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The process of coating deposition by sputtering a target based on the MAX phase Ti2AIC using a gas
plasma source has been studied. It has been shown that the MAX phase of Ti2AlC refers to hard-sputtering
materials. With an increase in the sputtering energy of Ar+ ions from 400 to 1200 eV, the sputtering coeffi-
cient of the target based on the MAX phase increases from 0.2 to 0.7 atom/ion. The obtained values are 1.5
times lower than the sputtering coefficients of the target from titanium. Phase transformations occur on
the target surface and are associated with the decay of the MAX phase and the selective sputtering of
lighter elements due to the bombardment by Ar* ions. It was found that the composition of the deposited
coatings is significantly affected by the magnitude of the bias potential on the substrate. With increasing
potential in the range from 50 to 200 V, the relative aluminum content in the coatings drops sharply, in fa-
vor of titanium from Ti:Al = 3.5:1 to Ti:Al = 48:1. Regardless of the composition, a solid solution (Ti, Al)C is
formed in the coatings with a cubic crystal lattice of the NaCl type, a crystallite size of 10-15 nm and an
axial type texture. The MAX phase Ti2AlC was not detected in the coatings. Received coatings have high
hardness and Young's modulus, which increase with decreasing aluminum concentration in the ranges of
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21-30 GPa and 290-340 GPa.
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1. INTRODUCTION

Ti2AlC belongs to the family of ternary nano-
laminate compounds known as MAX phases, which
have a unique combination of metal and ceramic prop-
erties. Like metals, they are electrically and thermally
conductive, easily processed by cutting at room tem-
perature, resist crack propagation, are not sensitive to
thermal shock, and are ductile at high temperatures.
Like ceramics, they have a low density, high elasticity
characteristics, and are characterized by high heat and
oxidation resistance. The hexagonal structure of the
MAX phases consists of layers of transition metal car-
bides or nitrides separated by monolayers of atoms of
ITTA and IVA elements, which leads to the general for-
mula M, +1AX, (where M =Ti, V, Zr, Hf, Nb; A = Al, Si,
Ge, Sn; X=C, N, n=1,2 and 3). Lamination at the
level of the crystalline structure makes it possible to
deform grains locally in the concentration zone of me-
chanical stresses without macroscopic destruction of
the material. This type of deformation is not typical of
most ceramic materials and is manifested through de-
lamination, bending, and crushing of grains. This pro-
vides materials based on MAX phases with high
strength characteristics [1]. The MAX phase of Ti2AlC
attracts attention with a sufficiently high heat re-
sistance at temperatures up to 1300 °C, which makes it
possible to use it in extreme conditions [2] and as pro-
tective coatings.

To obtain coatings based on the MAX phases, physi-
cal deposition methods are used, such as magnetron
sputtering, cathodic arc deposition, and pulsed laser
deposition [3]. Most often, Ti2AlC coatings are obtained
by magnetron sputtering [4-7]. The required atomic

2077-6772/2020/12(5)05011(6)

05011-1

PACS numbers: 52.80.Vp, 52.77.Bn, 62.20.Qp, 81

ratio of elements in coatings Ti:Al:C = 2:1:1 is achieved
using three single-element targets Ti, Al and C, apply-
ing different powers to them, or by sputtering a metal
target TisoAlso in an Ar/CH4 atmosphere [7]. Sputtering
only one three-component target of the desired compo-
sition can simplify the deposition process. However,
with magnetron sputtering of such a target it is not
always possible to ensure reproducibility of the ele-
mental composition of the cathode, and the ratio of
components in the coatings may differ from the stoichi-
ometric for the MAX phase [4, 6].

Earlier, we showed the effectiveness of using a gas
plasma source (GPS) for sputtering metallic materials
[8] and deposition of various metal (W, Ta and W-Ta)
[9], nitride (TiN, TiSiN) and carbide (TiC, TiSiC) coat-
ings from combined targets [10, 11]. The distinctive
features of the GPS are compared: with the vacuum-arc
method — the absence of macroparticles in the coatings,
and with the magnetron method — more use of the tar-
get material [12].

In this work, we studied the process of coatings
deposition by sputtering using of gas plasma source
from target based on the MAX phase Ti2AlC, investi-
gated composition, structure and mechanical properties
of deposited coatings.

