
Citation: Rymer, L.-M.; Lindner, T.;

Lampke, T. Nb and Mo Influencing

the High-Temperature Wear Behavior

of HVOF-Sprayed High-Entropy

Alloy Coatings. Coatings 2023, 13, 9.

https://doi.org/10.3390/

coatings13010009

Academic Editor:

Hideyuki Murakami

Received: 25 November 2022

Revised: 15 December 2022

Accepted: 19 December 2022

Published: 21 December 2022

Copyright: © 2022 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 (https://

creativecommons.org/licenses/by/

4.0/).

coatings

Article

Nb and Mo Influencing the High-Temperature Wear Behavior of
HVOF-Sprayed High-Entropy Alloy Coatings
Lisa-Marie Rymer * , Thomas Lindner and Thomas Lampke

Institute of Materials Science and Engineering, Chemnitz University of Technology, D-09107 Chemnitz, Germany
* Correspondence: lisa-marie.rymer@mb.tu-chemnitz.de; Tel.: +49-371-531-37902

Abstract: To qualify high-entropy alloys (HEAs) as resource-saving and high-temperature wear-
resistant coating materials, high-velocity oxygen fuel (HVOF) coatings produced from the inert
gas-atomized powder of Al0.3CrFeCoNi, Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 were in-
vestigated in reciprocating wear tests at temperatures at 25, 500, 700 and 900 ◦C. In addition to the
high-temperature wear tests, the microstructure and chemical composition of the three HEAs were
analyzed using scanning electron microscopy (SEM), energy dispersive spectroscopy (EDS) and X-ray
diffraction (XRD). In particular, HVOF coatings are characterized by high hardness (Vickers hardness
HV0.1) and low porosity, which were also determined. After high-temperature wear tests, the wear
depth was measured using laser scanning microscopy (LSM). It was found that adding Nb and
Mo to Al0.3CrFeCoNi significantly reduces the wear depth with increasing temperature. The wear
mechanisms change from abrasive wear and delamination (25 ◦C and 500 ◦C) to a combination of
(abrasion), delamination, adhesion and oxidative wear. Thereby, oxidative wear will be the primary
mechanism at 900 ◦C for all the HVOF coatings investigated. The most important finding is that
the adhesion of the oxide layer formed is improved by adding Nb and Mo, resulting in significantly
reduced wear depth at 900 ◦C.

Keywords: high-entropy alloy (HEA); high-velocity oxygen fuel (HVOF) coating; high-temperature
wear behavior; microstructural characterization

1. Introduction

Due to their exceptional chemical composition and improved mechanical properties,
high-entropy alloys (HEAs) exhibit great potential for various applications. HEAs consist
of five or more alloying elements in equimolar or near-equimolar ratios [1]. To extend
this definition to a higher number of possible alloy systems, the concentration of each
element should vary between 5 at.% and 35 at.% [1]. By adding further alloying elements
in small proportions, the resulting multiphase alloys—also known as compositionally
complex alloys (CCAs)—can be tailored for use in harsh environments, such as in gas
turbines and spacecraft [2–6]. Thus far, the properties of HEAs for this purpose were often
investigated on bulk material. Since HEAs are expensive due to their high content of cost-
intensive alloying elements, especially Co and Cr, the question arises as to how HEAs can
be developed for a broad technical field. A more resource-efficient manufacturing process is
using HEAs as a coating material on conventional metallic substrates. In particular, coating
technologies are often used to improve the wear resistance of structural components. To
achieve excellent coating properties for heavily stressed surfaces, these coatings should
have high hardness, low porosity, high wear resistance, and strong bonding between
substrate and coating [7]. Among common coating techniques, thermal sprayed coatings,
especially high-velocity oxygen fuel (HVOF) sprayed coatings, are characterized by these
coating properties [8,9]. It is also well known from our own previous studies [10–15] that
HVOF is promising for applying dense and high wear-resistant HEA coatings.
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To further improve the wear resistance of HVOF-HEA coatings, additional alloying
elements can be added to provide high hardness or form hard secondary phases [16–21].
By adding refractory elements, such as Ti, Nb, Mo, W, or V, increased high-temperature
wear resistance can be achieved and existing alloying concepts can be replaced [22–24].
In particular, the element Mo is also known to form hierarchical microstructures [25],
improving the mechanical properties and could therefore be promising for highly wear-
resistant applications. Compared to currently used high-temperature materials, such as
Inconel 718, HEAs alloyed with the refractory element Nb are characterized by a less
pronounced decrease in hardness at temperatures above 700 ◦C [22]. Moreover, HEAs
produced by both melting and powder metallurgy show a reduction in wear rate with
increasing temperature due to the change in wear mechanisms from mainly abrasive
and adhesive wear to oxidative wear and delamination [12,22,26–29]. The increase in
hardness and wear resistance could be explained by forming a thin fine-grained subsurface
layer due to combined oxidation and wear stresses in conjunction with the formation of
additional secondary phases during testing at high temperatures [27]. In particular, this
phenomenon was observed by adding Al to CrMnFeCoNi [30]. Moreover, adding Al also
increases formed oxide layers’ stability, and therefore, the oxidation resistance at elevated
temperatures [31,32], reducing the wear rate. In particular, improved oxidation resistance
of AlCrFeCoNi was found due to the formation of compact and thin NiO, CoO oxides
and spinels in combination with an Al2O3 oxide layer on the surface [33]. In addition,
the element Ti was also found to enhance the oxide layer [34]. It is also known from the
literature that the refractory metals Nb and Mo are suitable for improving the (abrasive)
wear resistance, as they have fine eutectic microstructures that show superior mechanical
properties such as high hardness, high strength, and high ductility [18,19,22,35,36]. For
instance, the fully-eutectic, laser-cladded HEA AlCoCrFeNiNb0.75 exhibits the best wear
behavior compared to their hypoeutectic and hypereutectic derivatives [19].

Previous studies have shown that the combination of Al, Nb, and Mo in the following
chemical composition Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 resulted in fine eutec-
tic microstructures with excellent mechanical properties [37]. As mentioned above, eutectic
microstructures are known for their excellent (high-temperature) wear resistance, which has
been demonstrated for laser-cladded HEAs [19]. However, it is not known whether these
findings can be transferred to HVOF-sprayed coatings. Therefore, the HEAs were deposited
using HVOF spraying to evaluate their high-temperature wear resistance as a coating mate-
rial. Compared to the alloys containing Nb and Mo, the HEA Al0.3CrFeCoNi [27], which is
often investigated and thus well characterized, exhibits lower hardness and wear resistance
and is therefore used as a reference material. In this study, the influence of Nb and Mo on
the high-temperature wear behavior, especially the wear depth and the reasons for changes
in the wear depth, of HVOF-sprayed coatings is studied in detail.

2. Materials and Methods

The HEAs Al0.3CrFeCoNi, Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 were pro-
duced via HVOF spraying on an austenitic stainless-steel substrate (X5CrNi18-10, Sascha
Hörr Edelstahlhandel e.K., Schleiden-Dreiborn, Germany). Before thermal spraying, the
surface of the substrate was corundum-blasted to enhance the adhesion between the coat-
ing and substrate. Therefore, a pressure of 2.5 bar and the medium Alodur EK F24 were
taken. For the HVOF coatings, inert gas-atomized powder (NANOVAL GmbH & Co.KG,
Berlin, Germany) was used as feedstock material to ensure that every particle consists of
the respective alloy composition. The chemical composition of the powder was determined
using an energy dispersive spectroscopy (EDS) detector (EDAX, Mahwah; NJ, USA) and an
acceleration voltage of 25 kV. The results are shown in Table 1. Since the EDS results were
rounded to one decimal place, there may be a deviation in the sum of all chemical elements.
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Table 1. Chemical composition of the gas-atomized powder in at.%.

