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Abstract: Hard coatings are applied in various applications to protect substrates from wear and
corrosion. In the present study, multi-element ceramic films are deposited by reactive sputtering.
The level of substrate bias voltage (—50, —125 and —200 V) is changed to investigate the structural
and mechanical properties of Cr-Nb-Ti-Zr-N thin films. Chemical analysis (using EDS, XRD and
Raman spectroscopy) reveals that these thin films (with a high amount of oxygen) are composed
of a nanocomposite phase structure (amorphous and nano-crystalline phases). CrO; and NbyN
crystalline phases exist in an amorphous matrix in the coatings. By increasing the substrate voltage
(from —50 to —200 V), the nitrogen content (from 30 to 40 at. %) increases, and CryN crystalline
phases are generated in S125 and S200. Morphological, topological and image analysis (employing
FESEM and AFM) data show that the intermediate level of substrate bias voltage (sample S125) can
produce a uniform surface with minimum defect density (15%). In addition, S125 has the minimum
level of roughness (16.6 nm), skewness (0.2) and kurtosis (2.8). Therefore, the hardness, toughness
and wear resistance (extracted from indentation and scratch tests) of this sample is maximum (H is
24.5 GPa and H/E is 0.107), while sample S50 shows complete fracture and delamination.

Keywords: thin film; ceramic coating; fractal parameters; indentation; scratch

1. Introduction

Multi-component coatings are highly used in various fields such as photovoltaic, gas
sensing and especially machining industries to protect metallic tools. Furthermore, to
have better performance in machining (e.g., die machining and cutting tools applications),
ceramic thin films are preferred rather than metallic ones [1-6] due to the high hardness,
thermal stability, chemical inertness and low thermal coefficient of ceramic materials [7-9].
Transition metal nitrides (TMNs) and transition metal carbides (TMCs) are the first choices
to employ in related industries. Generally, it is recorded that TMCs have lower toughness
than TMNs [10-12]. Hence, it is advisable to use TMNs in protective coatings. So far, the
promising and prevalent systems which can satisfy these conditions are Ti-M1-M2-N and Cr-
M1-M2-N (M1 and M2 are metals) [13-17]. To some extent, Cr-N thin film is preferable to Ti-
N coatings because of its high corrosion and high-temperature oxidation resistance [18,19].
However, the low hardness of this system is a real challenge in tribological applications.
Multilayering design (such as CrN/W;N, CrN/Mo,N and CrN/CrAIN) is one way to
increase the hardness, but controlling and optimizing the bilayer number and thickness is a
real challenge to achieve. Therefore, adding elements (such as Nb, Zr and Ti) is a better
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offer to enhance the hardness [20-23]. Although the authors studied Cr-Zr-Nb-N systems
previously [24], the role of adding more elements (such as Ti) at the same time or oxygen
percentage in Cr-N thin films has not been reported yet.

Multi-element thin films can be produced in medium-entropy (if the system has four
elements) and high-entropy (if the system has more than four elements) forms. However,
it is extremely important to develop the coatings in defectless and nanostructure form to
present the best performance [25-28]. Generally, reactive sputtering is a beneficial process
to gain high-quality coatings. To control and design the microstructure of thin films, one
can alter the substrate temperature [29,30], reactive gas type or content [31,32], substrate
bias voltage [33-36] and target power [37,38]. Furthermore, it is important to investigate the
effect of these parameters on mechanical properties. To add to it, the optimum conditions
and properties should be obtained. Approximately, the optimum level of the sputtering
factors was revealed for traditional thin films (two/three-element systems) previously. For
example, the substrate temperature (T/Tm) should be kept at an intermediate level. If it is
too low, an amorphous with columnar/porous structure is obtained (which is hazardous
for tribological properties) [39], and if it is too high, a large grain size is obtained and energy
costs can be increased (which is not desirable) [40]. Likewise, the substrate bias voltage
and peak power should be fixed at an intermediate value to produce high-energy particles
with high deposition rates simultaneously [33-35,37]. In addition, it is suggested to set
an intermediate level for the nitrogen-to-argon flow rate ratio in order to achieve higher
hardness [32,41,42]. Because if it is too high, target poisoning happens, and if it is too low,
nitride crystalline phases cannot be created adequately. Despite these explanations, the
effect of substrate bias voltage on the structural and mechanical properties of Cr-Nb-Zr-Ti-N
ceramic films has not been published yet.

