carbon is often referred to as diamondlike carbon. This
name can be misleading due to recent developments in low pressure diamond film
synthesis(3, 4]. Although a-C:H shares some of the attractive properties of diamond,
the structures of these two materials are radically different. Diamond films contain
very little hydrogen. Diamond films are commonly grown at high temperatures in
an atmosphere of excess hydrogen. The films are typically made up of microcrystals
of diamond with diameters of tens of microns. a-C:H films, in contrast, contain as
much as 80 at.% hydrogen, and are generally grown close to room temperature from

hydrocarbon feed gases, without the addition of excess hydrogen. The films contain



both sp? and sp® bonded carbon, and are thought to be made up of crosslinked
clusters of sp? carbon([5]. The sp® bonded carbon is thought‘ to be associated mainly
with the crosslinking structureé, and is not in the form of diamond microcrystals.
~a-C:H films and diamond films are, therefore, two structurally distinct materials and
should not be confused with each other. Henceforth, in order to avoid confuéion, the
‘term ‘diamondlike carbon’ will not be used in this text.
A number of comprehensive reviews ex‘is‘t [6, 7, 8], which demonstrate the tremen-
dous amount of effort Which has been devoted to the study of a-C:H films. Almost
~ every conceivable physical properﬁy of a-C:H has been measured, and some plausible
models for the structure of the material exist[9, 10]. Inf'ér‘ring the local structure of
an amorphous material from measurementslof the material’s physicél properties is a
difficult task, and discussions regarding the real structure will undoubtedly continue.

One of the reasons thét such great interest.in the structure of a-C:H films exists, is
that knowledge of the structure should help us understand the origin of the attractive
physical properties of a-C:H films. As a-C:H films have been deposited to date, their
propverties are ideal for some applications. But there are, of course, limitations to
the applicability of a-C:H films. For example, the adhesion of a-C:H films onto many
metal substrates is poor, thus applications of a-C:H films as wear resistant coatings on
tools have noﬁ been possible. Also, the mechani al and optical properties of the films
have not been controlled independently, thus achieving the optimum in performance
in both areas simultaneously has not been possible..

An understanding of the structure of a-C:H films would obviously contribute a
great deal towards attaining greater control over the physical properties of the films.
Howevér, what is most lacking presently is an understanding of the mechanisms of
nucleation and growth of a-C:H films. This is clear from the notable absence, in
review articles, of discussions concerning growth mechanisms. The reason behind
this lack of discussion, as expected, is a lack of experimental results; results which
shed light on the identity of precursor species, or on the mechanisms of nucleation
and growth. This area of relatively poor understanding, will likely be the limiting
step for future advancement in practical uses for‘a-C:H films.

Many studies have been conducted in order to determine what the necessary



plasma conditions are which yield carbon films with the desired préperties. What has
been lacking is an understanding of the chemistry occurring in the plasma deposition
systemn, and how the reaction processes change with variations in plasma conditions.
A better understanding of the mechanisms of growth is c‘rﬁcial, so that limitations in

the film properties can be overcome.

1.2 Objectives

The objective of this research is to develop an understanding of the growth process
of a-C:H films produced from methane by PACVD. Identification of the precﬁrsor
species and their respective roles in the growth mechanism of a-C:H films is key to
developing such an understanding. A comprehensive study of the growth process must
" also include investigations probing the initial stégcs of growth and the properties of
the interface. | | |

‘In order to achieve these objectives, studies of the process of PACVD, as well
as the resultant film properties were conducted. The active species in the plasma,
including the radical and ionic species, were detected by means of mass spectrometfy.
Methods of control over the relative flux of radical and ionic species were developed,
so that their fespective effects on the final physical properties of the films could
be in‘vestigated separately. The ion energy flux was controlled using a bulsed biasing
method, by which means the energy of the incident ions could be controlled separately
from the radical flux. Radical scavenging studies were emponed in order to vary the
radical flux separately from the ion flux. Utilizing these techniques, the respective
roles of ions and radicals in the formation mechanism and their effects on the final
properties of the films could be determined. Film properties investigated include
hardness, scratch resistance, density, compressive stress, as well as infrared and optical
absorbance spectra. Angle resolved x-ray photoelectron spectroscopy was used to
investigate the composition and thickness of the interface. The effect of varying
incident ion energy on the thickness of the interface was also investigated. Nucleation
phenomena and the initial stages of growth were investigated using scanning‘tunneling‘
microscopy and high resolution electron energy losé spectroscopy.

By using this large variety of scientific techniques, and performing new experi-



" ments which shed light on plastha processes, this research is intended to concentrate
" on the chemistry which takes place in the plasma and at the film surface. The objec-
tive is to develop a greater understanding of the mechanisms involved in a-C:H film

formation, and thus open up possibilities for a superior control over film properties.

1.3 Organization of Thesis

This dissertatién is organized into eight chapters, The first chapter discusses the
objectives of the research and how they compliment what has been done in the past.
The second chapter gives a brief description of the many techniques utilized through-
out the course of the research and what can be expected to be learnied from each of
them. The femaining chapters‘deai with results and discussion. Some of the physical
pfoperties of the films as deposited by PACVD are given in chapter 3. Differences in
these properties between films formed on the powered versus the grounded electrodes
- led 'to questions regarding the active species present at the growing surface. Mass

spectrometric investigations of the.p’lasma, carried out in order to answer these ques-
tions, are described in chapter 4. In order to uhderstand the mechanisms occurring
in the plasma deposition process, it was necessary to develop means of independently
controlling the fluxes of active plasma species. In chapter 5 these methods of con-
trol are described, namely pulsed biasing and radical scavenging techniques. The
results obtainéd, using these techniques, support a growth mechanism involving both
radicals and ions. The interface of a-C:H films on silicon substrates was investigated
using angle resolvéd x-ray photoelectron spectroscopy, and the results of this work are
given in chapter 6. Chapter 7 describes investigations of the initial stages of growth of
these films using scanning tunneling rﬁicroscopy and high resolution electron energy
loss spectroscopy. In the eighth and final chapter of this thesis, the results are sum-
‘marized and the insight gained by this work into the process of a-C:H film formation

is further discussed.
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Chapter 2

Experiinental Procedures

2.1 Plasma Assisted Chemical Vapor Deposition
2.1.1 Background

Plasma assisted chemical vapor deposition has been widely used for the deposition
of thin films. Reactive species are generated in the plasma, which can act as precursor
species for film deposition. In traditional chemical vapor deposition, only’groﬁnd
state guseous species are available at the substrate surface to act as film precursors
and very high substrate temperatures are often necessary to support reaction. The
motivation for using a plasma is that the reactive species formed in a plasma often
allow the necessary surface reactions and resultant film deposition to occur at much
lower substrate temperatures.

A plasma is a partially ionized gas in which collisions occur with sufficient fre-
quency so that long range electric coupling exists between ions. Typical gas pressures
capable of sustaining a plasma are between 50 mTorr and 5 Torr. Ions, free radicals,
and electronically excited species are created in the plasma by electron impact ion-
ization of the ground state plasma gas, and can act as reactive precursor species in
film growth. |

The energy required for the maintenance of this collection of reactive speciey is
provided by an electric field. This field can be applied in either a d.c. or a.c. mode.
A.C. fields are required if the substrates to be used are electrically insulating. Energy
is transferred from the electric field to the plasma principally by the acceleration

of plasma electrons. As mentioned, these electrons collide with the ground state
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gaseous species to produce reactive ions, radicals, and e]ectronipally excited species,
The energy transferred into the plasma frorﬁ the electric field must be balanced by
an equal eﬁergy trausfer out of the plasma. This outward energy transfer is mediated
by the energetic species generated in the plasma. These species collide with the * alls
of the plasma chamber and with the substrate, thus imparting their excess energy
to film growth processes, and possibly the formation of metastable phases. Energy
is also usually emitted in the form of radiation during ion—eléctron recombination or
elec’ ronic relaxation processes, hence the characteristic glow of a plasma.

.~ The transport of neutral species to the surface can be explained relatively simply,
in terms of the physics of diffusion and adsorption. The behaviour of the plasma ions
and electrons is inherently more complicated due to the effects of the varying electric
fields. Since plasma electrons have a much greater mobility than the more massive
ions, the initial flow of electrons from the plasma to the electrodes is much greater

than the flow of positive ions. This deplétes the electron density in the plasma. As a

result, the botential of the bulk of the plasma is increased and becomes positive with

respect to the electrode potentiél. A potential gradient between the plasma and the
electrode is formed. This is known as the ion sheath or dark space[l, 2]. It is darker
than the center of the plasma, or the glow region, because the depletion of electrons
in the sheath results in a lower probability for luminescent ion electron recombination
processes.

The potential gradient in the ion sheath retards the flux of electrons to the elec-
trodes. Positive ions which diffuse into the sheath are accelerated into the electrode
or substrate. The resultant ion bmbardment can result in chemical and structural
modification of the surface. Secondary electrons, created at the electrode during the
ion-substrate collisions, are accelerated into the plasma by the electric field in the
sheath. The accelerated electrons complete the cycle via collisions with the ground

state gaseous species in the plasma, creating new reactive ions and radicals.

2.1.2 PACVD Apparatus

A parallel plate electrode system is often used when depositing onto planar sub-

strates. In this configuration, electric fields are highly uniform as compared with other



geometries, and the ratio of plasma volume to electrode surface area is minirmized to
‘make most efficient use of energy input. An example of an alternative geémetry is the
inductively coupled coil configuration, which is useful for deposition onto nonplanar
'substrates and for large batch jobs [3].
| The films in this study were synthesized by PACVD in an rf apparatus (frequency
13.56 MHz) with a paralle] plate configuration as illustrated in Fig, 2.1 and Fig. 2.2,
The plates were 8.75 cm in diameter with a separation distance of 2.0 cm. The plates
were housed in a stainless steel chamber pumped by a Seargent Welch model 1397
mechanical pump to a base pressure less than 10 mTorr, as measured with a Baratron
type 227AHS-C-10 capacitance manometer. Methane gas (Matheson 99.5%) was used
as the feedstock, Gases were introduced into the plasma region through an orifice in
the upper electrode. Gas flow rates were measured with Porter mass flow controllérs.
Pressures given in this paper are those measured before ignition of the plasma,
unless otherwise stated. Typically, rf power was applied to the lower electrode while
the upper electrode was grounded, but the connection was reversed when mass spec-
tromefric analysis of the species impinging on the grounded electrode was desired.
Single crystal Si(100) wafers, 0.338 mm thick, were used as substrates. To remove the
native oxide, the wafers were etched in 49% HF immediately before béing attached -
to the electrodes. Glass slides were used as substrates for samples to be used for op-
tical transmission measurements. The glass slides were cleaned with methanol before

deposition.

2.1.3 Plasma Potential Profile

A quantity of key interest in this study is the potential drop between the plasma
glow region and the sample surface. This potential drop determines the energy with
which positive ions will strike the sample surface. For a sample on the rf powered
electrode, the potential drop is the difference between the plasma potential and the
self-bias potential at that electrode. The rf powered electrode acquires a negative
self-bias voltage with respect to the plasma potential, due to the large difference in
ion versus - ectron mobilities[1]. For our parallel plate electrode system, the self-bias

voltage varies with applied rf power as shown in Fig. 2.3.
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Figure 2.1: Schematic diagram of the plasma deposition and mass analysis system,
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Figure 2.2: Photograph of the plasma deposition and mass analysis system,




600

> 500 A
o ] ,
& 400
b
S 300 -
7]
3 200 A
m
N
S 100 -
N

,0 | LENEE | Y T LA R

0 20 40 60 80 100 120

R.F. Power (W)

XBL 896-2521

Figure 2.3: Self-bias voltage vs rf power for the of deposition system at a methane

pressure of 65 mTorr,



K When the plasma is ignited, a steady state potential distribution is established
between the electrodes. Fig. ‘2.4‘sh0w‘s‘ how the plasma potential is expected to vary
across the intef—electrode gap for an rf power of 50 W The sheath width in this figure
is based on a Debye shielding length (about 2 mm), as estimated from an exponential
curve fitting of the floating potential profile as measured with a Langmuir probe[4].
This“igs only a first approximation to the real sheath width, but Fig. 2.4 correlates well
with the width of the cathode dark space (~ 1 cm) which could be observed visually
through a window in the plasma chamber. The plasma potential in the glow space
in Fig. 2.4 is based on the average énergy of ions incident on the grounded electrode,
presented later in Fig. 4.7. | ‘

It is evident from Fig. 2.4 that positive ions created in the plasma fegioh are
‘ acc‘;elerated towards both eléctrodes. However, the situation is‘very asymmetric, as
positive ions striking the powered electrode can have as much as 400 eV of energy,

while those striking the grounded electrode will have an energy close to 15 eV.

2.1.4 Plasma Analysis
" Mass Spectroscopy

In order to gain an understanding of the growth mef:hanisrn of a-C:H films, precur-
sor species must be identified. Identification of reactive species present in a plasma is
difficult. Theoretical modelling has beer used to predict the concentrations of plasma
species[5]. However, reliable data for the reaction rates is not available for many of
the possible reactions present in the plasma, so the accuracy of the theoretical pre-
dictions is not known. Analysis of the optical emission from the plasma can also
be used to identify the species present[6], but only a select few of all the possible
precursor species are detectable. Mass spectroscopy, on the other hand, is a sensitive
and informative method for identifying species in the gas phase(7]. It can measure
ions separately from the neutrals, and can detect the ionized parent and fragment
ions of virtually any neutral species. Since most ionization cross sections are known
or measurable, mass spectroscopy can give qua,ﬁtitative data on the concentrations
of neutrals as well as ions.

Mass spectroscopy is a reliable and well known technique. However its application

13
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for measuring plasma species is quite ‘novel'. The species of interest in this work:
include all chemical ’species which are incident on the growiﬁg sample surface during |
deposition. A small orifice at the sample location allows all the species normally
impinging on the sample to be extracted from the plasma. The loss of plasma species
through the orifice is aSsumed' to "~wve a negligible effect on the plasma concentrations
because of the small size of the orifice. The plasma species extracted through the
orifice must travel to the mass spectrometer without collisions so that no reactions
~ can occur between the time of extraction and the time of ionization ‘or detection.
Differential pumping was employed in order to keep pressures sufficiently low in the
extraction system so that this criterion was met.

While the plasma ions are detected directly by the mass: spectrometer, the plasma
neutrals must first be jonized. This is achieved by electron impact ionization. Un-
fortunately, neutral molecules can not be exclusively and quantitatively ionized to a
+1 charge. Molecular species undergo cracking reactions as a result of .the electron
impact process, and the ionic species actually detected include the various products
of the numerous reaction pathways. This cracking phenomenon makes interpretation
of the mass spectra obtained more difficult. However, since most cracking reaction
probabilities are known or measurable, a reliable subtraction of signal resulting from
secondary cracking species is possible. Thus the concentrations of the‘neutral species
initially extracted from the plasma can be determined.

The mass spectrometric plasma analysis system used in this work was designed
and built in this laboratory and is schematically illustrated in Fig. 2.1 and Fig. 2.2.
The plasma chamber was connected through a differentially pumped middle stage
to a high vacuum chamber in which was installed a UTI model 100C mass analyzer
along with ion deflection lenses used to measure the ion energy distributions. The
first orifice through the lower electrode in the plasma chamber was appfoximately
100 pgm in diameter, while the second orifice, between the middle stage and the lower
high vacuum chamber, was about 1 mm in diameter. Pressure was maintained on
the order of 10~8 Torr in the lower chamber. The ion deflection lenses were made of
two metal plates, separated by 5 mm, with the center holes 3 mm in diameter. To

minimize undesirable off-axis deflection of ions, the upper plate was grounded and
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' the retardation voltage was applied t§ the lower plate so that the ion retarding field
was confined between the plates. For the same reason,. these lenses were placed as
close as possible to the mass analyzer. ;

The mass spectra for the neutral species were taken under the normal ionizer-on
operation, with electron energy of 75 eV and ién energy of 19 eV. While taking ion
spectra, every component in the ionization chamber was grounded, except for an ion

focusing lens (ionizer-off operation).

Ion Flux Measurement

The experimental setup used to measure the plasma ion flux incident on‘ the lower
electrode is shown in Fig. 2.5. A small hollowed cylindrical electrode was screwed into
a glass tube, which held it about 5 mm below an orifice (0.3‘5 rnrh in diameter) located
in the lower electrode. The pressure below the electrode orifice was maintained on
the order of 10~¢ torr. In order to attract the positive ions incident on the orifice
area, and to repel plasma electrons, a bias voltage of -200 to -800 V was applied to
the ion collector. The area of acceptance of the ion collector was large enough to
collect the ions effectively, however, the geometry is not optimal for minimizing the
loss of secondary electrons, which could contribute to the measured current. Thus,
the current measured using this system is, in effect, an upper limit on the real ion
current.

The steady state current was measured using a digital D.C. ammeter. An A.C.
measurement was also performed, where the potential drop across a standard resis-
tance was monitored with an oscilloscope. By covering the orifice with a shiefd to
remove the direct pathway of ions from the plasma to the collector, the backgfound
current was first measured, and then subtracted from the current mea,«sufed without
the shield in place. The net current divided by the area of the orifice thu‘s reprients
an apparent ion‘ flux incident on the lower electrode.

In order to calculate the time averaged ion energy flux from the ion current, we
must also take into account possible temporal variations in the ion current. This is
especially important for the ion flux measurements during pulsed biasing conditions.

The ion current during the high voltage pulse is not necessarily equal to the current

16
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Figure 2.5: Schematic diagram of the faraday cup system used to measure the total
ion flux.
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between Ap’ulses. If there were changes in ion current with time, the steady state D.C.
current could not be used to calculate the average energy flux. To observe possible
temporal variations in ion current, the aforementioned A.C. current measurement
technique was employed. |

Values measured for ion current increased with increasing Faraday cup bias voltage

‘in the voltage range from 0 to -200 V. This result is not surprising as the collection

efficiency of positive ions improves and stray electrons are repelled more éffectively as

small negative voltages are placed on a Faraday cup. The measured values reached a
plateau at Faraday cup bias voltages of -200 to -400 V The values measured at this

plateau for ion flux agreed within ‘?0% with measurements rnade in the AC mode.

Overall measured ion current values were reproducible to i’ 10%. A decrease in the
measured values was noticed at bias voltages greater than -600 V. The origin of this -
decrease was not clear, possibly due to a variation in the recollection efficiency of
secondary electrons. The values measured at a Faraday cup bias voltage of -400 V

were used exclusively for all the ion energy flux values presented in this paper. Smce
ion ﬂux measurements are discussed as being an upper limit on the true values, using
the values measured at -400 V, in the plateau region, seems most appropriate.