Material Al Cr Fe Co Ni Nb Mo

Al0.3CrFeCoNi 8.8 23.1 22.9 22.5 22.7 - -
Al0.3CrFeCoNiNb0.5 7.8 20.5 20.4 19.9 20.5 11.1 -
Al0.3CrFeCoNiMo0.75 7.6 19.7 20.3 19.7 20.1 - 12.7

In addition to the spot analysis, EDS mapping of the near-surface region of the
HVOF-sprayed coatings was conducted using a NEON 40 EsB (Zeiss, Jena, Germany)
and an acceleration voltage of 20 kV. Furthermore, the particle size distribution was an-
alyzed by laser diffraction examines with a Cilas 930 device (Cilas, Orléans, France) to
−50 + 21 µm (−d90 + d10) for the HEA Al0.3CrFeCoNi, −87 +16 µm (−d90 + d10) for
Al0.3CrFeCoNiNb0.5 and −48 +12 µm (−d90 + d10) for Al0.3CrFeCoNiMo0.75.

The HVOF coatings were applied on the substrate using the liquid-fueled HVOF
thermal spray system K2 (GTV Verschleißschutz GmbH, Luckenbach, Germany). The
process parameters used are summarized in Table 2.

Table 2. Process parameters for the production of HVOF coatings.

O2 Kerosene λ
Carrier Gas

(Ar) Pressure
Nozzle
Length

Powder
Feed Rate

Spraying
Distance

Surface
Speed

Spray Path
Offset

Coating
Layers

(L/min) (L/h) (bar) (mm) (g/min) (mm) (m/min) (mm)

900 24 1.1 8 150 2 × 40 350 60 5 24

After thermal spraying, the microhardness HV 0.1 of the HVOF coatings was deter-
mined on metallographically prepared cross-sections using a Wilson Tukon 1102 device
(Buehler, Uzwil, Switzerland, 10 measurements). In addition, the coating thickness was in-
vestigated on the cross-sections by optical microscopy (Olympus GX51, Olympus, Shinjuku,
Japan). The mean value of the coating thickness was calculated from 10 measurements for
each HEA. In addition, the porosity was optically measured using grayscale correlation
(OLYMPUS Stream software, Shinjuku, Japan). To examine the microstructure in detail,
SEM (LEO 1455VP, Zeiss, Jena, Germany) was used. The phase composition of the HVOF
coatings was determined by X-ray diffraction with Co Kα radiation on a D8 diffractometer
equipped with a 1D Lynxeye XE detector (Bruker AXS, Billerica, MA, USA). The diffraction
angle 2θ varies between 20◦ and 130◦. The x-ray diffraction (XRD) device worked with a
point focus and a 0.5 collimator.

High-temperature wear tests were conducted with an SRV-Tribometer (Optimol Instru-
ments Prüftechnik GmbH, Munich, Germany). The oscillating movement of the counter
body (Al2O3, Ø 10 mm) on the HVOF coatings was applied under atmospheric conditions.
The temperature was held constant for 5 min prior to the reciprocating wear test. The
parameters for the wear investigations are shown in Table 3. These parameters were chosen
to compare the results with previous investigations [12,29]. The coefficient of friction (COF)
was internally determined during testing.

Table 3. Parameters for high-temperature wear tests.

Reciprocating Wear Test

Force (N) 26
Frequency (Hz) 40
Test duration (s) 900
Amplitude (mm) 0.5

Temperatures (◦C) 25, 500, 700, 900
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After the high-temperature wear tests, the wear depth was analyzed by the laser
scanning microscope (LSM) Keyence VK-X200 (Keyence, Osaka, Japan). Furthermore,
the wear mechanisms were determined using scanning electron microscopy (SEM) and
EDS (spot analysis and mapping). Additionally, cross-sections of the wear tracks were
metallographically prepared. Again, the microhardness HV 0.1 was measured after high-
temperature wear tests (10 measurements per HEA).

3. Results
3.1. Characterization of the Initial Microstructure

To obtain the chemical composition of the coatings after HVOF spraying, cross-sections
of the Al0.3CrFeCoNi, Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 coatings were inves-
tigated using EDS. The results are shown in Table 4.

Table 4. Chemical composition of the HVOF-sprayed coatings in at.%.

Material Al Cr Fe Co Ni Nb Mo

Al0.3CrFeCoNi 9.2 22.9 22.8 22.3 22.9 - -
Al0.3CrFeCoNiNb0.5 8.0 20.5 20.3 19.8 20.0 11.4 -
Al0.3CrFeCoNiMo0.75 7.9 19.9 20.4 19.9 20.4 - 11.6

Comparing the chemical composition listed in Table 4 with the EDS results of the
powder in Table 1, it was found that the chemical composition before and after HVOF
spraying differs only slightly. Therefore, it can be concluded that the HVOF parameters used
are suitable for producing coatings whose chemical composition is almost the same as that
of the powder feedstock. The parameters used were chosen by previous work [11–15,37].

After HVOF spraying, the resulting coatings of the HEAs Al0.3CrFeCoNi,
Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 had a thickness of approximately 350 µm.
To obtain smooth surfaces suitable for the high-temperature wear tests, the surfaces of
the coatings were ground to remove the rough outer area of the HVOF coating. After
grinding, cross-sections of the HVOF coatings were analyzed by SEM (see Figure 1). The
coating thickness after grinding ranges from 160 µm (Al0.3CrFeCoNiNb0.5) to 320 µm
(Al0.3CrFeCoNi). The minimum thickness of the coatings should be 100 µm, which ensures
that the samples are suitable for the high-temperature wear tests because there is no risk
of testing the substrate and not the coating. This is the most important point for this
investigation. Producing similar coatings thicknesses was not considered in this study.
Therefore, the variations in coating thickness between the HVOF coatings can be tolerated.

In Figure 1, all coatings show typical characteristics of an HVOF coating: Unmelted
particles, melted particles (splats), oxidized particles and voids [38,39]. The porosity,
determined by gray-scale correlation using optical microscopy, is less than 2.0%. In the
literature, the porosity of HVOF coatings varies between 0.1% and 2.0% [40]. However,
using optical microscopy, it was difficult to distinguish between voids and oxidized particles
due to similar gray scales. It was also found that existing voids in the powder particles
were still present after HVOF spraying, leading to an increased porosity. In summary, the
porosity could not be explained by the HVOF process but by the gas atomization.

