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Abstract: The oxidation of six NbTi-i refractory medium- and high-entropy alloys (NbTi + Ta,
NbTi + CrTa, NbTi + AlTa, NbTi + AlMo, NbTi + AlMoTa and NbTi + AlCrMo) were investigated
at 1000 ◦C for 20 h. According to our observation, increased Cr content promoted the formation
of protective CrNbO4 and Cr2O3 oxides in NbTi + CrTa and NbTi + AlCrMo, enhancing oxidation
resistance. The addition of Al resulted in the formation of AlTi-rich oxide in NbTi + AlTa. Ta addition
resulted in the formation of complex oxides (MoTiTa8O25 and TiTaO4) and decreased oxidation
resistance. Meanwhile, Mo’s low oxygen solubility could be beneficial for oxidation resistance while
protective Cr2O3/CrNbO4 layers were formed. In NbTi + Ta, NbTi + AlTa and NbTi + CrTa, a
considerable quantity of Ti-rich oxide was observed at the interdendritic region. In NbTi + AlCrMo,
the enrichment of Cr and Ti at the interdendritic region could fasten the rate of oxidation. Compared
to the recent research, NbTi + AlCrMo alloy is a light-weight oxidation-resistant alloy (weight gain of
1.29 mg/cm2 at 1000 ◦C for 20 h and low density (7.2 g/cm3)).

Keywords: refractory high-entropy alloys; chemical segregation; oxidation

1. Introduction

Global warming has become a critical issue in recent years due to the extensive usage
of fossil fuels, mainly in power plants and engines [1]. Therefore, the engine’s efficiency
needs to be improved to reduce the emission of CO2. Better performance and efficiency
could be acquired at higher operation temperatures [2]. Ni-base superalloys have been
critical materials since the last century due to their excellent high-temperature properties.
However, the operating temperature of newly invented turbine engines is over the melting
point of Ni and relies on the cooling channel design [3] and thermal barrier coating [4]. If
greater efficiency is required, new materials with greater temperature capability need to
be developed.

Refractory high-entropy alloys (RHEAs) have been considered as potential candidates
for high-temperature applications, such as aerospace engines, gas turbines and nuclear
reactors. They were first reported by O.N. Senkov et al. [5]. These alloys are composed of
high-melting-temperature elements, which are usually higher than Ni, under the concept
of high-entropy alloys, in which the atomic percentage of each element varies from 5% to
35% with more than five elements. The most well-known advantages of RHEAs are their
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high-temperature mechanical properties [5–9]. However, it is important to note that the
development of these alloys is still limited by their poor oxidation resistance [10–12]. In
order to design RHEAs with improved oxidation resistance, it is important to consider the
effects of each element on oxidation properties. Recent studies [13–16] have demonstrated
the potential of oxidation resistance in RHEAs. In Lo’s work [13,14], Cr-17.6Al-20.3Mo-
15.2Nb-2.9Si-13.4Ta-5.4Ti with CrTaO4 oxide formation showed only 4 mg/cm2 mass gain
at 1100 and 1200 ◦C for 200 h oxidation. Several studies [17–26] have elucidated the
relationship between some elemental effects and oxidation in RHEAs. In Müller et al.
research [25], AlCrMoTaTi, AlCrMoNbTi, AlCrMoTa and AlCrMoNb were fabricated
to study the effect of Nb, Ta and Ti. Rutile-type oxides, such as CrNbO4 and CrTaO4,
demonstrated protective properties during oxidation. The addition of Ti was found to
reduce the formation of Nb2O5 and Ta2O5 and facilitate the formation of rutile-type oxides.
AlCrNbTaTiZr was studied to show that Al can reduce the inward diffusion of oxygen, and
Zr can suppress the cracking in the oxide scale [18].

To further understand the elemental effects on oxidation in RMEAs and RHEAs, in this
work, we fabricated and tested six refractory alloy compositions: one ternary (NbTi + Ta),
three quaternary (NbTi + CrTa, NbTi + AlTa, NbTi + AlMo) and two senary (NbTi + AlMoTa,
NbTi + AlCrMo). This comprehensive investigation aims to elucidate the interplay between
these factors and guide the development of RHEAs with tailored oxidation resistance
properties for future applications.

2. Materials and Methods
2.1. Material Design

In this work, NbTi-bearing refractory alloys with different compositions were designed.
The choice of elements was based on the most common occurrence in the oxidation research
of RHEAs in recent years [7,13–17,19–22,25,27–55] (Figure 1).
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Figure 1. The statistics of element presence in RHEAs from the literature collection [7,13–17,19–22,25,27–55].