Fig. 2.6 shows typical oscilloscope traces of the current-’induéed voltage signal
across a 1 M(Q resistance, connected between the ion ‘collector and ground. The lower
trace in Fig. 2.6 shows the signal which was obtained under no direct ion flow to
the collector. Due to capacitive coupling between the lower electrode and the ion
collector, the signal exhibits the same pulse pattern as the applied voltage. When the
direct pathway of ions to the collector is opened, the increase of the observed current
due to the impinging ions results in an upWard shift of the oscilloscop¢ trace as shown |
in Fig. 2.6. It can be seen that the two traces in Fig. 2.6. are virtually identical in
shape, but simply shifted in the vertical direction. This fact indicates that there is
no observable‘tempora.l variation of ion flux, even at the pulsed biased electrode. As

| a result, the calculation of the average ion energy flux is simplified. It is given by
the product of the steady state D.C. current density and the time-dvera‘ged potential

drop between the lower electrode and the plasma bulk.
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Figure 2.6: Oscilloscope trace of the measured current during the pulsed bias con-
ditio . The equivalent shape of the background level and the total current level,
measured with the ion orifice open, indicates that no measurable temporal variation
in ion flux exists.
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2.1.5 Pulsed Biasing

A method to control the ion energy flux separately from the neutral radical flux
wag required so that studies of the variations in film properties caused by inclependent
variations in ion energy flux could be carried out. Pulses of large negative voltages
(-20 to -1100 V) were applied to the otherwise grounded electrode in order to extract
positive ions from the plasma. Ion energy was controlled through variation of pulse
height. The flux of the high ehergy ions was regulated by means of var\yin'g the pulse
frequency. The pulse width was small (ca. 2 us), 50 that the duty cycle of the method
wag only a few pefcerit. The energies and trajectories of radicals are not affected by
potentials applied. With such a small duty cycle, the 1adical densities should also
remain relatively constant.

‘Pulsed biasing is a variation on the method of plasma source ion implantation
developed by Conrad and coworkers[8] and modeled b\y Lieberman[9]. In the present
work, we are using much smaller pulse heights than are typically employed in plasma
source ion implantation, where pulse heights of tens of kV are common. Thus we are
bombarding the surface with ions of much lower energy and not implanting them in
the traditional ‘sen.se.

The high voltage pulse generator system used for the pulsed biasing of the non-
powered electrode was constructed in this laboratory, and is capable of producing
negative pulses of more than 1 kV with a pulse width of about 2 us, at frequencies
less than 30 kHz. The frequency limit was increased up to 100 kHz for negative
voltages less than 80 V, by making use of only the trigger pulse generator in this

system.
2.2 Mechanical Properties.

2.2.1 Knoop Hardness

The hardness of a material is a measure of its resistance to deformation. It is,
therefore, one of the most important properties of a material to be used as a wear
resistant coating. The relative hardness of two materials can be easily determined.

The harder material will more readily scratch the softer one. This is the basis of the
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oldest hardness measurement, where Mohs[10] ranked materials on a relative hardness
scale ranging from one (scratch hardness of talc) to ten (scratch hardness of diamond).
More quantitative tests of hardness have been developed, based on measurements

of the extent of deformation which occurs when a very hard (usuall_y diamond) inden-
ter of a known geometry is pressed with a known load into the material in question.
The extent of deformation is determined from the projected area of the indentation.
One such test is the Knoop hardness test. Developed by the National Bureau of Stan-
dards in 1939, the Knoop hardness test is most useful when determining the hardness

of films with thicknesses of 1 um or greater.
The Knoop indenter (Fig. 2.7) is a highly polished rhombic based pyramidal dia-
mond with an included transverse angle of 130° 0 and an included longitudinal angle
of 170° 30, The advantage of this indenter geometry is that the depth of indentation
is rauch smaller than the length of the longest diagonal (ratio is about 1:30). This
characteristic makes it especially suited for hardness measurements on thin films. The
Knoop indenter is typically used with loads ranging from lgf (gram force) to 1000
gf, and produces a diamond shaped indentation. The ratio of the length of the long
diagonal of the indentation to the short one is about 7 to 1. An optical microscope is
generally used to measure the longer diagonal of the indentation, although electron
microscopes can be used for very small indentation lengths where the diagonal length
is less than 10 pm. |

The Knoop hardness number (HK) is calculated as the ratio of the applied load

over the projected area of the indentation, using the relation:

HK = = = —— (2.1)

where P is the applied load in kgf; A is the projected area of indentation in mm?; L
is the measured length of the longer diagonal in mm; and C' (0.07028) is a constant
for the indenter relating the projected area to the square of the length of the longer
diagonalT]. |

The Knoop hardness of the films was measured with a Buehler Micromet micro-
hardness tester with loads from 20 to 5 grams for films thicker than 1 um. The

indentation diagonal lengths were measured by optical microscopy. Indentation di-
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Figure 2.7: Schematic of Knoop diamond indenter and the resultant indentation
geometry. ‘
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agonal lengths of less than 10 pm were measured by Scanning Electron Microscopy

(SEM).

2.2.2 Thickness and Stress

The thickness of deposited Almns was measured using a Clevite Surfanalyser 150
profilometer, with a diamond tip scanning across the step between the film and an
urea which had been masked during deposition. The profilometer was also used to
measure the degree of bending of the silicon substrate, induced by the stress in the
deposited films. The compressive stress within the deposited film was calculated using

the conventional formula[l1].

_ 4ED*6 _
T 3L(1 - )T
where S is the stress; 6 is the deflection of the bending; E is the Young’s modulus

S (2.2)

for the substrate; D is the thickness of the film; L is the length of scanned substrate
éegment; v is the Poisson’s coefficient of the substrate:; and T is the thickness of the
film. |

Film density was determined from the measured mass of the film and its volurme

as calculated from the measured thickness and area.

2.2.3 Scratch Adhesion Test

Adhesion can be defined as the bonding of two different materials at an interface.
Adhesive strength is the amount of energy required to pull apart the two surfaces at
the interface. Although widely varying magnitudes of adhesive strength are often and
easily sensed in everyday life, a quantitative measurement of this property is extremely
elusive, In order to quantitatively measure adhesion, the real area of contact of the
interface musy be known. Also, the energy dissipated in the cleaving of the materials
must be separable from all other avenues of energy dissipation such as dislocation
formation, surface reconstruction, and surface chemical reactions. Neither of these
two conditions have been met in current adhesion measuring tests. It seems unlikely
that these conditions can be met, strictly. As a result, we are presently unable to

measure the strength of adhesion of a film to its substrate quantitatively.
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However, there are tests which can evaluate the adhesive characteristics of a film
to its substrate. These tests can provide a flgure of merit for the ‘scratch resistance’
of a coating, a characteristic which can reflect how well a coating might withstand
delamination due to abrasion, The scratch adhesion test is such a test. As shown in
Fig. 2.8, the test consists of introducing stresses at the interface through the defor-
mation which occurs in the coating when a diamond tip (r = 200 um, conical angle
= 120°) is dragged along the surface of the coating with a known normal load. The
normal load is increased until the deformation causes a flaking, cracking, or stripping
off of the coating. The smallest load at which failure occurs, at the interface or in
the coating, is called the critical load. The critical load is the ﬁgﬁre of merit which
can be used to compare the performances of various coatings.

In this work, scratch adhesion tests were performed on an apparatus described
previously[12] as well as on a new instrument designed to perform the equivalent
function in ultra high vacuum (UHV). This device, showﬁ in Fig. 2.9, was designed
and built in this laboratory. It consists of a bar onto which four tips are attached,
including the Rockwell C tip for the scratch adhesion test, as well as Vicker's and
Knoop tips for microhardness measurements. The bar is transferable into the UHV
bell jar of a PHI 660 scanning auger system, Strain gauges, attached to the bar,
measure the normal . rce as well as the perpendicular frictional force.

" In conducting the scratch adhesion test measurement, the samples were raised
up to contact an inverted diamond tip in the chamber. The samples were further
raised up, against the force of the bending bar, until the desired load was applied,
as measured by the strain gauges. Then the sample was moved perpendicularly to
the surface normal at a scratch velocity on the order of 10 mm/min. The resultant
damage was observed by scanning electron microscopy. Scanning auger spectroscopy
was used to observe whether or not substrate material was exposed during the process

of scratching,.

2.3 Film Composition
2.3.1 Auger Electron Spectroscopy

Auger electron spectroscopy (AES) is among the most widely used techniques
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Figure 2.9: Photograph of UHV Scratch Adhesion Tester and tribometer,



for probing surface chemistry[13]. Auger electrons are produced whenever a ma-
terial is irradiated with electrons, ions, photons or neutral atoms of sufficient en-
ergy to cause ionization of the target atom through ejection of core level electrons
(K,L,M,...levels). The resultant ion is highly unstable and will spontaneously de- |
excite. This de-excitation can occur via two pathways as shown in Fig. 2.10. In one
process, a‘higher level electron will drop down to fill the core hole, the excess energy
being given off by x-ray radiation. If the second process occurs, namely the Auger
proc‘ess, the energy released by de-excitation is transferred to another electron in an
outer level. This Auger electron is ejected with the characteristic kinetic energy, Ey.,
where: | |

Eve = Ex — Er — Eptronr — ¢ | (2.3)

and ¢ is the work function of the electron analyser. The work function is the kinetic
energy lost by the electron in escaping from the surface into the vacuum.

Since the energy with which an Auger electron is emitted from the surface is
characteristic of the element from which it was ejected, Auger electron spectroscopy
is a tool which measures surface composition. The reason that the technique is
surface sensitive is because Auger electrons have a finite escape depth from the solid.
Generally the energy of Auger electrons falls in the range from 20 to 2500 eV. The
corresponding electron escape depths range from 2 to 10 monolayers.

Another important advantage of Auger electron spectroscopy is the lateral reso-
lution which can be obtained. When a highly focussed electron Beam is used as the
excitation source, elemental composition can be obtained for sample areas as small“
as 0.1 pm in diameter. With the advantages of surface sensitivity and good lateral
resolution, Auger electron spectroscopy has proven to be a very useful tool in the
study of thin films. AES is also well suited for the observation of darmage which may
have occurred in the process of a scratch adhesion test. Used in conjunction with ion
sputtering, compositional depth profiles can be obtained, also exzeedingly useful in
the study of thin films. |

In this study, Auger electron spectroscopy was performed using a Phi 660 Scanning
Auger Spectrometer, in the same vacuum system where scratch adhesion tests could

be carried out. Depth profiling was employed to monitor the resultant damage from
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scratch adhesion tests.

2.3.2 X-ray Photoelectron Spectroscopy

X-ray photoelectron spectroscopy (XPS) is another widely used surface analytical -
technique. While, like AES, XPS can determine elemental‘com'pos’ition, XPS can go
a step further, also détermining the chemical oxidation state of the elements present,.

XPS is based on the photoelectric effect, which was described in 1905[14]. A core
electron is ejected from the material by an incident x-ray photdn'. The electron leaves
the surface with a kinetic energy Eg.:

Ey = hv—BE + ¢ L (24)

where hv is the energy of the incident photon, BE is the binding energy of the ejected |
electron in the solid, and ¢ is the spectrometer work function. | |

The final kinetic energies of the emitted photoelectrons fall in the same range as
do Auger electrons, and thus have an escape depth in the range of 2 - 10 monolayers.
Thus XPS is also a surface sensitive analytical technique. As mentioned, one of the
important advantages of XPS is its ability to identify the chemical oxidation state of
detected elements. Shifts in the binding energy of core'electrons occur as a functio‘n" of
nearest neighbor composition, oxidation state, cryétal structure, or compound type.
These shifts are measurable in XPS and are called chemical shifts.

Chemical shifts result from a change in the valence shell electron density. A
change in valence shell electron density will affect the nuclear attractive force on the
core electrons, as the valence electrons exert a repulsive force on the core electfons.
The removal of valence electron density will reduce the repulsion and result in an
increased nuclear attractive force, that is, an increased binding energy. The addition
of valence electron density acts in the opposite direction, reducing the binding energy.
Covalent bonds can act to alter the valence electron density around an atom and lead
to a chemical shift of the measured binding energy. If the chemical shift is large
enough, the relative amounts of the element in question, bonded in different chemical
states, can be determined by deconvolution of the spectra. Computer deconvolution

of XPS data can be quite useful in many cases but must be used with caution[15}.
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Broad peaks separated by small shifts in binding energy can often not be deconvo-
luted uniquely. It is often Qseful to obtain a ‘fingerprint’ spectrum for at least oﬁe
of the components bei‘ng separated‘so that its binding energy is known and can be
fixed in the deconvolution procedure. Interpretation of computer generated decon-
volutions must be done carefully, always con51der1ng how umque and meaningful the
‘ deconvolutlon is.

X-ray photoelectron spectroscopy is especially useful in the study of thin films,
as the surface sensitivity of the technique can be changed. XPS surface sensitivity
can be controlled by varying the takeoff angle of detection of the escaping photo-
electrons. Let 9 be the angle between the the surface tangent and the direction of
the ejected electrons. As 8 approaches zero, the distance that photoelectrons must
traverse through the solid before escaping from the sample increases as z/sind, where
z is the depth below the surface of the point where the electron was emitted. If A is
the mean free path of the electron in the material, the probability of escape decreases
as exp(— z/)\szn9) By decreasing the takeoﬂ' angle, therefore, one can make an XPS
measurement increasingly surface sensitive. In this wa.y, one can separate the surface
composition of a thin film from the composition of the substrate. Variations in in-
tensity with takeoff angle can also be used to determine the thickness of thin films
on substrates of a different chemical cofnposition.

The XPS spectra in this work were taken with MgKa radiation of 1253.6 eV, on
a Phi 5500 photoelectron spectrometer. Rotation of the specimen holder allowed the
electron takeoff angle to be varied from 60° to 15° with respect to the surface tangent.
The angle between the x-ray source and the emitted electrons collected by the energy
analyser was fixed at 45°, so that the angular dependance of the photoelectric emission

cross-section did not affect the angle resolved XPS spectra.

2.3.3 Fourier Transform Infrared Spectroscopy

Infrared spectroscopy provides valuable information about the molecular structure
of a material(16, 17]. It differs from the techniques described previously in that
it is a bulk technique. The frequencies of molecular vibrations generally overlap

the frequencies of photons in the infrared region of the spectrum. By irradiating a
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sample with infrared light, molecular vibrations can be excited by the absorption of
photons. The amount of absorption can be measured as a function of energy, and
the resultant infrared spectrum of a material gives information useful in determining
which functional groups are present and in what concentration. Shifts in the frequency
of molecular vibrations can reveal subtle structural details. For a molecular vibration
to be infrared active, the vibration must cause a change in the dipole moment of the
molecule[16]. | |

Commercial instruments are available which can detect changes in infrared in-
tensity as a function of energy or wavelength. ‘This can be accbmplished using a
dispersive instrument, or using a Fourier transform spectrometer. Dispersive instru-’
ments contain a monoéhrom@tor which separates light as a function of wavelength. A
" ‘mechanical slit is then used to select out the wavelength of interest which is focussed
on a detector. ‘By moving the slit with respect to the dispersed light, a rangé of wave-
“lengths can be scanned in order to generate an IR absorption spectrum. In Fourier
transform infrared épectroscopy, an interferorneter is used to modulate the intensity
of each wavelehgth of light at a different frequency(7]. Constructive and destructive
interference between a beam passing through the sample and a reference beam, is
employed in the collection of an interferogram. The interferogram must be Fourier
transformed in order to generate the single beam infrared spectrum. A complete de-
scfiption of the details of FTIR spectroscopy is beyond the scope of ‘this text and can
be found elsewhere[17].

FTIR spectroscopy offers a number of advantages over dispersive IR spectroscopy.
Spectral information from the entire wavelength range of interest is collected in a
single interferogram. Such an interferogfam can be collected in about one second.
One can collect a number of scans and thus take advantage of signal averaging to
improve upon the signal to noise ratio of the data. An additional advantage of
using FTIR is that the throughput of an FTIR instrument is much greater than
that of a dispersive instrument since no slits are necessary. This results in a further
improvement in signal to noise characteristics. |

In the case of amorphous hydrogenated carbon films, IR spectroscopy can be

used to probe the various typés and amounts of C-H bonding present[2, 19]. The
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concentrations of methyl (-CHj) and methylen‘e‘ (-CH;-) groups can be determined
using Beer’s law and known values for the molar extinction coefficients[20]. In the
present work an FTIR spectrometer was used in its transmission mode to obtain

infrared spectra of a-C:H films grown on silicon substrates.

2.3.4 Ultraviolet/Visible Absorption Spectroscopy

Ultraviolet /visible (UV/VIS) absorption spectroscopy can be ﬁsed to determine
- the optical gap of materials. Thin films of a-C:H carbon are often used as protec-
tive coa.tingé over optical films, thus their optical transmission characteristics are
important. In this techhique, the visible and ultraviolet absorption of a material is
measured as a function of energy. The absorption spectrum can be used to calculate

an optical gap, E,, for a material from the intercept of a Tauc[21] plot of:

(a«E)'/? = B(E - E,) | (2.5)

where « is the absorption coeflicient and § is a constant for the material.

The optical gap of a-C:H films deposited under various plasma conditions has.
been measured previously. Hard films often demonstrate a small gap as low as 0.5
eV and soft films a gap as large as 4.0 eV[22, 23]. It has been proposed[24] that the
decrease in optical gap may originate from the presence of small sp? bonded clusters
(30- 40 A), which may be linked tégether by sp® bonded carbon to form a rigid three
dimensional structure. Thus méasurement,s of the optical gap of a-C:H films not only‘
provide useful information for those interested in optical applications of the ﬁlms‘, but
changes in the optical gap may also réﬁect changes in the type of bonding present in
the films. |

In this work UV/VIS spectra were taken of a-C:H films deposited on glass slides
using a Perkin Elmer Lambda 9 spectrophotometer. The optical gap was determined

from the intercept of the Tauc plot[21].

2.3.5 Secondary Ion Mass Spectroscopy

In secondary ion mass spectroscopy (SIMS) a beam of energetic ions (1 to 20

keV) is focussed onto the surface of the sample[25). As a result of the ion-surface
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collisions, neutral and charged species are ejected from the sample in a process called
sputtering. The charged particles ejected, namely the secondary ions, can be collected
and separated according to their charge to mass ratio. Using this method, é variety
of information can be gained about the surface, the near surface, or the bulk of the
sample. In static SIMS, the sputtering rate is maintained at a very low le\'/el, so that
a complete mass spectrum can be obtained before a significant portion of the surface
~ has been bombarded. A much greater sputtering rate can be used to determine how
intensity varies as a function of depth for one or more peaks of interest. This approach
is used more commonly and is referred to as dynamic SIMS.