Furthermore, comparing the appearance of the HVOF-sprayed coatings in Figure 1a,b
(Al0.3CrFeCoNi) with Figure 1c,d (Al0.3CrFeCoNiNb0.5) as well as Figure 1e,f
(Al0.3CrFeCoNiMo0.75), it was found that Al0.3CrFeCoNi exhibits an overall darker gray-
scale than the HEAs alloyed with Nb and Mo. Due to their higher atomic mass (Z), these
coatings appear much brighter [41]. Additionally, it was observed that the HVOF coat-
ings of Al0.3CrFeCoNiNb0.5 (see Figure 1d) and Al0.3CrFeCoNiMo0.75 (see Figure 1f) are
characterized by a higher proportion of oxidized particles (gray lamellae in Figure 1d,f).
It is well known from the literature that the elements Nb and Mo are susceptible to at-
mospheric oxidation [42,43]. Given this, the higher proportion of oxide lamellae in the
Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 HVOF coatings can be explained.
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Figure 1. SEM images of HVOF-sprayed coatings: (a,b) Al0.3CrFeCoNi, (c,d) Al0.3CrFeCoNiNb0.5

as well as (e,f) Al0.3CrFeCoNiMo0.75. Typical features of HVOF coatings were observed: unmelted
particles, melted particles (splats), oxidized particles and voids. In contrast to HVOF-sprayed
Al0.3CrFeCoNi coating (b), the HVOF-spayed coatings with Nb (d), and Mo (f) show a higher
proportion of oxidized lamellae, which have a darker gray-scale than the solid solution phase.

To evaluate the distribution of the alloying elements of the HVOF-sprayed coatings,
EDS maps of the near-surface region were prepared. The results are given in Figure 2.

In the HVOF-sprayed Al0.3CrFeCoNi HEA coating (see Figure 2a), the elements Al,
Cr, Fe, Co, and Ni are homogeneously distributed. Traces of Al, Cr, Co, and Ni were
observed in the oxide lamellae. In addition, the elements Co and Ni are concentrated at the
same areas in the oxide lamellae. In the HVOF-sprayed A0.3CrFeCoNiNb0.5 coating, the
alloying elements are also homogeneously distributed (see Figure 2b). However, the oxide
lamellae had a stronger concentration of Al than the HVOF-sprayed Al0.3CrFeCoNi coating.
Furthermore, higher intensities of Ni and Nb were found in the oxide lamellae. Similar
to the first HEA coatings, the HVOF-sprayed Al0.3CrFeCoNiMo0.75 (see Figure 2c) shows
homogeneously distributed alloying elements with increased concentrations of Al and Cr in
the oxide lamellae. In addition, the elements Co and Ni are concentrated at the same oxide
lamellae. Moreover, Fe and Mo are not concentrated in the oxide lamellae. Considering the
distribution of O, it was found that all HVOF-sprayed HEA coatings’ surface are enriched.
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Figure 2. EDS maps of the HVOF-sprayed (a) Al0.3CrFeCoNi, (b) Al0.3CrFeCoNiNb0.5 and
(c) Al0.3CrFeCoNiMo0.75 in the near-surface area. The alloying elements are homogeneously dis-
tributed in all the HEA coatings investigated. However, some elements, e.g., Al, are enriched in the
oxide lamellae.

In addition to the SEM and EDS investigations, the HVOF-sprayed coatings were
analyzed concerning their crystallographic and mechanical properties. In Figure 2, the
results of XRD (a) and Vickers hardness (b) measurements are shown.

It was found that the HVOF coating of Al0.3CrFeCoNi consists of a single-phase face-
centered cubic (FCC) lattice structure (black line, Figure 3a), which was also often found
in studies of Al0.3CrFeCoNi [14,44,45]. After adding Nb (χ = 0.5), the peak of the FCC
phase shifts to a smaller 2θ due to the higher atomic radius of the element Nb (compared
to the other elements), which is dissolved in the solid solution and therefore leads to a
higher lattice distortion than without Nb [17]. In addition, hexagonal closed-packed (HCP)
phases are formed (see the dark gray line in Figure 3a). However, whether these are one or
two HCP phases are not confirmed. The positions of the HCP peaks in the diffractogram
are similar to those of the Laves phases commonly observed in the literature [18,19,46,47].
These Laves phases are characterized by their high hardness and brittleness. The HVOF
coating of Al0.3CrFeCoNiMo0.75 also shows a shift of the FCC peaks to smaller 2θ. The
atomic radius (covalent radius) of the element Mo is 154 pm [48]. This is slightly smaller
than the atomic radius (covalent radius) of Nb (164 pm) [48]. The smaller angles of the FCC
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peaks and, thus the stronger distortion of the lattice of Al0.3CrFeCoNiMo0.75 compared to
Al0.3CrFeCoNiNb0.5 can be explained by the different proportions of alloying elements.
Al0.3CrFeCoNiMo0.75 contains more Mo (χ = 0.75) than Al0.3CrFeCoNiNb0.5 Nb (χ = 0.5),
which leads to higher lattice distortion and shifts of the FCC peaks. In addition to the FCC
phase, Al0.3CrFeCoNiMo0.75 contains a body-centered cubic (BCC) phase and a metal oxide
(Me3O4). However, it was not possible to detect the type of metal oxide. Similar HVOF
coatings were produced by Preuß et al. [37]. Although the same feedstock material and
almost the same process parameters were used, Preuß et al. [37] observed a tetragonal
phase in the HVOF-sprayed Al0.3CrFeCoNiNb0.5 and an HCP phase instead of a metal
oxide in HVOF-sprayed Al0.3CrFeCoNiMo0.75 in addition to the phases in the present study.
However, the peaks of the tetragonal and the HCP phases observed by Preuß et al. [37] are
very small. Therefore, it is reasonable to assume that these two phases are also very small
and not formed in the present study due to small deviations in the process parameters
between the two studies.
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Figure 3. (a) XRD diffractogram and (b) Vickers hardness HV 0.1 of HVOF-sprayed coatings of
Al0.3CrFeCoNi, Al0.3CrFeCoNiNb0.5, and Al0.3CrFeCoNiMo0.75. The higher hardness of HVOF-
sprayed Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 results from additionally formed phases
(HCP, Me3O4) in comparison to the lower hardness of the single-phase Al0.3CrFeCoNi HVOF coating.

Considering the results of the Vickers hardness measurement (HV 0.1) in Figure 3b,
it was observed that adding Nb to Al0.3CrFeCoNi increases the microhardness to a max-
imum of (608 ± 77) HV 0.1 for Al0.3CrFeCoNiNb0.5. The element Mo also increases the
Vickers hardness but reaches about 100 HV 0.1 less than Al0.3CrFeCoNiNb0.5. The mea-
sured hardness values are in the same range as those of HVOF-sprayed Al0.3CrFeCoNi,
Al0.3CrFeCoNiNb0.5, and Al0.3CrFeCoNiMo0.75 in [37]. The increased hardness of the
HVOF coatings Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 compared to Al0.3CrFeCoNi
can be explained based on the additionally formed phases (see Figure 3a). Besides the
single-phase FCC structure (found in all HEAs), which is known from the literature
to be soft and ductile due to the high number of possible slip systems [49], the HEAs
Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 consist of additional phases (HCP, BCC,
and Me3O4). These are well-known for their higher hardness and brittleness (especially
HCP phases) [18,19,50]. The presence of these hard phases explains the increase in Vickers
hardness of Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 compared to Al0.3CrFeCoNi.