To avoid the high-fraction intermetallic phase that induced brittleness and caused fab-
rication difficulties, alloys were designed with mainly a single BCC phase. The designation
of these six alloys are NbTi + Ta, NbTi + CrTa, NbTi + AlTa, NbTi + AlMo, NbTi + AlCrMo
and NbTi + AlMoTa, and the actual compositions are presented in the next section.

2.2. Experiment Procedure

The ingots were prepared by vacuum arc melting high-purity materials (>99.99 wt%)
on a water-cooled copper mold under the pure argon atmosphere. The button-shaped ingots
were flipped and re-melted three times to ensure chemical homogeneity. The compositions
of the as-cast samples are shown in Table 1.

All samples were cut by electric discharging machining. The as-cast samples for scan-
ning electron microscope (SEM) observation were polished with 0.05 µm Al2O3 dispersion
fluid. The Zeiss Gemini 300 SEM (Zeiss, Oberkochen, Germany) equipped with EDS was
utilized to observe the microstructures and chemical compositions of the phases. The
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X-ray diffraction (XRD) patterns of the as-cast samples were collected with a Bruker D2
Phaser (Bruker, Billerica, MA, USA) equipped with a Cu target. Each measurement was
made within an angular range of 2θ = 20–100◦ with a scanning rate of 5.7◦ per min. The
SearchMatch software 2.1.1.1. with the Powder Diffraction File 2 database was utilized
to characterize the XRD result. Thermo-Calc 2024b, a thermodynamic software program
utilizing the TCHEA4 database, was employed to elucidate the behavior of phase formation
and element segregation.

Table 1. The compositions of the fabricated alloy measured by EDS (in at%).

Alloy Al Cr Mo Nb Ta Ti

NbTi + Ta - - - 33.1 ± 0.5 36.2 ± 0.3 30.7 ± 0.3
NbTi + CrTa - 10.9 ± 0.5 - 27.1 ± 0.1 28.8 ± 0.2 33.2 ± 0.4
NbTi + AlMo 15.2 ± 0.4 - 26.9 ± 0.7 28.1 ± 0.2 - 29.8 ± 0.5
NbTi + AlTa 8.6 ± 0.4 - - 30.1 ± 0.4 35.2 ± 1.2 26.1 ± 2.0

NbTi + AlCrMo 10.3 ± 0.3 21.0 ± 0.9 23.9 ± 1.0 23.4 ± 0.9 - 21.5 ± 0.7
NbTi + AlMoTa 5.1 ± 0.2 - 23.5 ± 0.9 25.0 ± 0.9 25.3 ± 0.9 21.1 ± 0.4

The samples for thermogravimetric analysis (TGA) were 2.5 × 2.5 × 5.5 mm in
dimensions and ground with 1200 grits SiC abrasive paper for all surfaces. The oxidation
tests were conducted at 1000 ◦C for 20 h in laboratory air with a thermogravimetric analyzer
(TGA)-SETARAM TAG 24-18S (SETARAM, Caluire, France) simultaneous symmetrical
thermoanalyzer. To further examine the microstructure during the oxidation test, isothermal
oxidations were performed in a box furnace at 1000 ◦C for 20 h.

The XRD patterns of oxidized samples were collected with a PANalytical X’pert PRO
MPD (Malvern Panalytical, Almelo, The Netherlands) diffractometer in Bragg–Brentano
θ–2θ geometry equipped with a secondary monochromator, an X’Celerator multi-strip
detector and a 3 × 15 sample exchanger. Each measurement was made within an angular
range of 2θ = 8–100◦ with a scanning rate of 2.1◦ per min. The Cu-Kα radiation was gener-
ated at 45 kV and 40 mA (λ = 0.15418 nm). The samples with clay below were put on sample
holders made of aluminum alloy and flattened with a piece of glass. The SearchMatch
software with the Powder Diffraction File 2 database was utilized to characterize the XRD
result. The oxidized samples for SEM observation were mounted in the epoxy resin and
polished with 0.05 µm Al2O3 dispersion fluid. The oxidized microstructure was observed
with a Zeiss Gemini 300 SEM equipped with EDS.

