Effect of N, flow on the structure and mechanical properties of
(CrTaTiVZr)N, coatings processed by reactive magnetron sputtering
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(CrTaTiVZr)N, coatings were deposited via reactive radio frequency magnetron sputtering.

The effects of N, flow at 0-8 SCCM on the chemical composition, microstructure, and
mechanical properties of the films were investigated. The coatings deposited at a N, flow

of =2 SCCM showed a featureless structure with an amorphous phase. When the N, flow was at
4 SCCM, two distinct layers were observed, namely, the bottom layer (close to the substrate)
with an amorphous structure and the top layer with a fibrous structure and face-centered cubic
phase. When the N, flow was further increased, the structure was converted from fibers to
columns with larger grains. Accordingly, the maximum hardness value of 36.4 GPa was
achieved at a N, flow of 4 SCCM, thereby indicating that (CrTaTiVZr)N, coatings may be

suitable as hard protective coatings.

I. INTRODUCTION

The development of high-entropy alloy (HEA) has
received significant worldwide attention because of the
good mechanical properties’ and corrosion resistance” in
the formation of alloys. Yeh et al. introduced the concept
of HEA,' which uses multiprincipal element (at least 5)
alloys to replace only one principal element in traditional
alloys, such as steel, bronze, and aluminum alloys. In doing
so, neither one nor two dominant principal elements affect
the properties of HEAs. Surprisingly, HEAs tend to form
simple face-centered cubic (FCC) and/or body-centered
cubic solid solution phases compared with intermetallic
compounds.3 This finding was intuitively attributed to high
mixing entropy because thermodynamically speaking, high
entropy decreases the Gibbs energy of solid solutions at
elevated temperatures to obtain phase selection against inter-
metallic compounds.* The severe lattice distortion caused by
the incorporation of multiprincipal elements renders the
formation of nanosized and amorphous structures.™® HEAs
demonstrate enhanced strength combined with good
resistance to oxidation and corrosion.'™ As a result, more
researchers have agreed with the HEA concept, thereby
promoting further investigation on this field of study.

The alloy and nitride coatings of HEAs have been
manufactured as protective coatings via magnetron sput-
tering system because of their superior physical properties.
To increase their hardness, high-entropy nitride coatings
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with strong nitride-forming elements like AICrTaTiZr’
and TiVCrZrHf® were developed. The nitride coatings
not only had increased the hardness of up to 48 GPa
but also had only a single NaCl-type phase. Moreover,
octonary nitride like AIMoNbSiTaTiVZr nitride’ was
used to amplify high entropy effects. An alloy design
that uses eight target elements is effective in achieving
high hardness and thermal stability. Atomic size differ-
ence is considered a critical parameter that determines the
resultant structure and properties. By virtue of these
merits, the AIMoNbSiTaTiVZr nitride coatings exhibited
a high hardness of 37 GPa and were verified to be
promising diffusion barriers between Cu and Si.'®
Even after annealing at 850 °C for 30 min, the nitride
coatings sustained amorphous phase and prevented the
reaction between Si and Cu.

In the field of hard coatings, transition metal nitrides
such as CrN, TaN, TiN, VN, and ZrN have attracted
much attention because of their interesting and attractive
chemical and physical properties in multifunctional films
due to the fact that these films present a high hardness,
low friction coefficient, and excellent thermal stability.11
Among these nitrides, the VN coating was found to show
a decrease in the friction coefficient with an increase in
temperature due to the formation of V,Os at a high
temperature that make it a suitable compound for high
speed machining without lubrication.'> The CrN coating
was demonstrated to have a high oxidation resistance
owing to the formation of a protective Cr,O; layer."?
Considering various superior properties possessed by
different binary coatings, multicomponent systems based
on the combination of binary ones are consequently evolved.
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In our previous study, ternary CrTiV nitride, which had
a single FCC crystalline structure that exhibited good
mechanical properties, was developed.'* In this study,
larger atomic size difference was designed and realized
by alloying with large Zr atoms to suppress crystalliza-
tion during coating growth. The incorporation of heavy
Ta atoms increased significantly the energy of sputtered
and backscattered atoms reaching the substrate, leading to
densification of coating structure.'”> These above factors
were responsible for the increase of mechanical properties.
Thus, it was believed that excellent mechanical properties
could be expected in the multicomponent CrTaTiVZr
nitrides, so that the five elements Cr, Ta, Ti, V, and Zr
were used to manufacture the HEA in this study. Various
studies have been performed to understand the relationship
between the processing parameters, the coating structure
and properties. Since process parameters may differ in
different PVD methods, it is difficult to verify the
significance of each specific parameter. It is well known
that the N, flow during the coating growth influences some
major structure and properties of the coating.7’9’l&18
Therefore, in this study, the effect of the N, flow on the
structural and mechanical properties of (CrTaTiVZr)N,
coatings deposited on Si substrates via reactive radio
frequency sputtering was investigated. The dependence
of its structural and mechanical properties such as the
film’s composition, crystal quality, surface morphology,
hardness, and reduced modulus on the N, flow for
(CrTaTiVZr)N, coatings was discussed.