3.2. High-Temperature Wear Tests
3.2.1. Frictional Behavior

To evaluate the high-temperature wear properties of the HVOF-sprayed Al0.3CrFeCoNi,
Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 coatings, reciprocating high-temperature
wear tests were conducted at temperatures of 25 ◦C, 500 ◦C, 700 ◦C, and 900 ◦C, respec-
tively. During the tests, the coefficient of friction (COF) was determined. The COF strongly
fluctuated at the beginning of the test and was stabilized for the last 100 s of testing time.
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Therefore, the mean value and standard deviation of the last 100 s of the COF for all tests
are given in Figure 4.
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a minimum COF at 900 °C. At this temperature, the HVOF coating Al0.3CrFeCoNiMo0.75 
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the highest standard deviation at all temperatures. Therefore, it is concluded that the ad-
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standard deviations of the COFs. In the literature, the COF at 25 °C of HVOF-sprayed 
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Figure 4. Coefficient of friction (COF) of the last 100 s of the high-temperature wear tests of HVOF-
sprayed Al0.3CrFeCoNi, Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75. The COF decreases with
increasing temperature (except for HVOF-sprayed Al0.3CrFeCoNi tested at 500 ◦C).

At a temperature of 25 ◦C, the HVOF-sprayed coating of Al0.3CrFeCoNi exhibits
the smallest COF of approximately 1.5, compared to the HEAs Al0.3CrFeCoNiNb0.5 and
Al0.3CrFeCoNiMo0.75 with COFs between 1.8 and 1.9. Similar COFs have been found
in other publications dealing with HVOF–sprayed HEA coatings [12] and SPS sintered
HEAs [20,29]. However, if the temperature is increased to 500 ◦C, the COF of Al0.3CrFeCoNi
increases to 1.8, while the COFs of Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 decrease
(especially Al0.3CrFeCoNiMo0.75 with a decrease of COF to 1.1). A further increase in tem-
perature leads to a reduction in COF for all tested HVOF coatings. The HVOF coating of
Al0.3CrFeCoNiNb0.5 has a minimum COF of 0.8 at 700 ◦C, while the other two HEAs have
a minimum COF at 900 ◦C. At this temperature, the HVOF coating Al0.3CrFeCoNiMo0.75
exhibits the smallest COF of 0.5 in this study. It was observed that Al0.3CrFeCoNi shows
the highest standard deviation at all temperatures. Therefore, it is concluded that the
addition of the elements Nb and Mo reduces the COF at elevated temperatures and the
standard deviations of the COFs. In the literature, the COF at 25 ◦C of HVOF-sprayed
AlCrFeCoNiTi0.5 mentioned by Löbel et al. [12] is smaller (1.3) than in the present study
(1.5). Moreover, increasing the temperature leads to decreasing the COF in the litera-
ture [12] and the present study. In particular, the HVOF-sprayed Al0.3CrFeCoNiMo0.75
coating shows a significantly lower COF of 0.5 at 900 ◦C compared to the HVOF-sprayed
AlCrFeCoNiTi0.5 coating (1.0) [12]. This significant change in COF indicates a different
wear resistance depending on the temperature load. The COF correlates strongly with the
contact area between the coating and the counter body. The contact area between Al2O3
ball and HVOF coating increases with increasing wear loss. Therefore, the low COF at high
temperatures indicates an in-crease in wear resistance. The wear tracks and the hardness
after the high-temperature wear test were investigated, and the results are shown in the
following sections.

3.2.2. Wear Depth and Vickers Hardness after High-Temperature Wear Tests

In addition to determining the COFs during high-temperature wear tests, the wear
tracks were investigated using LSM. The obtained wear depths are shown in Figure 5a.
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of Al0.3CrFeCoNi, Al0.3CrFeCoNiNb0.5, and Al0.3CrFeCoNiMo0.75 at different temperatures, and
(b) Vickers hardness HV 0.1 of these coatings after high-temperature wear tests at different tem-
peratures, measured on cross-sections outside the wear tracks. The wear depth (a) decreases with
increasing temperature (except for HVOF-sprayed Al0.3CrFeCoNi and Al0.3CrFeCoNiNb0.5 tested at
500 ◦C). The hardness (b) of HVOF-sprayed Al0.3CrFeCoNi changes only slightly with increasing
temperature, while the hardness of HVOF-sprayed Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75

significantly increases at temperatures of 500 ◦C, 700 ◦C, and 900 ◦C.

At 25 ◦C, the wear depths of all HVOF coatings studied are in the same range (>100 µm).
The highest wear depth was observed for the HEA Al0.3CrFeCoNiNb0.5. After increasing the
temperature to 500 ◦C, the wear depths of Al0.3CrFeCoNi and Al0.3CrFeCoNiNb0.5 increase,
while the wear depth of Al0.3CrFeCoNiMo0.75 decreases significantly to approximately 40 µm.
At 700 ◦C, a reduction in wear depths <80 µm was achieved for all HVOF coatings. Similar
to the wear depths after tests at 500 ◦C, the HVOF-sprayed Al0.3CrFeCoNi coating exhibits
the highest wear depth compared to Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 at the
same temperature. A further increase in temperature to 900 ◦C leads to lower wear depths
between 70 µm (Al0.3CrFeCoNi) and 9 µm (Al0.3CrFeCoNiMo0.75). The determined wear
depths correlate with the measured COF in Figure 4. The higher the COF, the higher the wear
depth [12]. Preuß et al. [37] observed lower wear depths for the same HVOF-sprayed HEAs
in reciprocating wear at room temperature, although the Vickers hardness was almost the
same in both studies. However, the standard deviation of the wear depths in this study at
25 ◦C is much higher than that reported in [37]. Compared to this study, the HVOF-sprayed
AlCrFeCoNiTi0.5 coating reported by Löbel et al. [12] shows a lower wear depth at 25 ◦C.
However, the wear depth of AlCrFeCoNiTi0.5 determined after testing at 900 ◦C shows almost
the same value as Al0.3CrFeCoNiMo0.75 at the same temperature. To rank the wear depths of
the different HVOF-sprayed coatings at higher temperatures, the following order is concluded:
Al0.3CrFeCoNi> Al0.3CrFeCoNiNb0.5 > AlCrFeCoNiTi0.5 ≥ Al0.3CrFeCoNiMo0.75.

Furthermore, the Vickers hardness HV 0.1 was determined after high-temperature
wear tests on cross-sections outside the wear tracks. The results are shown in Figure 5b.
For the HVOF-sprayed Al0.3CrFeCoNi coating, the hardness is slightly increased after
testing at 500 ◦C. A further increase in temperature leads to a slight reduction in hard-
ness. However, the differences in the hardness of the HEA Al0.3CrFeCoNi are minor
with increasing temperatures. In comparison, the Vickers hardness of HVOF-sprayed
Al0.3CrFeCoNiNb0.5 increases by 160 HV 0.1 up to a temperature of 700 ◦C. After the wear
test at 900 ◦C, the hardness decreases to values observed at 25 ◦C. The formation (above
500 ◦C) and the dissolution (above 900 ◦C) of hard secondary phases may lead increase
and decrease hardness with increasing temperature. In addition, the softening at 900 ◦C
could probably be explained by the occurrence of recrystallization processes. The HEA
Al0.3CrFeCoNiMo0.75 shows an increase in hardness of 320 HV 0.1 after a wear test at
500 ◦C. At higher temperatures, the Vickers hardness does not change significantly. It is
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suggested that Al0.3CrFeCoNiMo0.75 is not susceptible to softening at temperatures up to
900 ◦C. The hardness of currently used high-temperature materials, such as Inconel 718 is
unstable in this temperature range [22]. Therefore, especially Al0.3CrFeCoNiMo0.75 is more
suitable than Inconel 718 for high-temperature applications. However, it should be noted
that no significant influence was observed between the Vickers hardness and the wear
depth. For this reason, the decrease in wear depth of the HVOF-sprayed coatings contain-
ing Nb and Mo is not attributed to the change in Vickers hardness and the assumption that
new secondary phases have formed. In summary, the low wear depth of HVOF-sprayed
Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 is caused by other mechanisms than an
increase in Vickers hardness after high-temperature wear tests, so further investigations
(XRD, SEM, EDS) were conducted.