3. Results
3.1. As-Cast Microstructure and Segregation Analysis

The XRD analysis of the crystal structure revealed that all fabricated alloys exhibited
the BCC phase (Figure 2).
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The images (Figure 3) showed that the materials exhibited the typical dendrite and
interdendritic structure.
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Table 2 provides a summary of the chemical analysis results indicated in the BEI. Al, Cr
and Ti are strongly segregated at the interdendritic region, while Mo and Ta are distributed
on the dendrites. Nb shows no obvious segregation in NbTi + Ta and NbTi + AlMoTa, but
it shows segregation in NbTi + AlTa, NbTi + AlMo, NbTi + CrTa and NbTi + AlCrMo.

Table 2. Chemical compositions (in at %) of dendrite (D) and interdendritic (ID) region in six
NbTi-bearing RMEA and RHEAs.

Alloy Region Al Cr Mo Nb Ta Ti

NbTi + Ta
D - - - 32.2 ± 0.4 37.8 ± 0.8 30.1 ± 0.4
ID - - - 32.2 ± 0.7 28.0 ± 0.3 39.8 ± 2.0

NbTi + CrTa
D - 7.7 ± 1.4 - 29.8 ± 0.5 36.4 ± 1.2 26.2 ± 0.2
ID - 18.9 ± 0.1 - 20.3 ± 0.5 13.3 ± 0.6 47.4 ± 0.9

NbTi + AlMo
D 13.8 ± 0.7 - 31.0 ± 0.7 30.3 ± 0.3 - 24.8 ± 0.0
ID 18.3 ± 0.2 - 23.9 ± 0.4 27.0 ± 0.1 - 30.8 ± 0.3

NbTi + AlTa
D 8.6 ± 0.0 - - 31.3 ± 0.6 34.7 ± 0.3 25.5 ± 0.3
ID 14.9 ± 0.7 - - 27.7 ± 0.1 21.9 ± 1.6 35.5 ± 1.0

NbTi + AlCrMo
D 9.3 ± 0.1 16.7 ± 0.2 28.3 ± 0.2 24.6 ± 0.3 - 21.1 ± 0.4
ID 15.3 ± 0.8 31.3 ± 0.4 8.8 ± 1.4 17.7 ± 0.7 - 26.9 ± 1.0

NbTi + AlMoTa
D 3.3 ± 0.1 - 25.0 ± 0.2 24.8 ± 0.1 29.2 ± 0.2 17.8 ± 0.1
ID 12.2 ± 1.5 - 17.2 ± 1.2 22.7 ± 0.4 12.3 ± 2.0 35.6 ± 2.0

3.2. TGA and Oxidized Microstructure

Figure 4 illustrates the mass gain curves of NbTi-bearing RMEAs and RHEAs at
1000 ◦C up to 20 h.

To further understand the oxidation mass gain behavior of the investigated alloys, the
following equation was used:

∆m = ktn (1)

where ∆m is the mass gain of each alloy, k is the oxidation rate constant, and n is the time
exponent. In this research, most of the alloys exhibited two-stage oxidation behaviors
(Table 3), except NbTi + AlMoTa. For the NbTi + AlCrMo, the oxidation behavior was
found to obey cubic growth kinetics in the first stage. After 7 h of oxidation, the time
exponent (n) increased to 0.59, indicating that the oxidation kinetics were parabolic. The
time exponent in the first stage is 0.55, 0.46 and 0.34 for NbTi + Ta, NbTi + CrTa and
NbTi + AlTa, respectively. Due to the higher oxidation rate constant (k), the mass gain of
these alloys is considerably greater than NbTi + AlCrMo. In the second stage, the time
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exponent of NbTi + Ta, NbTi + CrTa and NbTi + AlTa increased to 0.89, 1.12 and 0.84,
respectively. The oxidation kinetics of NbTi + Ta, NbTi + CrTa and NbTi + AlTa obey the
linear growth rate for the second stage. The time exponent for NbTi + AlMo was higher
in the first stage than the alloys mentioned above. For NbTi + AlMoTa, the oxidation rate
constant was the largest in the first stage.
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Table 3. The oxidation rate constant and time exponent of NbTi-bearing RMEAs and RHEAs.

Alloy Name k1 n1 Period k2 n2 Period

NbTi + Ta 5.62 0.55 1–9 h 2.45 0.89 9–20 h
NbTi + CrTa 5.88 0.46 1–14 h 1.05 1.12 14–20 h
NbTi + AlTa 5.79 0.34 1–7 h 2.19 0.84 7–20 h
NbTi + AlMo 1.27 0.57 1–4 h 1.77 0.32 4–20 h

NbTi + AlCrMo 0.33 0.34 1–7 h 0.21 0.59 7–20 h
NbTi + AlMoTa 9.12 0.76 1–15 h

NbTi + AlCrMo exhibited exceptional oxidation resistance in this work, as it was the
only alloy to form an external oxide layer (Figure 5a).

