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Abstract: In this study, (Al0.5CrFeNiTi0.25)Nx high-entropy films are prepared by a reactive direct
current (DC) magnetron sputtering at different N2 flow rates on silicon wafers. It is found that the
structure of (Al0.5CrFeNiTi0.25)Nx high-entropy films is amorphous, with x = 0. It transforms from
amorphous to a face-centered-cubic (FCC) structure with the increase of nitrogen content, while
the bulk Al0.5CrFeNiTi0.25 counterpart prepared by casting features a body-centered-cubic (BCC)
phase structure. The phase formation can be explained by the atomic size difference (δ). Lacking
nitrogen, δ is approximately 6.4% for the five metal elements, which is relatively large and might
form a BCC or ordered-BCC structure, while the metallic elements in this alloy system all have a
trend to form nitrides like TiN, CrN, AlN, and FeN. Therefore, nitride components are becoming
very similar in size and structure and solve each other easily, thus, an FCC (Al-Cr-Fe-Ni-Ti)N solid
solution forms. The calculated value of δ is approximately 23% for this multicomponent nitride solid
solution. The (Al0.5CrFeNiTi0.25)Nx films achieve a pronounced hardness and a Young’s modulus
of 21.45 GPa and 253.8 GPa, respectively, which is obviously much higher than that of the as-cast
Al0.5CrFeNiTi0.25 bulk alloys.

Keywords: high-entropy films; phase structures; hardness; solid-solution; interstitial phase

1. Introduction

High-entropy films (HEFs) are a brand-new type of alloy film, which has been developed
recently based on the design concept of high-entropy alloys (HEAs) [1]. HEFs can be defined
as multiple-component films with high-entropy mixing. Generally, the HEAs are composed of
multi-principal-elements (at least five elements with five at a %≤ each element content≤ 35 at %) [2,3].
HEAs feature higher mixing entropy than traditional alloys and tend to form disorder face-centered
cubic (FCC) and/or body-centered cubic (BCC) phase structures rather than ordered intermetallic
compounds [4–6]. Due to severe lattice distortion and solid solution strengthening, attributable to
the multi-components, the HEAs show many excellent mechanical properties, such as high-strength,
good ductility, and high-wear and corrosion resistances [1]. Based on a similar scientific concept,
HEFs have been designed and investigated gradually and show a great potential for application in
the coating industry [7–12]. To date, many excellent properties of HEFs have been discovered and
studied, such as high-wear resistance [13,14], high-corrosion resistance [15–17], diffusion-barriers
effects [18–20], solar-thermal-conversion effects [10,21], plastic-deformation characteristics [22,23],
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thermal stabilities [7,24,25], and soft magnetic properties [26]. However, there are few theories that can
explain the mechanism of the phase formation of the HEFs.

The phase formation and mechanical properties of (Al0.5CrFeNiTi0.25)Nx high-entropy thin films
with different N2 flow rates are studied in this paper. The phase structures and mechanical properties
of AlxCrFeNiTi0.25 (x: molar ratio, x = 0, 0.25, 0.5, 0.75, and 1.0) bulks have previously been studied
systematically [27]. Herein, the optimal composition of AlxCrFeNiTi0.25 (x = 0.5) alloy is selected as a
magnetron-sputtering target to explore the phase formation mechanism and mechanical properties of
high-entropy thin films. Significantly, the phase structures of high-entropy thin films transform from
amorphous to FCC with the increase of nitrogen content, while the bulk Al0.5CrFeNiTi0.25 alloy attains
BCC phase structure. Phase formation mechanism is explored from both theoretical calculations and
experiments. Concerning high entropy thin films, the ability for solid solution structure formation is
first discussed from the atom radius difference (δ). This study can help to provide new insights into
understanding the phase formation mechanism of multi-component alloy thin film solids with small
atoms such as nitrogen.