3.2.3. XRD Investigations after High-Temperature Wear Tests

In addition, XRD measurements were performed on the surface of the samples and in
the wear tracks after high-temperature wear tests. The results are shown in Figure 6. Not
all peaks could be identified as sometimes only one peak was available to determine the
corresponding phase, which is insufficient for a clear identification.

The HVOF-sprayed coating of Al0.3CrFeCoNi exhibits in a similar way to the as-
sprayed condition a single FCC phase on the surface after testing at 500 ◦C (see Figure 6a).
However, at 700 ◦C and 900 ◦C, small peaks of a BCC phase appear on the surface. Compar-
ing the XRD results with the hardness measurements given in Figure 5b, the formation of
the BCC phase at 700 ◦C and 900 ◦C does not significantly increase in hardness. Instead, the
Vickers hardness decreases slightly at temperatures above 700 ◦C. In addition, the peaks
of the FCC phase become thinner at 700 ◦C and 900 ◦C, as shown in Figure 6a. A change
in grain size and dislocation structure likely occurs [51]. If thinner peaks are observed,
the grain size increases, e.g., due to recrystallization processes. Recrystallization of the
microstructure will also explain the slight decrease in hardness for all HVOF coatings tested
at 900 ◦C (see Figure 5b). In the wear tracks, an FCC phase was found at all temperatures
tested, and a Me3O4 was detected instead of a BCC phase (see Figure 6b). However, it was
not possible to determine which metal oxide was found clearly. With increasing temper-
ature, the number and intensity of these peaks increase, suggesting that the oxide layer
formed in the wear tracks is better bonded to the HVOF coating. This could be why the
decreasing wear depth shown in Figure 5a. In addition, the peaks in the wear track were
found to be broader than at the surface, indicating that the dislocation density is increased
or that more subgrain boundaries have been formed in the wear track compared to the
surface [51]. In the literature [27], it was also found that forming a thin fine-grained subsur-
face under the counter body leads to higher wear resistance. In particular, the addition of
Al supports the formation of such fine grains [30]. Therefore, it is concluded that HEAs
alloyed with Al are promising for use as wear-resistant material.

Moreover, the surface of the HVOF-sprayed Al0.3CrFeCoNiNb0.5 coating at 500 ◦C
and 700 ◦C shows, in addition to an FCC phase, the presence of an HCP phase and small
peaks of a BCC phase, which is dissolved at 900 ◦C. The HCP phase is commonly known
in the literature as Laves phase [18,19,46,47]. Laves phases are characterized by their high
hardness and brittleness. In addition, the BCC phase is known for its higher hardness
and could explain the increase in hardness at 500 ◦C and 700 ◦C. Similar to the surface
of HVOF-sprayed Al0.3CrFeCoNi, the FCC peaks of Al0.3CrFeCoNiNb0.5 are smaller at
900 ◦C than at lower temperatures. Therefore, recrystallization processes probably occur
at 900 ◦C, which could explain the slight decrease in hardness shown in Figure 5b. XRD
measurements in the wear tracks show that at 500 ◦C, the HCP phase has disappeared,
and a Me3O4, as well as a Fe2O3 metal oxide, have formed (see Figure 6d). After testing
over 700 ◦C, the FCC phase, the BCC phase, and the Me3O4 structure are still present,
but the Fe2O3 was no longer found. Instead, an HCP phase was detected (see Figure 6d),
similar to that found on the surface of this alloy. The crystal structures did not change
significantly after testing at 900 ◦C. Only the BCC phase was dissolved. In addition, the
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peaks of the FCC phase detected in the wear tracks were not broader than those on the
surface in Figure 6c). Therefore, it was assumed that there was no increase of the dislocation
density and no formation of subgrain boundaries in the wear tracks. The increase in the
hardness of the HVOF-sprayed Al0.3CrFeCoNiNb0.5 coatings at 500 ◦C and 700 ◦C can be
explained by the formation of the BCC phase, the Me3O4 oxide and the Fe2O3 (500 ◦C). At
900 ◦C, the hardness of the HVOF-sprayed Al0.3CrFeCoNiNb0.5 decreases (see Figure 5b),
probably due to the dissolution of the BCC phase (see Figure 6d). In addition, it should be
mentioned that one peak of a (NbCo)2O4 phase was found on the surface and in the wear
track after testing at 900 ◦C (see Figure 6c,d). However, this single peak was not confirmed
by a second one, so it can only be assumed that it correlates with an (NbCo)2O4 oxide.
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Figure 6. XRD diffractograms of the (a,c,e) surface and (b,d,f) wear tracks of HVOF-sprayed (a,b)
Al0.3CrFeCoNi, (c,d) Al0.3CrFeCoNiNb0.5 and (e,f) Al0.3CrFeCoNiMo0.75 after high-temperature wear
tests. In particular, metal oxides are formed in the wear tracks of HVOF-sprayed Al0.3CrfeCoNi (b)
and Al0.3CrFeCoNiNb0.5 (d). Only the HVOF-sprayed Al0.3CrFeCoNiMo0.75 coating exhibits the
same phases on the surface (e) and in the wear tracks (f) for all temperatures tested.

For the HVOF-sprayed coatings of Al0.3CrFeCoNiMo0.75, the phases were the same
on the surfaces and in the wear tracks. At 500 ◦C and 700 ◦C, two FCC phases with nearly
similar lattice parameters were found, as the peaks are located close to each other (see
Figure 5e). In addition, a Me3O4 was detected at both temperatures. After testing at 900 ◦C,
only one FCC phase, a Me3O4 and a Cr2O3, were determined. Furthermore, the FCC
peaks measured at the surface become thinner with increasing temperature. Therefore, it is
assumed that recrystallization processes occur, leading to a slight reduction in hardness
(see Figure 5b). In the wear tracks, no broadening of the FCC peaks was observed so the
dislocation density is probably not increased. In addition, similar to the HVOF-sprayed
Al0.3CrFeCoNiNb0.5 coating, a peak of a metal oxide was found, which was not confirmed
by other peaks (see Figure 6e,f). After testing at 700 ◦C and 900 ◦C, a peak of a CoMoO4
oxide was found in the wear track (700 ◦C) and on the surface and in the wear track (900 ◦C).
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This oxide is known for its self-lubricating properties at temperatures above 500 ◦C [52,53]
and could probably explain the lowest COF of 0.5 in this study. However, it is impossible
to determine this phase reliably since the presence could not be confirmed by more than
one peak in the XRD diagram.

In summary, the higher hardness and lower wear depth could be attributed to
newly formed phases at higher temperatures, e.g., the BCC phase in HVOF-sprayed
Al0.3CrFeCoNiNb0.5, and to the formation of metal oxides (Cr2O3 and Me3O4). The amount
of metal oxides seems to be the lowest for the HVOF-sprayed Al0.3CrFeCoNi coating.
This alloy also shows the highest wear depths for all temperatures tested. In comparison,
Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 exhibit more (hard) secondary phases and a
higher proportion of metal oxides, which could lead to lower wear depths, and thus higher
wear resistance.