The advantages of SIMS include very high sensitivity as well as superior lateral
resolution capabilities. Sometimes structural information can also be inferred from
the identity of cluster species ejected from the surface. The major disadvantage of
SIMS is the presence of so-called matrix effects. The sputtering cross-section is the
number of ions, of a given type, which are ejected per incident primary ion. Sputtering
cross-sections are strongly matrix dependant and can vary by orders of magnitude
from one ioni¢ species to the next. As a result, preferential sputtering occurs in
multicomponent systems, and surface composition can be drastically changed during
the measurement. A detailed treatment of the many variables which affect secondary
ion emission cross-sections can be found elsewhere[25]. | |

wevertheless, SIMS can be an informative tool in the area of trace analysis, and
can also be used relatively easily in order to determine the relatiQe concentrations of
elements in similar matrices. Another important advantage of SIMS over AES and
-XPS is that it can detect hydrogen.

In this work SIMS was performed using a Phi 660 spectrometer equipped with
a quadrapole mass analyser. Attempts were made to monitor the relative hydrogen
concentrations of a-C:H samples synthesized under varying plasma conditions. SIMS
was also employed to investigate the composition and thickness of the a-C:H/silicon

interface.
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2.4 Film Structure
2.4.1 Scanning Tunneiing Microscopy

Scanning tunneling microscopy is a newly developed technique[26] which allows
one to investigate the structure and morphology of a surface with atomic resolution.
In this technique, conceptually depicted in Fig. 2.11, a sharp metallic tip is electrically
biased with fespect to the sample. The tip is scanned above the sample surface at
small enough distances so that tunneling current is measurable. A feedback loop is
used to adjust the tip to sample distance, z, in such a way as to keep the current
constant. A piezoelectric manipulator is used to control the movements of the tip. As
the tip is rastered across the surface the z position of the manipulator is recorded as
a function of rastering position. The data generated gives, to a first approximation, a
topograph of the surface, called a constant current image. Unlike topographs obtained

~with more traditional techniques, however, an STM topograph can be recorded with
atomic resolution. Thus the atomic structure at the surface can be imaged.

A second type of image can also be generated, called a constant height image.
In this type of imaging, the tip position is held constant in space in the z direction
as the tip is rastered across the sample surface. The tunneling current is allowed to
vary, as the tip to sample distance varies from position to position across the sample
surface. Tunneling current is very sensitive to variations in the distance between the
tip and the sample. Tunneling current, I, varies with separation distance, s, as :

_¢l/2,

Iix e (2.6)

where ¢ is the local barrier height. The local barrier height is a property clc ely
related to the work function of a material; however, it is measured locally. Cons.ant’
height images will also give images with atomic resolution. They are most useful for
measuring the atomic structure of very flat surfaces.

In this work, STM imaging was performed in air at room temperature using a
“double-tube” type STM similar to that built by Lyding [27], and Zeglinski [28]. The
STM was controlled using electronics developed at Lawrence Berkeley Laboratory,

and the data were acquired using a PC compatible computer with a 12-bit 150 kHz
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Figure 2.11: Conceptual depiction of the STM scanning system.

35




analog to digital converter, All the images were obtalned with the STM in the to-
pographic (constant current) mode using tips mechanically cut from 1mm diameter
Pt-40%Rh alloy wire. The images of films on graphite substrates were obtalned using
a sample bias of -100 mV and tunneling current of 1.0 nA. These images showed very
little bias dependence between -200 mV and 4200 mV, Images of ilms formed on the
Si(100) substrates were obtained using a bias of -3.0 V and tunneling current of 20
to 50 pA. With a-C:H on silicon substrates, the tunneling gap was unstable at higher
tunneling currents, with positive sample biasing, or with negative sample biasing of
less than 2.7 V. Scan velocities from 200 to 5000 A /sec were used and images were
fecorded with 256 points per line and 128 lines per image.

The graphite substrates were received from A. Moore of Union Carbide and were
exfoliated using adhesive tape immediately before being placed on either electrode in
the plasma chamber, Single crystal Si(100) wafers (n type, P doped 4 - 7 2 cm) were
obtained from the U.C. Berkeley Microfabrication La,Boratory. They were first etched
in an HySO,4:H;0, (7:3) bath and then in a 10% HF bath. Finally, the back sides of
the wafers were coated with 0.5 um of Au to provide a good electrical contact. The
Wafers were then cleaved into 1cm by lem fragments which were then placed on the
electrodes and used as substrates. The plasma chamber was mechanically pumped
down to a pressure of less than 10 mTorr, then methane was admitted at 8 cm®/min
to reach a preignition pressure of 65mTorr. The plasma was ignited for short (5 - 30
sec.) deposition times to complete the initial stages of growth. The methane flow
‘was then stopped and the chamber pressure increased to atmospheric with Ar gas.
The samples were then removed from the electrodes and transferred through air to

the STM, where they were finally imaged in air,

2.4.2 High Resolution Electron Energy ILoss Spectrosco'py

High resolution electron energy loss spectroscopy (HREELS) is a useful technique
for determining the structure of molecules at the surface. Like infrared spectroscopy,
it is a vibrational spectroscopy. However, it has the advantage of being surface sensi-
tive, In this technique, a monoenergetic beam of electrons is focussed on the sample

surface, The electrons interact with the molecules on the surface, and can lose energy
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by vibrationally exéiting the surface molecules, The scattered e]ectron‘intensit‘.y is
detected as a function of energy, and the resultant HREELS spectrum gives peaks
at electron energy losses corresponding to the vibrational modes of the rmolecules at
the surface. The teclxnique was used only sparingly in this work so the reader is
referred to several excellent books which have been written on the subject for further
descriptions and explanations(29, 30].

In this work high resolution electron energy loss spectroscopy was carried out
with a view towards cherﬁically clistinguishing the low coverage a-C:H film from thé
graphite blank and perhaps gaining information concerning the type of C-H bonding
present in the films. The sample of a-C:H on graphite was prepared identically to
those prepared for use in the STM studies, with a deposition time of 10 seconds. The
graphite blank received identical treatment excluding plasma ignition. The samples
were then transferred through air to an ion pumped UHV chamber which attained
a base pressure of 7.5 x 10-11 Torr. A HREELS spectrometer similar to that of
Froitzheim et al [31] was used with an incident electron energy of & eV. The scattering
intensities for specular reflection were 1.2 X 10* counts/second for the graphite blank
and 0.8 x 103 counts/second for the a-C:H film. The energy resolution (FWHM) for
the graphite blank was 75 cm™! and 90 cm~! for the a-C:H film,

2.4.3 Raman Spectroscopy

Similarly to the way knowledge can be gained about solids by measuring the energy
losses of scattered electrons using HREELS, the energy losses of photons scattered
off solids can also be extremely informative, as measured in Raman spectroscopy.
When a beam of light passes through a nonabsorbing medium, the intensity of the
transmitted beam decreases measurably., Most of this intensity or energy is not lost
into the heating of the sample, but rather is lost by the scattering of light into the
space surrounding the sample[7).

Photons can be scattered in a number of ways. First of all, they can be scattered
elastically, as is the case in Raleigh scattering., Here, the photon is absorbed by the
solid, léaving the solid in an excited virtual state, at an energy of hy, above the

ground state. Relaxation of the solid into the original state results in the emission
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of a photon of the same energy as the Incldent photon, v, Qccurring with a much
smaller probability are inelastic scattering events, of which there are two types. In
the first type of inelastic scattering, namely Stokes scattering, the solid relaxes from
~the virtual state at hy, into a vibrationally excited state, at energy hvy, emitting
a photon with the energy h(v, — vn). The normal method of Raman spectroscopy
involves the measurement of the intensity of this type of scattered radiation, If the
incident photon ig absorbed by a molecule already in an excited state, at Av,, and
relaxation subsequently occurs down to the ground state, the scattered photon is
elmitted with the energy h(v, + vy). This type of scattering event is called anti-Stokes
scattering and occurs with a probability even smaller than that of the Stokes process.

By collecting and measuring the energy and intensily of the scattered radiation,
one can gain information concerning the concentrations of molecular species with a
Raman active mode. For a vibrational mode to be Raman active, it must alter the
polarizability of the molecule. This selection rule is different from the selection rule
which determines which modes are infrared active, so that the techniques of Raman
and FTIR spectroscopy often give complimentary information. Another reason why
Raman spectroscopy can be very informative is that the energy and intensity of the
Raman signal is extremely sensitive to the molecular environment of the active species
of interest,

Raman spectroscopy is one of the few techniques sensitive to changeé in the type
of bonding present in carbon solids. XPS and AES, for example, show only subtle
changes in the signal obtained from diamond, as compared to that from graphite.
Using Raman spectroscopy, however, the two materials are clearly distinguishable.
The first order Raman spectrum of diamond consists of a single line at 1332 cm™!,
The corresponding spectrum of large single crystal graphite also consists of & single
intense line, the (' line, at about 1580 cm™! [32).

Raman spectroscopy is also very sensitive to changes in the translational symmetry
and crystallinity of carbon compounds. The Raman spectrum of small graphitic
crystals (basal dimensions < 200 A) is different from that of a single crystal, as a
new line appears in the spectrum of polycrystalline graphite at about 1355 cm=![32],

called the D line or the disorder line. Changes also occur in the appearance of the G
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line, which have been explained by a frequency shift[33] and by the appearance of a
new line[34). These new features are Raman inactive in the single crystal graphite.
In microcrystalline graphite, however, the Raman selection rule breaks down due to
the loss of translational symmetry (long range order), and then otherwise forbidden
transitions can contribute to the Raman spectrum(35).

The Raman spectrum of a-C:H has also been investigated and, at first glance,
appears similar to that from polycrystalline graphite. Careful studies of the resonant
Raman spectra of a-C:IH were made by Ramsteiner and Wagner[36], who concluded
that the behaviour observed was consistent with a structure for hard a-C:H of sp?
clusters interconnected by sp? sites,

In this work, Raman spectra were measured using a single-monochromator spec-
trometer equipped with an imaging photomultiplier; The system has been described

previously(37].
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Chapter 3

a-C:H Film Properties

3.1 Introduction

a-C:H films were deposited from methane using an rf plasma system under the
deposition conditions described in section 2.1.2. Many investigators have studied the
properties of a-C:H films and how they change with deposition conditions[1-6]. The
deposition conditions for the initial characterization work described in this chapter
were chosen to matlch those used in the past to synthesize a-C:H films with desirable
properties[1]. The deposition system used was a parallel plate electrode system.
With such a system, substrates can be placed either at the rf powered electrode, or
the grounded electrode. It was immediately obvious that the properties of the films
depended significantly on the choice of electrode at which they were grown. Films
deposited at the grounded electrode were light in color and could be easily removed
from the silicon substrates by rubbing them with a tissue. In contrast, films formed
at the powered electrode were much darker in color, and could not be scratched oﬂ’,:
even with a steel scribe.

Most of the previous work on a-C:H films has concentrated on the properties of
films grown at the powered electrode, and ignored the softer films formed at the
grounded electrode. In this work, the dependence of film properties on electrode
position was investigated more carefully in hopes of gaining a better understanding
of the origin of these differences.

This chapter gives the results of studies investigating the differences in the prop-
erties of films formed at the powered electrode as compared to films formed at the

grounded electrode.
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3.2 Growth Rate

Deposition rate in terms of the increase in thickness per unit deposition time is
given in Fig. 3.1 as a function of rf i)ower. For our standard deposition conditions,
with an rf power of 50 W, deposition rates were measured as 140 A/min on the
~powered electrode and 95 A/min on the grounded electrode. As will be shown in the
next section, the density of the films produced on the powered electrode is greater
than the density of films formed on the grounded electrode “r‘Jy about 30%, which
makes the mass deposition rate at the powered electrode twice as large as that at the
grounded electrode. As can be seen in Fig. 3.1, the deposition rate is not a linear
function of rf péwér and tends to level off after 50 W. It should be noted that the
measured deposition rate did not depend on whether the upper or lower electrode
was powered. The difference in deposition rates between the powered and grounded
electrodes, as shown in Fig. 3.1, is therefore not due to a gas flow effect, even though
the methane was flowing out of the upper electrode, making the system somewhat

asymmetric.

3.3 Mechanical Properties

The Knoop hardness values for the films formed on the powered electrode (PE, 34
GPa = 3468 kg/mm?) are about fifteen times that of films formed on the grounded
electrode (GE, 2 GPa = 0.24 kg/mm?), and nearly one third that of diamond, as
shown in Table 3.2. SEM images showed that films formed on the grounded elec-
trode were much more susceptible to damage by scratch adhesion testing than were
films formed on the powered electrode. Powered electrode films were not noticeably |
damaged by an 830 g scratch adhesion test, as observed by SEM (Fig. 3.3 ). Films
formed on the grounded electrode were severely damaged by a scratch adhesion test
with a load of 830 g, and damage was noticeable by SEM at load values as low as 32
g. Relatively large areas (1mm diameter), centered on the scratch tracks, were depth
profiled and AES was performed both in the track and away from the track. Fig. 3.4
shows the Si and C AFS signal intensities as a function of depth, demonstrating the

relative intensities of the silicon and carbon auger intensity in and away from the
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Figure 3.1: Deposition rate vs vf power for the powered and grounded electrodes. Data
points were taken for the powered and grounded electrodes in both upper and lower

positions in the deposition apparatus to demonstrate the symmetry of the deposition
rate with respect to gas flow. -
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Figure 3.2: Summary of the mechanical properties of a-C:H films, diamond, and

graphite, where 1 GPa = 102 kg/mm?,
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Iigure $.3: Secondary clectron microscope images of scratch tracks made with a
Rockwell ¢! diamond tip at a load of 830 g, for films formed on the powered and
the grounded electrodes, Little damage is apparent on the hard films formed on the

powered clectrode, while the soft film formed at the grounded electrode has suffered
noticcable damage.
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argon ion sputter time for areas in the scratch tracks and away from the tracks of the
arcas shown in the previous figure. A large amount of intermixing is evident in the
scratch track on the soft film formed on the grounded electrode.
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scratch. The film formed on the powered electrode was not measurably damaged
at this load level, demonstrating its hardness and strong adhesion. The interface
appears eciually sharp both in the scratch track and away from the track, The filrn
formed on the gr‘oulnded electrode, however, shows a large amount of damage and a
strong intermixing of carbon and silicon in the scratch track, demonstrating the poor
mechanical properties of this film.

A markedly high compressive stress of 1.5 - 3.0 GPa was measured for films formed
on the powered electrode (IMig, 3.2). In order for the films to withstand such a high
stress and remain attached to the silicon substrate, there must be good adhesion,
probably due to strong Si-C chemical bonds which are expected to‘bev present at the
interface. Films formed at the grounded electrode did not exhibit a measurable stress,

Density is also significantly different between the films produced on the two types
of eléctrodes. The value for the carbon film produced on the powered electrode; 1.7
g/cm?®, is in close agreement with those previously reported(7]. Although this value
is much lower than that of diamond and closer to that of graphite (3.52 and 2.27
g/cm3, respectively), this does not imply that the film has a sparse three dimensional
structure. In view of the considerable hydrogen content expected in these films, the
number density (number of atoms per unit volume) could be close to that of diamond,
and hard a-C:H films must essentially consist of a dense hydrocarbon phase[8]. Films
formed at the grounded électrode were less dense (1.3 g/cm?®) than powered electrode

films.

3.4 FTIR Spectra and Optical Gap

~ Fourier transform infrared spectroscopy of a-C:H films was carried out in order
to study the hydrogen content and bonding within the films. Fig. 3.5 compares the
FTIR spectra of carbon films formed on the powered and on the grounded electrodes,
in two frequency regions associated with C-H stretching and C-H bending vibrations,
The soft carbon film formed at the grounded electrode shows absorption bands char-
acteristic of methyl groups (1375, 2878, and 2958 cm™!) as well as methylene groups
(1460, 2930 cm~')[9]. The frequencies of the above bands are close to those reported

for alkanes [9], implying that the carbon films formed on the grounded electrode are
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Figure 3.5: FTIR spectra of a-C:H films formed on the grounded[(a) and (c)] and
powered [(b) and (d)] electrodes. Film thicknesses for the grounded and powered
electrode films were 1.27 and 2.15 um, respectively. The spectrum for the film formed
on the grounded electrode shows absorptions due to CHjy which are not apparent in
the powered electrode film spectrum.
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made up of a structure which is much less saturated than even the polyacetylene ma-
terials, It is also likely that they are composed of grains rich in methyl group chain
branches, due to the large intensity of the methyl group bands,

In comparison, the carbon films formed on the powered electrode show no such
distinct CHg bands, indicating more extensive carbon - carbon linkages, or more =
bonding, or both, The broad C-H stretching band at around 2920 cm~! is similar
to that reported by Dischler et al[10] for an a-C:H film produced from benzene by
PACVD. In that study, the band was deconvoluted into four overlapping bands at-
tributed to sp? CH and sp® CHj stretching vibrations, The band assigned to the C-H
bending of CHy is centered at 1445 cm™!, red shifted with respect to the same band
for the grounded electrode, at 1460 cm™!. This red shift is suggestive of cyclization of
the carbon skeleton[10]. Cyclization will promote extension of the three dimensional
network and could cause stress inside the films. Moreover, the appearance of a weak
band near 1600 cm~! could be associated with graphite-like or conjugated sp? clus-
ters, which must also be responsible for the strong absorption of visible light by the
carbon films produced on the powered electrode.

The IR spectra also suggest a large difference in hydrogen content between the
two films. Based on the molar extinction coefficients for the methylene and methyl
bending vibrations (14.9 and 15.0 1/mole-cm according to the work of Tibbitt ot
al[11]), the concentration of methylene and methyl groups in the carbon produced
on the grounded electrode are estimated to be 20 and 12 mmole per gram of filin
(mmole/gy), respectively. Thus, in the groundec electrode deposit more than one in
three of the carbon atoms is either bonded as -CHj-, or -CHj. For the carbon film
formed on the powered electrode, on the other hand, the methylene concentration
is estimated to be about 5 mmole/gy, lower by a factor of four compared to that in
the grounded electrode carbon, while the methyl concentration is below the limit of
detection. The lack of information for tertiary C-H groups does not allow evaluation
of total hydrogen content, but, from the values given, a much lower hydrogen content
is evident for the carbon films formed on the powered electrode.