Il. EXPERIMENTAL

The (CrTaTiVZr)N, coatings were deposited on p-Si
(100) wafers via a radio-frequency magnetron sputtering
system by using equimolar CrTaTiVZr targets that were 75
mm in diameter. Prior to deposition, the p-Si (100) wafers
were cleaned in an ultrasonic bath and then rinsed thor-
oughly with ethanol and distilled water. They were then
placed in the vacuum system. The distance of the target to
the substrate was 90 mm, and the deposition angle was 60°
relative to the substrate. The center of the target disk was
aligned to the middle point between the center and the edge
of the substrate holder. The substrate stage was rotated at
5 rpm to obtain homogeneous film quality and thickness.
The deposition time was set at 60 min. The sputtering
system consisted of a stainless steel vacuum chamber and a
turbo pump with a rotary pump, which provided an ultimate
vacuum of 2.67 x 10~* Pa before introducing the gases.
The deposition of the (CrTaTiVZr)N coatings was carried
out in an Ar + N, mixed atmosphere under a RF power of
350 W and a working pressure of 6.67 x 10~' Pa. During
deposition, the Ar flow was controlled at 100 SCCM. The
N, flow was chosen as the controlling parameter, which was
varied from O to 8 SCCM. The substrate temperature was
heated to 450 °C at a rate of 10 K/min and maintained there

for 60 min prior to deposition. Then, the substrate temper-
ature and bias were fixed at 450 °C and —100 V during the
deposition process, respectively.

The chemical compositions of the (CrTaTiVZr)N coat-
ings were determined via field-emission electron probe
microanalyses (FE-EPMA, JEOL JXA-8800M, Japan),
and at least three tests were performed for each sample.
Quantitative analysis is not accurate for trace and light
elements or when significant differences exist between the
compositions of the standard (TiN) and the sample. The
crystal structures were analyzed using a glancing-inci-
dence (1°) x-ray diffractometer (GIXRD, BRUKER DS
Discover, Germany) with Cu K, radiation at a scanning
speed of 1 deg/min. The scanning step was 0.02°, and the
scanning range was 20°-80°. For the pole figure
measurements, a step size of 5° for the polar | and
azimuthal angle ¢ was applied. The residual stress of the
films was determined by optical substrate curvature
measurements and calculated from Stoney’s equation.'®
Morphology studies and thickness measurements were
carried out via field emission scanning electron micros-
copy (SEM, JEOL JSM-6700F, Japan). The deposition
rate was obtained by dividing the thickness from the
deposition time. Microstructural examinations were con-
ducted using an analytical transmission electron micro-
scope (TEM, FEI E.O. TecnaiF20, Hillsboro, OR). The
hardness and reduced modulus of coatings were measured
using a TriboLab nanoindenter (Hysitron Inc.) with a Ber-
kovich diamond indenter tip (tip radius ~50 nm). During
the tests, a maximum applied load of 2000 puN was set.
The indentation depth was measured to be about 84, 65,
52,42, 43, and 44 nm for the coatings deposited at 0, 1,
2,4, 6, and 8 SCCM, respectively. The detailed methods
for measuring the hardness and reduced modulus and for
calibrating the tip-area-function were given in Ref. 20.
Twenty five tests were performed on each sample.