3.3. Microstructural Characterization of the Wear Tracks

However, the appearance of the wear tracks and the oxide layer formed is another
important indicator to evaluate the high-temperature wear behavior of HVOF-sprayed
HEA coatings. To examine the appearance of the wear tracks in detail, SEM investigations
of the wear tracks were conducted. The resulting back-scattered electron (BSE) images are
shown in Figure 7. The sliding direction of the counter body was linear oscillating. All
wear tracks possess brighter and darker areas (see Figure 7b). The brighter areas are likely
the HVOF coating. After testing at 25 and 500 ◦C, all coatings show these brighter areas
characterized by grooves (see Figure 7d). In addition to these deeper grooves, the wear
tracks show debris that is a product of the abrasion of the tested HVOF coating and the
counter body (see Figure 7a). This darker debris are rough and lie on the surface of the wear
track. The HVOF-sprayed Al0.3CrFeCoNi coating exhibits this debris at all temperatures
tested, while the HEAs Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 only have debris
in wear tracks tested at 25 and 500 ◦C. Debris is a third body between the surface and the
counter body [54]. It is known from the literature [54] and confirmed by this study that
the presence of debris leads to an increased COF (see Figure 4) and higher wear depths
(see Figure 5a). There are also darker and smoother areas (see Figure 7b), likely due to
deformation processes during testing [26]. Furthermore, small shear cracks were found
at temperatures above 500 ◦C (see Figure 7j). Deformed surfaces and such shear cracks
indicate the presence of adhesive wear [55]. In addition, delamination was found on the
surfaces at all temperatures tested (see exemplarily in Figure 7b) [26].

After describing the appearance of the wear tracks, theories can be proposed about the
underlying wear mechanisms. Bright metallic grooves were observed for all wear tracks
tested at 25 ◦C and 500 ◦C and for the HEA coating Al0.3CrFeCoNi at all temperatures
tested. These grooves usually indicate abrasive wear behavior [55]. However, for all HEAs,
it can be observed that with increasing temperature, the proportion of bright metallic
grooves decreases. In particular, the alloys Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75
tested at 700 and 900 ◦C show lower proportions of bright metallic groove, so that abra-
sive wear is less pronounced or absent. As mentioned above, delamination of the HVOF
coating was observed for all temperatures tested, indicating a proportion of delamination
as an acting wear mechanism for all tested HVOF coatings and temperatures. In addition,
with increasing temperature, the proportion of smoother deformed areas increases signifi-
cantly and shear cracks were observed for the HVOF-sprayed coatings Al0.3CrFeCoNi and
Al0.3CrFeCoNiMo0.75. These are indicators of the presence of adhesion as an acting wear
mechanism. The HVOF coating of Al0.3CrFeCoNiNb0.5 also exhibits a higher number of
deformed areas with increasing temperature. However, no shear cracks were found for this
alloy at any of the temperatures tested. Therefore, it is concluded that adhesion is not the
predominant wear mechanism. The lower adhesion tendency of Al0.3CrFeCoNiNb0.5 is
probably due to the high hardness of the HVOF coating caused by the occurrence of hard
HCP Laves phases. It is known from the literature [18] that hard Laves phases embedded
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in a softer FCC matrix significantly reduce adhesive wear. Additionally, oxidation of the
worn surfaces will also influence the wear mechanism.
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Figure 7. SEM (BSE) images of the wear tracks of HVOF-sprayed (a,d,g,j) Al0.3CrFeCoNi, (b,e,h,k)
Al0.3CrFeCoNiNb0.5 and (c,f,i,l) Al0.3CrFeCoNiMo0.75 tested at (a–c) 25 ◦C, (d–f) 500 ◦C, (g–i) 700 ◦C,
and (j–l) 900 ◦C. The wear tracks of all HVOF-sprayed coatings show brighter and darker areas (b).
The brighter areas are characterized by grooves (d). In addition, debris (a) on all HVOF-sprayed
coatings was observed after testing at 25◦C and 500 ◦C and for Al0.3CrFeCoNi at all temperatures
tested. Furthermore, delamination (b) was found for all HVOF-sprayed coatings at all temperatures
tested. The darker areas appear to be smoother due to deformation processes during testing. Last but
not least, shear cracks (j) were observed for HVOF-sprayed Al0.3CrFeCoNi and Al0.3CrFeCoNiMo0.75.

EDS measurements of the darker areas contain more O (about 60 at.%) than the brighter
areas. The oxide layers consist of the combination of the solid solution of Al0.3CrFeCoNi,
Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 and O (up to 60 at.%). The proportion of
darker areas increases with increasing temperature, so oxidation and forming of an oxide
layer in the wear tracks will be more pronounced at higher temperatures. In particular,
the oxide layer was only found in the wear tracks, not on the surface. The increase in O
content with increasing temperature suggests that the oxide layer formed becomes more
homogeneous, reducing COF [27] and thus resulting in lower measured wear depths (see
Figures 4 and 5). Overall, oxidative wear seems to be the predominant wear mechanism for
all HVOF-sprayed coatings at high temperatures.

In addition, the appearance of the oxide layer formed plays an essential role in under-
standing the high-temperature wear behavior of the HVOF-sprayed coatings tested. To
clarify this point, cross-sections of the wear tracks were analyzed using SEM. The resulting
BSE images are shown in Figure 8. At 25 and 500 ◦C, Al0.3CrFeCoNi exhibits a thin oxide
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layer, as shown in Figure 8a,b. This oxide layer is characterized by cracks and a worse
bonding, as spalling of the oxide layer was observed. Increasing the temperature to 700 ◦C
leads to stronger adhesion of the oxide layer. However, the thickness of the oxide layer is
not homogenous, and the oxide layer shows some cracks. Additionally, the wear track is
characterized by some spalling of the oxide layer at a temperature of 900 ◦C, the coating
thickness becomes much more homogenous, and the oxide layer appears more strongly
bonded (see Figure 8j). Nevertheless, some spalling was also found.

Considering the oxide layers of Al0.3CrFeCoNiNb0.5 at 25 and 500 ◦C, it was found
that the oxide layers are much thicker compared to those of Al0.3CrFeCoNi at the same
temperatures. Nevertheless, the oxide layers are not well bonded, and spalling was found
periodically across the cross-section of the wear tracks. At 700 ◦C, the oxide layer becomes
much more homogenous (see Figure 8h). After testing at 900 ◦C, the oxide layer has a
convoluted interface to the HVOF coating (see Figure 8k), resulting in more surface contact
and, therefore, a stronger bonding between the HVOF coating and the oxide layer. In
addition, the bright areas shown in Figure 7k can be attributed to the HVOF coating based
on the cross-section in Figure 8k. These areas are subjected to deformation processes and
are therefore embedded in the oxide layer (see white circles in Figure 8k). In addition, it was
found in the literature [22] that at test temperatures of 800 ◦C, the oxide layer is dense and
thin, leading to reduced wear depth. This was also observed for the present HVOF-sprayed
Al0.3CrFeCoNiNb0.5 coating already at 700 and 900 ◦C and could explain the reduced wear
depths at these temperatures. The oxide layer on HVOF-sprayed Al0.3CrFeCoNiMo0.75
spalled off after testing at 25, 500 and 700 ◦C. Furthermore, it was observed that the interface
between the oxide layer and the HVOF coating becomes convoluted in some areas at 700 ◦C
(right side in Figure 8i). However, where the interface is more linear (middle of Figure 8i),
the bonding of the oxide layer is poorer, and cracks, as well as spalling, occur. A further
increase in temperature to 900 ◦C leads to a much wavier interface between the oxide layer
and the HVOF coating. In addition, a bright phase appears to form at the interface, which
will have a high atom mass (Z) due to its brightness. Therefore, it is assumed that this phase
could contain heavy elements such as Mo or Cr, characterized by their high hardness, thus
explaining the low wear depth of HVOF-sprayed Al0.3CrFeCoNiMo0.75 at 900 ◦C. Figure 9
shows the interface between all HVOF-sprayed coatings and the oxide layer after testing
at 900 ◦C. The HVOF-sprayed Al0.3CrFeCoNi coating (see Figure 9a) does not exhibit a
convoluted interface compared to the Nb- and Mo-containing HVOF-sprayed coatings
(see Figure 9b,c). In addition, bright and coarser phases were found in the HVOF-sprayed
Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 coating close to the oxide layer. However,
grain refinement in the wear track, as observed by Joseph et al. [27] and Rynio et al. [56],
could not be detected.