2. EXPERIMENTAL TECHNIQUE

A target based on the MAX phase Ti2AlC in the form
of a disk with a diameter of 60 mm and a thickness of
5 mm was obtained by hot pressing from TiHsg, TiC, Al
powders according to the procedure described in [2]. The
target was used for ion-plasma deposition of coatings on
a vacuum unit equipped with a GPS [10]. GPS consists
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of a tubular anode with a diameter of 200 mm and a
length of 380 mm and a tungsten cathode. A focusing
coil is located outside the anode, creating a magnetic
field of up to 50 Oe. The current of the tungsten spiral is
130 A. The source works as follows: when the working
gas is injected into the system, a low-pressure arc dis-
charge with a thermal cathode in crossed electric and
magnetic fields is ignited. The target is sputtered by gas
ions extracted from the discharge plasma when a nega-
tive potential is applied to the target.

Preliminary pumping of the installation was carried
out until the vacuum in the chamber was no worse
than 0.001 Pa. Ar was used as a working gas, the pres-
sure of which was 0.8 Pa. The experiments were per-
formed at a positive anode potential of + 50V and a
discharge current of 20 A. The distance between the
anode and the target from the MAX phase Ti2AlC was
100 mm, and the ion current density on the target was
15 mA/cm2. The energy of the Ar* ions sputtering the
target was set by the value of the negative bias poten-
tial Ur in the range from — 400 to — 1200 V, which was
supplied to the target.

Coatings were deposited on polished stainless steel
410 substrates with dimensions of 10x20X1 mm. A
negative bias potential Us was applied to the sub-
strates in the range from — 50 to — 200 V. The etching
rate of the target material was determined by the grav-
imetric method. The thickness of the coatings was
measured by the method of “shadow knives” on a MII-4
microinterferometer. The elemental composition of the
target and coatings was monitored by X-ray fluores-
cence analysis on a Sprut-VM spectrometer, and also
by energy dispersive spectroscopy on a JSM-7001F
electron scanning microscope.

X-ray diffraction analysis of the target and coatings
was carried out on a DRON-4-07 diffractometer in
Cu-Ka radiation using a selectively absorbing Ni filter.
Phase analysis of the samples and determination of the
crystal lattice parameters of the detected phases were
carried out according to the Rietveld method. The size
(L) of crystallites (coherent diffracting domains) in the
coatings was calculated from the Scherrer formula
based on the broadening of the (220) peaks.

The nanohardness and Young modulus were meas-
ured with a device Nanoindenter G200 by the CSM
method [13] at the ~ 200 nm depth of penetration of the
Berkovich indenter that was less than 0.1 of the coat-
ing thickness.

3. RESULTS AND DISCUSSION

X-ray diffraction analysis of a hot-pressed target
was performed in the initial state and after its sputter-
ing. The obtained diffractograms are presented in
Fig. 1, and the results of the phase analysis are shown
in Table 1. Fig. 1la illustrates the diffractogram of the
target in the initial state. In the initial state, three
phases were detected in the target. The main phase is
the MAX phase Ti2AlC (hexagonal system) with a con-
tent of 93 wt. %. In addition, graphite C (hexagonal sys-
tem) with a content of 1.8 wt. % is present in the sample
as well as titanium carbide TiC (cubic system) with a
content of 5.2 wt. %. The crystal lattice parameters of
the detected phases are quite close to tabular values. X-
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ray fluorescence analysis showed that the atomic ratio
of titanium and aluminum in the surface layer of the
target is Ti:Al = 3:1.
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Fig. 1 — X-ray diffraction patterns of the target based on the
MAX phase Ti2AlC before (a) and after (b) sputtering with
argon ions

Fig. 1b shows the diffraction pattern of the target
after its sputtering with argon ions when the radiation
dose reaches Dar ~ 51021 ion/cm?. It is seen that after
sputtering a target, its phase composition changes. The
main phase with a weight content of 46 wt. % is titani-
um carbide TiC. The MAX content of the Ti2AlC phase
decreases to 26 wt. %. Also, there is a sample of Ti3AIC
phase (cubic system) with a weight content of 28 wt. %.
It should be noted that the phase transformations that
occur in the target during its sputtering are accompa-
nied by the formation of a texture. In the diffractogram
of the sputtered target, the relative intensity of the
(200) line of TiC carbide (20~ 41.7°) is higher than the
tabulated value for this phase, i.e., there is a predomi-
nant orientation of grains by crystallographic planes
(h00) parallel to the plane of the target surface. A
change in the phase composition of the target surface
after its sputtering indicates a decrease in the relative
content of Al and C. X-ray fluorescence analysis con-
firms this result. The atomic ratio of titanium and
aluminum in the surface layer of the sputtered target
is Ti:Al = 12:1.