It can be observed that the alloy element diffuses outward and combines with oxygen
to form oxides. Microstructure characterization revealed a laminar structure consisting
of the Al-Cr-depleted region and Al-rich and Cr-rich oxide layer. The interdendritic area,
which contains higher levels of Al, Cr and Ti, was observed to oxidize at a faster rate than
the dendritic area located at the border between the external and internal oxide areas. The
external oxide layer is composed of at least three types of oxides (Table 4), as characterized
by EDS: Al-rich, Cr-rich and Nb-rich. Within the internal oxidation region, two types of
particles were identified. The first was needle-shaped and rich in Ti and O, while the second
was cuboidal and rich in Ti and N. XRD analysis revealed that the external oxide layer is
composed of Cr2O3 and CrNbO4 with a rutile structure (Figure 5d). This type of oxide,
which has a continuous morphology, can effectively prevent inward oxygen diffusion.
However, it should be noted that at high temperatures, the evaporation of Mo oxide led to
the creation of significant porosities in the oxide layer. The EBSD result also showed the
main oxides in the external oxidation region are Cr2O3 and CrNbO4, which have 1.8% and
98.2%, respectively (Figure 5e).
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Table 4. Chemical compositions (in at %) of the indicated regions in Figure 5.

Region Al Cr Mo Nb Ti O

1 17.7 ± 1.0 9.8 ± 3.7 0.2 ± 0.1 2.8 ± 0.3 5.3 ± 1.0 64.2 ± 2.8
2 5.1 ± 0.3 25.0 ± 4.3 0.3 ± 0.2 2.4 ± 0.5 4.5 ± 1.7 62.7 ± 2.2
3 2.7 ± 0.2 3.3 ± 0.1 1.7 ± 0.1 17.8 ± 0.1 8.7 ± 0.3 66.0 ± 0.4
4 6.6 ± 0.4 17.0 ± 5.3 9.8 ± 1.7 12.3 ± 0.9 24.7 ± 3.3 (N)29.7 ± 3.0
5 6.8 ± 0.3 22.7 ± 1.2 9.0 ± 0.1 13.9 ± 0.3 29.7 ± 1.8 18.1 ± 0.1
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Figure 5. The oxidized NbTi + AlCrMo for 20 h at 1000 ◦C: (a) a general view of the oxide layer with
EDS mapping, the magnified SEM image of (b) the external oxidation region and (c) the internal
oxidation region and (d) the XRD pattern of the oxide layer. (e) The EBSD image with the band
contrast and phase characterization of the external oxide region. The red arrows in (a) indicates the
oxidation of the interdendritic region. The compositions of the indicated regions in (b,c) are listed in
Table 4.

Comparing the XRD results of NbTi + Ta, NbTi + CrTa and NbTi + AlTa, TiO2 and
Ta2O5 are the common products among them (Figure 6).

Besides the simple oxides, several complex oxides were also characterized, such
as TiTa2O7 in NbTi + Ta and NbTi + CrTa and Nb4Ta2O15 in NbTi + AlTa. In addition,
NbTi + CrTa yielded CrNbO4 after 20 h of oxidation. In NbTi + AlTa, there is AlNbO4 oxide
characterized by XRD.

A cross-sectional SEM-EDS analysis of NbTi + Ta, NbTi + CrTa and NbTi + AlTa re-
vealed comparable oxidized microstructures following 1000 ◦C oxidation for 20 h (Figure 7).
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Figure 7. The BEI images after oxidation at 1000 ◦C for 20 h: a general view of the oxide layer of
(a) NbTi + Ta, (d) NbTi + CrTa and (g) NbTi + AlTa, the magnified SEM image of the external oxidation
region of (b) NbTi + Ta, (e) NbTi + CrTa and (h) NbTi + AlTa and the internal oxidation region of
(c) NbTi + Ta, (f) NbTi + CrTa and (i) NbTi + AlTa. The compositions of the indicated regions in
(b,c,e–h) are listed in Table 5.

Table 5. Chemical compositions (in at %) of the indicated regions in Figure 7.