lll. RESULTS AND DISCUSSION
A. Deposition rate and chemical composition

Based on SEM observations (Fig. 6), the coating
thickness decreased to 1978, 1894, 1575, 1297, 1254,
and 1134 nm as the N, flow increased from O, 1, 2, 4, 6,
and 8 SCCM, respectively. The deposition rate like-
wise decreased, as shown in Fig. 1. This occurrence
can be attributed to the target poisoning effect and the
lower sputtering efficiency of N ions compared with
Ar ions.?! Figure 2 shows the chemical composition
of (CrTaTiVZr)N, coatings deposited at various N, flows.
The N content in the coatings increased significantly
with increasing N, flow before reaching a value of about
44.2 at.% when the N, flow was 8 SCCM. Inevitably,
the variation in N, content resulted in a decisive influence
on the structures and properties of the formed coatings.
Moreover, a slight decrease in the oxygen content in
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FIG. 1. Thickness and deposition rate of (CrTaTiVZr)N coatings deposited at different N, flows.
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FIG. 2. EPMA element contents in (CrTaTiVZr)N coatings deposited at different N, flows.

the coatings from 6.2 to 2.7 at.% with Ry was observed.
The source of oxygen in the coating might be one or
both of the following: residual gas and plasma and/or
heating-induced desorption from the deposition chamber.
The effect of oxygen content on the structures and prop-
erties could be ignored given that the oxygen content takes
only a very small molar fraction.

B. Structure analysis

Figure 3 presents the GIXRD patterns of the
(CrTaTiVZr)N, coatings deposited at various N, flows.

When the N, flow was 0 SCCM, the coatings had
a broad peak indicative of an amorphous structure. It has
been pointed out that due to the differences in their
metallic elements in terms of atomic radius (Cr: 1.249 A,
Ta: 1.430 A, Ti: 1.462 A, V: 1.316 A, and Zr: 1.603 A.)
and structure (Cr, Ta, V: body-centered cubic, Ti and Zr:
close-packed hexagonal), the coatings easily developed
noncrystalline structures.”” On increasing the N, flow to
2 SCCM, the peak became broader. This indicates an
increase of disorderliness of atomic structure. Given that
the 26.3 at.% N content of the coatings was not high
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FIG. 3. GIXRD pattern of the (CrTaTiVZr)N coatings deposited at different N, flows.

enough to form a crystalline phase, the dissolved N atoms
in the coating were regarded as the sixth alloy element that
disturbs the amorphous structure. Thus, a more disordered
structure was expected to form. When the N, flow was
increased to 4 SCCM and above, the peaks corresponded
to the (111), (200), (220), (311), and (222) planes of
a FCC crystal structure were observed. CrN, TaN, TiN,
VN, and ZrN all had a FCC phase. The as-deposited
mixtures of FCC-forming ternary nitrides, such as ZrTiN, >
CrTiN,*** and CrNbN,* have been reported as a single
FCC solid solution across the entire composition range.
As a result, the formation of single FCC solid solution can
be expected.

The average grain sizes were calculated based on the
Scherrer’s formula®* using the most intense line of the
XRD patterns (Table 1),

d=M\/BcosB |,

where d is the average diameter in nm, A is the x-ray wave
length, B is the line broadening at half the maximum
intensity in radians, and 0 is the Bragg’s angle. As the N,
flow increased, the grain size increased from 5.3 to
15.8 nm. This is because more N content would result in
fewer vacant N sites, thereby facilitating better grain
growth. Moreover, the lower oxygen content at higher
N, flow may be beneficial to grain growth. The lattice
parameters derived from the XRD pattern are also given
in Table I. The lattice parameter decreased significantly
from 0.4378 to 0.4337 nm when the N, flow was increased
from 4 to 8 SCCM. One possible explanation is that the N
affinity to Cr is lesser compared with other target elements

TABLE 1. The average grain size and lattice parameter of (CrTa-
TiVZr)N coatings.

N, flow (SCCM) Average grain size (nm) Lattice parameter (nm)

4 5.3 0.4378
6 9.7 0.4339
8 15.8 0.4337
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FIG. 4. The residual stress of the (CrTaTiVZr)N coatings deposited at
different N, flows.