2. Materials and Methods

The (Al0.5CrFeNiTi0.25)Nx films were deposited on p-type Si (100) wafers by a direct current (DC)
magnetron sputtering using non-equal atomic ratio Al0.5CrFeNiTi0.25 targets of Φ 60 mm in diameter
and 2 mm in thickness. The alloy target was prepared by arc-melting and the smelting was repeated
at least five times to ensure uniform mixing of components. Prior to deposition, the Si substrates
were cleaned sequentially and rinsed by acetone, alcohol, and distilled water in an ultrasonic bath.
Pre-sputtering was an effective way to remove oxide or contaminants on the surface of the target.
When the base pressure held at 2.0× 10−4 Pa, high purity argon was injected into the vacuum chamber
and the target was cleaned by argon ion bombardment for 15 min at a power of 100 W. The deposition
of the (Al0.5CrFeNiTi0.25)Nx films were carried out in an Ar + N2 mixed atmosphere under a DC power
of 100 W with a working pressure of 0.5 Pa. The schematic diagram of reactive sputtering is shown in
Figure 1. The metal atoms escaped the surface of the target due to the bombardment of high energy
particles. Due to the nitrogen atmosphere, different metal atoms reacted with N-atoms and were
deposited on the substrates in the end. During the deposition, the total flow rate of Ar + N2 was
maintained at 30 standard cubic centimeters per minute (sccm) and the ratio was N2/(Ar + N2) and
RN2 was controlled at 0, 10%, 20%, 30%, 40%, and 50%, respectively. The work distance between the
substrate and the target was 60 mm and the deposition time was maintained at 60 min. No external
heating or bias was used on the substrate during the deposition process.
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The crystal structures of (Al0.5CrFeNiTi0.25)Nx films were analyzed by a glancing-incidence
(1◦) X-ray diffractometer (XRD, BRUKERD8 Discover, Bruker, Karlsruhe, Germany) using the Cu
Kα radiation at a scanning rate of 4◦/min. The scanning step was 0.02◦ with a scanning range of
20◦–90◦. The morphology studies and thickness measurements were carried out using field-emission
scanning electron microscopy (SEM, Auriga Field Emission Scanning Electron Microscope, Carl Zeiss,
Jena, Germany) equipped with an Energy Dispersive X-ray Spectrometer (EDX) operated at 10 kV.
The surface roughness of the coatings were measured by an atomic force microscope (AFM, Veeco
DI-3100, Bruker, Beijing, China). The hardness and modulus of the as-deposited films were tested
at five points for each sample with a nano-indenter using a Berkovich triangular pyramid indenter.
The distance between each indentation was 50 µm. The Poisson’s ratio and Elastic modulus of the
indenter tip were 0.07 and 1.141 × 106 MPa, respectively. Micrographs of indentations were tested by
a laser scanning confocal microscope (LSCM, OLS-4100, Olympus, Tokyo, Japan).

3. Results and Discussion

3.1. Phase Structures

3.1.1. Phase Formation Mechanism Analysis

The XRD patterns of (Al0.5CrFeNiTi0.25)Nx films deposited at different RN2 are evaluated in
Figure 2. An amorphous structure was observed with x = 0. As the N2 flow rate increased, the phase
structures of (Al0.5CrFeNiTi0.25)Nx films showed a tendency to crystallize. Using XRD analysis, thin
films displayed a simple FCC structure and the grains were nanoscale at about 20 nm. The bulk
Al0.5CrFeNiTi0.25 alloys counterpart featured a BCC structure [27]. Due to the high-cooling rate, films
were far from the equilibrium that could be achieved by bulk alloys, which led to the difference in
structure even if they were the same system. Many similar results have been reported for other system
film alloys [16,28–31]. While the metallic elements in this alloy system, which all had trends to form
nitrides like TiN, CrN, AlN, and FeN, had results that showed only a simple FCC structure in an
XRD pattern, rather than a various nitrides phase. It can be inferred that the solid solution occurred
between nitrides in high-entropy thin films. Mutual dissolution between carbides and nitrides has
been reported in many studies. Figure 3 shows the UC-ZrC0.81 pseudo-binary system that showed a
miscibility relationship and the substitutional solid solution structure was formed with the carbides as
solid solution units [32]. The nitrides also obtained similar results, such as Ti-Al-N, Cr-Al-N, Ti-Cr-N
and Ti-Zr-N, Ti-Al-Si-N nitride films [33–37].
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Figure 3. The UC-ZrC0.81 pseudo-binary phase diagram. Reproduced with the permission from
Reference [34].

A previous study showed that FCC phases were found to have lower δ, whereas BCC phases
showed higher δ [38]. Regarding (Al0.5CrFeNiTi0.25)Nx with x = 0, δ was approximately 6.4%, which
was relatively large, and might form a BCC or ordered BCC structure. Metallic atoms solved each
other and formed a BCC solid solution structure (Figure 4a). Accompanying the increase in nitrogen,
nitrides formed in (Al0.5CrFeNiTi0.25)Nx and were similar in size and structure. The δ between nitrides
was relatively small, thus an FCC structure might have formed. When RN2 was equal to 10% and 20%,
a low concentration of nitrogen existed in the lattice. However, small amounts of nitrogen cannot
facilitate lattice reconstruction. Thus, it still maintained an amorphous structure, however, with a
higher nitrogen content, the formation of nitrides was promoted that efficiently improved the order of
the lattice. The nitride components were becoming more similar in size and structure and solved each
other easily, thus, an FCC (Al-Cr-Fe-Ni-Ti)Nx solid solution formed, which is shown in Figure 4b,c.
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Figure 4. Schematic of lattice structure. (a) Al0.5CrFeNiTi0.25 bulk; (b) (Al0.5CrFeNiTi0.25)Nx films; and
(c) schematic diagram of high-entropy thin film formation.