Region Al Cr Nb Ta Ti O

1 - - 2.1 ± 0.6 2.4 ± 0.7 30.7 ± 3.1 64.8 ± 3.9
2 - - 10.5 ± 0.6 14.4 ± 0.6 8.5 ± 2.3 66.6 ± 1.7
3 - - 4.0 ± 0.3 4.1 ± 0.4 38.6 ± 0.1 53.4 ± 0.7
4 - 1.6 ± 0.3 10.4 ± 0.4 13.6 ± 0.7 7.2 ± 0.9 63.2 ± 6.5
5 - 3.3 ± 0.4 7.7 ± 0.7 6.4 ± 0.4 19.3 ± 0.5 63.3 ± 0.3
6 - 3.2 ± 1.0 3.2 ± 0.4 4.7 ± 1.3 38.3 ± 0.1 50.8 ± 0.6
7 7.3 ± 0.3 - 4.1 ± 0.2 4.9 ± 0.2 15.0 ± 0.7 68.7 ± 1.4
8 0.2 ± 0.1 - 14.2 ± 0.9 12.5 ± 0.7 4.0 ± 0.2 69.0 ± 0.2
9 2.8 ± 0.5 - 9.5 ± 0.6 11.9 ± 0.5 9.8 ± 1.8 66.1 ± 1.4

10 5.3 ± 0.2 - 4.7 ± 0.9 5.8 ± 1.1 20.1 ± 2.2 64.1 ± 0.1
11 8.9 ± 0.3 - 3.3 ± 0.9 5.0 ± 0.2 23.7 ± 1.2 59.2 ± 0.8

The formation mechanism of the oxide layer differs from that observed in NbTi + AlCrMo.
In NbTi + Ta, NbTi + CrTa and NbTi + AlTa, the inward diffusion of oxygen atoms is a
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significant factor in oxide formation. The oxide layer exhibits a dendrite structure similar
to the metal part. A significant quantity of Ti-rich oxide was observed in the interdendritic
region and inner oxide layers (Regions 1, 3, 5, 6,10 and Table 5). Additionally, NbTa-rich
oxide was identified in the dendrite region (Regions 2, 4 and 9). Furthermore, two thin
oxide layers, which are rich in Al-Ti and Nb-Ta, respectively, were observed in NbTi + AlTa
(Regions 7 and 8). Their microstructures are distinct from the oxide layer below. The
thickness of the first oxide layer was found to be 51.2, 56.0 and 81.4 µm for NbTi + Ta,
NbTi + CrTa and NbTi + AlTa, respectively. A significant quantity of Ti-rich oxide was
observed in the grain boundary and interdendritic region of the inner oxidation layer.

The EBSD characterization (Figure 8 and Table 6) shows a large fraction of TiO2 and
Ta2O5 in NbTi + Ta and NbTi + CrTa. In addition, CrNbO4 dispersed in the oxide layer of
NbTi + CrTa. However, in contrast to the SEM observation results, CrNbO4 did not form a
continuous layer that could protect the alloy. In NbTi + AlTa, the main oxides were AlNbO4,
TiNbO4, TiTaO4 and AlTaO4. As with the SEM observation, the oxides also showed an
uneven distribution. Al-free oxides accumulated in a specific region, which may have been
the original dendrite zone.
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Table 6. The fractions of oxides (in %) shown in Figure 8.

Alloy Ta2O5 TiO2 AlTaO4 Al2TiO5 Nb2O5 Nb4O5 AlNbO4 TiNbO4 TiTaO4 CrNbO4

NbTi + Ta 41.8 57.6 - - 0.6 - - - - -
NbTi + CrTa 29.52 41.02 - - 0.04 - - - - 29.42
NbTi + AlTa 7.9 9.8 10.1 2.7 7.6 1.4 38.7 11.6 10.3 -

The XRD characterization result indicated that TiO2 was the common oxide in NbTi + AlMo
and NbTi + AlMoTa (Figure 9).
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In addition to TiO2, AlNbO4 and Al2TiO5 were yielded in NbTi + AlMo after 1000 ◦C
oxidation for 20 h. In NbTi + AlMoTa, MoTiTa8O25 was identified as another product
after oxidation.

In a cross-sectional SEM image, there is no external oxide layer in NbTi + AlMo
and NbTi + AlMoTa. Furthermore, numerous porosities were observed in the oxide
layer of NbTi + AlMo following 20 h of oxidation. The thickness of the oxide layer was
approximately 471 µm and 2.8 mm in NbTi + AlMo and NbTi + AlMoTa, respectively
(Figure 10a).
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Inside the oxide layer, the Nb-rich oxide and Ti-rich oxide were identified at the orig-
inal dendrite and interdendritic region. In NbTi + AlMoTa, the presence of Ta oxide in the 
original dendrite region and Ti-rich oxide in the interdendritic region was observed in the 
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zone, no Ti-rich oxide was observed in the interdendritic region of these alloys (Figure 
10d,e). The internal oxide region is hard to observe in both alloys. 