An optical gap of 3.1 eV was determined from the Tauc plot for a film formed on

glass at the grounded electrode. The dark, hard films formed at the powered electrode
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exhibited a much smaller optical gap of 1.2 eV, The lower optical gap preéent in Alms
formed at the powered electrode is likely a result of an increased concentration of sp?
clusters in this material(6].

Raman and SIMS investigations of films formed on the powered and grounded
electrodes were also carried out. While the aforementioned techniques demonstrate
how the films differ significantly in both their mechanical and chemical properties,
Raman spectroscopy and SIMS failed to differentiate between the coatings. Typical
Raman and SIMS spectra ior the a-C:H films are shown in Fig. 3.6. and Fig, 3.7,
respectively. The Raman spectra for all the films was typical of those previously
presented in the literature for amorphous carbon films[13]. No systematic variations
in the Raman spectra were observed as a function of deposition conditions. SIMS
spectra also did not exhibit any systematic variations with deposition conditions.
Although SIMS is sensitive to hydrogen, the signal due to the background pressure of
hydrogen in the chamber, apparently obscures any variations in H* intensity between
films. It is also possible that the ion sputtering, used to generate secondary ions in
SIMS, alters the structure and composition of the a-C:H films in such a way as to

make their secondary ion mass spectra indistinguishable.

3.5 Discussion

The results in this chapter demonstrate the significant differences in properties
between films formed on the powered electrode and those formed on the grounded
electrode. The mechanical properties of films formed on the powered electrode are no-
tably superior. The FTIR spectra indicated that the powered electrode films contain
less hydrogen. Powered electrode films have a relatively small methyl group concen-
tration. Conversely, the large methyl group concentration in the grounded electrode
films indicates that a lack of crosslinking exists in these soft films. The large optical
gap of the soft films is typical of a highly hydrogenated polymeric material. The
decreased optical gap of the powered electrode films is thought to result from the
presence of conjugated clusters of graphitelike or sp? carbon. These graphitelike clus-
ters are likely responsible for a feature in the FTIR spectrum, at 1600 cm™!, which

appears only for the powered electrode films.
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Figure 3.6: Typical Raman spectrum for an a-C:H film.
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Figure 3.7: Typical SIMS spectra for an a-C:11 film.
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| Whilé the large diﬁerenées‘in the properties of the films are clear, the origin of
these differences is not. The most obvious difference in the growth conditions between
the two electrodes is the large self-bias voltage present at the powered electrode.
Positive ions created in the plasma Which diffuse into eithef of the electrode sheaths
are accelerated towards the sample surfaces at their respéctive electrodes. However, -
ions will strike the surface of powered electrode samples with a much greater énergy
than they will strike the surface of grounded electrode samples. This ion energy
difference is the most convenient and ‘perha,ps the most likely explanation for fhe
noted differences in mechanical properties. However, the plasrrm; species actually
responsible for the deposition have not been identified. They may be,plasrna ions
or they may be free radicals or both. The flux of reactive ions and radicals is also
not known. To understand the origin of the differences in film properties, the growth
mechanism of a-C:H films must be better understood. Therefore, more knowledge

must be gained regarding the plasma species present and their respective roles in the

deposition process.

55



Bibliography

[1] Y. Catherine and P. Couderc, Thin Solid Filins 144, 265 (1986).
[2] P. Couderc and Y. Catherine, Thin Solid Films 146, 93 (1987),

[3] K. Yamamoto, Y. Ichikawa, T. Nakayama, and Y. Tawada, Jap. J. Appl. Phys.
27, 1415 (1988). i

(4] J.W. Zou, K. Reichelt, K. Schmidt, and B. Dischler, J. Appl. Phys. 65, 3914
(1989). | | |

[5] B. M‘eyer“son and F.W. Smith, J. Non-Cryst. Solids 35/36, 435 (1980).

[6] E. Staryga;,‘ A. Lii)inski, S. Mitura, and Z. Has, Thin Solid Films 145, 17 (1986).
(7 J. Robertson,‘Adv. Phys. 35, 317 (1986).

[8] J.C. Angus, Thin Solid Films 142, 145 (1986).

[9] R.M. Silverstein, C.T.C. Basslef, and T.C. Morrill, Spectrometric Identification
of Organic Compounds, 4th ed. (Wiley, New York, 1981).

[10] B. Dischler, A. Bubenzer, and P. Koidl, Solid State Commun. 48, 105 (1983).

[11] J.M. Tibbitt, M. Shen, and A.T. Bell, J. Macromol. Sci. Chem. A 10, 1623
(1984).

(12] M.A. Tamor, J.A. Haire, C.H. Wu, and K.C. Haas. Apply. Phys Lett. 54, 123
(1989).

{13] M. Ramsteiner, J. Wagner, Ch. Wild, and P. Koidl, J. Appl. Phys. 62, 729
(1987).

56



Chapter 4

Plasma Characterization

4.1 Introduction

Characterization of the species impinging on the sample surface is necessary if
the growth mechanism of a-C:H films is to be understood. This chapter explains the
results obtained by mass analysis of the ionic and neutral species extracted through
an orifice located in the electrode where the sample would otherwise be. Mass analysis
was performed at both the powered electrode and at the grounded electrode. The
ionic species impinging on the sample surfaces at both electrodes were identified.
The relative total ion flux at the electrodes was measured and an upper limit on the
absolute ion flux was determined. The impinging neutral species were also identified.
~ The flux of méthyl radicals onto the sample surface‘was determined, and was found

to be sufficiently high so as to be able to account for the a-C:H deposition rate.

| 4.2 Neutrals

In order to understand the contribution of radical species to a-C:H film growth,
mass spectra of the neutral species incident on the powered and grounded electrodes
were collected, as shown in Fig, 4.1. The signal in the 12 to 15 amu range contains
minor contributions from pIasma. radicals, as will be deduced later. The methane
peaks decreased to about half of that observed in mass spectra taken without the
ignition of the plasma discharge. In place of this intensity, a strong hydrogen peak

and weak features due to CoH, species emerged as a result of plasma reactions.

In order to determine the signal intensity due to plasma radical species, all inten-
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Figure 4.1: Mass spectra of neutrals incident on the grounded electrode (GE) and
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sity in the measured mass spectra, originating from the nonradical component of the
plasma species, must be subtracted. This includes the pai'ent péak for each nonradi-
cal compohent, as well as the intensity generated in various other mass channels, as a
result of electron impact dissociation reactions occurring in the ionizer region of the
mass spectrometer. Cracking patterns spectrd and sensitivities of the mass analyzer
for all the relevant hydrocarbon species were measured in this system in advance, by
leaking through the pure gases to measured pressures in the plasma chamber. Ac-
‘cordiﬁg to these calibrationé, the weak features from C, species can be deconvoluted
into the contributions from ethane, .ethylene, and acetylene as shown in Fig. 4.2,
which is calculated for the spectrum obtained through the grounded eIectrode.‘ A
deconvolution of the features for the powered electrode resulted in a similar rati;).
The main production channels of these stable Cg“species in a methane plasma have
been discussed by Tachibana et al[1].

The sum of the partial pressures of the measured plasma species must coincide
with the measured pressure in the system. Once the intensities resulting from the
S}Seciﬁc species are known, their respective partial pressures can be obtained from the
analyser sensitivities as measured for the pure compounds. The result is shown in
Fig. 4.3. This figure represents the partial pressures within a mean free path of the
sampling briﬁce in the lower electrode. As can be seen in Fig. 4.3, there is a measurable
difference between the powered and grounded electrodes in terms of the individual
partial pressures. However, summation of the partial pressures evaluated in this way
results in an almost identical total pressure for both electrodes (ca. 65 mTorr), which
is only about 3 mTorr below that measured with a capacitance manometer at a point
away from the plasma region. This indicates a homogeneous total gas pressure within
the plasma chamber, and provides an independent assessment of the mass analyzer
system calibration.

Of great interest is the contribution made by the radicals, to the neutral signal
intensity. This contribution, neglected in Fig. 4.3, can partly account for the slightly
higher total pressure measured with the pressure gauge, as compared to the calculated
one. The mass signals due to radical species in the 12 to 15 amu range can be deduced

‘by careful subtraction of nonradical components, namely the signal intensities due
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Figure'4.2: Iixperimental and calculated intensities of the mass spectrometric inten-
sities in the cracking of various Cy;H, species. Intensities are calculated based on
the optimum concentration ratios (calculated as [CoHg) : [CoHy] : [CoHg] = 0.45 :
0.27 : 0.28) and the cracking pattern spectra of the pure gases taken with the same
apparatus.
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to the fragments of methané and Cj species, produced in the mass spectrometer
ionization chamber. The result is shown in Fig. 4.4. The 6n1y signal observed at a
level significantly greater than the experimental variation is that of 15 amu, showing
that the methyl radical is dominant. This is in agreement with the predictions of
" Tachibana et al[1] and Kline et al[2]. Fig. 4.4 also indicates that there is no significant
difference in radical flux between the powered and grounded electrodes. From these
data we can conclude that the maximum possible contribution to film growth of
radicals producéd in the plasma is not significantly different between the powered
and grounded electrodes. - |

In order for the result shown in Fig. 4.4 to be used for an estimation of the methyl
radical density in our methane plasma, some information about the sticking coefficient
of methyl radicals is required. The signal intensity measured with the mass analyzer
depends on a steady state concentration of the relevant species in the high vacuum
chamber for the mass analysis. This concentration is not solely determined by the

Hux of the species coming in through the orifice, but depends as well on the sticking
| probability onto the chamber walls.The pressure inside the chamber is maintained at
10~8 Torr, making collisions with walls‘ the predominant scat‘tering‘mechanism.

By blocking the direct pathway between the lower orifice and the hlass spec-
trometer ionization chamber, the signal intensity of any species with a high sticking
probability would be significantly attenuated. Fig. 4.5 compares the relétive radical
intensities with and without such a shield. Only a slight decrease in the CHj signal
intensity is observed when such‘ a shield is in place. The difference is almost within
the experimental variation. This indicates a fairly small sticking coefficient for the
methyl radicals onto the stainless steel chamber walls, which in turn allows an esti-
mation of methyl radical dehsity in the plasma. The ionization cross section of the
methyl radical is the only other important parameter to be taken into account. This
will be explained in more detail in the discussion section, in relation to the deposition

rate.

4.3 Ions

The mass spectra of positive ions incident on the powered and grounded electrodes
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Figure 4.4: Relative intensities of the mass 12 - 15 signals due to neutral radical
species, for the GE and the PE. The CHj radical is the predominant radical species
in the plasma.
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were meastured by turning off the {onizer in the mass spectrometer. The spectra are
shown in Fig. 4.6. In addition to the the primary ions CHy* and CH* which are
species produced by electron impact lonization of methane, secondary ions are also
observed in relatively high ratios at the grounded electrode, These secoridary fons,
like CHg* and C;Hgs*, are produced through ion molecule reactions, On the other
hand, at the powered electrode, CH;‘ is the most dominant and CH,* and CH?* ions
can also be seen, together with minor peaks due to secondary ions as mentioned
above, '

The large difference in spectral features, as seen in Fig, 4.6 can be explained in
terms of the larger potential drop near the powered electrode, as compared to the
grounded electrade. Because of the large potential drop at the powered electrode,
secondary electrons emitted there are aécelerated into the plasma at much greater
energies than those emitted at the grounded electrode. As a result, electron impact
ionization of methane occurs at a much higher electron energy near the powered
electrode. This is more likely to produce less-hydrogenated fragment ions. Also,
ions produced throngh electron impact near the powered electrode are much more
rapidly accelerated towards the electrode by the large potential drop than are ions
produced near the grounded electrode. The probability that these ions react with
methane molecules is thus decreased and the relative flux of the secondary ions onto
the powered electrode is reduced. |

By measuring and differentiating the ion signal intensity as a function of retarding
voltage, the ion energy distributions with respect to the ground potential of the mass
spectrometer were obtained. Fig. 4.7 shows the ion energy distributions measured
in this way for CHZF, H*, as well as for the total ions. In the case of the grounded
electrode, the energy peaks are found, irrespective of the species, in the 15 to 20
eV range. This corresponds to the plasma potential in the glow space as shown in
Fig. 2.4. |

Since the mass spegtrorﬁeter and all other chamber elements located below the
orifice in the lower electrode are at ground potential, ions incident on the lower elec-
trode with energies from 350 to 430 eV decelerate to energies from 0 to 80 eV before

being detected. Therefore, the energies with which ions strike the powered electrode

65



+
CH 4
+
a CoH,'
+
Ho 275
CHe
5 GE (x10)
Hg
z \\—M&___‘_,AA_.
e
- |
35
0
5 +
>
il
‘N
C
Y
wipad
C
— +
CH
2\‘
PE
CH
— : ,
15 30 45

Mass (amu)

XBL 896-2534
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are 350 eV higher than the energies shown in Fig. 4.7. The ion energy distributions
for the powered electrode are also more complex than that for the grounded electrode.
The distribution for hydrogen ions, for example, shows a high energy peak together
with a secondary peak on the low energy side. This is likely to be related to an tf
modulation of ion energy, which takes place when the time required for an ion to
traverse the cathode sheath is comparable to or shorter than the rf cycle. In fact, a
much heavier ion, CHz™*, shows only a single energy peak close to the plasma poten-
tial. This last point implies that ions which have entered the sheath edge impinge
on the powered electrode with a kinetic energy almost equivalent to the potential
difference between the electrode and the plasma bulk, without any significant loss of
energy due to collision with gas phase species. Thus, ions impinging on the grounded
electrode have less than 20 eV of kinetic energy on average, but ions incident on the
powered electrode exceed 350 eV in kinetic energy.

The total ion current density was measured at both the powered and grounded
electrodes using the Faraday cup arrangement described in the experimental section.
With the Faraday cup biased at -400 V, the current density at the powered electrode
was measured as 1.7 x 10!® cm~%. The current density measured in this way at
the grounded electrode was 0.4 x 10!® cm~2?s. These current density measurements
are upper limits to the real ion current density measurements, as explained in the
experimental section. The relative current density measurements should be accurate
however, as current doubling effects should occur at the same magnitude for both
electrode conditions. It is thus concluded that, under the standard deposition condi-
tions, the positive ion current flux is about 4 times greater at the powered electrode

as compared to the grounded electrode.

4.4 Discussion

Radicals

- The most dominant radical is the methyl radical (Fig. 4.4), which possesses a
rather small sticking coefficient, as noted by the lack of an intensity decrease with
a shield in place (Fig. 4.5). The dominance of methyl radicals is expected from the

individual cross section data provided by Melton and Rudolph{3], which favors the
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formation of methy! radicals over other fragmenﬂs by electron impact dissociation of

methane. The high concentration of methyl radicals is also consistent with the low
reactivity of methyl radicals with methané which results in a long methy! radical

lifetime([4]. If the main role of the methyl radical is to provide the bulk mass of the
. films by pélymerization, the methyl radical density must be high enough to account
for the observed mass deposition rate. In order to evaluate this methyl radical density
based on the result shown in Fig. 4.4, the ionization cross section of methyl radical in
our mass analyzer must first be estimated. To the author’s best kxloxvledge, the only
available cross section data for methyl radical related species are for the deuterated
- species, CD3, reported by Baiocchi et al(5). For an electron energy of 75 eV, like that
used in our mass spectrometer system, the total ionization cross section of CD3 was
measured at 2.8 x 10'® cm?. In this work, an equal cross section was assumed for
CHj;. On fhe other hand, the total ionization cross secﬁion of methane, which was used
as a reference species for the present estimation, ’varies significantly as determined
by different workers. In this work, the value of 3.8 x 107'® ¢cm? as reported by
Melton et al[3] was used. Using the same intensity units as used in Fig. 4.4, 1 mTorr
of methane in the plasma chamber produces an integrated intensity over the total
ionization fragments of about 2.0, while according to Fig. 4.4, fhe signal intensity due
to methyl radical is approximately 0.2.

Due to the small sticking probability of the methyl radical with the chamber wall,
its average residence time in the high vacuum chamber where mass analysis occurs,
is expected to be similar to that of the stable methane molecule. Therefore the
numerical values given above are sufficient for estimating the methyl radical densit"
in the methane plasnia. The ratio of ionization cross sections multiplied by the
signal intensity ratio, gives the d:nuity ratio of methyl radicals to methane molecules.
The methane pressure and thus density is kann, so the radical density is easily
calculated. From the signal inter “ity ratios and the ionization cross sections used,
the partial pressure of methyl radical should be about 0.14 mTorr, which is equ-: to
a radical density of 4.5 x 10> cm™ at 300 K. For this density, the radical flux to the
substrate is calculated to be about 7 x 10'® ¢m~2s™1,

The mass deposition rate, as measured on the powered electrode, for example,
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was 4.1 x 1078 g cm~2s~!, By assuming an atomic ratio of hydrogen to carbon in

the film to be 1:1, the above growth rate requires deposition of C; species at the rate

of 1.9 x 10%% cm~2s~'. Due to the much lower atomic mass of hydrogen as compared
to carbon, this value is not very sensitive to the assumed value of the atomic vatio
of hydrogen to carbon. A similar calculation for the grounded electrode leads to a
smaller rate of 1.0 x 10" cm~2s71, | | o |

By comparing the estimétéd radical flux with these growth rates, it can be seen
that methyl radicals alone cou]d»adequately account for th‘e deposited mass. If methyl
radicals were the exclusive precﬁrsor species, their stickin‘g probability, onto the grow-.
ing film surface, could be-dgtermined. A methyl radical sticking probability consistent |
- with this picture is 0.02 to 0.03, calculated as the ratio of the deposition rate, in terms
~ of the number of carbon atoms, to the methyl radical flux.

The methyl radical density estimated here can be compared to that recently re-
ported by Toyoda et al[6], i.e., 4.7 x 10" cm™ for an rf power of 25 W at 10 mTorr.
In view of the lower pressure and rf power used by these authors, the value is in
relatively good agreement with that estimated here. They also predicted that the
sticking probabili‘ty of the methyl radicals with the stainless steel walls of their Sys-
tem would be less than 1073, This is also consistent with our results, as the sticking
coefficient of methyl radicalé with the energetic film surface may be higher than that |

for collisions with the chamber walls.