(AHf’ CrN — —117.2 kJ, AHf’ TaN — —252.3 k], AHf’
TiIN — —337.7 kJ, AHf’ VN — —217.2 kJ, AHf’
zn = —365.3 kI).?> Thus, at a low N, flow regime,
CrN is relatively difficult to form. In other words, the
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nitride crystallites may contain less Cr element; hence,
the lattice parameter is relatively large because CrN has
a smaller lattice parameter.”® As the N, flow increased,
the lattice parameter become smaller because the
nitride crystallites contain more Cr element.

Figure 4 shows the residual stress of the (CrTaTiVZr)N
coatings deposited at various N, flows. It can be seen
that the stress becomes increasingly compressive
from —1.05 to —5.11 GPa with increasing N, flow from
0 to 8 SCCM. The result is considered to principally
originate from the well-known atomic-peening effect,®
whereby the impinging ions knock surface atoms deeper
into the film, where they become trapped. Low sputtering
rates were reported to enhance the energetic discharge
species to deposit atoms on the growing coatings.27
Furthermore, increasing the N, flow resulted in more
low-energy ion fluxes colliding with the growing film.?®

4 SCCM

6 SCCM

(b)

8 SCCM

(c)

Both aforementioned factors enhanced the atomic peening
effect and thereby increase the compressive stress.'**
The N, flow has a strong influence on the preferred
orientation of (CrTaTiVZr)N, coatings. The coatings
deposited at a N, flow of 8 SCCM exhibited a very
strong (111) preferred orientation. To deeply examine
the structural properties of (CrTaTiVZr)N, coatings, the
statistical distribution of the (111) and (200) planes as
a function of the polar |y and azimuthal ¢ coordinates is
presented in Fig. 5 by using pole figures. The results
indicate a preferred crystallite orientation in the form of
strong fiber textures for all coatings. At a N, flow of
4 SCCM [Fig. 5(a)], the (200) pole figure exhibits a strong
ring at a diffraction angle of \y = 26°. By contrast, the
(111) pole figure reveals weak and broad reflections in
a ring pattern at \y = 37°. This result implies that the
coating has a slight (200) preferred orientation. When the

(200)

FIG. 5. Pole figures from (111) and (200) reflections of (CrTaTiVZr)N coating films deposited at different N, flows. (a) 4, (b) 6, and (c) 8.
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N, flow was further increased to 6 SCCM [Fig. 5(b)],
the (111) pole figure features a sharp diffracted ring
pattern at y = 35°, whereas the (200) pole figure displays
a more broadened diffracted ring pattern at |y = 48°.
When the N, flow reached 8 SCCM [Fig. 5(c)], the (111)
pole figure shows a (111) texture with the majority of
intensity maxima concentrated at the center of the pole.
The (200) pole figure is characterized by a ring-type
intensity pattern at \y = 48°. Therefore, a (111) preferred
orientation evolves with increasing N, flow. The pre-
ferred orientation is a consequence of the competition
between neighboring grains. As the N, flow increased, the
competition growth became more significant because of
a few vacant N sites. For materials with a [NaCl-type (31)]
FCC phase, the diffusion of adatoms on the low-energy
(002) plane is easy because this plane offers the lowest
number of nearest neighbors to the incoming adatom,
whereas the diffusion on the (111) plane is much more
difficult because of the highest number of nearest
interacting neighbors. The diffusing adatoms on the
(200) plane may migrate to the edges. As such, their
incorporation on the lattice sites of the adjacent (111)
grains becomes highly probable. As a result, the preferred
orientation of the coatings evolved toward the (111)
orientation.

Figure 6 shows the SEM micrograph of (CrTaTiVZr)
N, coatings deposited at various N, flows. The coatings
deposited at N, flows of =2 SCCM had a very smooth
morphology without any special feature, which is typical
for an amorphous structure. When the N, flow was
increased to 4 SCCM, the coatings exhibited a fibrous
structure with a slightly rough surface. When the N, flow
was further increased to 6 SCCM and higher, the structure
was transformed into a columnar type with increased
column width. Two distinct layers separated by a boundary
were observed. The underlayer has a smooth morphology
without any special feature, whereas the upper layer had
a columnar structure. To verify the structural evolution
during coating growth, TEM characterizations were per-
formed to achieve a more detailed evaluation of the
microstructure.