In conclusion, the smoother and darker the wear track, the higher the temperature and
O content and the more homogenous and convoluted connected the oxide layer formed,
the lower the wear depth of all tested HVOF-sprayed HEAs. In addition, all HEAs show
a change in wear mechanisms with increasing temperature from pronounced abrasive
wear and delamination (25, 500 ◦C) to a combination of (abrasion), delamination, adhesive
and oxidative wear. The higher the temperature, the more pronounced the oxidative wear
component becomes. Similar changes of the wear mechanisms with increasing temperature
were observed for the HEAs cast CrMnFeCoNi and AlχCrFeCoNi [27], laser-cladded
AlCrFeCoNiNbχ [19], cast CrFeCoNiNbχ [22], HVOF-sprayed and atmospheric plasma
sprayed AlCrFeCoNiTiχ [12,57]. In addition, the COF was reduced due to the change of the
friction partners in the system from a metallic/oxide HVOF-sprayed coating and a ceramic
counter body to a ceramic–ceramic contact between the oxide layer and the counter body.
The lowest COFs were observed for the Nb- and Mo-containing HVOF-sprayed HEAs
with a convoluted interface and strong adhesion of the oxide layer to the HVOF-sprayed
coatings, resulting in low wear depths. In addition, the lower COF could also be attributed
to the phases formed under the oxide layer (see Figure 9b,c), as they increase the resistance
against the penetration of the counter body.
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coatings is convoluted except for the Al0.3CrFeCoNi coating. In addition, the Nb- and Mo-containing 
HVOF-sprayed coatings exhibit bright and coarse phases close to the oxide layer. 

In conclusion, the smoother and darker the wear track, the higher the temperature 
and O content and the more homogenous and convoluted connected the oxide layer 
formed, the lower the wear depth of all tested HVOF-sprayed HEAs. In addition, all HEAs 
show a change in wear mechanisms with increasing temperature from pronounced abra-

Figure 8. SEM (BSE) images of cross-sections of the wear tracks of HVOF-sprayed (a,d,g,j)
Al0.3CrFeCoNi, (b,e,h,k) Al0.3CrFeCoNiNb0.5 and (c,f,i,l) Al0.3CrFeCoNiMo0.75 tested at (a–c) 25 ◦C,
(d–f) 500 ◦C, (g–i) 700 ◦C, and (j–l) 900 ◦C. After testing at 25 ◦C (a–c) and 500 ◦C (d–f), all HVOF
coatings show spallation of the oxide layer. At higher temperatures tested, the bonding between
the oxide layer and the HVOF coating becomes stronger. In particular, for Al0.3CrFeCoNiNb0.5 and
Al0.3CrFeCoNiMo0.75 tested at 900 ◦C (k,l), the interface between the oxide layer and the HVOF
coating is convoluted, which could explain the strong bonding of the oxide layer on the HVOF-coating
and thus the lower wear depth.
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Figure 9. Magnified SEM (BSE) images of the wear tracks of the HVOF-sprayed (a) Al0.3CrFeCoNi,
(b) Al0.3CrFeCoNiNb0.5 and (c) Al0.3CrFeCoNiMo0.75, after testing at 900 ◦C. The interface of the HEA
coatings is convoluted except for the Al0.3CrFeCoNi coating. In addition, the Nb- and Mo-containing
HVOF-sprayed coatings exhibit bright and coarse phases close to the oxide layer.

To further evaluate the influence of the alloying elements, especially Nb and Mo, EDS
maps of the surface after the high-temperature wear test at 900 ◦C were prepared since, at
this temperature, all HVOF-sprayed HEA coatings exhibited the lowest wear depth. The
results are shown in Figure 10.
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In HVOF-sprayed Al0.3CrFeCoNi (see Figure 10a), it was found that the elements Cr,
Fe, Co, and Ni are homogeneously distributed on the surface. In addition, some pores
and oxide lamellae were detected, which are particularly rich in Al and Cr. The HVOF-
sprayed Al0.3CrFeCoNiNb0.5 coating exhibits a homogeneous distribution of the elements
Cr, Fe, Co, Ni, and Nb (see Figure 10b). It was also found that Al is enriched in the oxide
lamellae. In particular, Cr was found in the near-surface region. For the HVOF-sprayed
Al0.3CrFeCoNiMo0.75 coating, it was observed that the elements Cr, Fe, Co, Ni, and Mo are
homogeneously distributed and Al was concentrated in the oxide lamellae (see Figure 10c).
Compared to the Nb-containing HVOF-sprayed coating, the Cr enrichment is pronounced
in the oxide lamellae. At the surface, Cr, Fe and O were mainly found. This suggests that
the Cr2O3 oxide found by XRD seems to be concentrated at the surface of the Mo-containing
alloy after a high-temperature wear test at 900 ◦C. Finally, all surfaces of the HVOF-sprayed
HEA coatings tested at 900 ◦C show an O enrichment, with the Al0.3CrFeCoNiMo0.75 alloy
having the most O on the surface. This O enrichment was not found for the HVOF-sprayed
coatings before testing at elevated temperatures and could, therefore, be attributed to the
exposure at high temperatures.

In addition to the surface of the HVOF-sprayed coatings after testing at 900 ◦C, the
wear tracks were also investigated concerning the distribution of the alloying elements
in the oxide layer. The EDS maps obtained are shown in Figure 11. The HVOF-sprayed
Al0.3CrFeCoNi coating exhibits a thick oxide layer (see Figure 11a). However, it is known
from the literature [58] that thick oxide layers are prone to spall and therefore do not bond
well with the material. In addition to O, the oxide layer primarily consists of Cr, Fe, Co, and
Ni. The exact chemical composition of the oxide layer could not be determined using XRD.
However, it is known to be a Me3O4 oxide, and from the EDS results, it can be deduced that
the oxide layer consists of a (Cr, Fe, Co, Ni)3O4 oxide. It was also found that the element
Cr is enriched at the interface between the HVOF-sprayed coating and the compact oxide
layer. Although, XRD did not detect a Cr-oxide. Such a Cr-rich intermediate layer was also
found by Joseph et al. [27] and Holcomb et al. [58]. In contrast to the literature [27,58], the
Cr-rich layer was only detected in the wear track. Above this Cr-rich layer, an enrichment
of Fe was found in the oxide layer. In addition, innermost Cr-rich layers were also found
after magnetron-sputtering due to greater free energy reduction [59].