Figure 10. (a) The oxide layer BEI with EDS mapping and (b) the magnified image of NbTi + AlMo
after 1000 ◦C oxidation for 20 h. (c) The oxide layer BEI of NbTi + AlMoTa after 1000 ◦C oxidation for
20 h. The BEI of the interface between the oxide layer and oxygen-affected zone for (d) NbTi + AlMo
and (e) NbTi + AlMoTa after 1000 ◦C oxidation for 20 h. The compositions of the indicated regions in
(b,c) are listed in Table 7.

Table 7. Chemical compositions (in at %) of the indicated regions in Figure 10.

Region Al Mo Nb Ta Ti O

1 13.6 ± 0.3 0.0 ± 0.0 13.1 ± 0.3 - 9.7 ± 0.5 63.7 ± 0.1
2 7.0 ± 0.3 0.4 ± 0.2 8.6 ± 0.6 - 19.2 ± 0.3 64.8 ± 0.7
3 1.3 ± 0.4 2.7 ± 0.4 24.9 ± 4.2 - 5.7 ± 1.1 65.4 ± 3.8
4 0.4 ± 0.1 4.0 ± 0.2 9.2 ± 0.3 12.1 ± 0.1 4.9 ± 0.1 69.3 ± 0.1
5 2.7 ± 0.7 1.9 ± 0.5 6.8 ± 1.1 8.1 ± 0.8 12.5 ± 2.3 68.0 ± 0.6

The EDS mapping of NbTi + AlMo revealed the distribution of elements in the oxide
layer. In comparison to the other alloy elements, the content of Mo was found to be
significantly lower, and an Al-Nb-rich oxide layer was observed to have formed at the
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surface of NbTi + AlMo. In the oxide layer, the presence of AlNbO4 was identified at the
surface of the oxide layer in NbTi + AlMo (Figure 10b and Table 7).

Inside the oxide layer, the Nb-rich oxide and Ti-rich oxide were identified at the
original dendrite and interdendritic region. In NbTi + AlMoTa, the presence of Ta oxide in
the original dendrite region and Ti-rich oxide in the interdendritic region was observed
in the oxide layer (Figure 10c). At the interface between the oxide layer and the oxygen-
affected zone, no Ti-rich oxide was observed in the interdendritic region of these alloys
(Figure 10d,e). The internal oxide region is hard to observe in both alloys.

In the EBSD observation, the layer structure in NbTi + AlMo is mainly composed
of TiO2 and AlNbO4 (Figure 11a and Table 8). Meanwhile, TiNbO4, Al2TiO5 and MoO3
dispersed in the TiO2 layer. In NbTi + AlMoTa, several complex oxides with MoO3 and
TiO2 were found to be dispersed within the oxide layer, along with the presence of large
amounts of porosity. This result is in accordance with the SEM and XRD characterization.
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Figure 11. The EBSD band contrast and phase characterization images of (a) NbTi + AlMo and
(b) NbTi + AlMoTa.

Table 8. The fractions of oxides (in %) shown in Figure 11.

Alloy Ta2O5 TiO2 MoO3 AlTaO4 Al2TiO5 Nb2O5 AlNbO4 TiNbO4 TiTaO4

NbTi + AlMo - 43 4 - 2.5 2.2 37.2 11.1 -
NbTi + AlMoTa 2.1 14.1 12.3 5.9 9.1 10.7 24.9 5.5 15.3

4. Discussion
4.1. Elemental Segregation

According to Figures 3 and 7, the samples exhibited visible dendritic microstructure,
which indicates a certain degree of chemical segregation. In order to investigate the element
distributions, 20 × 20 point metrics were measured, and the composition results were fitted
with the Scheil equation, which is shown in the following equation [56].

Cs = k C0 (1 − fs)
k−1 (2)

where Cs is the element concentration, k is the partition coefficient, C0 is the mean com-
position, and fs is the volume fraction of the solid. The calculation result is concluded in
Table 9.