Change in the elemental composition of the target
after sputtering with argon ions is caused by selective
sputtering of Al and C. It is known [15] that for multi-
component materials containing elements with differ-
ent atomic masses, sputtered lighter elements prevail.
Intensive ion irradiation leads to the decomposition of
the MAX phases into carbides and the formation of
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lower compounds [17]. The appearance of a new TizAlC
phase with a lower content of Al and C can be associat-
ed with the phase transformation in the target materi-
al, since its temperature during the sputtering process
was 800-900 °C, which is a sufficient condition for reac-
tions in the Ti-Al-C system [16].

Table 1 — Results of phase analysis of the target before and
after sputtering with argon ions

C Lattice pa-

Target Phase Type Wt.’% rameters, nm
a c
Ti2AIC| 194: P63/ mmc | 93.0 {0.3048| 1.3639
Initial TiC 225: Fm3m 5.2 10.4330

C 194: P63/ mmc| 1.8 |0.2464|0.6657

After sputtering |Ti2AIC| 194: P63/ mmc | 25.8 |0.3045| 1.3645

Dar=5-10% TiC 225: Fm3m | 45.9 |0.4305| -

ion/cm?2 TisAlC| 221: Pm3m | 28.3 |0.4164| -

There are no data in the literature on the sputter-
ing coefficient of the MAX phase Ti2AlC, and we only
know one work in which magnetron discharge plasma
with a target from the MAX phase Ti2AlC was studied
[4]. Therefore, in addition to structural studies of the
target, a determination was made of its sputtering coef-
ficient. Fig. 2 shows the sputtering coefficients of the
target with argon ions, depending on their energy, in
the range from 400 to 1200 eV. The energy of the argon
ions was set corresponding to the change in the poten-
tial at the target Ur. A target of pure titanium (99.9 %)
of the same area that was sputtered at the same pa-
rameters as the target based on the MAX phase Ti2AlC
was used as a reference material.
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Fig. 2 — Sputtering coefficients of the target based on the MAX
phase Ti2AlC and the target of Ti depending on the energy of
sputtering argon ions (solid line — data from [14])

As can be seen from Fig. 2, with an increase in the
energy of argon ions from 600 to 1000 eV, the sputter-
ing coefficient of a titanium target increases from 0.5 to
0.8 atom/ion. The obtained results on the sputtering
coefficient of titanium are in good agreement with the
literature data [14], which are shown by a solid line in
Fig. 2. For a target based on the MAX phase Ti2AIC,
the sputtering coefficients are approximately 1.5 times
lower than for titanium. Based on this, the MAX phase
Ti2AlC can be attributed to hard-sputtering materials.
With an increase in the energy of argon ions from 400
to 1200 eV, the sputtering coefficient of the target
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based on the MAX phase Ti2AIC increases in the range
0.2-0.7 atom/ion.

The results of determining the deposition rate of the
coatings obtained by sputtering a target based on the
MAX phase Ti2AlIC are shown in Fig. 3. Dependence of
the deposition rate on the value of the sputtering po-
tential of the target Ur was obtained at a substrate
potential Us=- 50V (Fig. 3a). It can be seen that with
an increase in Ur from 400 to 1000 V, the deposition
rate increases almost linearly from 1.5 to 4.5 pm/h.
With a further increase in the sputtering potential to
1200V, a decrease in the deposition rate of the coating
to 4 um/h is observed, despite an increase in the sput-
tering coefficient of the target (see Fig. 2).
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Fig. 3 — The deposition rate of the coatings obtained by sputter-
ing a target based on the MAX phase Ti2AlC: (a) dependence on
the sputtering potential of the target (Us=—50V); (b) depend-
ence on the substrate potential (Ur=— 1000 V)

The target potential of 1000 V was chosen for fur-
ther experiments, since it provided the maximum depo-
sition rate. Fig. 3b shows the dependence of the deposi-
tion rate on the bias potential on the substrate Us. An
increase in Us above 100 V leads to a decrease in the
deposition rate of the coatings to 3.5 um/h at 200 V.