The oxide layer of the HVOF-sprayed coating of Al0.3CrFeCoNiNb0.5 consists of a
mixture of all alloying elements (see Figure 11b). However, Nb is less pronounced in the
oxide layer. The mixed oxide layer corresponds to the Me3O4 oxide detected by XRD.
Similar to Al0.3CrFeCoNi, a Cr-rich region was found in the oxide layer at the interface
to the HVOF-sprayed coating. However, a Cr-oxide layer could not be identified using
XRD. In contrast to the HVOF-sprayed Al0.3CrFeCoNi coating, the interface between the
HVOF-sprayed Al0.3CrFeCoNiNb0.5 coating and the oxide layer is convoluted. This was
also observed by Hou et al. [60]. In addition to the enrichment of Cr, a higher concentration
of Fe was found in the oxide layer. Moreover, Nb was enriched in the HVOF-sprayed
coating directly at the interface to the oxide layer. Considering the SEM image in Figure 9b,
secondary brighter phases can be observed, indicating the presence of an Nb-rich phase by
combining the results of the SEM image in Figure 9 and the EDS map in Figure 11.
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Figure 10. EDS maps of the surface after high-temperature wear tests at 900 ◦C of the HVOF-sprayed
(a) Al0.3CrFeCoNi, (b) Al0.3CrFeCoNiNb0.5, and (c) Al0.3CrFeCoNiMo0.75 coating. Nb (b) and Mo (c)
were homogeneously distributed. Only Al and Cr were concentrated in the oxide lamellae and pores.
On the surface, an enrichment of O was found.

The oxide layer of the HVOF-sprayed coating Al0.3CrFeCoNiMo0.75 consists of Al, Cr,
Fe, Co, and Ni (see Figure 11c) and is thinner than the other HVOF-sprayed coatings. Thin
oxide layers are known for their stronger adhesion since thin layers are less susceptible
to spalling [58]. Surprisingly, Mo was not detected in the oxide layer. Instead, Mo is
concentrated at the interface between the HVOF-sprayed coating and the oxide layer.
Comparing this finding with the SEM image in Figure 9c, bright phases were found at
the same position, leading to the conclusion that Mo-rich phases were formed at the
interface between the HVOF-sprayed coating and the oxide layer. In addition, starting
from the HVOF-sprayed coating, the oxide layer shows a thin Al-rich region followed
by a thicker Cr-rich region. The Al-rich oxide layer, also found by Joseph et al. [27] for
Al0.3CrFeCoNi, was not detected by XRD. However, a Cr2O3 was found by XRD in the
wear track of Al0.3CrFeCoNiMo0.75 after testing at 900 ◦C. Furthermore, Cui et al. [61] also
found an innermost continuous Al-and intermediate Cr-rich-oxide layer for laser-cladded
AlCrFeCoNiTi0.5 after oxidation tests at 800 ◦C. These layers will limit the oxygen diffusion,
resulting in high oxidation resistance at elevated temperatures. In addition, thin, protective
and slow-growing Al-rich oxide layers are known for their high oxidation resistance and
their strong adhesion compared to other oxides [33,62]. However, it is also known that
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an Al-rich oxide layer forms cracks due to the difference in thermal expansion coefficient
compared to the coating and is therefore prone to spalling [34]. Since this was not observed
for the HVOF-sprayed coating containing Mo, it is assumed that the adhesion of the thin
Al-rich oxide layer is strong and will positively affect the overall adhesion of the oxide
layer to the HVOF-sprayed coating.
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Figure 11. EDS maps of the oxide layer in the wear tracks after high-temperature wear tests at 900 ◦C
of the HVOF-sprayed (a) Al0.3CrFeCoNi, (b) Al0.3CrFeCoNiNb0.5 and (c) Al0.3CrFeCoNiMo0.75

coatings. All oxide layers consist of a mixture of the alloying elements and O. In addition, a Cr-rich
intermediate oxide layer was found for all HVOF-sprayed coatings. Furthermore, the elements
Nb and Mo are preferably located in the HVOF-sprayed coatings at the convoluted interface with
the oxide layer. Finally, a thin Al-rich oxide layer was determined between the HVOF-sprayed
Al0.3CrFeCoNiMo0.75 coating and the Cr-rich oxide layer.

In summary, reactive elements such as Al can improve the adhesion of Cr-rich oxide
layers [58]. However, since all alloys tested contain Al and only the HEAs with Nb and Mo
form a convoluted interface, these elements will affect the formation of such an interface.
In addition, a convoluted interface leads to a compact and well-bonded oxide layer, which
is essential for achieving high wear resistance [22]. The lower wear depth of the Mo-
containing alloy is likely due to the additional thin Al-rich oxide layer formed between the
HVOF-sprayed coating and the Cr-rich oxide layer, which increases the adhesion between
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both compared to the HVOF-sprayed Al0.3CrFeCoNiNb0.5 coating. This study, it was
found that the addition of Nb and Mo leads to good adhesion of the oxide layer to the
HVOF-sprayed HEA layer due to the formation of a convoluted interface. However, it is
not clarified why the elements Nb and Mo lead to the formation of such an interface. This
should be part of further studies.

4. Conclusions

This study investigates the influence of Nb and Mo on the high-temperature wear
resistance of HVOF-sprayed Al0.3CrFeCoNi coatings. Therefore, high-temperature wear
tests were performed at temperatures of 25, 500, 700, and 900 ◦C on the HVOF HEA coatings
Al0.3CrFeCoNi, Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75. The microstructure of
the HVOF-sprayed HEA coatings before and after the high-temperature wear tests was
analyzed in detail, and the following findings can be drawn:

• Adding Nb and Mo to Al0.3CrFeCoNi increases the hardness due to the hard phases
formed next to the FCC phase (HCP in Al0.3CrFeCoNiNb0.5 and BCC as well as Me3O4
in Al0.3CrFeCoNiMo0.75)

• The COF decreases with increasing temperature due to the formation of an oxide layer
on the surface after high-temperature wear tests, as the friction combination changes
from ceramic on metal to ceramic on ceramic

• The wear depth decreases with increasing temperature as the wear mechanisms change
from pronounced abrasion, delamination and adhesion to oxidative wear

• The lowest wear depths were observed for the Nb- and Mo-containing HVOF-sprayed
coatings due to the formation of thin and strongly adherent oxide layers

• The strong adhesion is attributed to the formation of a convoluted interface between
the oxide layer and the Nb- and Mo-containing HVOF-sprayed coating

The present study confirms that the high-temperature wear resistance of HVOF-
sprayed HEAs can be significantly increased by adding Nb and Mo. Therefore, the inves-
tigated HVOF coatings Al0.3CrFeCoNiNb0.5 and Al0.3CrFeCoNiMo0.75 are promising for
future use as resource-saving high-temperature wear-resistant materials. However, further
studies are needed to clarify why Nb and Mo form such a convoluted and strongly adhered
interface during high-temperature wear tests, resulting in the observed low wear depths.
First, the adhesion of the oxide layer should be investigated for all HVOF-sprayed coatings
using a scratch test. Subsequently, to understand the processes at the interface between the
oxide layer and the HEA coating, TEM lamellae should be prepared and investigated in
detail, particularly in regards to the interface’s chemical composition. In addition, X-ray
photoelectron spectroscopy (XPS) could be used to study the chemical state of the elements
in the oxide layer and determine which elements are bonded together.
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