Ions

The total ion current measurement is of great significance with regard to possible
growth mechanisms of a-C:H films. As discussed earlier, the measurement of total ion
current made in this work 1s an ﬁpper limit to the real ion current. By comparing the
measured tota;l ion current to the calculated deposition rate of C; from the previous
section, it can be seen that the ion current is insufficient to account for this deposition
rate. The total measured ion current at the powered electrode was 1.7 x 10'® cm™2s.
The calculated C; deposition rate was 1.9 x 10'* cm™s. At the grounded electrode

2

the measured ion current was 0.4 x 10*®*cm™2s, as compared to the calculated C,

species deposition rate of 1.0 x 10'® cm~2s. In both cases the ion current is less than
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the depositionl rate. Although the values are quite close, almost within experimental
variation, the evidence still points quite strongly against ions being the predominant
deposition speéies. A large fraction of the triie ion current results from H* and HF
species, which do not - contribute to the depositioﬁ rate.  Also, the current doubling
effect of secondary electrons makes the measurement of ion current an upper limit on
" the true ion current. Thirdly, the sticking coefficient of the deposition species may
be equal to one only at the maximum theoretical limit. Realistically, it must be some
value less than one. If ions were the predominant deposition species, the measured
value for ion current would be expected to be significantly higher than the calculated
C, deposition rate. | ' | ‘ | | |

The methyl radical flux is at least 40 times greater than the total jon flux. The
 total ion flux is insufficient for ions to be the predominant deposition species. Some
contribution of ions to the total deposition rate has not been ruled out, but the results
described in this chapter suggest that plasma radicals are responsible for the majority
of the‘bulk mass deposition of the films. More studies are necessary, however, if the
respective roles of i«:‘)ns and radicals in the growth mechanism of a-C:H films are to

| be elucidated.
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Chapter 5

Plasma Control

5.1 Introduction

The results up to this point suggest that the significant difference in the growth
conditions bétween the powered and grounded electrodes is the relatively high flux
and energy of the ions impinging on the rf powered clectrode. Since the films formed
at the powered electrode are mechanically superior to those formed at the grounded
electrode, ion impact processes are likely the origin of the hardness of these films.
Hdwever, the respective roles of plasma ions aﬁd radicals in a-C:H film formation
have yet to be elucidated. |

In order to understand the growth mechanism of a-C:H films, the roles played by
both the plasma ions and the radicals must be determined. Ideally, ions and radicals
must be studied iridependently. Achieving independent control of the ions and the
radicals, in the complex chemical system of a plasma, is exceedingly difficult. Most
work done in the past has utilized the effects that gas pressure and rf power have on
the self bias voltage, and thus the ion energy. While ion energy can be controlled
in this way, variations in rf power and gas pressure also affect the plasma density
and thus will alter the radical flux onto the growing film surface. In previous work
the radical flux was not measured, thus an uncontrolled variable was at work to
complicate intefpretations of results.

Explained in this chapter, are experiments which were designed to control the
effects of plasma ions and plasma radicals independently. The first series of experi-
ments employ a novel technique, called pulsed biasing, in order to gain control of the

ion energy flux to the surface without affecting the radical flux significantly. In order
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to control the radical flux, radical scavenging experiments were carried out which

were designed to selectively reduce the flux of radicals, while maintaining most of the

ion flux. The results from these experirﬁents shed new light on the complimentary

roles of ions and radicals in the growth of a-C:H ﬁlms, and their effects on the final

physical properties of the films.

5.2 Pulsed Biasiag Effect

A pulsed biasing experiment was devised to enhance and control jon bombardment
in order to illuminate the effect of the ions more clearly. By pulsing the nonpowered
electrode to large negative voltages during the deposition, the flux of the high ex.:ergy

ions incident on the sample surface is controlled: Thus, conditions at the nonpowered

electrode are altered to become more like powered electrode conditions. This control,

unlike the rf power control conventionally used to vary ion energy, has a relatively
small effect on the radical flux, at ldng as the pulse width and frequéncy are varied so
that the nonpowered electrode is near ground potential most of the time. A similar
technique, but with pulse heights from 10 - 100 keV, has been employed by Conrad
and Castagna[l] for ion implantation. The technique ured here employs much lower
pulse véltagesn thus bombarding the surface with ions of much lower energies, not

implanting the ions in the traditional sense.

5.2.1 Ion Current Density and Ion Energy Flux

The ion current density was measured for each of the pulsed biasing conditions
so that variations in film properties could be correlated with the apparent ion energy
flux.. As will be seen in the following sections, the properties of the a-C:H films
varied smoothly with the apparent total ion energy flux but not with individual ion
energy. The current density measurements were made as described in the chapter
2. The values for current density thus obtained are an upper limit i‘on the real ion
current, density values, due to the possibility of current doubling effects from secc ndary
electron emission. Since these effects only proportionally alter the measured values,
relative changes in ion current density are rcalistic. The values are used to investigate

the variations in film properties with chanjjes in ion current density and ion energy.
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The values of apparent ion current density for various pulsed biasing conditions
are given in Fig. 5.1. As noted earlier, a large difference in ion flux exists between
powered electrode and grounded eleétrode conditions. It is greater by about a factor of
four at the powered electrode. As the voltages and frequencies of the pulsed biasing
conditions are increased‘, the average ion current also increases somewhat, as also

visible in Fig. 5.1. The effect is subtle, as the most vigorous pulsed biasing condition

 yields an ion current greater by a factor of less than two over the value measured for

the grounded electrode conditions.

Since no temporal variations were observed for the ion current under the pulsed
biasing conditions, the calculation of the average ion energy flux is relatively simple. It
is given.by the product of the measured D.C. current and the time averaged potential
drop between the lower electrode and the plasma bulk. The values calculated in this
way were used in the plots showing the variation of film properties with ion energy
flux, as given in this chapter. The properties of the a-C:H films examined in this
study, were found to vary smoothly with thé ion energy flux, not with individual ion
energv, hence the motivation for plotting the measurements versus ion energy flux.
The noted variation of film properties with ion energy flux is dealt with in more detail

in the discussion section.

5.2.2 Hardness and Deposition Rate

The thickness deposition rate of a-C:H films was found to decrease with ion energy
flux as displayed in Fig. 5.2 , however, the mass deposition rate was found to remain
approximately constant. Therefore, it appears that the ions act to densify the films.
The variation of Knoop hardness and compressive stress of a-C:H films as a function
of ion energy flux is also shown in Fig. 5.2. The hardness and compressive stress of
a-C:H films produced at the pulsed biased electrode were found to increase mono-
tonically with the ion energy flux. As shown in the inset of Fig. 5.2, the curves can
be extrapolated far down to the high energy flux values of hardness and compressive
stress which were measured for the films formed at the powered electrode. Thus it
can be seen that the mechanical properties of a-C:H films are controlled by the energy

flux supplied to the film surface by ions but not on the individual ion energy. Also,

75



PE.

1.1kV (25kHz )
1.1kV(12.5kHz)
800 V(25 kHz)
1.1kV (6.25kHz)
500 V{25 k Hz)
1G.E. |

~ -
~——
-~
—
~——
-
~—o
-

-~
-
-~
-~

°
.
o0
_l | 1

1

.
@0
|

-

_ ‘_ _ «_ _ . _ _
O ™~ o <

N - ‘
ﬁmeuﬂo:. x:: uol Em.a%:\

XBL 906-2127

Figure 5.1: Apparent ion flux on the substrate for various deposition conditions.
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the mass deposition rate of a-C:H films onto silicon substrates is not significantly

affected by the ion energy flux.

5.2.3 FTIR

The FTIR spectra of the films were measured as a function of biasing conditions
in order to investigate how the C-H bénding in the films varied with energy flux. The
concentrations of methylene (-CHj-) and methyl (-CHg) groups were determined from
the FTIR spectra and are plotted versus energy flux in Fig. 5.3. The concentrations of
both methylene and methy! groups in the films show a répid decrease with the energy

flux and level off at a relatively small value of energy flux of about 4 mJ cm~?s-!

The methyl group concentration has decreased to near zero at this point, suggesting

that most of the crosslinking, which acts to expand a three dimensional amorphous
network, has been completed at this value of energy flux. It is interesting to note that

it is at this same value of energy flux that the compressive stress of thé films begins

to increase, as can be seen in Fig. 5.2.

5.2.4 Optical and Raman Spectra

The optical gap of the a-C:H films was measured as a function of biasing conditions.

Fig. 5.4 shows the optical gap plotted as a function of ion energy flux. The optical

. gap was determined from the Tauc plot of the absorption coefficient using a linear

extrapolation of the absorption edge(2]. The figure shows the optical gap decreasing
rapidly and then leveling off, again at an energy flux of about 4 raJ cm=2s~1,
Concurrent with the decrease of the optical gap, we also found that the Urback
edge[3] (the optical absorption associated with localized states near the band edges)
became less and less distinctive. The localized states are presumed to be at least partly
associated with an incomplete three dimensional amorphous network, so the above
trend is consistent with the rapid decrease of the -CHj concentration as demonstrated
in Fig. 5.3. The localized states can also serve as effective fluorescence centers in the
a-C:H films[4]. In fact, a strong fluorescence background prevented the acquisition
of Ram~n spectra for films produced with an energy flux less than 2.3 mJ cm~2s~1,

Other films grown under higher energy flux, however, have shown Raman spectra
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Figure 5.3: Concentrations of methylene (-CHj-) and methyl (-CHj) groups in a-C:H
films as a function of ion energy flux.
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Figure 5.4: Changes in the optical gap of a-C:H films as a function of ion energy flux.
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characteristic of the amorphous carbon phase. The Raman spectra were not found

to vary significantly with ion energy flux or individual ion energy.

5.3 Radical Scavenging

The studies utilizing the pulsed biasing technique showed the hardening effect of
ion energy flux, and the measurements 6f ion flux indicated that ions are not the
~ primary deposition species. In order to determine the radical contribution to film
- growth, the effect of a radical scavenger on growth rates was studied. It has been
demonstrated in the case of silicon growth by PACVD, that the addition of a small
amount of a radical scavenger, such as NO, into the plasma causes a large decrease
in the deposition rate[S]. Fig. 5.5 shows the effect of NO on the deposition rate of a-
C:H films. Here the total gas pressure before plasma ignition was kept constant at 65
mTorr, as before, in order to avoid large changes of plasma parameters. Although this
caused a decrease in methane pressure, it amounted to only 20% for the maximum
NO content. Therefore this effect can account for only a moderate decrease in the
deposition rate. In Fig. 5,5, a very strong decrease in growth rate is evident in the
case of the powered electrode, where as little as 5% NO decreases the growth rate by
more than a factor of two, and no deposition was observed in the presence of 20%
NO. A decrease in growth rate is also measured for the film grown on the grounded
electrode, however this decrease is much less rapid.

Auger electron spectroscopy was performed on a film formed at the grounded
electrode with the addition of 10% NO to the plasma. It was clear that a large
amount of nitrogen and oxygen had been incorporated into the film formed on the
grounded electrode. It is apparent that the product of radical scavenging, some sort
of CNO polymer, was deposited at the grounded electrode. AES also demonstrated
negligible NO incorporation into the film formed at the powered electrode. The
additional presence of the CNO polymer at the grounded electrode accounts for the
less rapid decrease in deposition rate there, as compared to the rate at the powered
electrode. The CNO polymer is likely susceptible to ion bombardment, hence its
absence at the powered electrode.

It is important to demonstrate that NO is not scavenging the ions as well as the
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Figure 5.5: Effect of nitric oxide addition on the deposition rate at the PE and the
GE. Radical scavenging by NO decreases the deposition rate dramatically.
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radicals. Fig. 5.6 shows the mass spéctrq of ions incident on the powered electrode
with and without the addition of NO (20%). The intensity of the ion signal has
decreased by about a factor of twé with the addition of 20% NO. However, as is seen
in' Fig. 5.6 the growth rate of the films has decreased to zero at this point. If the
ions were the predominant p;écursor, we should still see a growth rate on the order
of 80 A/min. Hence we can conclude that it is a radical scavengii}g effect, not an
ion scavenging effect, that accounts for the decrease in growth rate by the addition
of NO. | |

This radical scavenging study shows conclusively that radicals in the plasma must

be the precursors responsible for the deposition of the majority of the film mass.
5.4 Discussion

The experimental results described a‘bove‘ demonstrate close correlations among
various film properties. In the region of relatively low ion energy ﬂux,.the‘supplied |
energy seems to act to promote cross‘lihking between carbon chains to expand the
three‘dimensionrﬂ amorphous network. This is indicated by the rapid decrease in
both methylene and methyl group concentrations as a function of ion energy flux in
the region of relatively low flux. The structural network is not built up only with
the sp® bonding configuration, but is inevitably accompanied by ‘the‘formation of sp?
clusters or 7 bonded domains, which account for the decrease of the optical gap[6],
as seen in Fig. 5.4. The presence of small domains of graphite-like structure at the
surface of a-C:H films has also been observed by scanning tunneling microscopy(7](see
chapter 7). The expansion of the three dimensional network also results in a significant
increase in hardness. However, in this rogion of relatively low ion energy flux, and in
association with the resultant higher hydrogen content, the films are probably more
deformable, resulﬁing in a relief of any compressive stress which might build up. As
a result, the compressive stress remains below our limit of detection up to a hardness
of 8 GPa and an ion energy flux of 4 mJ em™?s~1.

In the ion energy flux range greater than abcut 4 mJ cm™?

s~1, almost no change in
methylene group concentration or optical gap is seen, and the methyl group concentra-

tion falls close to zero. Nevertheless, the hardness continues to increase considerably,
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‘Figure 5.6: Mass spectra of ions incident on the powered electrode for 0% NO feedgas
concentration and for 20% NO. The presence of the radical scavenger has a relatively
small effect on ion flux.
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from about 15 GPa up to more than 30 GPa. Since the crosslinking seems to have
been mostly completed already at lower energy flux values, the factor rémainihg which
could account for the ‘hardening‘ is a densification of the films. In fact, the density
of the film grown on the pulsed biased electrode with a flux of about 4 mJ cm™?s71,
was approximately 1.4 g/ cm?®, still less than that of films produced on the rf powered
electrode (approx. 1.7 g/cm®). The deformability of the material is probably less at
these high ion energy flux values, so the compressive stress now beginé to increase in
parallel With the hardness. |
The radical scavenging study demonstrated how plasma radicals are responsible
for the bulk of the mass deposition of the a-C:H films. The ions act to alter the
structure of the material being deposited. The properties of the ﬁims vary with ion
energy flux but not with the energy of the individual ion. This suggests a mechanism
involving large but local thermal spikes quenched rapidly by the bulk of the film, as
proposed by Weissmantel[8]. Within these energetic spike regions, various processes
- bond rearrangement, cross linking accompanied by hydrogen elimination, partial
graphitization, etc. - could be highly activated. Also, a rapid quenching of the
energetic surface layer by the bulk of the film is likely ‘to be related to the high
residual compressive stress, as nonequilibrium structures could be frozen out of the

energetic surface.
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Chapter 6
Interface CharacteriZation

6.1 | Introduction

Characterization of the interface between the a-C:H film and the substrate is most
important for the potential applications of the films as protective coatings. Hard a-
C:H films, produced under high energy ion impact, exhibit a large compressive stress
of several GPa[l], so good adhesion to the substrate is é prerequisite to prevent de-
lamination. The films exhibit especially good adhesion characteristics when deposited
on single crysta.l silicon substrates. Hard a-C:H films more than 2 um thick are easily
grown on silicon without any delamination. The films are not noticeably damaged nor
delaminated by a scratch adhesion test with an 830 g load[1]. This strong adhesion of
a-C:H films on silicon suggests that the films are bound to silicon by strong chemical
bonds, and that a silicon carbide laye; is likely to be present at the interface.
, Sander and coworkers have used depth profiling with argon ion sputtering in their
sﬁudy using XPS and AES to identify the interfacial carbide[2]. They proposed a
carbide layer extending over nearly a hundred A, not‘only for hard a-C:H films on
silicon, but also for soft polymer-like films that showed poor adhesion. It is possible,
however, that the high energy ion depth profiling used induced a structural change
at the interface of the material béing studied. Mixing occurs as a result of the strong
forward momentum transfer from the sputtering ions to target atoms. Such mixing
could result in an artificially broad measurement of the interface thickness.
In this ‘chapter, the results of an XPS analysis of the silicon~carb6n film interface
without the use of jon sputtering are presented. The a-C:H films studied in this work

were deposited to thicknesses where the XPS signal originating from the interface
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regi‘én stﬂl contributed significantly to the overall spectrum; Due to the short mean
free path of the photoelectrons, the contribution of surface (or interface) a,toms‘can be
enhanced relative to that from the underlying substrate atoms, by changing the angle
of collection of the photoelectrons. The existence of silicon carbide at the interface
of a hard a-C:H film grown on silicon was confirmed. However, the thickness of
the carbide as determined from angle-resolved spectra was much smaller than that
r‘ep‘orted by Sander and coworkers. Moreover, there was no carbide formation evident
at the interface of a soft polymer-like film on silicon. Films formed at varying self bias
-voltages and pulsed biasing conditions were studied in order to determine the effect of
ioh.energy dn intérfacle‘thiékness. The thickness of the the SiC interface was observed
to increase with ion bombardment energy. It was‘cohcluded that ion bombardment
during a-C:H deposition contributeé to strong adhesion by inducing the formation of

an interfacial carbide layer.

6.2 Angle-resolved XPS
6.2.1 Interface Characterization

To analyse interfacial composition [3], XPS spectra in the regions of interest were
taken as a function of takeoﬁ‘ angle for a series of short deposition times. Fig. 6.1
shows the silicon 2p spectra at two of the takeoff angles (60", and 15°) for 0 s, 5 s,
and 20 s deposition times on the powered electrode (50 W), where a hard (about
30 GPa) a-C:H film is produced. The uppermost two spectra, corresponding to zero
a-C:H deposition time, were taken with a control substrate that had received the
identical treatment as had other samples, excluding plasma ignition. These control

'Si 2p spectra did not exhibit any oxide peak even near the grazing takeoff angle of
15°. Furthermore, the peak shape was identical with that for‘spectra. obtained from
silicon wafers that had been first etched in HF and further sputter cleaned by argon
ions. Oxide formation on the HF treated silicon wafers from exposure td background
gases in the plasma charn‘ber,, therefore, can be ruled out.