Figure 7 shows the TEM images with the selected area
diffraction (SAD) pattern of (CrTaTiVZr)N, coatings de-
posited at a N, flow of 4 SCCM. The structure of the
coating had two distinct layers [Fig. 7(a)]. The upper layer
had a fibrous microstructure with the fiber widths of 20-30
nm. The lower layer shows an amorphous structure of
approximately 15 nm thick. Two SAD patterns of equal size
were labeled as Zone A and Zone B. Zone A exhibited
diffraction rings that correspond to the (111), (200), (220),
and (311) planes of the FCC phase [Fig. 7(b)]. Zone B
contains arc-like FCC diffraction rings [Fig. 7(c)], which
indicates the existence of a slight (200) preferred
orientation. High resolution TEM (HRTEM) observations
[Figs. 7(d) and 7(e)] further demonstrated that the

0 SCCM

1 SCCM

100 am
-

FIG. 6. SEM micrographs of the (CrTaTiVZr)N coatings deposited at
different N, flows: (a) 0, (b) 1, (¢) 2, (d) 4, (e) 6, and (f) 8.

underlayer had an amorphous phase, whereas the upper
layer is composed of (111)- and (200)-oriented FCC grains.
Based on these aforementioned analyses, the structural
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(a} 4 SCCM

0.2:pm

FIG. 7. Cross-sectional TEM micrographs of the (CrTaTiVZr)N coatings deposited at a N, flow of 4 SCCM. (a) Bright-field image. (b) SAD
patterns of Zone A. (c) SAD patterns of Zone B. (d) HRTEM lattice image of the bottom part of the cross-section. (¢) HRTEM lattice image of the

top part of the cross-section.

evolution of coating thickness can be concluded. The
coating was initially formed as a continuous 15 nm-thick
amorphous layer. As the coating grew, nucleation of
randomly oriented grain occurred from the amorphous
layer. Afterward, tapered crystallite with FCC phases began
to develop and induced competition between neighboring
grains. This competition led to an evolutionary selection of

the fastest-growing grains.>® However, the coating is only
slightly favored by the (200) preferred orientation, which
may be ascribed to limited grain growth. Figure 8 shows
the TEM images with the SAD pattern of (CrTaTiVZr)N,
coatings deposited at a N, flow of 8 SCCM. The coating
still exhibited two distinct layers [Fig. 8(a)]. However, the
column width increased to approximately 30-50 nm.
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FIG. 8. Cross-sectional TEM micrographs of the (CrTaTiVZr)N coatings deposited at a N, flow of 8 SCCM. (a) Bright-field image. (b) SAD
patterns of Zone A. (c) SAD patterns of Zone B. (d) HRTEM lattice image of the bottom part of the cross-section. (¢) HRTEM lattice image of the

top part of the cross-section.

Meanwhile, the amorphous underlayer on the substrate
thickened to about 135 nm. Based on the SAD and lattice
images [Figs. 8(c) and 8(f)], the columnar structure
revealed a strong (111) preferred orientation. These
phenomena have been discussed previously.

From the SEM and TEM observations, it is interesting
that the thickness of the amorphous layer increased with

increasing N, flow. Hu et al. demonstrated that stress
induced the formation of the amorphous layer, which
indicated that the formation of the amorphous layer is
a form of stress relaxation.”’ Song et al. proposed that the
amorphous layer thickness is dependent on process
parameters, such as sputtering power, N, partial pressure,
substrate temperature, and substrate bias.>? In the present
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FIG. 9. Hardness and reduced modulus of the (CrTaTiVZr)N coatings deposited at different N, flows.

study, the deposition was under tremendous compressive
stress, thereby preventing the formation of the crystalline
phase.** As mentioned, increasing the N, flow enhan-
ces the atomic peening effect and decreases the amount of
ductile amorphous metal for stress relaxation, thereby
leading to high compressive stress. As a result, the
increase in amorphous layer thickness is expected. This
unusual transition in the microstructure has been seldom
reported in other nitride coating systems. The determina-
tion of the multiprincipal components may be an important
issue for the expansion of the amorphous interlayer.
Noticeably, layering structure in the coatings was found
in the TEM images [Figs. 7(d) and 8(d)]. This observation
can be attributed to the deposition conditions used in this
study. The layer thickness was associated with the rotation
speeds of the substrate.