An analysis of the elemental composition of the re-
sulting coatings showed that it differs from the compo-
sition of the target. The minimum difference from the
target is observed for the coating obtained at the lowest
substrate potential Us=— 50 V. The atomic ratio of the
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components is Ti:Al:C = 3.5:1:1.5. With an increase in
the potential Us, the relative aluminum content in the
coatings drops sharply, in favor of titanium. Fig. 4
shows the dependence of the atomic ratio of titanium
and aluminum in the coatings on the substrate poten-
tial. It can be seen that at a substrate potential of
200 V, the ratio reaches Ti:Al = 48:1, which differs sig-
nificantly from the ratio Ti:Al = 2:1, which is necessary
for the formation of the MAX phase Ti2AlC stoichio-
metric composition. The fact that the composition of the
target and coatings does not match is often described in
the literature [4-7].

Fig. 5 shows the diffraction patterns of the coatings
obtained at different bias potentials on the substrate in
the range from — 50 to — 200 V.
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Fig. 4 — Effect of the substrate potential on the ratio of Ti and
Al atoms in the coatings
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Fig. 5 — Diffraction patterns of the coatings deposited at differ-
ent bias potentials

On the diffraction patterns, in addition to narrow
lines of the substrate (a-Fe), there are broad lines of
only the crystalline phase that forms in the coatings —
solid solution (Ti, Al)C based on TiC carbide with a
NaCl type cubic crystal lattice (cubic syngony, 225 lat-
tice type, Fm3m space group). The crystallite size of
the carbide in the coatings is 10-15 nm. According to
X-ray diffraction analysis, MAX phase TizAlC in depos-
ited coatings was not detected.

With an increase in the substrate potential, the
carbide lines shift toward smaller angles, which indi-
cate an increase in the crystal lattice parameter of the
solid solution in the direction normal to the surface.
Fig. 6 shows the dependence of the crystal lattice pa-
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rameter on the bias potential on the substrate during
coating deposition. An increase in the parameter in the
range 0.4352-0.4405 nm, which is observed with an
increase in the potential, correlates with a decrease in
the concentration of smaller aluminum atoms in the
coatings, which replace large titanium atoms at the
sites of the TiC crystal lattice.
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Fig. 6 — Effect of the bias potential on the crystal lattice param-
eter of titanium carbide in the coatings

The ratio of the intensity of the lines of the solid so-
lution indicates the presence of texture in the coatings.
Analysis of the rocking curves showed that an axial
type texture is formed in the coatings. Numerical esti-
mates of the preferred orientation in the coatings were
carried out by calculating the texture coefficients for
the (111), (200) and (220) planes.

The texture coefficient [18] was calculated from the
relation:

TC _ [n If:kz) / I(()hkl):| /[Z Ir(:zkl) / I(()hkl)] ,

where In(*) is the measured integrated reflection in-
tensity (hkl), Io*) is the theoretically calculated rela-
tive reflection intensity (hkl) for the non-textured pow-
der material, n is the number of recorded reflections,
which in this calculation is equal to 3.

Fig. 7 shows the change in the texture coefficients
for (Ti, Al)C reflections with an increase in the bias
potential on the substrate. It is seen that with an in-
crease in the potential, the predominant orientation of
carbide grains changes from (111) to (220). Similar
changes were previously observed for coatings with a
NaCl type structure, which are deposited under ion
bombardment conditions. For example, in vacuum-arc
coatings TiN, (Ti, AN, (Ti, Cr)N, which are deposited
from a highly ionized stream of filtered vacuum-arc
plasma, with an increase in the amplitude of the pulse
bias potential, the orientation of the grains of cubic
nitride changes from (111) to (220), and then to (200),
which is accompanied by a decrease in the level of re-
sidual compressive stresses [18-21]. Changes are con-
sidered as a result of competition between the process-
es of the appearance and annealing of point defects in
the thermal peaks of bombarding ions, which are aimed
at minimizing the free energy of the system [22]. Gen-
eral trends are observed, despite the fact that during
deposition of coatings by ion sputtering, the degree of
ionization of the deposited particle flux is significantly
lower than in the case of vacuum-arc deposition [23].
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Thus, the growing surface ion bombardment inten-
sity has decisive importance for the composition and
structure of the synthesized coatings in this work.
Bombarding particles can be both ionized particles of a
sputtered target and argon ions extracted from plasma.
A more detailed consideration of this issue requires
additional research.