Figure 5 displays the distribution of component elements of (Al0.5CrFeNiTi0.25)Nx thin films
deposited at RN2 = 50% through EDX, including surface, and line and point scanning. As presented in
each element map in Figure 5a, the distribution of component elements was uniform, which indicates
a segregate-free characteristic. The results of line and point scanning also reflected the same element
distribution characteristics. The internal picture in Figure 5b is the composite surface-scanning of this
region and segregate-free characteristics can be observed. Viewing the comparative analysis of the
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energy spectrum of Point A and Point B in Figure 5c, the distribution of elements was stable and had a
slight fluctuation. Moreover, the lattice constant of the FCC solid solution structure was calculated
by the Prague formula. The FCC solid solution structure with a lattice constant about 4.093 Å was
completely different with nitrides such as TiN, CrN, and so on, which also confirmed the occurrence of
a solid solution.
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Figure 5. Energy dispersive X-ray spectroscopy of (Al0.5CrFeNiTi0.25)Nx high-entropy thin films
deposited at RN2 = 50%: (a) face-scanning; (b) line-scanning; the insert picture is the composite surface
scanning of this region; and (c) point-scanning.

3.1.2. Solid Solution Formation Ability

Regarding high-entropy alloys, the solid-solution formation ability was estimated by the value of
Ω and δ [39], which were defined as follows:

Ω =
Tm∆Smix
|∆Hmix|

δ =

√
n

∑
i=1

ci(1− ri/r)2

where Tm was the melting temperature of the n-elements alloy, ∆Smix was the mixing-entropy of
an n-element system, ∆Hmix was the mixing-enthalpy of an n-element system, ci was the atomic

percentage of the component, ri was the atomic radius, and r =
n
∑

i=1
ciri was the average atomic radius.

Reviewing the previous study, it was concluded that the region where solid-solution structures were
formed was in the range of 1.1 to 229.8 for Ω and 0.8% to 6.6% for δ. The radius of component elements
in (Al0.5CrFeNiTi0.25)Nx are shown in Table 1, and the specific Ω and δ values of (Al0.5CrFeNiTi0.25)Nx

at different N2 flow rates are shown in Table 2.
Concerning (Al-Cr-Fe-Ni-Ti)Nx, the δ was described as a function of nitrogen content, as shown

in Figure 6a. The analytical curve was calculated based on the atomic ratio of the target, which was the
theoretical value. While different deposition yields of component elements can cause fluctuations in
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the atomic ratio, the experimental values were well matched with theoretical values, as shown by the
star points in Figure 6a. To clearly distinguish different phase regions of film alloys in this study, the
nitrogen content was also described as a function of δ in Figure 6b. Regarding Al0.5CrFeNiTi0.25, δ was
about 6.4% located in the SSS zone in Figure 6b, and the BCC solid solution phase structure was stable.
When increasing the nitrogen content, the FCC structure formed in the (Al0.5CrFeNiTi0.25)Nx system.
The calculated value of δ was about 23% for that FCC structure. When the nitrogen content was low,
the amorphous structure was stable and located in the middle region.
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Figure 6. (a) Analytical curve of δ as a function of nitrogen content in (Al0.5CrFeNiTi0.25)Nx and
(b) analytical curve of nitrogen content as a function of δ in (Al0.5CrFeNiTi0.25)Nx films (12% according
to Inoue Principle, 15% and 59% according to the Hume–Rothery Rule).

Table 1. The radius of component elelments in (Al0.5CrFeNiTi0.25)Nx films.

Element N Al Ti Cr Fe Ni

Radius (nm) 0.071 0.1434 0.1445 0.1249 0.1241 0.1246

Table 2. The nitrogen content, Ω value, δ value, and the roughness of films at different RN2.

RN2 (%) 0 10 20 30 40 50

Nitrogen Content (at %) 0 5.94 10.97 25.10 29.55 32.21
Ω 1.60 1.31 0.44 0.23 0.20 0.19
δ 6.39% 13.14% 16.43% 22.97% 24.45% 25.21%

Ra (nm) 1.375 1.574 3.780 4.542 4.490 5.574

3.2. Deposition Rates

Figure 7 presents the deposition rate of (Al0.5CrFeNiTi0.25)Nx as a function of RN2 and the exact
value of thickness is shown in the internal table. Following the addition of nitrogen, the deposition
rate of films was significantly reduced by about 30%. During the deposition, the total flow rate of Ar
+ N2 was maintained at 30 sccm. Thus, the density of argon decreased gradually with the increase
of N2 flow rate and resulted in a lower efficiency of argon-ion bombardment of the target. Under
higher RN2, the deposition rate continued to slow and maintain a lower sputtering yield. Added to the
effect caused by low argon gas density, the ceramicization of the target surface was also an important
factor. This was mainly due to the N-containing layer that formed on the target surface, which reduced
the conductivity of the target and resulted in a low sputtering yield. This phenomena was “target
poisoning” [40,41].
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3.3. Surface Morphologies