The present study investigates the chemistry, morphology, topography and nanome-
chanical properties of Cr-Nb-Ti-Zr-N-O ceramic films. By changing the substrate bias
voltage from —50 to —200 V, the oxygen content, fractal parameters and defect density
are analyzed. Then, the relative hardness, toughness parameters and wear characteristics
(friction coefficient, wear width and depth) are presented.

2. Materials and Methods
2.1. Coatings Preparation

To deposit Cr-Nb-Ti-Zr-N thin films, the sputtering chamber with three targets was
employed. Two of them are DC (Cr and Nb have the percentage purity of 99.9%), and the
other one is RF (half Ti and half Zr with the percentage purity of 99.9%). In the case of DC
targets, the powers were fixed at 150 W, and in the case of RF source, the power was set at
200 W. The gases used in the runs are pure nitrogen (as the reactive gas) and argon (as the
plasma gas). The gas ratio (N, /Ar) was 0.7 for all depositions. To analyze the structural
and mechanical properties of the coatings, the substrate bias voltage was changed from
low to high level (—50, —125 and —200 V). The substrate temperature was fixed at 380 °C,
and the working pressure was 3 x 1072 Torr. In addition, the other sputtering parameters
are fixed and are similar to the previous work of the authors [24].

2.2. Characterization Analysis

The phase structures of Cr-Nb-Ti-Zr-N coatings are analyzed by grazing incidence
XRD (Bruker, D8 advance, Mannheim, Germany). The incidence angle was set at 1°,
and the A is 1.54 A. The bond structure of the films is studied by Raman spectroscopy
(Uni, DRON, Seoul, South Korea). The Ar-ion laser was 457 nm, and the resolution is
1 cm~!. The FESEM of VEGA-TESCAN was applied to investigate the morphology of the
coatings. The acceleration voltage (from 10 to 15 kV) and work distance (from 11 to 14 mm)
were varied. Both secondary electron and back-scattered electron detectors were applied
to present the high-quality images. In addition, EDS was used to extract the elemental
percentages of thin films. AFM images of thin films are presented by using atomic force
microscopy of Ara Co., Tehran, Iran. Additionally, to drive fractal parameters, Gwyddion
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software (version 2.60) was applied. The mechanical properties of the layers were noted
by a nano-indentation/scratch set-up (Hysitron Inc. Triboscope, Minneapolis, Minnesota,
United States) and Vickers tester (load is 50 g). Ten measurements (5 mN) were made for
each coating to obtain the hardness and elastic modulus values. Five runs (from 1 mN to
8 mN) were completed to see the scratch behavior and scar of the films. To see indents’
characteristics, a NanoScope III (from Digital Instruments, Tonawanda, New York, United
States) was employed.

3. Results and Discussion
3.1. Chemical Analysis

Table 1 indicates the elemental percentage of Cr-Nb-Ti-Zr-N thin films based on EDS
results. It can be seen that by increasing the substrate bias voltage, non-metallic (N and
O) elements vary significantly where the levels of metallic elements are nearly similar (for
each element, the variation is lower than 2.7 at. %). Cr and Nb species received more at
the growing coating because they are individual targets. However, in the case of Ti and
Zr, they achieved lower amounts because they have a half-section target. Oxygen is a
famous impurity in thin films produced by sputtering [2,29] if the content is lower than
6 at. %. However, because of the inadequate vacuum or residual gas and ambient air [43],
in the present experiments, the oxygen percentage is high enough (more than 8.6 at. %)
to assume as a principal component. Other studies [1,13] confirm this result. Therefore,
the system should be called Cr-Nb-Zr-Ti-N-O. In addition, it must be mentioned that
other impurities (such as argon, hydrogen and carbon) have low percentages (lower than
0.4 at. %) in the coatings.