The element tends to segregate in the dendritic region with a value larger than 1
and vice versa. When the value is equal to 1, the element has the same tendency to
distribute in the dendritic and interdendritic regions. Al and Cr tend to segregate in the
interdendritic region. The segregation of Mo and Nb in the dendritic region is much
stronger in NbTi + AlCrMo. In an alloy containing Al, Cr and Ti, Al and Cr are the main
elements that segregate into the interdendritic region as reported in the previous work [55].
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Table 9. The partition coefficient of each element in NbTi-bearing RMEAs and RHEAs.

Alloy Al Cr Mo Nb Ta Ti

NbTi + Ta - - - 1.01 1.09 0.9
NbTi + CrTa - 0.71 - 1.05 1.13 0.87
NbTi + AlMo 0.86 - 1.09 1.04 - 0.93
NbTi + AlTa 0.73 - - 1.04 1.19 0.84

NbTi + AlCrMo 0.83 0.73 1.32 1.11 - 0.93
NbTi + AlMoTa 0.75 - 1.05 1.02 1.14 0.86

It can be identified that both Mo and Ta have a preference for distribution in the
dendritic region. A comparison of the NbTi + AlMo, NbTi + AlTa and NbTi + AlMoTa
samples reveals that the addition of Mo and Ta has the effect of inducing further segregation
of Al and Ti to the interdendritic region. According to the binary phase diagram, it can be
observed that Mo, Nb and Ta are fully soluble in each other [57]. However, their solubility
toward Al is relatively low [58–60]. The mixing enthalpy of the Ti with Nb, Mo and Ta is
higher, as shown in Table 10, indicating a repulsive interaction between the elements [61,62].

Table 10. The mixing enthalpies (kJ/mol) for the atomic pairs with each element in this work [63].

Al Cr Mo Nb Ta Ti

Al −10 −5 −18 −19 −30
Cr −10 0 −7 −7 −7
Mo −5 0 −6 −5 −4
Nb −18 −7 −6 0 2
Ta −19 −7 −5 0 1
Ti −30 −7 −4 2 1

From this perspective, it can also explain the stronger segregation of Mo in NbTi + AlCrMo
compared to NbTi + AlMo. The high mixing enthalpy pushes Cr and Mo into the interden-
dritic and dendritic regions, respectively.

The activities of alloying elements related to the formation of the oxide have been
reported in some research [64,65]. In this work, the activities of each alloying element
shown in Table 11 were obtained from Thermo-calc calculation.

Ti exhibits significantly higher activity than other elements within NbTi-bearing RMAS
and RHEAs. This elevated activity likely explains the substantial formation of Ti-rich oxides,
particularly within the interdendritic regions of NbTi + Ta, NbTi + CrTa and NbTi + AlTa
alloys. In the interdendritic region, a considerable quantity of Ti-rich oxide was distributed
in the oxygen-affected zone. Ti-rich oxide was also distributed in the dendritic region
in the lower-partition-degree alloy, such as NbTi + AlMo. However, this phenomenon
is absent in NbTi + AlMoTa. It showed a stronger partition effect, which means Ti has
a higher content in the interdendritic region, while Nb and Ta are more prevalent in the
dendritic region. During oxidation, several oxides can typically react and form complex
oxides [15,23,25,31]. However, the uneven distribution results in a greater yield of Ti-rich
oxide in the interdendritic region. TiO2 also has lower formation free energy than Nb2O5
and Ta2O5 [24]. In addition to the interdendritic region, grain boundaries are another
location where Ti-rich oxide is distributed. The oxygen has a faster diffusion rate at grain
boundaries. Grain boundaries also provide nucleation sites for oxides. Consequently, TiO2
nucleates at the grain boundaries, and the width of TiO2 is thicker when grain boundaries
travel across the interdendritic region.

Cr is another element displaying a high activity. Comparing the oxide layers formed
on NbTi + CrTa and NbTi + AlCrMo alloys, NbTi + AlCrMo managed to form a protective
layer, while NbTi + CrTa oxidized internally with the original dendritic structure and
lacks protective qualities. This disparity might be attributed to the differing activities and
diffusivities of Nb and Cr. The diffusivities of Cr and Nb in NbTi + CrTa are 4.48 × 10−14
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and 1.34 × 10−15 m2/s, respectively. In NbTi + AlCrMo, the diffusivities of Cr and Nb are
4.23 × 10−14 and 3.07 × 10−18 m2/s, respectively. In NbTi + CrTa, Nb’s high diffusivity
and activity lead to an increased formation rate of Nb2O5, which possesses a polymorphic
structure [24,25,66,67]. This polymorphic phenomenon can induce volume changes in
the oxide layer and result in crack formation. Although Cr2O3 can combine with Nb2O5
to form CrNbO4 [28], the limited amount of Cr is insufficient to entirely prevent Nb2O5
formation. Conversely, the low diffusivity of Nb in NbTi + AlCrMo restricts its outward
diffusion, thereby reducing the formation rate of Nb2O5.