The AFM images and SEM micrographs of the (Al0.5CrFeNiTi0.25)Nx films at different RN2 are
shown in Figure 9. Initially, a very dense and smooth surface with low surface roughness was obtained.
Looking at SEM micrographs, it was observed that a small amount of nanostructure precipitation
occurred as the RN2 increased to 10%. When the N2 flow rate increased, the number and particle size of
the nanostructures were increased significantly. Viewing the AFM images, many needle nanostructures
were also observed in the high-entropy thin films. Additionally, the roughness of films was measured
by AFM. The value of Ra gradually became larger and the exact value of surface roughness at different
RN2 is shown in Table 2. The heights of the needle structure in all the HEFs were less than 60 nm,
which was consistent with the results since the as-deposited HEFs were smooth and homogeneous, as
shown in SEM micrographs.

The surface nanostructures displayed by AFM images were different from each other and the size
of the needle structures became larger with the increase of RN2. These nano-scaled needle structures
were related to the structure zone models, which had a great impact on the microstructural evolution
of thin film. Initially, as RN2 was low, the growth of the HEFs effect by nitrogen ions was limited. The
nucleation barrier was generally expected to be small, which contributed to the formation of randomly
oriented islands for films deposited on the silicon substrates without substrate heating. Accompanying
the increase of RN2, a strong driving force was obtained, which facilitated the surface atom diffusion
and grain boundary motion. To achieve a stable state, the overall surface and interface energy were
minimized through forming the new islands. Islands with lower energy consumed the others. Thus,
the roughness of the HEFs increased gradually with the increase of RN2.

3.4. Mechanical Properties

Figure 8a displays the hardness and Young’s modulus of (Al0.5CrFeNiTi0.25)Nx films as a function
of the N2 flow rate. Through the increase of the nitrogen content, the hardness and Young’s
modulus of the films showed a significant upward trend. The high-entropy thin films showed
the highest hardness and Young’s modulus at 21.78 GPa and 253.8 GPa, respectively. Compared
with the bulk Al0.5CrFeNiTi0.25 alloys (the value of hardness was about 6 GPa), the hardness of
the (Al0.5CrFeNiTi0.25)Nx HEFs was improved significantly. Considering the load-depth curves of
Figure 8b, the manifest and precise change of the hardness and Young’s modulus of the HEFs was
obtained. When the probe depressed into the same depth, a larger force was required with the increase
of the RN2. This was attributed to the fact that solid solution significantly increased the hardness. It is
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well known that solid solution strengthening increases the yield strength of the material by increasing
the stress τ to move dislocations [42]:

∆τ = Gbε3/2√c

where c was the concentration of the solute atoms, G was the shear modulus, b was the magnitude of
the Burger’s vector, and ε is the lattice strain due to the solute. While increasing the N2 flow rates, the
parameters c and ε were increased correspondingly, which resulted in a higher τ value. Thus, the effect
of solid-solution strengthening was enhanced gradually with the increase of RN2. When the RN2 = 40%
and 50%, the nitrogen content in films increased slowly. The difference in nitrogen content was only
2.66%, as shown in Table 2. The mechanical properties of the HEFs became stable.
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4. Discussion

It is well known that the solid solutions can be divided into three types: Substitutional solid
solutions; interstitial solid solutions; and vacancy solid solutions. Hume–Rothery rules are a set of
basic rules that describe the formation of substitutional and interstitial solid solutions. Regarding a
substitutional solid solution, the atomic radius of the solute and solvent atoms must differ by no more
than 15%, while solute atoms should have a radius no larger than 59% of the radius of the solvent
atoms for an interstitial solid solution [43]. However, the non-metallic elements, such as H, B, C, and
N, having a very small atomic radius can form compounds with metal elements. When the ratio of a
non-metal atom radius to a metal atom radius (Rx/RM) is less than 0.59, the compounds have a simple
structure such as M4X, M2X, MX, MX2, which is called an interstitial phase. When Rx/RM > 0.59,
the compounds have a complex structure such as Fe3C, thus, there is a interstitial compound [44].
Regarding (Al0.5CrFeNiTi0.25)Nx, the metallic elements all satisfy the formation rule for an interstitial
phase and different nitrides with simple structures can be formed. The metallic elements will tend to
be ionic and the ionic radius might well reflect the actual particle. Since most of the elements in this
alloy system are transitional metals, their ionic radii are very close to each other. Nitride components
are becoming more similar in size and structure and solve each other easily. Thus, the FCC structured
phase is formed in (Al0.5CrFeNiTi0.25)Nx.