Table 1. Elemental percentage of thin films based on EDS analysis.

Sample Code  Cr(at. %) Nb(at. %)  Ti (at. %) Zrx (at. %) N (at. %) O (%)

S50 244 22.0 7.5 29 30.3 12.5
S125 22.6 19.3 6.8 25 40.1 8.6
S200 23.1 21.8 8.3 34 33.1 10.1

Figure 1 illustrates the X-ray patterns of Cr-Nb-Ti-Zr-N-O thin films. It is obvious
that the composite phase structure (amorphous phase with crystalline phases) is gained
in all coatings. Nevertheless, it is evident that increasing the bias voltage can increase
the crystalline phases and content. In the case of S50, low-content crystalline phases are
composed of CrO; (Ref. Code = 96-151-6111) and NbN (Ref. Code = 96-900-8684), where
an amorphous phase is major. By increasing the substrate bias voltage and energy of the
receiving particles [44], crystallinity is enhanced. In the case of 5125, CrO, (Ref. Code = 96-
151-6111), CroN (Ref. Code = 96-431-1895) and Nb,N (Ref. Code = 96-101-0511) crystalline
phases are generated. The crystalline phases in 5200 are CrO, (Ref. Code = 96-151-6111),
CrN (Ref. Code = 96-100-8957) and NbyN (Ref. Code = 96-101-0511). To explain more,
based on the Scherrer equation, the crystallite size is 16.8 nm, 28.1 nm and 32.3 nm for S50,
5125 and S200, respectively. Hence, it is obvious that nanocomposite coatings are produced
by the sputtering process.
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Figure 1. GI-XRD diffractograms of thin films.

Figure 2 shows the Raman spectra of Cr-Nb-Zr-Ti-N-O layers. It is clear that the peaks
of the vibration frequencies in 482 and 821 cm ! are attributed to the Nb-N and Cr-O bonds,
respectively. Moreover, there is a small peak at 1100 cm ! indicating the Cr-N bonds for
all samples. These peak locations are in good agreement with the related studies [24,45].
By enhancing the substrate bias voltage, it is evident that the intensities of Cr-N and Cr-O
peaks increase to a slight extent, but the intensity of Nb-N bonds increases notably. This
result is in accordance with the XRD patterns in Figure 1. However, the abovementioned
phase structure is not precise, and unknown amorphous phases (such as Ti-O-N) can exist
in the coatings. Further study and XPS/TEM analysis can be useful to investigate more.

3.2. Morphological Analysis

Figures 3 and 4 show the cross-sectional and top-view morphologies of Cr-Nb-Ti-Zr-
N-O thin films, respectively. It can be seen from Figure 3a,c that a columnar structure is
dominant in S50 and S200. Moreover, this feature can produce micro-voids in thin films
(see the green insets in Figure 3a’,¢’). Inversely, S125 shows a compact and featureless
morphology. However, tiny columns and small voids are created and can be detectable by
the green inset in Figure 3b’. Furthermore, the measured thickness of each coating is written
in Figure 3a—c. As the deposition time was kept constant for all runs, it can be concluded
that the deposition rate is maximum for low voltage (550) and minimum for intermediate
voltage (5125). Figure 4a—c indicate that if the plasma energy increases (by increasing
the substrate bias voltage from low levels to higher than 125 V [44]), atoms/ions diffuse
more at the surface. Therefore, macro-grains and macro-particles cannot be created. The
macro-particles created in S50 are presented by blue arrows in Figure 4a. Macro-particles
and micro-voids are major defects in PVD hard coatings [25], so technological solutions
should be applied to omit them. In order to determine the grain shape of the coatings,
higher-resolution SEM images are represented in Figure 4a’—’. As can be seen, S50 and
5200 indicate no particular shape, and the grains are separated from each other (green
insets in Figure 4a,c’ obviously show the separation). In addition, the grain size of S50
is not identical in all the sites, and its grain shape is mixed of lamellar, oblique sheets
and pyramids. In the case of S200, although the grain size is similar, the grain shape has
cauliflower and island characteristics. Furthermore, Figure 4b’ shows that the grain shape
of 5125 is rice-like, and its grain size is small and identical all over the specimen.
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Figure 2. Raman spectra of thin films.
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Figure 3. Cross-sectional SEM images of thin films; (a,a’) S50, (b,b’) S125 and (c,¢’) S200 (prime
sections show red insets with higher magnification and pores).

Figure 5 shows 2D-AFM and binary images (extracted from the AFM images by the
image analysis method) of Cr-Nb-Ti-Zr-N-O coatings. As can be seen, micro-voids (open
boundaries at the surface of the coatings which are drawn by black areas) are minimum in
5125 (15%). However, to analyze S50 and S200, the other surface defects (macro-particles)
must be accounted for. To estimate the total defect density (micro-voids and macro-particles
at the same time [25]), the authors assumed that dome-like macro-particles (see Figure 4a)
are created and the circle area of macro-particles was accounted. Hence, the average
calculated area of macro-particles for 5 um scale S50 images (such as the 2D AFM image)
is 14%, and its total defect density is 31% (17% from Figure 5a’ and 14% from Figure 4a).
In addition, from AFM results, one can extract surface fractal parameters by graphical
software [24,33]. Table 2 summarizes the data of average roughness (Ra), root mean square
roughness (Rq), skewness (Sk), kurtosis (Ku) and fractal parameter (D). To study the
detailed description and definition of these factors and their effects on friction, the reader is
advised to see the literature [46,47]. As can be seen, D is similar for all layers. So, to study
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surface geometry of the coatings, other parameters must be regarded. Maximum levels of
Ra, Rq, Sk and Ku belong to sample S50, while the minimum levels are observed in the
case of 5125.

Figure 4. Low and high-magnification top-view SEM images of thin films: (a,a’) S50, (b,b’) S125 and

(c,c”) S200 (prime sections show higher magnification).
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Figure 5. AFM and binary images of thin films; (a,a’) S50, (b,b”) S125 and (c,c’) S200 (prime sections

show valleys/open boundaries in black color).

Table 2. Fractal parameters of thin films based on AFM images.

Sample Code Ra (nm) Rq (nm) Sk () Ku (-) D ()
S50 20.2 23.7 —0.5 3.5 2.3
S$125 13.5 16.6 —0.2 2.8 2.3
S200 19.2 214 —0.4 3.2 2.2

3.3. Mechanical Properties of the Coatings

For each thin film, the characteristics of the contact area of a typical indent (for
hardness evaluation) are shown in Figure 6. To add to it, the hardness, Young’s modulus
and hardness to Young’s modulus ratios (H/E and H3/E?) of thin films are summarized
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in Table 3. The Young’s modulus increases with the increasing substrate bias voltage. The
other parameters (H, H/E and H3/ Ez) have a different trend, so at first, they increase
(from S50 to S5125), and then, they decrease (from 5125 to S200). Moreover, as can be seen
from Figure 6a’—c’, it is clear that the deformed volume of S50 is maximum, whereas it
is minimum for S125. Hence, it can be deduced that S125 has the maximum mechanical
properties. Compared with the other Cr-N based thin film [1,3,22], 5125 achieves higher
levels of H/E and H3/E2.

100 Average= 1.3 nm
EE——

Average=
132 nm
T T T
( 2 4 6 pm
bv
100
Average= 0.87 pm
P
’ Average=
76 nm
-100-
nm
) i ‘i & um
c'
100+ Average=0.93 pm
| E—
Average=
78 nm
T T T
0 2 4 6 nm

Figure 6. AFM images of indented area and cross-sectional profiles of thin films: (a,a’) S50, (b,b’)
5125 and (c,c’) S200.

Table 3. Hardness and toughness parameters of thin films.