C. Mechanical properties

Figure 9 displays the hardness and reduced modulus
of (CrTaTiVZr)N, coatings as functions of N, flow.
For the alloy coating, the hardness and modulus were
10.8 and 120.8 GPa, respectively. The higher hardness
of CrTaTiVZr alloy coatings than those of typical
coatings of pure metals and alloys was attributed to the
strong interaction between atomic pairs and the amorphous
structure, which contains no dislocations for slip. When the
N, flow was increased to 4 SCCM, the hardness also
continued to increase and reached a maximum value of
36.4 GPa. The enhanced hardness is attributed to the
increased N content, which indicates a high amount of
strong Me—N bonding in the coatings. By further increasing
the N, flow to 8 SCCM, the hardness significantly

decreased to 30.7 GPa. The larger grain size is considered
as the main factor according to the Hall-Petch effect.
It is well known that grain boundaries impede dislocation
movement and that the number of dislocations within a
grain have an effect on how easily dislocations can traverse
grain boundaries and travel from grain to grain. So, by
changing the grain size, one can influence the dislocation
movement and mechanical property, which is typical for
Hall-Petch effect. In the present study, the reduced modulus
of the coating exhibited the same trend as hardness.
This finding was due to an intense pressure experienced
by the material in the indenter during the hardness and
modulus measurements. At a fixed applied load, a higher
material hardness caused smaller projected area of the
remaining indentation and higher average pressure in
the indenter. Therefore, high hardness resulted in high
values of the measured reduced modulus.*®

IV. CONCLUSION

The microstructural and mechanical properties of
(CrTaTiVZr)N, coatings deposited on an Si substrate
via reactive radio-frequency magnetron sputtering as
a function of N, flow were investigated. The N content
increased rapidly at low N, flows and reached about
44.2 at.% when the N, flow was at 8 SCCM. At low N,
flows (=2 SCCM), the structure of the coatings was
amorphous with featureless morphology because of
deficient N content. At a N, flow of 4 SCCM, a fiber
structure with a FCC phase (200) preferred orientation
was observed. Moreover, a 15 nm-thick amorphous
layer was formed near the substrate. When the N, flow
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was increased to 8§ SCCM, the microstructure obviously
changed to a columnar structure with large grain size
because of decreased N vacancy. However, the amorphous
structure thickened to about 135 nm. The transformation of
unusual microstructure was attributed to the enhanced
atomic peening effect at high N, flows. The (111) orien-
tation is preferred because the (111) plane exhibited low
strain energy. The hardness of the coating attained a
maximum of 36.4 GPa when deposited at a N, flow of 4
SCCM. This attributed to a high amount of strong Me-N
bonding and small grain size (~5 nm). The present
alloy design is effective and may have high potential
in hard coating applications after further research and
development.

ACKNOWLEDGMENT

The authors gratefully acknowledge the financial support
for this research by the Ministry of Science and Technology
of Taiwan under Grant No. 103-2622-E-167-011-CC3.

REFERENCES

1. JW. Yeh, S.K. Chen, S.J. Lin, J.Y. Gan, T.S. Chin, T.T. Shun,
C.H. Tsau, and S.Y. Chang: Nanostructured high-entropy alloys
with multiple principal elements: Novel alloy design concepts and
outcomes. Adv. Eng. Mater. 6, 299 (2004).

2. Y.Y. Chen, T. Duval, U.D. Hung, JJW. Yeh, and H.C. Shih:
Microstructure and electrochemical properties of high entropy
alloys—A comparison with type-304 stainless steel. Corros. Sci.
47, 2257 (2005).

3. JW. Yeh, S.K. Chen, J.Y. Gan, S.J. Lin, T.S. Chin, T.T. Shun,
C.H. Tsau, and S.Y. Chang: Formation of simple Crystal structures
in Cu-Co-Ni-Cr-al-Fe-Ti-V alloys with multiprincipal metallic
elements. Metall. Mater. Trans. A 35, 2533 (2004).

4. P.J. Craievich, M. Weinert, J.M. Sanchez, and R.E. Watson: Local
stability of nonequilibrium phases. Phys. Rev. Lett. 72, 3076
(1994).

5. A. Takeuchi, N. Chen, T. Wada, Y. Yokoyama, H. Kato,
A. Inoue, and J.W. Yeh: Pd,oPtqCu,oNiyoP,¢ high-entropy alloy
as a bulk metallic glass in the centimeter. Intermetallics 19, 1546
(2011).