The correlation between the composition, processing, microstructures, and the properties of
high-entropy thin films can be summarized systematically and is shown in Figure 10. First, the films
are prepared by a magnetron sputtering technique and different N2 flow rates are selected to adjust the
composition as well as to change the microstructures. This finds that the nitrogen content in the thin
films increases gradually with the increase of the nitrogen content and the structure of films transform
from amorphous to FCC. Second, it is further found that the mechanical properties (hardness/Young’s
modulus) of the high-entropy crystalline films are much better than the high-entropy amorphous
films. All told, there is an increasing trend of hardness with higher nitrogen for the high-entropy thin
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films. Third, due to the difference in the preparation process, the phase structure and the properties
of the films are different from the bulk samples, although they are in the same composition system.
This study can help enrich the cognition between composition processing, microstructures, and the
properties for high-entropy materials, especially for high-entropy thin films.
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5. Conclusions

The (Al0.5CrFeNiTi0.25)Nx high-entropy thin films were deposited on silicon wafers through
magnetron sputtering without substrate bias and heating. It was found that the phase structures of the
HEFs transformed from an amorphous to an FCC structure with the increase in nitrogen content—the
formation of a nitride solid solution was the main reason. Using the XRD analysis, the grain size was
nanoscale at about 20 nm. The formation ability of the solid solution phase for the Al-Cr-Fe-Ni-Ti-N



Entropy 2018, 20, 624 10 of 12

system film alloys was discussed regarding δ. When the value of δ was higher than 23%, the
solid solution structures were stable in (Al0.5CrFeNiTi0.25)Nx thin films. The (Al0.5CrFeNiTi0.25)Nx

HEFs deposited at RN2 = 40% and 50% yielded a maximum hardness and modulus of 21.78 GPa
and 253.8 GPa, respectively, which is much higher than the as-cast Al0.5CrFeNiTi0.25 bulk alloys.
The enhancement in hardness was mainly attributed to solid-solution strengthening and the lattice
distortion. Additionally, smaller grain-size was a beneficial factor for increasing hardness.

Author Contributions: X.-H.Y. finished the preparation of high-entropy thin films. X.-H.Y. and W.-B.L. together
carried out analyzing and writing. K.Z. provided equipment. Y.Z. offered the theoretical guidance.

Funding: Y. Z. would like to thank the financial supports from the National Science Foundation of China
(NSFC, Granted Nos. 51471025 and 51671020). W.-B.L. gratefully acknowledges the financial support from
the Natural Science Foundation of Shenzhen University (Grant No. 2017069) and the Shenzhen Basic Research
Project JCYJ20170302142339007, and the Youth Innovation Talent Project of Guangdong Province (Grant No.
2017KQNCX175), and the National Natural Science Foundation of China (Grant No. 51801128).

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Zhang, Y.; Zuo, T.T.; Tang, Z.; Gao, M.C.; Dahmen, K.A.; Liaw, P.K.; Lu, Z.P. Microstructures and properties
of high-entropy alloys. Prog. Mater. Sci. 2014, 61, 1–93. [CrossRef]

2. Yeh, J.W.; Chen, S.K.; Lin, S.J.; Gan, J.Y.; Chin, T.S.; Shun, T.T.; Tsau, C.H.; Chang, S.Y. Nanostructured
High-Entropy Alloys with Multiple Principal Elements: Novel Alloy Design Concepts and Outcomes.
Adv. Eng. Mater. 2004, 6, 299–303. [CrossRef]

3. Zhang, W.; Liaw, P.K.; Zhang, Y. Science and technology in high-entropy alloys. Sci. China Mater. 2018, 61,
2–22. [CrossRef]

4. Ma, D.; Grabowski, B.; Körmann, F.; Neugebauer, J.; Raabe, D. Ab initio thermodynamics of the CoCrFeMnNi
high entropy alloy: Importance of entropy contributions beyond the configurational one. Acta Mater. 2015,
100, 90–97. [CrossRef]

5. Wu, Y.D.; Cai, Y.H.; Chen, X.H.; Wang, T.; Si, J.J.; Wang, L.; Wang, Y.D.; Hui, X.D. Phase composition and solid
solution strengthening effect in TiZrNbMoV high-entropy alloys. Mater. Des. 2015, 83, 651–660. [CrossRef]

6. Zhang, Y.; Zhou, Y.J.; Lin, J.P.; Chen, G.L.; Liaw, P.K. Solid-Solution Phase Formation Rules for
Multi-component Alloys. Adv. Eng. Mater. 2010, 10, 534–538. [CrossRef]