The hard a-C:H deposition on silicon introduced a higher binding energy‘ shoulder
in the Si 2p spectra. The intensity of this shoulder relative to the pure Si 2p peak

increased as the photo-electron take-off angle was reduced (see Fig. 6.1). Fig. 6.1
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Figure 6.1: Si2p spéctra for various deposition times on Si(100) placed on the powered
~ electrode; where a hard a-C:H film is produced. (a) electron takeoff angle = 60°. (b)
electron takeoff angle = 15°.
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also shows the results of a computer-'assistgd separation of the Si 2p spectra into
two overlapping peaks, i.e., a‘pure Si 2p peak due to the substrate bulk, and a
highex binding énergy component associated with the interface. A set of curve fitting
pa.rarnefers for the pure Si 2p signal from the substrate was obtained by analyzing the
control spectra of films with‘ no a-C:H deposited. These pata,meters were u#ed in the
peak separation of spectra where secondary interfacial contributions were present.

It can be seen in Fig. 6.1 that the intensity ratio of the higher binding energy
peak to the pure Si 2p peak depends strongly on the electron takeoff angle, but not
on the deposition time in the range longer than 5 s (see also Fig. 65) The deposition
time, however, strongly affects the absolute intensity 6f the Si 2p signél. 'The angular
dependénce shows that the higher binding energy peak is &ssocia,ted with the Si
atorhs nearest the surface, ie., the»silico‘n atoms a‘.t the substrate-film interface. The
independence of the intensity ratio and the decrease in the absolute intensity with
deposi‘tion times grea.tef than 5 seconds, indicates that the interface formation is likely
completed in the early seconds and is simply being covered up by a-C:H during the
seconds thereafter. | |

The interfacial peak maxima were found Be‘tween 100 and 101 eV, in agreement
with the chemical shift of Si 2p state in silicon carbide reported by Wheeler and
Pepper[4]. The identification of the interfacial layer as silicon carbide is supported
by the concurrent change of C 1s spectra as shown in Fig. 6.2. '

These spectra can also be separated into two overlapping peaks, one associated
with the depoéited a-C:H and a secondary peak at lower bindir’lg‘ energy. The curve
fitting parameters for the non-interfacial C 1s signal were obtained from a spectrum
taken of an a-C:H film deposited for more than 40 s, where the interfacial contribution |
to the spectrum is negligible. The maximum of the peak associated with the interface
is at 283 eV, as expected for silicon carbide[2, 4].

Information about the stoichiometry of the interfacial carbide can be extracted
from the intensity ratios of the Si and C signals associated with the interface. Fig. 6.3
shows a linear relationship between the peak areas of the Si 2p and C 1s signals
that were attributed fo the interfacial carbide. The data were collected for various

deposition times and takeoff angles. The line drawn in Fig. 6.3 with a slope of unity
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Figure 6.2: C s spectra for various deposition times on Si(100) placed on the powered
electrode. (a) electron takeoff angle = 60°. (b) electron takeoff angle = 15°.
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Figure 6.3: Relationship between the peak areas of Si 2p and Cls signals associated
with the interfacial silicon carbide layer. The data are collected for various deposition
times (5 to 20 s) and electron takeoff angles (60° to 15°). The intensity ratio of near
unity suggests the silicon carbide layer is approximately stoichiometric.

92



illustra\tes how closely the data fits a 1:1 intensity ratio. The sensitivity factors of the
PHI 5300 XPS system for Si 2p and C 1s electrons are both equal to 0.25. Also, the
elastic mean freé paths of pﬁotoelectrons in the a-C:H overlayer are e‘xpecte'd. to be
about the same for the two peaks, because the difference in electron kinetic e'nergy,‘
970 eV for C 1s vs. 1155 eV for Si 2p, should cause only about a 10 percent difference
in the mean free path[4] As a result, the area intensity ratio of Si 2p to C 1s of
approxnnately 1:1 implies that an approximately stoichiometric silicon carbide layer
has been formed at the interface. | o |

In addition to Si 2p and C 1s, the XPS spectra also exhibited noticea‘ble 01s
‘intensity. Nonstoichiometric silicon oxide can also cause a higher binding energy

shoulder in Si 2p spectra[4]. However, the good correlation between the Si2p and C 1s

~* gpectra in terms of chemlcal shift and peak area excludes any significant contribution

from such oxide. Fig. 6.4 shows spectra in the regions of O 1s, Si 25, and Si 2p
peaks, which also demonstrates that the higher binding energy Si 2p shoulder is not
associated with oxygen. Si related peaks are almost completely attenuated at a low
takeoff angle of 15°. The O 1s signal intensity (thé peak binding energy was between
531 and 532 eV) and its angle dependence varied from sample to sample, but in a
typical case shown in Fig. 6.4, the O 1s peak does not suffer any significant intensity
change as a function of takeoff angle. The PHI sensitivity factor for the O 1s state is
0.66, greater by factor of 2.6 than that for the Si 2p state. If the higher binding energy
‘component, in the Si 2p spectra was due to a suboxide of s.licon, the O 1s signal in
Fig. 6.4 would have to originate entirely from the interface. The insensitivity of the
O 1s peak intensity to takeoff angle éxclu‘des this possibility. The oxygen is probakly
due primarily to a small residual bulk and/or surface contamination of the a-C:H
ﬁlmé. |

The effective thickness of the interfacial carbide can be estimated from the angle
dependence of the ratio of the interfacial Si 2p intensity to the pure Si 2p intensity
from the substrate bulk, based on the relevant intensity attenuation equations(4].
In the presence of an a-C:H overlayer of thickness d, and an interfacial carbide of

thickness d;, the pure Si 2p intensity from the silicon substrate at takeoff angle 6 can
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Figure 6.4: XPS spectra showing the O 1s, Si 2s, and Si 2p peaks at electron takeoff
angles of 60° and 15°. Deposition time is 20 s on the powered electrode. The intensity
is normalized to the C 1s peak to account for the angle dependant instrument factor.

The lack of attenuation of the oxygen signal indicates that 7Xygen is not associated
with the interface. |
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be described as I,(8), where

—d; —d,
/\;sénﬂ)emp(/\osinﬁ) ‘ (6.1)

I,(6) = IyA,psexp(

and A,, A, and ), are the elastic mean free paths in the silicon, the interfacial
carbide, and the a-C:H overlayer, respectively, and p, represents the density of Siin
the substrate. The factor Ip in equation 6.1 aé;ounts for the photoelectric emission
cross section and the angle and energy dependent instrument factor. The Si 2p

intensity associated with the interfacial carbide is

1
—

L(0) = Iphipi[l — exp )\‘.Sirio)]emp( L ' (6.2)

AoSIN

w’hecre‘ pi expreséeé the density of Si in the interfacial carbide. From equations 6.1
and 6.2 the ratio of Si p intensity from interfacial silicon carbide to Si 2p intensity
from the silicon substrate is given by
I,(@) ‘)\,-p- d.’
= +—leap(—=—) — 1]
I,(8)  Asps A;sinfd

(6.3)

which is independent of the parameters relating to the a-C:H overlayer as expected.

Eq. 6.3 can be rewritten in a more convenient form like:

R(8) = In(1 +—j\\—:—§’-}]-j%) = (d;/Ai)(1/stnd). (6.4)
Thus by plotting R(6) as a function of 1/sinf, one can determine the interfacial
carbi“e thickness d; from the slope d;/A;. The unknown parameters are p; and J;,
~which are for the interfacial carbide. Fig. 6.3 suggests the formation of approximately
stoichiometric silicon carbide, so the parameters for a single crystal SiC were used as
a first approximation. Then ps =2.33 gcm™2 [5], p; =2.25 gem™® (from the density
of 8iC, 3.21 gem™ (2], pi = psic(msi/(ms; + mc) ), A, =23 A [6], and \; =15.6 &
[4], respectively. Fig. 6.5 shows a plot of R(6) as a function of 1/stné for various
depcsition times, based on the values given above. The fit to the linear function
of Eq. 6.4 is shown in the figure. The 5 s deposition gave a slightly lower slope,
indicating that the interface formation is not strictly completed at this point. The
data points for deposition times greater than 10 s can be fitted well by a single line,
and give a slope (d;/);) of 0.42 * 0.02 so that d; is 6.5 * 0.3 A, approximdtely 7 A.
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Figure 6.5: Dependence of R(f) as defined in the text from the ratio of the chemically
shifted Si 2p peak (from SiC) to the pure Si 2p peak (from the Si substrate), on 1/siné.
f represents the electron takeoff angle.
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- The interfacial carbide thickness oi 7 A determined above is significantly less than
that suggested by Sander and coworkers([2]. The accuracy of the thickness determined
here depends of course on the accuracy of the numerical parameters assumed. The
calculations also assume that the materials behave as a stack of ideal uniform slabs.
However, it appears unlikely that th‘e carbide thickness could be more than an order
~ of magnitude greater than the obtained value, as shggested by Sander and coworkers.

Unlike the hard a-C:H, a soft polymer-like ilm produced on the grounded electrode
exhibits not only a low hardness (about 2 GPa) but also poor adhésion, as judged
by scratch adhesion tests. Thus the interface of the soft carbon film with the silicon
substrate ié expected to be considerably different from that of the hard a-C:H film.
Fi‘g. 6.6 shows a typica;l Si 2p spectrum for the“soft polymer-like film ai a takeoff
Angle of 15°. The secondary peak maximum is located at about 101.8 eV, too high
inerergy to be attributable to silicon carbide. The energy is more characteristic of a
suboxide of silicon[4]. It should be noted that no such oxide peak was observed in the
spectra of the control substrates which were not subjected to the plasma discharge.
This suggests that the oxide layer was formed by the action of the plasma, possibly
due to oxygen containing impurity species such as water related ions and radicals. As
can be seen from the spectrum in Fig. 6.6, taken near the grazing angle, the intensity
of the oxide peak is extremely small. A similar calculation as used to determine the
interfacial carbide thickness resulted in a thickness of roughly 1 A, which indicates

that an interfacial monolayer does not exist.

6.2.2 Effect of Ion Energy
RF Pow.r Dependence of Interface Thickness

In order to investigate the effect of ion energy on interface thickness, the above
procedures for determining SiC interface thickness were carried out on a series of
samples deposited at varying rf power levels. In an rf plasma system, the self bias
voltage of the powered electrode can be controlled by varying the rf power, as shown
in Fig. 2.3. One drawback to this method of kinetic energy control is the fact that
the plasma density and ion and radical flux to the subsﬁrate, also vary significantly

with rf power. The rf power dependence of the interfacial thickness has, however,
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Figure 6.6: A Si 2p spectrum from a soft a-C:H film on silicon at electron takeoff
angle of 15°. Deposition time is 20 s. A suboxide of silicon is present at the interface

of these films at submonolayer levels.
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proved to correlate well with the expeéted penetration depth of carbon ions into a
silicon target, as determined by their kinetic energy.

The variation of the XPS signal with rf power is shown in Fig. 6.7 and Fig. 6.8.
lFxg. 6.7 shows the background subtracted Si 2p spectra ta.ken at an electron takeoff
angle of 30°, for ‘;samples prepé,red at the powered electrode with rf ‘power ranging
from 10 to 100 W. The control spectrum, shown in the upper left in Fig. 6;7, was -
taken of a sa.mple which had received identical treatment as the other samples, ex-
cluding plasma ignition. It has been shown earlier, that for an rf power of 50 W, the:
interface formation is complete well within 10 seconds of plasma ignition time and is‘
simply being covered up by a-C:H thereafter. Based on this result and the measured
aepositibn rates, the deposition times for the other rf power levels shown in Fig. 67
have been chosen to bé equivalent to or longer fha.n the 10 second deposition time at

50 W. | | |

| Using the same control paraméters as noted abbve, the Si 2p spectra shown in
Fig. 6.7, were separated into two overlapping peaks(dotted lines). The low binding
energy peak originates‘ from the pure silicon in the substrate, and the second peak
~about 1.8 eV higher in binding energy is assigned to the silicon carbidet4] at the
interface. It can be seen in Fig. 6;7, that the intenéity of the interfacial peak relative
to the peak associated with the substrate increases monotonically with rf power. As
will be verified later, this change in relative intensity is due to a net increase in the
thickﬁess of the carbide interface with rf power, or more precisely,‘ with the self bias
voltage at the powered electrode.

The effect of increasihg interface thickness with self bias voltage can also be seen
in the C 1s spectra shown in Fig. 6.8. This figure shows the C 1s spectra taken at an
electron takeoff angle of 60° for the same series of rf power. The most intense contri-
bution to the total signal is clearly that originating from the a-C:H ovérlayer. In this
case, the control spectrum, shown in the upper left, is that taken of a sample covered
by a sufficiently thick a-C:H layer (ca. 50 A), to suppress the signal originating from
the interface region. The extended tail noticeable on the higher binding energy side of
the main peak is likely due to carbon contaminants. The intensity of the C 1s signal

from the a-C:H overlayer is so much greater than that from the carbide interface that
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Figure 6.7: Si 2p spectra of a-C:H films as a function of self bias voltage. These

spectra were taken at an electron take off angle of 30°, with rf power ranging from 10
to 100 W. |
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Figure 6.8: C 1s spectra of a-C:H films as a function of se'f bias voltage. These
~ spectra were taken at a take off angle of 60° for rf powers ranging from 10 to 100 W.
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| the contribution from the interfacial carbide is not ilnmediately a,ppdrent. However,

after subtracting the intensity of the overlayer carbon, using the paramcters obtained
from the cbntrol spectrum, a small peak at 283 eV, as expected for silicon carbide,
was separable from the spectra. The iﬁtensity of these peaks gradually decreased
with increasing deposition time, and also with decreasing electron takeoff angle, as
expected for intensity originating from a buried interface.

As described éarlier, information about the stoichiometry of the interfacial carbide
can be obtained from the relationship between the interface related Si 2p and C 1s
peak areas. Fig. 6.9 shows the comparison of peak areas for the series of rf power
values and el‘ectron takeoff angles. The scatter in the data is due mainly to error
associated with the peak separation. The line drawn in Fig. 6.9 with a slope of unity
shows a good average fit to the ‘data,, implying an approximately 1:1 ratio of silicon to
carbon present in the interface. Fig. 6.9 thus confirms that, irrespective of rf power
in the range form 10 to 100 W, an approximately stoichiometric silicon carbide layer
is formed at the interface of a-C:H films grown 611 silicon at the rf powered electrode,

Using Eq. 6.4, the thicknesses of the interface for films formed at various rf powers
were calculated and the resuits are shown in Fig. 6.10 There is a good fit to the linear
function of Eq. 6.4 for the data plotting R(6) vs. 1/sin8 for the series in rf powér,
with yome deviation at § = 15°. The fit to Eq. 6.4 is quite good considering that the
assumption has been made that the materials are ideal uniform slabs, and parameters
for single crystal silicon carbide were used for the interfacial carbide values p; and A;.
Also noted in Fig. 6.10 is the interfacial thickness, d;, determined from the slope of
the line drawn for the series of rf powers. The thickness is approximately 4A for 10W
and increases by about a factor of two at an rf power of 100W.

It is clear that the thickness of the interface increases with rf power, As the rf
power is increased from 10 to 100W, the negative self bias voltage at the powered
electrode changes from 150 to 540 V. At the same time, however, the deposition rate
also increases by a factor of five, which must be accompanied by a significant change in
both the radical and ion flux to the substrate. It would be useful to determine which
factor plays the most important role in controlling the thickness of the interfacial

carbide. In order to address this question, Fig. 6.11 displays a plot of the thickness
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Figure 6.9: Relationship between the peak area of Si 2p and C 1s signals associated
with the interfacial carbide.
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Figure 6.10: Dependence of R(0) as defined in the text on 1/sind, plotted for a series
of self bias voltage conditions. The interface thickness, as calculated from the slope
of the best fit lines are also given in the figure.
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Figure 6.11: Calculated thickness of the silicon carbide interface as a function of self
bias voltage. The solid line gives the results of the theoretical penetration depth of
Ct* ions into silicon as a function of ion energy, as calculated using TRIM code.
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determined in Fig. 6.10, as a function of self bias volt‘age. Superimposed on this plot
is a theoretical relatibxiship between the average penetration depth of C* ions into
a silicon target, as calculated by Brown[8] using TRIM code[7]. According to the
measurement of the ion energy‘distribution in the plasma(see chapter 4, Fig. 4.7),
the kinetic energy of plasma ions impinging on the substr&te is essentially determined

by the self bias voltage. Therefore, the upper and lower horizontal axes in Fig. 6.11

(kinetic energy and self bias voltage, respectively), are assumed to have the same scale. |
Fig. 6.11 shows that a vertical sba.le adjustment (the axis of average penetration depth

is reduced by a factor of 2.7) results in a close fit of the kinetic energy dependence of -

thé average penetration depth to that of the thickness of the silicon carbide interface.

In the plasma studied here, the dominant ions impinging on the substrate are -

not C* ions, but were found to be CHY ions (see Fig. 4.6). Theoretical calculations
of the penetration depth of such bulky hydrogenated ions are difficult because their
energy dissipation processes are complicated by bond breaking and resultant énergy

partitioning into the final fragments. It is reasonable, howeve‘r‘ to expect that their

penetration depth is significantly reduced, as compared to that of monoatomic C* ‘

ions. This expectation does not necessarily justify a kinetic energy independent ratio
of the penetration depth of CHY ions £o that of C* ions. Nevertheless, Fig. 6.11 givés
support to the notion that an intimate correlation exists between the thickness of the
carbide interface and the penetration depth of plasma ions into the silicon substrate.
The penetration depth is controlled by the kinetic energy of the incident ions, which
in turn depends on the self bias voltage. It is therefore éuggested that the thickness
of the carbide interface is controlled by the self bias voltage, not by the ion and/or

radical flux to the substrate.

Pulsed Biasing Dependance of Interface Thickness

The effect of pulsed biasing on interfacial thickness was also studied. Pulsed
biasing serves as another useful method for controlling ion energy. Fig. 6.12 shows
the Si 2p signal for the samples deposited under various pulsed biasing conditions,
noting the‘pulse height and frequency. For comparison, Fig. 6.12 includes the spectra

for films formed at the rf powered and the grounded electrode. As discussed earlier,
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Figure 6.12: Si 2p spectra for a-C:H films grown on silicon under various pulsed
biasing conditions. ['or comparison, the spectra for films formed on the grounded and
powered electrodes are included.
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no measurable silicon carbide interface exists in the case of the soft polymerlike film
deposited at the grounded electrode. Instead, the grounded electrode Si 2p spectrum
exhibits intensity attributable to a small amount of oxide. Since the control Si 2p

spectra with no a-C:H deposition do not show any higher binding energy component,

the oxide formation must be due to oxygen containing impurity radicals and/or ions

in the methane plasma.