6. HY. Ding and K.F. Yao: High entropy TiyoZr0CuyNizgBesg
bulk metallic glass. J. Non-Cryst. Solids 364, 9 (2013).

7. C.H. Lai, S.J. Lin, J.LW. Yeh, and S.Y. Chang: Preparation and
characterization of AICrTaTiZr multi-element nitride coatings.
Surf. Coat. Technol. 201, 3275 (2006).

8. S.C. Liang, Z.C. Chang, D.C. Tsai, Y.C. Lin, H.S. Sung,
M.J. Deng, and F.S. Shieu: Effects of substrate temperature on
the structure and mechanical properties of (TiVCrZrHf)N coatings.
Appl. Surf. Sci. 257, 7709 (2011).

9. M.H. Tsai, C.H. Lai, JJW. Yeh, and J.Y. Gan: Effects of nitrogen
flow ratio on the structure and properties of reactively sputtered
(AIMoNDSiTaTiVZr)Ny coatings. J. Phys. D: Appl. Phys. 41, 235402
(2008).

10. M.H. Tsai, C.W. Wang, C.H. Lai, J.W. Yeh, and J.Y. Gan:
Thermally stable amorphous (AIMoNbSiTaTiVZr)soNso nitride
film as diffusion barrier in copper metallization. Appl. Phys. Lett.
92, 052109 (2008).

11. H.O. Pierson: Handbook of Refractory Carbides and Nitrides, 1st
ed. (Noyes Publications, Westwood, New Jersey, 1996).

J. Mater. Res., Vol. 30, No.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

217.

28.

29.

30.

. W. Gulbinski, T. Suszko, and D. Pailharey: High load AFM
friction and wear experiments on V,0s thin films. Wear 254, 988
(2003).

P.H. Mayrhofer, H. Willmann, and C. Mitterer: Oxidation kinetics
of sputtered Cr—N hard coatings. Surf. Coat. Technol. 146, 222
(2001).

D.C. Tsai, Y.L. Huang, S.R. Lin, D.R. Jung, S.Y. Chang, and
F.S. Shieu: Structure and mechanical properties of (TiVCr)N
coatings prepared by energetic bombardment sputtering with
different nitrogen flow ratios. J. Alloys Compd. 509, 3141 (2011).
G. Abadias, L.E. Koutsokeras, A. Siozios, and P. Patsalas: Stress,
phase stability and oxidation resistance of ternary Ti-Me-N
(Me=Zr, Ta). Thin Solid Films 538, 56 (2013).

H.W. Chang, P.K. Huang, A. Davison, J.W. Yeh, C.H. Tsau,
and C.C. Yang: Nitride films deposited from an equimolar
Al-Cr-Mo-Si-Ti Alloy target by reactive direct current
magnetron sputtering. Thin Solid Films 516, 6402 (2008).
D.C. Tsai, Y.L. Huang, S.R. Lin, S.C. Liang, and F.S. Shieu:
Effect of nitrogen flow ratios on the structure and mechanical
properties of (TiVCrZrY)N coatings prepared by reactive magne-
tron sputtering. Appl. Surf. Sci. 257, 1361 (2010).

D.C. Tsai, Z.C. Chang, B.H. Kuo, M.H. Shiao, S.Y. Chang, and
F.S. Shieu: Structure and properties of (TiVCrZrY)N coatings
prepared by energetic bombardment sputtering with different
nitrogen flow ratios. Appl. Phys. A 115, 1205 (2014).

M. Larsson, M. Bromark, P. Hedenqvist, and S. Hogmark:
Deposition and mechanical properties of multilayered PVD Ti-TiN
coatings. Surf. Coat. Technol. 76, 202 (1995).

W.C. Oliver and G.M. Pharr: Measurement of hardness and
elastic modulus by instrumented indentation: Advances in
understanding and refinements to methodology. J. Mater. Res.
19, 3 (2004).

R.M. Mason and M. Pichiling: Sputtering in a glow discharge ion
source-pressure dependence: Theory and experiment. J. Phys. D:
Appl. Phys. 27, 2363 (1994).