7. Hsieh, M.H.; Tsai, M.H.; Shen, W.J.; Yeh, J.W. Structure and properties of two Al–Cr–Nb–Si–Ti high-entropy
nitride coatings. Surf. Coat. Technol. 2013, 221, 118–123. [CrossRef]

8. Huang, P.K.; Yeh, J.W. Effects of substrate temperature and post-annealing on microstructure and properties
of (AlCrNbSiTiV)N coatings. Thin Solid Films 2009, 518, 180–184. [CrossRef]

9. Liu, L.; Zhu, J.B.; Hou, C.; Li, J.C.; Jiang, Q. Dense and smooth amorphous films of multicomponent
FeCoNiCuVZrAl high-entropy alloy deposited by direct current magnetron sputtering. Mater. Des. 2013, 46,
675–679. [CrossRef]

10. Sheng, W.; Yang, X.; Wang, C.; Zhang, Y. Nano-Crystallization of High-Entropy Amorphous NbTiAlSiWxNy
Films Prepared by Magnetron Sputtering. Entropy 2016, 18, 226. [CrossRef]

11. Gao, L.; Song, J.; Jiao, Z.; Liao, W.; Luan, J.; Surjadi, J.U.; Li, J.; Zhang, H.; Sun, D.; Liu, C.T. High-Entropy
Alloy (HEA)-Coated Nanolattice Structures and Their Mechanical Properties. Adv. Eng. Mater. 2017, 20.
[CrossRef]

12. Liao, W.; Lan, S.; Gao, L.; Zhang, H.; Xu, S.; Song, J.; Wang, X.; Lu, Y. Nanocrystalline high-entropy alloy
(CoCrFeNiAl 0.3) thin-film coating by magnetron sputtering. Thin Solid Films 2017, 638, 383–388. [CrossRef]

13. Lin, D.; Zhang, N.; He, B.; Zhang, G.; Zhang, Y.; Li, D. Tribological properties of FeCoCrNiAlB x high-entropy
alloys coating prepared by laser cladding. J. Iron Steel Res. Int. 2017, 24, 184–189. [CrossRef]

14. Pogrebnjak, A.; Yakushchenko, I.; Bagdasaryan, A.; Bondar, O.; Krause-Rehberg, R.; Abadias, G.; Chartier, P.;
Oyoshi, K.; Takeda, Y.; Beresnev, V. Microstructure, physical and chemical properties of nanostructured
(Ti–Hf–Zr–V–Nb) N coatings under different deposition conditions. Mater. Chem. Phys. 2014, 147, 1079–1091.
[CrossRef]

15. Ye, Q.; Feng, K.; Li, Z.; Lu, F.; Li, R.; Huang, J.; Wu, Y. Microstructure and corrosion properties of CrMnFeCoNi
high entropy alloy coating. Appl. Surf. Sci. 2016, 396, 1420–1426. [CrossRef]

http://dx.doi.org/10.1016/j.pmatsci.2013.10.001
http://dx.doi.org/10.1002/adem.200300567
http://dx.doi.org/10.1007/s40843-017-9195-8
http://dx.doi.org/10.1016/j.actamat.2015.08.050
http://dx.doi.org/10.1016/j.matdes.2015.06.072
http://dx.doi.org/10.1002/adem.200700240
http://dx.doi.org/10.1016/j.surfcoat.2013.01.036
http://dx.doi.org/10.1016/j.tsf.2009.06.020
http://dx.doi.org/10.1016/j.matdes.2012.11.001
http://dx.doi.org/10.3390/e18060226
http://dx.doi.org/10.1002/adem.201700625
http://dx.doi.org/10.1016/j.tsf.2017.08.006
http://dx.doi.org/10.1016/S1006-706X(17)30026-2
http://dx.doi.org/10.1016/j.matchemphys.2014.06.062
http://dx.doi.org/10.1016/j.apsusc.2016.11.176


Entropy 2018, 20, 624 11 of 12

16. Hsueh, H.T.; Shen, W.J.; Tsai, M.H.; Yeh, J.W. Effect of nitrogen content and substrate bias on mechanical and
corrosion properties of high-entropy films (AlCrSiTiZr)100−xNx. Surf. Coat. Technol. 2012, 206, 4106–4112.
[CrossRef]

17. Shon, Y.; Joshi, S.S.; Katakam, S.; Rajamure, R.S.; Dahotre, N.B. Laser additive synthesis of high entropy alloy
coating on aluminum: Corrosion behavior. Mater. Lett. 2015, 142, 122–125. [CrossRef]