Sample Code H (GPa) E (GPa) H/E () H3/E? (GPa)
S50 14.3 +2.6 215479 0.064 0.059
S125 245+ 1.1 228.9 +5.1 0.107 0.280
$200 228419 2443 +5.8 0.093 0.198

To investigate the fracture behavior of Cr-Nb-Ti-Zr-N-O thin films, high load inden-
tation (the load is 500 mN) is applied, and surface SEM images are presented in Figure 7.
It is obvious that buckling, complete fracture and delamination occurred in S50. These
low-quality fracture features have been seen for low-toughness thin films [48]. This be-
havior can be due to the minimum toughness characteristics (H/E and H?/E?) of sample
S50. There are micro-cracks in the samples of 5125 and S200. The average length of these
radial cracks is 6.22 um for S125 and 7.5 um for S200. In addition, the deformed areas
of S50, S125 and S200 are 398, 34.7 and 39.1 pm?, respectively. Therefore, it is obvious
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that substrate-coating adhesion is at the lowest level in the case of S50. By increasing the
substrate bias voltage, the adhesion of coating at the substrate interface is improved in the

cases of S125 and S200.

Figure 7. SEM images of Vickers indented area of thin films: (a) S50, (b) S125 and (c) S200.

The friction and worn area of Cr-Nb-Ti-Zr-N-O thin films (taken by nano-scratch test)
are summarized in Figures 8 and 9. It is vivid that the friction behavior at the surface of the
coatings is similar (the average friction coefficient of all samples is 0.25 & 0.03). However,
there is a rupture (sudden decrease and increase) in the friction data of S50 and S200 (see
pink circles in Figure 8). Moreover, the higher wear depth (more than 101 nm) can be
observed in samples S50 and S200 (see Figure 9a’,c’). A minimum wear width and depth

were achieved in S125.

0.4
S50
02) o pet
< F
= 'l
204 1255
4 —
30.2 ,,,..,TB-G—'d
Wi
0:
>
- 0.4
S200
O A I~ S
o‘l\\ﬁ .
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Figure 8. Friction coefficient (LF/NF) of thin films based on nano-scratch test.
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Figure 9. AFM images of scratch area and cross-sectional profiles of thin films: (a,a’) S50, (b,b") S125
and (c,c’) S200.

4. Discussion

According to the EDS results, it can be concluded that oxygen entered into the Cr-Nb-
Ti-Zr-N thin films effectively. Hence, the oxide phase (CrO,) can be crystalized like the
nitride phases (Nb,N, Cr,N and CrN) in an amorphous matrix. In low-level bias voltage
(550), the particle energy [39,44] is low so that the atoms/ions cannot go to the right sites
at the crystalline lattice. Hence, the amount of nano-crystalline phases is low, and an
amorphous phase is major. By increasing the bias voltage (5125 and S200), the crystallinity
rises significantly (see XRD and Raman peak intensities and numbers in Figures 1 and 2).
This trend was recorded in the other study [33] that worked on the bias voltage variation
effect on the structure of multi-component ceramic film. Moreover, the morphology and
topology of the coatings change remarkably by increasing the substrate voltage. So, the
roughness, skewness and kurtosis levels decrease seriously in samples 5125 and 5200 (see
Table 3). In addition, macro-particles (agglomerated particles on the surface of S50) can
disappear in the cases of 5125 and S200 (compare Figure 4a—c). This result is in accordance
with the previous study of the authors [24]. However, because of the nature of the sputtering
process, which can generate micro-voids [25,39], porosity /open boundaries are created in
all samples (see Figure 3a’—c’ and Figure 4a,c’).

The variations in chemical and morphological characteristics have great effects on the
mechanical properties of medium- and high-entropy ceramic coatings [1,14,15]. In the case
of Cr-Nb-Ti-Zr-N-O thin films, adding Ti and O to the system of Cr-Zr-Nb-N can enhance
the Young’s modulus slightly. Furthermore, the sample with less crystalline content in
an amorphous matrix (S50) has a lower hardness value (14.3 GPa) compared with the
others. This discussion is in good agreement with the theory [8,27] that nanocomposite mi-
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crostructures with a higher content and dispersity degree of reinforcement/nano-crystalline
phase can cause higher hardness. Likewise, because of the higher content of defect density
(34%, consisted of open boundaries and macro-particles) in S50, the hardness deviation
from the average number is substantial (£2.6 GPa). Furthermore, to interpret the defor-
mation/fracture behavior (the deformed area made by Vickers indent and crack length)
and wear (scratch width and depth) parameters of Cr-Nb-Ti-Zr-N-O ceramic films, it is
important to regard both aspects of thin films’ chemistry and morphology. Therefore, two
major mechanical properties (the deformed area extracted from Figure 7 and the wear depth
extracted from Figure 9) of the coatings are presented in Figure 10 regarding their toughness
parameter (H/E data from Table 3) and defect density percentage (from Section 3.2). As
can be seen from Figure 10a, it is obvious that there is a descending trend in the case
of H/E-deformed area and H/E-wear depth. It demonstrates that the higher toughness
parameter of a thin film can cause higher resistance during static and dynamic indentation.
This result was reported by others [3,42]. To add to it, it must be mentioned that defects
can facilitate crack propagation, delamination and fracture. This is especially evident when
there are micro-voids/columnar boundaries in the morphology of the coatings because
they have low cohesive energy to propagate cracks [33,49]. To study this feature in samples
550, 5125 and 5200, Figure 10b shows the predictable trend (higher defect density can cause
higher deformation and wear characteristics). The voids and boundaries among the large
columns in samples S50 and S200 are the preferable paths to develop cracks, so material
detachment amounts will be increased under static and dynamic loading. In addition, a
high content of defects can create unusual friction behavior (sudden decrease-increase in
friction coefficient data of S50 and S200; see Figure 8).

a 140 b 140
& 400 I & 400 g
= = b= =
a - 120 5 a == 120 \E
) - ) -
g 100 £ g 100 £
S 40 S S 40 S
%] Tt Y -
= 80 b = 80 s
< 30 > < 30 >

. 60 ~ 60 ~
0.050 0.075 0.100 15 25 35
H/E [-] Defect density [%]

Figure 10. Effect of H/E (a) and defect (porosity + macroparticles) density (b) on deformation
properties of thin films.

In the machining industries, it is important to apply a coating technology with high
efficiency (high deposition rate with low energy consumption). At the same time, the
process should bring low defect density in the structure of the coating. Therefore, according
to this study, one can find the material system with high hardness (24.5 GPa in the case of
S125) and toughness (H/E is more than 0.1 and H?/E? is more than 0.27) at the same time.
Additionally, the optimum bias voltage (—125 V) is found to obtain a nanocomposite coating
with few defects. As Mitterer and his colleagues [7] proved, nanocomposite microstructure
coatings with more than a single crystalline phase can enhance thermal stability. Hence,
5125 (which has a defectless, nanocomposite and multi-phase structure) can be selected as
an appropriate choice to use in various temperatures and industries (such as cutting tools
and die machining).

5. Conclusions

Nanocomposite Cr-Nb-Ti-Zr-N-O ceramic films are produced by sputtering. The chem-
ical, morphological and mechanical features of these films are studied comprehensively.
All things considered, the following can be concluded:
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- Under high voltage and temperature, oxygen can enter into thin films not only as an
impurity but also as a principal element (according to EDS measurement, the oxygen
atomic percentage in all thin films is more than 8.6%). This leads to the formation of
the oxide crystalline phase (CrO;).

- Increasing the substrate bias voltage (from —50 to —125 V) during the deposition of
Cr-Nb-Ti-Zr-N-O ceramic films can cause a defectless and uniform surface. However,
by increasing the voltage more than this optimum level (such as in sample S200), the
pores/open boundaries density will be raised.

- Tiand O can enhance the mechanical properties of thin films, because the hardness,
Young’s modulus and toughness (H/E) of Cr-Nb-Ti-Zr-N-O thin films are higher than
the ones related to the Cr-Zr-Nb-N medium-entropy alloy coatings.

- To gain a wear-resistant coating (sample 5125), it is important to achieve the minimum
level of roughness (lower than 16.6 nm), skewness (0.2) and kurtosis (lower than 3).
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