With the spectra for the powered electrode and grounded electrode as the two

extremes, those obtained for films prepared at the pulsed biased electrode exhibit
intermediate features. These spectra could not, however, be separated simply into
two oVerlapping peaks from the substrate and the interfacial carbide, and a third
component had to be included. The additional peak is at a binding energy corre-
sponding to that of an oxide, and accounts for about 15% of the total higher binding
enérg’y signal in the Si 2p spectra. The middle peak which can be assigned to the

interfacial carbide, also manifests a difference from that measured for carbide formed

at the‘ interface of films grown at the powered electrode, i.e. the chemical shift of

‘the interfacial Si 2p signal is decreased. This is more clearly noticed as the pulsed

bias voltage is decreased, and suggests that the interfacial carbide formed there has
a silicon rich composition. |

The peak sepﬁration of the C 1s spectra also revealed small carbide related peaks
at a binding energy similar to those in Fig. 6.2. A plot of the Si 2p vs C 1s peak areas,
as shown in Fig. 6.13, offers additional evidence for the nonstoichiometric, silicon rich
composition. The scatter of the data points is relatively large, but all the data falls
in the regime of silicon rich composition. |

With a pulse width of 2 us, the time during which the substrate is subject to high
energy ion bombardment is only about 5% of the total deposition time. If the high
energy ions are responsible for the formation of the interfacial carbide, the silicon
rich composition is not‘ surprising under these deposition conditions. Here again,
the average thickness of tﬁe nonstoichiometric silicon carbide layer is the quantity
of major interest. The correlation which was noted between interface thickness and
average ion penetration depth should be ihdependent of stoichiometry.

It is obvious that some modification of Eq. 6.4 is necessary if it is to be applied
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Figure 6.13: Relationship between the peak area of the Si 2p and C 1s signals asso-
ciated with the interfacial silicon carbide layer. The scatter of the points is relatively
large, but, all the data falls in the regime of silicon rich composition.
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to the silicon rich carbide layer. A plot of R(f) as defined by Eq. 6.4 vs 1/sinf was
found to be nonlinear. Here, two possible si.tua‘ti‘oris should be considered.

If the changes in the coordination of the silicon atoms in the interface could be
' ignoréd, parameters such as A; and p; (electron mean free path and the atomic density
of silicon in the interfacial layer)v could simply be replaced by some average ‘Qalues
between those of pure silicon and silicon carbide. This simple modification, however,
~ did not lead to any improvement with respect to the linearity of the data.
More realistically, it must be taken into account that the average coordination of
" the silicon atoms in the carbide interface has been changed. The situation can be
modeled most simply by assuming that two types of silicon exist in the interface; that
coordinated as stoichiomet:ic silicon carbide, and that coordinated as pure silicon. It
follows ‘tha,t the pure silicon intensity in the XPS spectra‘ does not originate only from
the substrate, but some fraction thereof originates from the the interface region. This
situation signiﬁcéntly alters the angular dependence of the Si 2p spectra. Using this
simple_model to describe the corresponding angle dependence, ¢ is used to represent
the volume fraction of pure silicon. in the interface, and the interfacial parameters for

the electron mean free path, A;, and the atomic density of silicon, ¢;, are given by:
Ai=@Asi+ (1 - @)Asic (6.5)

pi = ¢p§i + (1 = ¢)psic - (6.6)

The intensity of the Si 2p signal at the normal binding energy is given by the sum
of the intensities from the substrate and from the pure silicon atoms in the interface

region:
C1(8) = Tohs pyveczp(—di/Nisind) + Tohidpsivell — exp(—di/ Aisind)] (6.7)

where Iy accounts for the photoelectric emission cross section and the angle and
energy dependent instrument factor, and -, (< 1) represents the coefficient of intensity
attenuation due to the a-C:H overlayer. Note that p, = ps;. The intensity of the Si

2p signal due to the interfacial carbide is given by:

L(8) = Iphi(1 — ¢)psioe[l — exp(—di/ Aisind)] (6.8)
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The parameters [y and 7, cancel out of the equation when the intensity ratio, I,(8)/1;(9),
is calculated according to Eq. 6.7 and Eq. 6.8. By taking into account the relation
of Eq. 6.5 and Eq. 6.6, transformation of this ratio results in a new formula of the

following form:

"6 = In _Dope/Xiloi = 2] A sin
R(8) =+ [£,(0)/1i(8) — éps/(pi — p,qﬁ)]) =& )A/sinf) - (69)

It can be easily verified that for ¢ = 0, Eq. 6.9 reduces to Eq. 6.4. In Eq. 6.9, the
parameter ¢ can be varied to achieve the best linearity between R'(6) and 1/siné.
The effect of varying ¢ on the linearity of the plot of R'(#) vs.1/sinf is shown in
Fig. 6.14 for a typical sample produced using -800 V pulsed biasing at 25 kHz. The
best linearity was obtained with a pure silicon ratio of ¢ = 0.49, with which the
interface thickness was calculated to be 11.9 A. In this procedure, the presence of
- oxide intensity, as shown in the spectra of Fig. 6.12 could introduce error as Eq.‘ 6.9
makes no allowance for the existence of an oxide. However, when the intensity of
the oxide peak was formally included in 14(0), the optimum value of ¢ changed from
0.49 to 0.42 and the corresponding thickness from 11.9 to 11.3 A. The error associated.
wiﬁh the oxide, therefore, seems no greater than those errors associated with the other
approximations involved in Eq. 6.9. | |

The above procedure was repeated for the other pulsed biasing conditions. It was
found that the optimum pure silicon ratio varied from 0.34 for 1100 V(25 kHz) to
0.63 for 500 V(25 kHz).. This is consistent with Fig. 6.12 and Fig. 6.13, which suggest
that the interfacial carbide becomes more silicon rich as the pulsed bias voltage is
- decreased.

In Fig. 6.15 ‘, the thickness d;, of the nonstoichiometric carbide interface is plotted
as a function of the pulsed bias voltage. Carbide thickness is calculated from the slope
of R'(0) vs 1/sinf using the optimﬁm value ¢ for the pure silicon ratio. Over this
data is again superimposed, the curve of average penetration depth of C* ions into
silicon vs kinetic energy(scaled by a factor of 2.7), as was plotted in Fig. 6.11. The
data for the nonstoichiometric interface display considerably more scatter than do
the values for the stoichiometric carbide interface. This is likely due to the errors and
_approximations inherent in the complicated procedure for calculating the thickness

of the nonstoichiometric silicon carbide interface. However, the agreement appears
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Figure 6.14: The variation in the linearity of the data as plotted as a function of the
parameter ¢, which denotes the ratio of pure silicon ¢o silicon carbide in the interface

region, using the model described in the text.

112



~ 16

Interface thickness (A

—
o N

~

Kinetic energy ‘( keV)

T

1 | I

0.2 0L 06 08 1.0 1.2 14

(y)ysdap uoijosjauad uol )

{ | L |

0.2 04 06 08 1.0 1.2 14
Bias voltage (kV)

XBL 906-2121

Figure 6.15: Calculated thickness of the silicon carbide interface as a function of
pulsed biasing voltage.
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sufficient to support the noted correlation between the average penetration depth of
the plasma ions and the thickness of the carbide mterface The correlation for these

ﬁlms appears irrespective of stmclnometry

6.3 SIMS

In addition to the XPS study presented above, a series of SIMS depth profiling
experi‘ments were performed in hopes of extracting the interfacial composition. Both
hard and soft a-C:H films moré than 400 A thick on silicon were analyzed using 5
kV argon ion sputtering. The depth profiles as monitored with respect to Si,,C} ions
manifested an apparent’ interfacial silicon carbide phase both for the. hard and for
the soft carbon films. The thickness ranged from 100 to 150 A in terms of FWHM
of the interfacial peak in the depth profiles. The SIMS results are incompatible with
the interfacial thickness determined in the XPS study. It is apparent that ion depth
profiling methods lack the depth resolution necessary for the study of thin inteffa,cial |

layer, due to ion-induced atomic mixing with the substrate.

6.4 Discussion

Angle-resolved x-ray photoelectron spectroscopy has been used to investigate the
interface of a-C:H films on silicon produced by plasma assisted chernical vapor deposi-
tion. The presence of approximaﬁely stoichiometric silicon carbide was demonstrated
at the interface of hard a-C:H films produced under ion impact at the powered elec-
trode. The effective thickness of the interfacial carbide was determined as approx-
imately 7 A for films deposited using. an rf power of 50 W. The interfacial carbide |
layer is likely responsible for the strong adhesion of the hard a-C:H films on silicon.

In contrast, no carbide layer was detected at the interface of soft polymer-like
carbon films produced on silicon at the grounded electrode. The lack of the 1nter~fac1al
carbide could account for the poor adhesion of the polymer-like films on silicon. |

The thickness of the interfacial carbide appéars to correlate well with the aver-
age penetration depth of hydrocarbon ions in the plasma impinging on the substrate

piaced on the powered electrode. Only those silicon atoms in the substrate which
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are accessible to the carbon containing fons from the plasma will finally be coordi-
nated with carbon atoms to form the silicon carbide interface. In this sense, the
intimate correlation between carbide thickness and average penetration depth seems
reasonable.

lon vsputter depth profiling methods introduce mixing of the exposed surface layers

and often do not have the necessary depth resolution for the study of thin layers.
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Chapter 7
Nucleation and Growth by STM

7.1 Introduction

As described in the previous chapter, the adhesive strength of a coating to its
substrate is determined by the interfacial properties. T‘he interface between a film
and its substrate is formed during the initial stages of growth. Thus, a better under-
standing of the initial stdges of growth and of nucleation mechanisms is important if
adhesion is to be controlled. |

In this chapter, the results of an investigation of the initial stages of growth of a-
C:H films on graphite and silicon substrates by scanning tunneling microscopy (STM)l
and high resolution electron energy loss spectroscopy (HREELS) are presented. In-

terface formation mechanisms, involving plasma ions and free radicals, are discussed

in light of the STM dava.

7.2 a-C:H on graphite

Graphite substrates exposed to the methane plasma for deposition times between
5 and 20 seconds showed distinct cluster formation, as demonstrated by the (1000 A)?
STM grey scale image in Iig. 7.1. This image was taken of a graphite substrate which
had been exposed to the plasma for 15 seconds. The cluster diameter was seen to be
typically about 50 A. Cluster size remained roughly constant with deposition time
~while cluster density increased with deposition time. For deposition times greater
than about 20 seconds, the clusters completely covered the graphite surface, leaving

no exposed graphite where atomic resolution images of the graphite substrate could
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Figure 7.1: 1000 by 1000 (A)2 STNM topographic image of a-C:ll formation on
graphite.  This image is of an arca of relatively low cluster density in the initial
stages of growth,
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be obtained, An example of such a high coverage is shown In g, 7.2, Cluster density
vatled conslderably from area to area on the same sample, as well as from sample to
sample. Apparently, the plasma conditions were not spatially homogeneous during
the initial stages of growth, The trend of increased cluster density as a function of
time was clear, liowaver, because of the noted lack of uniformity, it is not possible
to quantify c¢'uster density behaviour as a function of time, Deposition times of 5
seconds always gave images showing a low cluster dersity and times greater than
25 seconds always showed complete coverage. However, STM images for samples
with deposition times between § and 25 seconds, showed considerable fluctuation
between the two extremes of cluster density, The electrically insulating properties of
a-CiH films with deposition times longer than 30 seconds made stable ST'M imaging |
impossible and these studies were not pursued.

The atomic structure of the individual clusters is of greet interest, Marchon et
al[l] succeeded in resolving atomic structure by STM at the surface of amorphous
carbon films (non-hydrogenated) prepared by dec magnetron sputtering, These an-
thors observed small graphitic domains of approximately 15 A as well as numerous
five membered rings, Other ordered domains which could be interpreted as being due
to small diamond clusters were also observed. In these studies of the cluster struc-
ture, no diamond clusters were observed, and the most general appearance was that
of disordered bright and dark spots. It is ciear that these clusters have an amorphous
structure, lacking in any apparent local order even down to an atomic scale. 'ig. 7.3
shows how the the I'Gfgl.llzil'ly ordered atomic structure of the graphite substrate is ob-
servable between the a-Ci:H clusters, while the clusters themselves have an amorphous
appearance, Many of the closeup images of the clusters exhibited arcas where four,
five, and six membered rings appear to be present. Fig. 7.4 displays a closeup view of
a cluster, demonstrating the amorphous structure. Some small areas of ringlike struc-
bures are also visible. These disordered structures, observed here for hydrogenated
amorphous carbon, are reminiscent of the structures observed by Marchon for the
case of nonhydrogenated carbon films.

The presence of five membered rings in carbon films was predicted in 1973 by

Nelson[2], as their bond angle of 108° is close to the tetrahedral angle of 109.5%,
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Figure 7.2: 1000 by 1000 (A)2 STM topographic image of a-C:11 grown on graphite,
High cluster density area.
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Iigure 7.3: 200 by 200 (A)? STM topographic image of clusters of a-C:H on a graphite
surface. The regular periodicity ol the graphite substrate is visible in between the
amorphous looking clusters.



mrsets -1971 97& h PR AL
A \CGP18816 shz: Topographlc ﬂodc paqe 1 of 2 BJ/Z‘)/B‘)
Gan M4 m. snnple bias -8, 191 up uclm:itg 182 Asse

XBB 905-3951

Figure 7.4: 25 by 25 (A)" ST topographic image of a cluster of a-CH as formed on
a graphite substrate.



and their presence at the surface would result in fewer da,ng]ing bonds. In the case of
hydrogenated carbon films, dangling bonds can of course be saturated with hydrogen,
however the presence of nonhexagonal rings in a crosslinked carbon skeleton has been
included in structures proposed in the past(3].
The presence of hydrogen at the surface of these films is demonstrated in the
HREELS spectra shown in Fig. 7.5. HREELS has been widely used as a surface
'vibrational technique in recent years, largely due to its high surface sensitivity (102 -
1073 of a nlonoldyer) and its wide spectral range (100 to 5000 cm™?) [4, 5, 6]. Displayed
in Fig.’7.5 are the HREELS spectra for an a-C:H film deposited for 10 seconds onto -
graphite at the self biased electrode,‘ as well as that for a graphite blank substrate.
The broad band at 1200 - 1400 cm™! corresponds to C-H bending vibrations, ‘z‘md
the loss at 2935 cm~! are associated with the C-H stretch mode. In contrast, the
‘ graﬁhite blank substrates =.iow no such modes. Thus, the presence of C-H bon‘ding is
observed at the surface of the a-‘C:H ﬁlfns. As expected, this bonding is not present

at the surface of the graphite blank, which received the identical treatment as did the ,

~ a-C:H film, including exposure to the methane flow, and air transfer, but excluding

plasma ignition. Similar features to those in the a-C:H spectra were observed for
a semicohducting diamond (111) surface [7). The width of the observed modes is
quite large, even though the width of the elastic peaks (75 - 90 cm™!) is considerably
smaller. This result is perhaps not surprising, considering the fact that the surface is |
both disordered and amorphous. Unfortunately, this fact prevents any unambiguous
assignments of the bands observed to more specific vibrational modes. The presence
of hydrogen at the surface of the a-C:H film, however, is clearly demonstrated, as is
the absence of the same at the surface of the graphite blank.

It is interesting to compare the initial stages of growth in the case of films formed
at the self biased electrode, where high energy ion bombardment takes place, to the
growth of films formed at the grounded ele(,;trode, where this high energy bombard-
ment is absent. Fig. 7.6 and I'ig. 7.7. display this comparison. There is distinct
cluster formation evident after the initial stages of growth at the self biased elec-
trode, as shown in Fig. 7.6. The apparently random arrangement of clusters on the

flat graphite substrate is clear in this three dimensional line drawing. In contrast,
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Figure 7.5: High resolution electron energy loss spectra of a graphite blank, and of a
film of a-C:H grown on graphite. The broad peaks at 1200 -1400 cm™! and around
2935 cm™! correspond to C-H bending and stretching vibrations, respectively.
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Iligure 7.6: Three dimensional view of a topographic STM image taken of the initial
stages of a-C:H growth at the powered electrode. Cluster formation during the mmal
stages of growth is observable.
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Figure 7.7: Three dimensional view of topographic S1'M image taken of the initial
stages of a-C:Il growth at the grounded electrode. No cluster formation is observable.



Fig. 7.7 shows an image of the film produced during the same deposition, but at the

grounded electrode. In this case cluster formation is not observed.,

Novel Structures on‘GI"aphite‘

On a number of occasions, a novel structure was imaged on the surface of gmphite
samples which had been exposed to the plasma. Fig. 7.8 displays a topographic STM
image where 2 x 2 periodicity can be observed at various locations in the image. ‘Thvis
sample was exposed to the methane plasma for 15 secondé at the powered electrode.

Fig. 7.9, which is an inset of the image in Fig. 7.8, shows the double pefiodicity in
the central and lower right area of the image. For comparison, the regular graphite
periodicity is observable in an area in the lower left corner of Fig. 7.9. This double
periodicity was also observed on graphite éample subjected to the methane plasma
at the ‘gfounded electrode. Fig. 7.10 gives an example where the brightest spots are
arranged in a 2 X 2 pattern, which is most prominenf in the center of the image. At
the top of the image, the regular periodicity of graphite is once again observable.

The origin of this double periodicity is not yet understood. It is not observable
routinely on graphite samples which have been exposed to the plasma, but it ha.s been
measured on several occasions on a number of different samples and on a number of
different days. As mentioned, it has been observed for graphite samples which have
been exposed to the plasmd both at the powered electrode and at the grounded
electrode. It has never been observed on graphite blanks, not exposed to the plasma.
To the best knowledge of the author, no such structure has been reported in the
literature. | | | |

Possible explanations for these observations are numerous. The most attractive
explanation is one attributing these structures as a periodic array of reactive plasma
species which have adsorbed onto the graphite surface. It is also possible that chem-
ical species have intercalated into the graphite around a defect which may or may
have been created during the‘plasma exposure. Periodic arrangements of interca-
lates in graphite have been observed in the past by other techniques. The presence
of chemical species arranged in this pattern is not a prerequisite for observation of

such a pattern, A surface reconstruction could have occurred at the graphite surface,
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Figure 7.8: 200 by 200 (A)? topographic STM image displaying a number of arcas
where a 2 x 2 periodicity is observed on the surface of graphite which has been
exposed to a methane rf plasma.
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Figure 7.9: 81 by 81 (A)? inset of the previous figure. The double graphite periodicity
is clear in the center arca ol the image. In the lower lelt corner an area of regular
graphite periodicity is observable lor comparison,
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Figure 7.10: 50 by 50 (A)? arca ol graphite exposed to a methane rf plasma for 6
seconds at the grounded electrode. A 2 x 2 periodicity in the structure is observable
in the center of the image towards the loft,



posgibly plasma initiated, which could give rise to such a paltern, T'hese u‘)\".plmltmt.ions
must, be treated as speculation, since no additional evidence for these structures is
available. Performing tunnelling electron spectroscopy(l14] on these structures could
lead to a better understanding of the electronic structure presont, and could aid in an
understanding, These structures are, unfortunately, intractable to diffraction tech-
niques, such as low energy cloctron diffraction (LIED), as they are found only in
small pnt.cl‘ms over the surface and when averaging over a significantly larger area,
they would not be observed. One attempt at observing a 2 x 2 pattern on a plasma

exposed graphite surface, by low energy electron diffraction, failed as expected,

7.3 a-C:H on Si(100)

In order to facilitate the observation of features due to the initial stages of growth
of a-C:H on silicon, it was first necessary to prepare a relatively featureless substrate.
Using the techniques described in the experimental section silicon substrates were
1‘)1‘<§pm‘cd with acceptable roughness. This is demonstrated in Fig. 7.11, where the
image gave a standard deviation of tip positions around the mean of less than 3 A.
‘The silicon surface may have been even smoother than this, as the measured smooth-
ness was limited by gap instabilities, and not on topographic structure. Substrate
smoothness was stable for more than 24 hours.