18. Tsai, M.H.; Yeh, J.W.; Gan, J.Y. Diffusion barrier properties of AlMoNbSiTaTiVZr high-entropy alloy layer
between copper and silicon. Thin Solid Films 2008, 516, 5527–5530. [CrossRef]

19. Chang, S.Y.; Li, C.E.; Chiang, S.C.; Huang, Y.C. 4-nm thick multilayer structure of multi-component
(AlCrRuTaTiZr)Nx as robust diffusion barrier for Cu interconnects. J. Alloys Compd. 2012, 515, 4–7. [CrossRef]

20. Chang, S.Y.; Chen, D.S. 10-nm-thick quinary (AlCrTaTiZr)N film as effective diffusion barrier for Cu
interconnects at 900 ◦C. Appl. Phys. Lett. 2009, 94, 222. [CrossRef]

21. Sheng, W.J.; Yang, X.; Zhu, J.; Wang, C.; Zhang, Y. Amorphous phase stability of NbTiAlSiNX high-entropy
films. Rare Metals 2017, 5, 1–8. [CrossRef]

22. Feng, X.; Fu, W.; Zhang, J.; Zhao, J.; Li, J.; Wu, K.; Liu, G.; Sun, J. Effects of nanotwins on the mechanical
properties of Alx CoCrFeNi high entropy alloy thin films. Scripta Mater. 2017, 139, 71–76. [CrossRef]

23. Feng, X.B.; Zhang, J.Y.; Wang, Y.Q.; Hou, Z.Q.; Wu, K.; Liu, G.; Sun, J. Size effects on the mechanical properties
of nanocrystalline NbMoTaW refractory high entropy alloy thin films. Int. J. Plasticity 2017, 95, 264–277.
[CrossRef]

24. Cheng, C.Y.; Yeh, J.W. High thermal stability of the amorphous structure of GexNbTaTiZr (x = 0.5, 1)
high-entropy alloys. Mater. Lett. 2016, 181, 223–226. [CrossRef]

25. Feng, X.; Tang, G.; Gu, L.; Ma, X.; Sun, M.; Wang, L. Preparation and characterization of TaNbTiW
multi-element alloy films. Appl. Surf. Sci. 2012, 261, 447–453. [CrossRef]

26. Lin, P.-C.; Cheng, C.-Y.; Yeh, J.-W.; Chin, T.-S. Soft Magnetic Properties of High-Entropy Fe-Co-Ni-Cr-Al-Si
Thin Films. Entropy 2016, 18, 308. [CrossRef]

27. Liu, S.; Gao, M.C.; Liaw, P.K.; Zhang, Y. Microstructures and mechanical properties of Alx CrFeNiTi 0.25
alloys. J. Alloys Compd. 2015, 619, 610–615. [CrossRef]

28. Liang, S.C.; Tsai, D.C.; Chang, Z.C.; Sung, H.S.; Lin, Y.C.; Yeh, Y.J.; Deng, M.J.; Shieu, F.S. Structural
and mechanical properties of multi-element (TiVCrZrHf)N coatings by reactive magnetron sputtering.
Appl. Surf. Sci. 2011, 258, 399–403. [CrossRef]

29. Lai, C.H.; Lin, S.J.; Yeh, J.W.; Chang, S.Y. Preparation and characterization of AlCrTaTiZr multi-element
nitride coatings. Surf. Coat. Technol. 2006, 201, 3275–3280. [CrossRef]

30. Lin, C.H.; Duh, J.G.; Yeh, J.W. Multi-component nitride coatings derived from Ti–Al–Cr–Si–V target in RF
magnetron sputter. Surf. Coat. Technol. 2007, 201, 6304–6308. [CrossRef]

31. Tsai, D.C.; Huang, Y.L.; Lin, S.R.; Liang, S.C.; Shieu, F.S. Effect of nitrogen flow ratios on the structure and
mechanical properties of (TiVCrZrY)N coatings prepared by reactive magnetron sputtering. Appl. Surf. Sci.
2010, 257, 1361–1367. [CrossRef]

32. Zhang, Y.; Lin, J.P.; Chen, G.L.; Yang, J.X.; Ren, Y.G.; Zhang, S.Z. Uranium carbide powder metallurgy.
Powder Met. Technol. 1995, 4, 303–306. [CrossRef]

33. Zhou, M.; Makino, Y.; Nose, M.; Nogi, K. Phase transition and properties of Ti–Al–N thin films prepared by
rf-plasma assisted magnetron sputtering. Thin Solid Films 1999, 339, 203–208. [CrossRef]

34. Kimura, A.; Kawate, M.; Hasegawa, H.; Suzuki, T. Anisotropic lattice expansion and shrinkage of hexagonal
TiAlN and CrAlN films. Surf. Coat. Technol. 2003, 169, 367–370. [CrossRef]