The results of nanoindentation of the obtained coat-
ings are shown in Fig. 8.

All coatings have high mechanical characteristics.
The hardness of the coatings increases from 21 to
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OcamskeHHS MOKPUTTS i0HHO-IIJIA3MOBHM PO3NUJIEHHAM MilneHi
3 max ¢aau Ti2AlC

0.C. Kympiu!, T.O. IIpixaa2?, O.M. Pemrerusak!, C.M. J1y62, M.O. Bopraumnekal, I.B. Kosomiiil,
B.A. Buoyc?!, O.B. Inmbuenxol!, B.B. Ceepayn?

1 Hauionanvruii Hayrosuii Llenmp “Xapriscorxuii Qizurxo-mexnivnuii Incmumym”, ayn. Akademiuna 1,
61108 Xapxis, Vrpaina
2 Inemumym Haomeepoux Mamepianis imeni B.M. Baxyns Hauionanvroi Axademii Hayk YVipainu,
8ysn. Aemosasoocvra 2, 04074 Kuis, Ykpaina

BuBueno mporec ocamykeHHsI TOKPUTTIB IUIAXOM poamuyieHHs mimeHi Ha ocHoBI MAX-dasu Ti2AlC 3
BUKOPUCTAHHAM JizKepesa radoBoi mwiasmu. [lokasamo, mo MAX-dasza Ti2AlC BigHOCHTECS 0 BaMKKOPOSIIH-
JII0EMHX MaTepiayiB. 31 30LIbIIEHHAM eHepril posmusieHHsA ioHiB Art 3 400 mo 1200 eB koedittienT poarmu-
neHHa MmimreHi Ha ocHoBlI MAX-dasu 30iabmyerses 3 0,2 mo 0,7 atom/ion. OTpumani sHadeHHA B 1,5 pasu
HIDKYI 3a Koe@illieHTH posmuieHHsa MimeHi 3 turtaHy. Das3oBi mepeTBOpeHHs BiAOYyBAaIOTLCA HA IIOBEPXHI
wmirreHi 1 mos's3aui 3 posnagom MAX-dasu Ta ceIeKTUBHUM POSIAICHHAM O1JIbII JIETKUX €JIEMEHTIB 10HaMu
Ar*. Bysio BcTaHOBJIEHO, 10 HA CKJIAJ HAHECEHUX IOKPHUTTIB CYTTE€BO BILIMBAE BeJIMYMHA IIOTEHIAY 3Mi-
IIeHHA HA MOKIaan. 31 301IbIIeHHIM HOTeHITiaay B giamasoHi Bix 50 mo 200 B BimHOCHHUI BMICT aJIIOMIHIIO
B MOKPHUTTSAX PI3K0 Mmajae Ha KopucTh TuTaHy Bim Ti:Al = 3,5:1 mo Ti:Al = 48:1. HesanesxHo Bifg ckiaamy, TBe-
pauit posunu (Ti, Al)C yTBOpioeTbCA B IMOKPHUTTAX 3 KyOIUHO KpHCTaiuHo0 perriTkoio tuiy NaCl, poami-
poM kpucraiitie 10-15 uM 1 Tekerypoio ockoBoro tuiry. MAX-dasa Ti2AlC B mokpurTsax He BussieHa. [Iok-
PUTTA MAIOTh BUCOKY TBepPIicTh 1 Momy b OHra, siki 301IBIIYIOTHCA 31 SHUMKEHHAM KOHIIEHTPAII] aJIIOMIHI0

B Meskax 21-30 I'Tla ta 290-340 I'Tla.

Knrouoeri cioBa: MAX dasa, Posnunenns, [lnasma, [Tokpurrs, Crpyrrypa, TBepzicTs.
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