The surface topography of a-C:H films grown on silicon substrates at the self
biased clectrode (IMig. 7.12) was also exceedingly smooth. In fact the topography of
the film surface was practically indistinguishable from the topography of the substrate
surface (<3 A standard deviation from mean position). Some topographic features
are barely visible in Fig. 7.12, but the height of these features is comparable to the
noise level, It is clear that the clusters observed in the case of a-CiH formation on
graphite are not observed in the case of silicon substrates. a-C:H films formed on
silicon at the self biased clectrode are flat to within 3 A for all deposition times from
5 to 20 seconds., Tunueling gap stability degraded with increasing thickness, as was
the case on graphite substrates.

Unfortunately, no useful images were obtained for the case of a-C:H films {ormed

on silicon at the grounded electrode. The tunneling gap was not sufficiently stable
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Tigure 7.11: 1800 by 1800 (A)? topographic STM image of a typical surface of a
silicon blank substrate,
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[igure 7,120 1800 by 1800 (A)? topographic STN image of a typical surface of a-C:ll
on silicon. ‘1he silicon substrate, in this case, was exposed to the methane plasma for

10 seconds at the powered electrode,
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to produce useful images, Since the material present at the grounded electrode is
most likely an insulating material poorly bonded to a semiconductor, this result is

not surprising,

7.4 Discussion
7.4.1 a-C:H on graphite

From the results given in previous chapters, it is known that the plasma growth
conditions are very different for films grown on substrates placed at the negatively self
biased clectrode, as compared with those grown at the grounded electrode. The most
significant difference is the higher kinetic energy of ions striking the growing surface
al the scll biased electrode (approx. 350 eV), as compared to the kinetic energy of
ions striking the film surface ab the grounded electrode (approx. 15 eV). The ion
flux is probably also significantly higher at the self biased electrode. In contrast, the
flux of low energy neutral radical species (predominantly CHg:), is about the same
at both electrodes. Evidence suggests that the growth mechanism for these films is
one where the radicals react and bond to the growing film surface to provide the bulk
mass of these films by polymerization. Without high energy ion bombardment, as
is the case at the grounded electrode, the films grown are soft and polymerlike, In
contrast, films grown on silicon at the self biased electrode, where high energy ion
bombardment is present, exhibit much different properties, such as a high hardness,
and lower hydrogen content. Films formmed at the self biased electrode also exhibit
better adhesion onto silicon than do films formed at the grounded electrode. The
high energy ions impinging on the substrate at the self biased electrode, contribute
to the formation of a silicon carbide interface, not present in the case of soft films
grown on silicon at the grounded electrode (see chapler 6).

In Figs. 7.6 and 7.7, a clear difference is observable between the intial stages of
growth at the self biased electrode, as compared to the grounded electrode, for a-C:H
films on graphite substrates. There is distinct cluster formation evident at the self
biased electrode, and no such clustering is observed at the grounded electrode. In
contrast, a randomly rough surface is observed at the grounded electrode with a signal

to noise level noticeably reduced as compared to the self biased electrode case.
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A proposed explanation for these observations is as follows. The ideal graphite
surface has no dangling bonds and is quite unreactive(8]. The sticking coefficient of
CH,, radicals to an ideal graphite surface is probably extremely small. Estimates of
methyl radical sticking coefficients with the reactive film surface are near 0.03{1, 9],
and even lower (<0.001) as predicted for the sticking probability with the chamber
walls[10]. An ideal graphite surface would likely give sticking probabilities even much
smaller than these. As a result, a rapid and strong homogeneous chemical attachment
of radicals to the graphite surface is unlikely. Additional support for this statement
is the markedly small initial deposition rate of a-C:H on graphite. The average bulk
deposition rate of these films on silicon is about 2 A/sec(l]. The initial deposition
rate on graphite substrates is much sxﬁaller, as complete coverage does not occur over
the stable graphite surface until a deposition time of \rnore than about 20 seconds.
At the average bulk deposition rate, complete coverage would have occurred much
earlier. |
It is proposed that a disruption of the graphite surface is necessary before plasma
ré.dica.ls can chémically bond to the surface. Such a disruption is provided by the
high energy ions impinging on the surface at the self biased electrode. The observed
clusters are formed as a resﬁlt of the more rapid and irreversible bonding of reactive
plasma species at the site of the ion induced defects. A cluster may reach a critical
size when its surface has become depleted in active sites, or dangling bonds, and
hence it would remain relatively inactive until a new disruption is formed by means
of another ion bombardment event. This would explain why cluster size is relatively
constant, as the density increases. At the grounded electrode, in contrast, there
are comparatively few active sites where radicals can bind to the substrate. Absent
completely are the disruptions created at the self biased electrode by high energy ions.
Some deposition is still observed, however, as seen in Fig. 7.5. The material deposited
here is likely more polymerlike, ‘and only weakly bonded to the surface. The fact that
the tunneling gap is more unstable at this surface, as compared with that at the self
biased electrode, is nof, inconsistent with the presence of weakly bonded species at the
surface. The lack of these weakly bonded species between the clusters observed at the

self biased electrode can be justified by assuming that such species are more likely to
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be desorbed from the more energetic areas surrounding the ion bombardment sites.

7.4.2 a-C:H on silicon

Cluster formation during the growth of a-C:H on silicon substrdtes at the self
biased electrode was not observed, as shown in Fig. 7.12, From previous angle resolved
X-ray photoelectron gpectroscopy studies, it has been confirmed that a silicon carbide
interface is formed completely in less than 10 seconds of deposition time. It is expected
that, even at the shortest deposition time of § seconds, most of the silicon éul)strgtte
has been covered up by a-C:H. Since deposition time is not controllable accurately
for deposition times less than 5 seconds, expected coverages of less than about one
half are not observable. If the initial deposition rate were equal to the average bulk
deposition rate of about 2 A/sec, the point of compl‘ete coverage would certainly
have becn passed in less than 5 seconds. The initial deposition rate in the case of
the graphite substrates, is clearly‘ much less than the bulk deposition rate of these
films, as complete substrate coverage does not occur until after about 20 seconds.
No information on the initial deposition rate of a-C:H films on silicon substrates is
extractable, as the substrate surface and the film surface are indistinguishable by our
current STM capabilities. An initial cluster formation, rapidly smoothed out before
the shortest 5 second deposition time, can not be ruled out, however this seems
unlikely. |

A proposed explanation for the dpparent lack of clustering on silicon is as follows,
The silicon substrate surface, before deposition, is hydrogen terminated[11, 12, 13],
and - presumably is much more reactive towards pla.srha radicals than is the very
stable graphite surface. The low initial deposition rate on graphite wasyjustiﬁed by
the proposed small sticking coefficient of radicals onto the graphite surface. This
condition presumably does not exist on the silicon surface, and the initial growth rate
could be much greater. Once an a-C:H layer has already been formed, the final effect
of high energy ion bombardment may not be apparent topologically to the STM. The
effect of the high energy ion bombardment on the hardness and other bulk properties
of a-C:H films on silicon is quite clear[l], however its affect on the topology of the

a-C:H film surface is not noticeable here.
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The proposed explanation is consistent with what was observed by STM and with

- other results in this work. It is clear that‘ the initial stages of growth proceed by‘

means of a complex mechanism involving both plasma ions and radicals. Investi-
gating the initial stages of a.;C:H growth on silicon at even shorter deposition times
would be most interesting. A method of exposing the substrate to very short plasma
interactiohs of less than 5 seconds, while maintaining the identical plasma conditions,

would be necessary, a challenging experimental task.
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Chapter 8

Summary

The objective of this work was to develop a better understanding of the growth
process of a-C:H films produced by PACVD from methane. The films are very useful
as wear resistant coatings because of their desirable properties such as high hafdness‘
In order to understand the origin of the properties of a-C:H films, the growth process
must be better understood, Once the precursor specieé and their roles in the growth
mechanisms are elucidated, better control over the process and the film properties
will be possible. Such a control would bve exceedingly valuable so that limitations in
the applicability of a-C:H films could be overcome, and films could be synthesized
with the properties most desirable for.‘a given application.

‘Initially, deposition conditions were defined to produce films with the desirable
properties of high hardness and good adhesion with their silicon substrates. It was
observed that films formed on the powered electrode of the parallel plate electrode
system exhibited significantly superior mechanical properties, as compared with films
formed at the grounded electrode. The Knoop hardness of films formed at the powered
electrode was measured at 33 GPa, which is much greater than that of thé films
formed at the grounded electrode, measured at 2 GPa. A large amount of compressive
- stress was present in the powered electrode films (1.5 - 3.0 GPa), while no stress was
measurable in the case of the grounded electrode films. The adhesion of the powered
electrode films with the silicon substrates was also much greater than that of the
grounded electrode films. |

The soft grounded electrode films were found to contain much more hydrogen

than the PE films, as noted by the intensity of the FTIR signal originating from C-H
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bond vibrations. A large concentration of terminal -CHg groups was measured in the
grounded electrode films, and little in the powered electrode films. This is indicative
of iess crosslinking in the grounded versus the powered electrode films. The optical
~gap of the films was also measured. That of the powered electrode films was much
smaller (1.2 eV) than that of the grounded electrode films (3.1 eV). The decreased
gap in the case of the pbwered electrode films is thought to result form the presence
of conjugated clusters of graphiteliké or sp? carbon. |

The potential profile between the electrodes of the rf plasma sysﬁern displays a
large potential drop in the ‘shéath at the powered electrode. Thus the energy of
ions bombarding the surfaces of the films is much greater at the powered electrode
than at the grounded electrode. This fact is a valuable piece of information towards
undérstanding the growth mechanism and the origin of the large differences in the
properties of the films formed at opposite electrodes.

In order to develop a more concise understanding of the growth process and the
effect of plasma conditions on film properties, the chemical speciés impinging on the
film surface were studied by mass spectroscopy. Both the identity and the flux of
the ionic and neutral species were measured and compared to each other and the
deposition rate.

The dominant radical species was measured to be the methyl radical. Its flux
onto the film surface was found to be approximately the same at both the powered
and grounded electrode. Since the sticking coefficient of the methyl radical with the
stainless steel walls of the chamber was found to be quite small, the flux of methyl
radicals onto the surface could be determined. It was calculated to be approximately
7 x 10'® cm~2%s~!. The deposition rate of the a-C:H films was estimated to be 1.9
x 10'® cm~%7!, so that the methyl radical flux was sufﬁcieht to account for the
deposition rate. If the methyl radicals were the exclusive precursor species, their
sticking probabiiity’ with the growing film surface would be 0.02 to 0.03.

The ionic species incident on the electrodes were found to be signiﬁcantly different
in identity and in relative flux, between the powered and grounded electrodes. Fewer
secondary species (created through ion - molecule reactions) are present at the pow-

ered electrode, as ions are accelerated out of the plasma very quickly here due to the
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large potential drop in the éheath. An upper limit on the total ion flux was measured -
using a Faraday cup. It was measured as 1.7 x 1015 cm~2s~1 at the powered electrode
and 0.4 x 10'® cm~?%s~! at the grounded electrode. At both electrodes, the ion flux
measured was insufficient to account for the total deposition rate.

The mos‘t‘ significant results of the ‘plasma mass spectrometric studies are as fol-
lows: The methyl radical flux was at least 40 times greater than the total ion flux, |
and .was large enough to account for the deposition rate. If methyl radicals were the

_exclusive precursor; their sticking probability would be 0.02 to 0.03. The total ion
flux was insufficient for ions to be the predominant precursor specieé in a-C:H deposi-
tion. Methyl radicals could not have been responsible for the large differences in the
properties of films formed at the powered aﬁd grounded electrodes, since the methyl
radical flux did not differ appreciably betwéen electrodes. Ion flux and ion energy
were much greater at the powered électrode, as compared to the grounded electrode.
Although ions could not have been the main film precursor species, they could have
been responsible for the difference in ﬁlm properties‘ between the two electrodes.

" In order to determine the relative roles of ions and radicals in the growth mech-
anism of a-C:H films, experiments were designed to control the flux of these species
independently. ‘The ion energy flux was controlled independently of the radical flux
using a novel pulsed biasing technique. ‘Film properties such as hardness, stress,
optical gap, and -CHj; and -CHg- concentration, varied smoothly with varying ion
energy flux but not with the individual energy of the ions. Thus the flux of energy
transferred to the surface of the growing films was found to be the most significant
variable controlling the final properties of the films. Radical scavenging expériments
demonstrated that removal of radicals from the plasma resulted in a rapid drop in
the deposition rate. Thus the relative roles of ions and radicals in the growth mech-
anism of a-C:H films were determined. Radicals acted as the main deposition species
responsible for the bulk mass growth of the films, while ion bombardment acted to
control film properties.

Films formed at the grounded electrode, where ion bombardment is relatively
weak, were polymerlike and soft. They exhibited a large optical gap, and a high

hydrogen content. As ion bombardment was increased using the pulsed biasing tech-
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'nique, the structure of the films cha,nged. l.ess hydrogen was incorporated into the
films and the hardness and density of the films increased. The optical gap of the films
decreased, presurﬁably due to the formation of small domains of sp? or graphite like
carbon. The properties of the films varied with the ion energy flux but not with the
energy of the individual ion. A mechanism involving large but local thermal spikes,
quenched rapidly by the bulk of the film, as proposed by Weissmantel is consistent
with this observation. Within energetic spike regions, processes altering the structure
and properties of the deposited material could occur, such as bond rearrangement,
cross linking, and hydrogen elimination. Such processes must be active in the struc-
tural and physical changes observed in the films as a result of ion bombardment.
Films formed by radical deposition with a,‘minirna.l amount of ion bombardment were
soft and polymerlike, and poorly adherent to silicon substrates. With high energy
ion bombardment, very hard films were be formed. Other film properties, such as
compressive stress and optical gap. changed concurrently with changes in ion energy
flux. The technique of pulsed biasing provides a means of control of jon energy flux,
and thus provides a convenient means for controlling film properties.

The effect of high energy ion bombardment on the interface of a- C:H films grown
on éilicon substrates was studied by angle resolved XPS. A silicon carbide interfacial
layer was found to exist for films formed on the powered electrode. No such silicon
carbide layer was found to be present in the case of films formed at the grounded
electrode, where high energy ion bombardment was absent. The thickness of the
interfacial layer was found to be about 7 A for films formed at an rf power of 50
W, where the self bias voltage was -360 V. The thickness of the interfacial layer was
found to change with self bias voltage, or ion energy. Films formed at higher self bias
voltage, and thus subjected to bombardment by ions of a higher energy, were found to
have a thicker silicon carbide layer present at the interface. The measured thickness of
the interface varied in a way similar to the way in which average ion penetration depth
varies with ion éne‘rgy. The same effect was observed for films forfned under pulsed
biasing conditions. Thus it was determined that high energy ion bombardment was
responsible for the formation of an interfacial layer of silicon carbide. Films formed

at the powered electrode were found to exhibit much better adhesion to the silicon
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substrate, as compared to films formed at the grounded electrode. The silicon carbide
interfacial layer was 1ikely‘resp6nsible for this strong adhesion. At the grounded
electrode, where adhesion was poor, no silicon carbide layer was present,.

SIMS depth profiles were carried out in order to reproduce work done by others us-
ing ion depth profiling. It was found that the depth profiling technique of SIMS lacked
the necessary depth resolution to distinguish between the interfaces of films formed
on the grounded and powered electrodes. An apparent interface of approximately 100
A thickness was measured for both grounded electrode and powered electrode films,
These results agreed with those previously published, which claimed that a silicon
carbide interfacial layer existed in the case of both PE and GE films. The XPS re-
sults demonstrated how this was not the case, as no silicon carbide is formed at the
grounded electrode, and in fact, the silicon carbide layer for films formed at the pow-
ered electrode was indeed fnuch thinner than thicknesses which could be measured
by ion depth profiling techniques.

Scanning tunneling microscopy was used to study the initial stages of growth
of a-C:H films on graphite and silicon substrates. On graphite, at the self biased
electrode, where high energy ion bombardment occurs, the films were observed to
nucleate in clusters, possibly nucleating at ion induced darnage sites. Cluster size
remained constant, at a;pproximately 50 A in diameter, and cluster density increased
with deposition time. On graphite at the grounded electrode, where high energy ion
bombardment is absent, no clustering was observed. a-C:H films grown on silicon
substrates at the self biased electrode, were observed to have a very smooth topology
(<3 A roughness) and no cluster formation was observed. This more homogeneous
growth is likely a consequence of the greater reactivity of the silicon surface with
plasma species, as compared with that of the graphite surface. Novel 2 x 2 struc-
tures were imaged at the surface of graphite samples which had been exposed to the
methane plasma.

In summary, a great deal has been learned about the growth mechanisms of a-C:H
films synthesized by PACVD from methane. Novel techniques have been introduced
in order to study the plasma and control plasma species independently. The com-

plimentary roles of plasma radicals and ions as bulk precursor species and structural

144



modifiers, respectively, have been clearly elucidated. The effect of ion bombardment
“in creating an Interfacial carbide layer which results in stroﬁg adhesion has also been
demonstrated. The nucleation structures during the initial stages of a-C:H films have
been imaged using scanning tunneling micrdscopy. ‘A much deeper understanding of

the chemical processes occurring in the formation of a-C:H films from methane by

PACVD has been achieved.
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