35. Hörling, A.; Sjölén, J.; Willmann, H.; Larsson, T.; Odén, M.; Hultman, L. Thermal stability, microstructure
and mechanical properties of Ti1−xZrxN thin films. Thin Solid Films. 2008, 516, 6421–6431. [CrossRef]

36. Vetter, J.; Scholl, H.; Knotek, O. (TiCr) N coatings deposited by cathodic vacuum arc evaporation. Surf. Coat.
Technol. 1995, 74, 286–291. [CrossRef]

37. Carvalho, S.; Rebouta, L.; Ribeiro, E.; Vaz, F.; Denannot, M.; Pacaud, J.; Rivière, J.; Paumier, F.; Gaboriaud, R.;
Alves, E. Microstructure of (Ti, Si, Al) N nanocomposite coatings. Surf. Coat. Technol. 2004, 177, 369–375.
[CrossRef]

38. Zhang, Y.; Lu, Z.P.; Ma, S.G.; Liaw, P.K.; Tang, Z.; Gao, M.C. Guidelines in predicting phase formation of
high-entropy alloys. Mrs Commun. 2014, 4, 57–62. [CrossRef]

39. Yang, X.; Zhang, Y. Prediction of high-entropy stabilized solid-solution in multi-component alloys.
Mater. Chem. Phys. 2012, 132, 233–238. [CrossRef]

http://dx.doi.org/10.1016/j.surfcoat.2012.03.096
http://dx.doi.org/10.1016/j.matlet.2014.11.161
http://dx.doi.org/10.1016/j.tsf.2007.07.109
http://dx.doi.org/10.1016/j.jallcom.2011.11.082
http://dx.doi.org/10.1063/1.3155196
http://dx.doi.org/10.1007/s12598-016-0840-2
http://dx.doi.org/10.1016/j.scriptamat.2017.06.009
http://dx.doi.org/10.1016/j.ijplas.2017.04.013
http://dx.doi.org/10.1016/j.matlet.2016.06.040
http://dx.doi.org/10.1016/j.apsusc.2012.08.030
http://dx.doi.org/10.3390/e18080308
http://dx.doi.org/10.1016/j.jallcom.2014.09.073
http://dx.doi.org/10.1016/j.apsusc.2011.09.006
http://dx.doi.org/10.1016/j.surfcoat.2006.06.048
http://dx.doi.org/10.1016/j.surfcoat.2006.11.041
http://dx.doi.org/10.1016/j.apsusc.2010.08.078
http://dx.doi.org/10.19591/j.cnki.cn11-1974/tf.1995.04.014(In Chinese)
http://dx.doi.org/10.1016/S0040-6090(98)01364-9
http://dx.doi.org/10.1016/S0257-8972(03)00040-9
http://dx.doi.org/10.1016/j.tsf.2007.12.133
http://dx.doi.org/10.1016/0257-8972(95)08350-2
http://dx.doi.org/10.1016/j.surfcoat.2003.09.029
http://dx.doi.org/10.1557/mrc.2014.11
http://dx.doi.org/10.1016/j.matchemphys.2011.11.021


Entropy 2018, 20, 624 12 of 12

40. Lu, C.Y.; Diyatmika, W.; Lou, B.S.; Lu, Y.C.; Duh, J.G.; Lee, J.W. Influences of target poisoning on
the mechanical properties of TiCrBN thin films grown by a superimposed high power impulse and
medium-frequency magnetron sputtering. Surf. Coat. Technol. 2017, 332, 86–95. [CrossRef]

41. Arif, M.; Eisenmenger-Sittner, C. In situ assessment of target poisoning evolution in magnetron sputtering.
Surf. Coat. Technol. 2017, 324, 345–352. [CrossRef]

42. Pelleg, J. Mechanical Properties of Materials; Springer: New York, NY, USA, 2008; pp. 236–239. ISBN
978-94-007-4341-0.SG.

43. Mizutani, U. The Hume-Rothery rules for structurally complex alloy phases. In Surface Properties and
Engineering of Complex Intermetallics; World Scientific: Singapore, 2010; pp. 323–399. [CrossRef]

44. Barrett, C.S. Structure of Metals; McGraw-Hill Book Company, Inc.: New York, NY, USA, 1943.

© 2018 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

http://dx.doi.org/10.1016/j.surfcoat.2017.06.081
http://dx.doi.org/10.1016/j.surfcoat.2017.05.047
http://dx.doi.org/10.1142/9789814304771_0011
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Results and Discussion 
	Phase Structures 
	Phase Formation Mechanism Analysis 
	Solid Solution Formation Ability 

	Deposition Rates 
	Surface Morphologies 
	Mechanical Properties 

	Discussion 
	Conclusions 
	References