H. Hasegawa, A. Kimura, and T. Suzuki: Ti;_ AN, Ti;_ZrN and
Ti;xCr N films synthesized by the AIP method. Surf. Coat.
Technol. 132, 76 (2000).

P. Hones, R. Sanjinés, and F. Lévy: Sputter deposited chromium
nitride based ternary compounds for hard coatings. Thin Solid
Films 332, 240 (1998).

H.P. Klug and L.E. Alexander: X-Ray Diffraction Procedures for
Polycrystalline and Amorphous Materials, 2nd ed. (Wiley&Sons,
New York, 1974).

J.A. Dean: Lange’s Handbook of Chemistry, 16th ed. (McGraw-Hill,
New York, 1999).

O. Kappertz, R. Drese, and M. Wauttig: Correlation between
structure, stress and deposition parameters in direct current
sputtered zinc oxide films. J. Vac. Sci. Technol, A 20, 2084
(2002).

P.K. Huang and J.W. Yeh: Effects of nitrogen content on structure
and mechanical properties of multi-element (AICrNbSiTiV)N
coating. Surf. Coat. Technol. 203, 1891 (2009).

S. Mahieu, P. Ghekiere, G.D. Winter, R.D. Gryse, D. Depla,
G.V. Tendeloo, and O.I. Lebedev: Biaxially aligned titanium
nitride thin films deposited by reactive unbalanced magnetron
sputtering. Surf. Coat. Technol. 200, 2764 (2006).

D.C. Tsai, Z.C. Chang, B.H. Kuo, M.H. Shiao, S.Y. Chang,
and F.S. Shieu: Structural morphology and characterization of
(AICrMoTaTi)N coating deposited via magnetron sputtering.
Appl. Surf. Sci. 282, 789 (2013).

A. van der Drift: Evolutionary selection, a principle governing
growth orientation in vapor-deposited layers. Philips Res. Rep. 22,
267 (1967).

7, Apr 14,2015 933



Z-C. Chang et al.: Effect of N, flow on the structure and mechanical properties of (CrTaTiVZr)N, coatings

31.

32.

33.

934

G. Hu, X. Kong, Y. Wang, L. Wan, and X. Duan: Formation
mechanism of amorphous layer at the interface of Si(111)
substrate and AIN buffer layer for GaN. J. Mater. Sci. Lett. 22,
1581 (2003).

J.H. Song, S.C. Wang, J.C. Sung, J.L. Huang, and D.F. Lii:
Characterization of reactively sputtered C-axis orientation (Al, B)N
films on diamond. Thin Solid Films 517, 4753 (2009).

J.G. Kim and Yu. Jin: Behavior of residual stress on CVD
diamond films. Mater. Sci. Eng., B 57, 24 (1998).

34.

35.

36.

D.C. Tsai, Z.C. Chang, L.Y. Kuo, T.J. Lin, T.N. Lin, and
F.S. Shieu: Solid solution coating of (TiVCrZrHf)N with unusual

structural evolution. Surf. Coat. Technol. 217, 84 (2013).
S. Veprek: The search for novel, superhard materials. J. Vac. Sci.

Technol., A 17, 2401 (1999).
S. Veprek and A.S. Argon: Towards the understanding of

mechanical properties of super- and ultrahard nanocomposites.
J. Vac. Sci. Technol., B 20, 650 (2002).

J. Mater. Res., Vol. 30, No. 7, Apr 14, 2015




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.4
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 200
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.03333
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 200
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.03333
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 599
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /PDFA1B:2005
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (sRGB IEC61966-2.1)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<


    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200036002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200036002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /ESP <>
    /ETI <>
    /FRA <>



    /HUN <>
    /ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 6.0 e versioni successive.)
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200036002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 6.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>


    /SKY <>

    /SUO <>
    /SVE <>
    /TUR <>

    /DEU <FEFF004a006f0062006f007000740069006f006e007300200066006f00720020004100630072006f006200610074002000440069007300740069006c006c00650072002000310030000d00500072006f006400750063006500730020005000440046002000660069006c0065007300200077006800690063006800200061007200650020007500730065006400200066006f00720020006f006e006c0069006e006500200028004a006f00750072006e0061006c00730029002e000d0028006300290020003200300031003300200053007000720069006e006700650072002d005600650072006c0061006700200047006d006200480020>
    /ENU <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice




