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Composite TiC-aC:H coatings had been synthesized by co-deposition from the plasma of vacuum arc source
with titanium cathode and plasma of high-frequency discharge in benzene vapours. Raman spectra of coatings
contain TiC carbide peaks, as well as D and G peaks of diamond-like aC:H-phase. SEM studies have shown that
surface of the coatings is cellular or look like "cauliflower", the dimensions of structural elements vary from tens to
hundreds nanometers. At the benzene vapor pressure 6-10° Torr and RF-potential 200...500 V the coatings
deposited have the best mechanical properties — hardness 32...37 GPa and Young modulus 350...400 GPa.

PACS: 81.15.-z; 81.05.uj

1. INTRODUCTION

Composite TiC-aC:H coatings consisting of solid
TiC nanocrystals embedded in a relatively more flexible
aC:H matrix, have increased strength, while retaining
the inherent to the constituent their phases hardness and
abrasive resistance. According to the published data,
depending on the relative amount of these two phases,
the properties of nc-TiC-aC:H can vary from very hard
coatings with a hardness more than 40 GPa, and the
Young's modulus above 300 GPa, to films with a
friction coefficient less than 0.1 and a speed wear less
than 210”7 mm®* N m™ [1]. Varying process parameters,
this type of coatings is usually obtained by magnetron
deposition in a high-frequency discharge in a mixture of
argon with gaseous hydrocarbons, in particular
acetylene [2].

In this paper, TiC-aC:H coatings were synthesized
by deposition from a vacuum-arc source with titanium
cathode and plasma of high-frequency discharge in
benzene vapours. The increased coating growth rate
deposited with the vacuum-arc method in comparison
with the magnetron method allows to significantly
increasing the productivity of the process. TiC-aC:H
coatings synthesized at various vapor pressure of
benzene in the working chamber and different values of
the RF-potential on the substrate have been studied by
the Raman spectroscopy method, the results of which
confirm the composite composition of the coatings.
Elemental analysis of deposited coatings was carried
out, hardness and modulus of elasticity were measured,
the values of which, depending on process parameters,
vary widely, which expands the possible applications of
TiC-aC:H coatings.

2. TECHNIQUE OF EXPERIMENTS

The deposition of TiC-aC:H coatings was carried out
by the joint operation of a vacuum-arc plasma source
with a titanium cathode and a high-frequency discharge
in benzene vapor. The apparatus scheme is shown in
Fig. 1.
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Fig. 1. The scheme of the experimental apparatus

Samples from stainless steel 12Cr18N10T and
single-crystal silicon wafer were fixed on a water-
cooled rotating substrate holder with a diameter of
180 mm. Before the deposition of TiC-aC:H coatings,
surfaces of samples were cleaned in an argon
atmosphere at an RF-potential of U=1200V for
10 min. After the arc discharge parameters were
adjusted, the RF-generator was tuned to the required
potential. The arc discharge current during the
deposition of TiC-aC:H coatings was of 100 A. The
vapor pressure of benzene Pcgne in various series of
processes was of 2 103 4-10° or 6-10° Torr.
RF-potential with a frequency of 7 MHz was applied
from a generator to the substrate via a separating
capacitor. In process of deposition, the RF-potential of
the substrate was of 200, 500, and 1000 V at each of the
three vapor pressure values of benzene in the working
chamber. The thickness of the coatings was from 1 up to
3.2 um during the deposition time 15...20 min.

The thickness of the coatings was measured by the
interference microscope MII-4. The hardness and
Young's modulus were measured by the G200
nanoindentor in the continuous stiffness measurement
(CSM) mode. Raman measurements were carried out on
the HORIBA Jobin-Yvon T64000 spectrometer
equipped with a UV-Visible-NIR Olympus BX4
confocal microscope and a TE-1024x256 Andor CCD
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detector with thermoelectric cooling. To excite the
vibrational spectra, we used a gas Ar-Kr laser
dex =488 nm, an integrated output power was of
100 mW. The surface morphology and coating
composition were examined using a scanning electron
microscope JSM 7001F equipped with an INCA
ENERGY 350 X-ray spectrometer.

3. RESULTS OF THE RESEARCH

Experiments have shown that the characteristics of
the TiC aC:H coatings deposited in the investigated
ranges of process parameters are significantly different.
The deposition growth rate of coatings in different
modes is given in Tabl. 1.

Table 1
The deposition growth rate of TiC-aC:H coatings as a
function of the vapor pressure of benzene and the
RF-potential of the substrate

Vapor pressure of benzen,
RF-potential, x10° Torr
\Y 2 4 6
Deposition rate, pum/h
200 7.6 9.6 9.8
500 5.6 8.6 9
1000 4.2 6 6.5

As can be seen from the values given in Table 1, the
deposition growth rate of coatings is quite high, much
higher than in the magnetron method (up to 1 um/h), it
depends both on the pressure of benzene and on the
substrate bias potential. The coating growth rate
increases with increasing benzene pressure at a fixed
potential; similarly, the coating growth rate increases
with decreasing RF-potential from 1000 to 200 V at a
fixed benzene pressure.

The Raman spectroscopy method was used to study
samples of various series of processes with a fixed
vapor pressure of benzene. In Fig. 2 presented the
vibrational spectra (and their decomposition into
elementary components, Gaussians) of coatings
deposited at a vapor pressure of 6:10° Torr and 200,
500, and 1000V RF-potentials, characterized by the
highest deposition rates (and correspondingly the largest
thickness) . The blue curves are experimental spectra,
the shaded areas are the components of the
decomposition and the points are the sum of the
decomposition components.

The analysis shows that in the spectrum of coatings
deposited at an RF-potential of 200 V there are peaks of
354 and of 635 cm™, characteristic for nanocrystalline
(or non-stoichiometric) TiC, and D and G peaks of the
diamond-like aC:H-phase (1400 and 1600 cm™) [5],
which indicates that these coatings are composite. The
Raman band at 900 cm™ was not reliably identified.

When processing the EDX analysis of the elemental
coating composition, the SEM JEOL JSM7001F
database was used (with the initial calibration by the Ti
standard). According to the results of the EDX analysis,
the C:Ti ratio was of 0.6 for U = 500 V and of 0.2 for
U=1000V, i.e. less than one in all synthesized
coatings. And, it is possible also a systematic error

associated with the deposition of carbon on the
investigated sample surface from the working
environment of the microscope due to steam-oil
pumping. Based on the Raman spectroscopy data, in
some samples this ratio is greater than 1. For this
reason, we believe that the EDX measurements are
lower and should be considered as estimates, indicating
only the tendency of the C:Ti ratio to change with the
parameters of the coating synthesis process.

Consideration of the thermodynamically equilibrium
phase diagram [4] shows that at a carbon concentration
of less than 1...2% (solubility limit) in the Ti-C-system,
a monophasic solid solution of carbon in titanium can
form. With an increase in carbon concentration up to
40%, the system is two-phase and consists of a-titanium
and titanium carbide. In the range of 40...97%,
monophase titanium carbide — exists. With a further
increase % C, the system is two-phase and consists of
titanium carbide and carbon.
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Fig. 2. Raman spectra of coatings deposited at
PCGHG = 6'10_3 Torr

It is known that titanium doping with carbon (in the
solubility range, i.e. the existence of a solid solution)
leads to an increase in hardness from 1 to 2 GPa. The
measured hardness values (above 30 GPa) in coatings
deposited at RF-potentials of 200 and of 500 V indicate
the presence of a large amount of titanium carbide solid
phase (with the formula from TiCy, up to TiCqg; [4])
along with the another phase, which has a lower
hardness. Indirectly, the type of this second phase is
indicated by the Raman spectra of the samples. In the
coating deposited at bias potential 200 V, there is a
diamond-like aC:H-phase (which is characterized by



peaks of 1400 and 1600 cm™). In coatings deposited at a
bias potentials of 500 and 1000 V, these peaks are
practically not detected, which suggests that the carbon
content in these coatings is less or equal to
stoichiometric, and the second phase is a-titanium.

Such changes in the phase composition of the
coatings as a function of the RF bias potential can be
explained in term of the known experimental fact of a
decrease in the content of light atoms (in this case,
carbon) in the coating as the energy of the deposited
ions increases due to their preferential sputtering. The
deposition rate decreases, which was observed
experimentally.

The morphology of the coatings surface deposited in
various regimes is shown in Fig. 3.
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Fig. 3. SEM image of the surface of TiC-aC:H coatings
deposited at Pegrg=210" Torr, U=200 V (a),
Pegne=6-10" Torr, U=1000 V (b)
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The surface of coatings synthesized at a low
working gas pressure Pcens=2-10° Torr and a low
substrate potential of U =200V (see Fig. 3,a) has a
fine-cellular structure characteristic for crystalline
materials deposited by PVD methods under columnar
growth conditions, in particular nitrides [6].

Coating deposited at high pressure
Pcgs=6-10°Torr and an increased potential of
U = 1000 V (see Fig. 3,b) have a developed surface with
structural elements size ranging from tens to hundreds
nanometers. Similar changes in the surface pattern of
TiC-aC:H coatings with an increase in the ratio of

atomic concentrations of C:Ti elements were observed
in [1]. Atsmall C:Ti (less than 1), the surface is faceted,
which was interpreted by the authors as evidence of the
columnar structure of the coating, and for large values
of this parameter (6 or more) resembles cauliflower.

The mechanical properties of coatings were
measured by the method of nanoindentation. The
hardness of the coatings synthesized at a pressure of
6:10°Torr and different values of the RF bias potential
was of 8...37 GPa, the modulus of elasticity was of
220...400 GPa (Tabl. 2). Such a wide range of
mechanical properties indicates the decisive role of the
deposited ions energy during the coating synthesis,
which was noted also by the authors of [1, 3].

Table 2

Mechanical characteristics of TiC-aC:H coatings

deposited at Pcgs = 6:10> Torr

RF-potential, Hardness, Young’s
Vv GPa modulus, GPa
100 22 250
200 37 400
500 32 350
1000 8 220
From the correlation of the results of

nanoindentation and measurements of the Raman
spectra, it follows that composite coatings with an
elevated titanium carbide phase content have the highest
mechanical properties.

CONCLUSIONS

The possibility of composite TiC-aC:H coatings
synthesis was experimentally shown when co-
deposition from the plasma of vacuum arc source with
titanium cathode and plasma of high-frequency
discharge in benzene vapours. Depending on the mode
of deposition the one of the phases of the composite, is
nanocrystalline titanium carbide and the second one is
diamond-like carbon or a-titanium.

The most significant effect on the structure and
phase composition of TiC-aC:H coatings (as well as on
their properties) is rendered the value of the RF bias
potential upon deposition.

The best mechanical characteristics have the
coatings deposited at the RF substrate bias potential in
the range of 200...500 V. A more detailed study of
deposition regimes, when varying the RF-potential
within this range, will allow us to refine the process
parameters under which the synthesized TiC-aC:H
coatings have the greatest hardness.

The authors are grateful to G.N. Tolmacheva. for
measuring the mechanical characteristics of coatings.
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KOMITIO3UTHBIE TiC-aC:H-IOKPbITUA, CUHTE3UPOBAHHBIE [TPU COBMECTHOM
OCAXKIEHUW U3 BAKYYMHO-IYTOBOI'O HCTOUYHUKA TUTAHOBOM ILJIA3MBI
N IIVIA3MBI BU-PA3PSAJIA B IIAPAX BEH30JIA

A.A. JIyuanunos, A.O. Omapos, B.E. Cmpenvnuyxuii, P.JI. Bacuneuxo, I0.H. Haceka,
B.H. Haceka, H.H. boiiko

Pazpaboran mporecc cuHTe3a KOMMO3HTHBIX Ti1C-aC:H-moKphITHH METOJOM COBMECTHOTO OC2KICHUS W3
IUIa3MBl  BaKyyMHO-IyTOBOTO HCTOYHHKA C THUTAHOBBIM KaTroJoM M mmiasMbel BU-paspsima B mapax Oenszona. B
PaMaHOBCKHX CIIEKTpax IOKPHITHH NPUCYTCTBYIOT IMKH, COOTBETCTBYIOMME Kapounay tnrana TiC, a taxke nuku D-
n G-ammazomomobuort aC:H-¢dasze. SEM-mccnenoBanms mokaszamu, uto mopdomorus mosepxHoctd TiC-aC:H-
MOKPBITUH JMOO siuewcTas, MO0 HAlOMUHAET «IBETHYIO KaIlyCTy», pa3Mepbl CTPYKTYpPHBIX JJIEMEHTOB
BapbUPYIOTCS OT JECSATKOB J0 COTEH HAHOMETPOB B 3aBUCUMOCTH OT PEKMMa OCaXCHUsI. [IOKpBITHS, OCaXK/ICHHbIE
IpH JaBICHMH TapoB OeHsoma B paboueii kamepe 6-10° Topp u BU-motenumane ma mommoxke 200...500 B,
00MaaloT HAWIYYIIMMH MEXaHHMYECKUMH CBOMCTBaMH — TBepAocTtbio 32...37 I'Tla u Mopmymem ympyroctu
350...400 I'TIa.

KOMITIO3UTHI TiC-aC:H-IOKPUTTS, CUHTE3OBAHI 3A YMOB CYMICHOI'O
OCAJI’KEHHSA 3 BAKYYMHO-AYTI'OBOT'O I KEPEJIA TUTAHOBOI IIJIA3MH
TA IIVIA3MU BU-PO3PALY B IIAPAX BEH30J1Y

O.A. Jlyuaninos, A.O. Omapos, B.€E. Cmpenvuuyvkuit, P.JI. Bacunenko, IO.M. Haceka,
B.M. Hacexa, M 1. Boiiko

Po3pobiero mporec cuHtedy Kommo3uTHux TiC-aC:H-moKpUTTIB METOMOM CIHIJIBHOTO OCAPKEHHS 3 IUIA3MU
BaKyyMHO-AyTOBOTO JDKEpesia 3 THTAHOBUM KaTojoM Ta muasmu BU-pospsay B mapax GeHzony. Y pamMaHiBCHKHX
cnekrpax TiC-aC:H-nokpurTiB npucyTHI miku kap0ixy turany ta niku D- 1 G-anmazononionoi aC:H-dazu. SEM-
JOCITiKEHHS] MOP(OJIOTiT TOBEPXHI IIOKPUTTIB BUSIBUIIM CTPYKTYPH Y BHUIIISIII KOMIPOK 200 «KOJILOPOBOI KaIyCTH,
pO3MIpH CTPYKTYPHHX CJIEMEHTIB BapilOIOTBCS BiJ AECATKIB O COTEHb HAHOMETPIB 3aJCKHO B pexXUMy
oca/pkeHHs. TIOKpHTTS, ocajukeHi TpH THCKYy mapiB Oemsomy 6-10° Topp i BY-moremmiami Ha mimxmami
200...500 B, wmarotp Halikpamii MexaHiuHi BiactuBocTi — TBephicte 32...37ITla i Momyms mpyXHOCTI
350...400 I'Tla.