Table 11. The activity of alloying elements based on the composition in the dendritic (D) and
interdendritic (ID) regions.

Alloy Region Al Cr Mo Nb Ta Ti

NbTi + Ta
D - - - 5.73 × 10−4 ±

8.53 × 10−6
3.06 × 10−4 ±

6.03 × 10−6
1.30 × 10−3 ±

1.01 × 10−5

ID - - - 6.03 × 10−4 ±
2.08 × 10−6

2.61 × 10−4 ±
8.70 × 10−6

1.45 × 10−3 ±
3.33 × 10−5

NbTi + CrTa
D - 2.27 × 10−3 ±

5.86 × 10−6 - 5.31 × 10−4 ±
5.69 × 10−6

3.18 × 10−4 ±
5.46 × 10−6

1.14 × 10−3 ±
1.65 × 10−5

ID - 2.49 × 10−3 ±
1.21 × 10−5 - 5.56 × 10−4 ±

6.18 × 10−6
1.83 × 10−4 ±

5.38 × 10−6
1.54 × 10−3 ±

1.15 × 10−5

NbTi + AlMo
D 7.55 × 10−6 ±

1.01 × 10−6 - 6.06 × 10−4 ±
2.80 × 10−5

2.78 × 10−4 ±
6.79 × 10−6 - 2.24 × 10−4 ±

7.36 × 10−6

ID 1.49 × 10−5 ±
4.64 × 10−7 - 3.48 × 10−4 ±

1.13 × 10−5
2.80 × 10−4 ±

3.21 × 10−6 - 2.65 × 10−4 ±
6.74 × 10−6

NbTi + AlTa
D 9.13 × 10−7 ±

4.14 × 10−9 - - 6.28 × 10−4 ±
8.56 × 10−6

3.39 × 10−4 ±
3.67 × 10−6

6.85 × 10−4 ±
2.09 × 10−6

ID 1.36 × 10−6 ±
9.96 × 10−8 - - 6.68 × 10−4 ±

4.18 × 10−6
2.30 × 10−4 ±

1.77 × 10−5
7.98 × 10−4 ±

1.37 × 10−5

NbTi + AlCrMo
D 2.34 × 10−6 ±

6.77 × 10−8
4.14 × 10−3 ±

3.08 × 10−5
8.65 × 10−4 ±

1.44 × 10−5
1.91 × 10−4 ±

3.84 × 10−6 - 2.72 × 10−4 ±
7.10 × 10−6

ID 3.50 × 10−6 ±
3.08 × 10−7

3.23 × 10−3 ±
1.72 × 10−4

3.62 × 10−4 ±
6.96 × 10−5

1.81 × 10−4 ±
8.17 × 10−7 - 5.71 × 10−4 ±

4.94 × 10−5

NbTi + AlMoTa
D 8.92 × 10−7 ±

1.11 × 10−8 - 2.28 × 10−4 ±
4.03 × 10−6

2.96 × 10−4 ±
2.99 × 10−6

1.97 × 10−4 ±
1.84 × 10−6

3.66 × 10−4 ±
2.41 × 10−6

ID 2.63 × 10−6 ±
6.24 × 10−7 - 1.47 × 10−4 ±

1.44 × 10−5
3.37 × 10−4 ±

1.24 × 10−7
1.11 × 10−4 ±

1.52 × 10−5
5.41 × 10−4 ±

1.85 × 10−5

4.2. The Oxidation Mechanism of NbTi-Bearing Refractory High Entropy
4.2.1. Al-Contained NbTi-Bearing RMEAs and RHEAs

In NbTi + AlTa, NbTi + AlMo and NbTi + AlCrMo, the Al-included complex oxide
layers were observed at the surface. NbTi + AlCrMo is the only alloy that formed external
oxide layers with protective properties. When comparing the oxides formed in the RHEAs,
it was found that Al2O3 and TiO2 have lower standard free energy per mole oxygen [25].
Al and Ti diffused outward and reacted with oxygen at the beginning of oxidation. In
NbTi + AlTa, the complex (Al, Ti) oxide layer formed also brought a depletion region,
which was enriched in Nb and Ta after Al and Ti had diffused outward. This oxide layer
is unable to block the oxygen diffused inward. After the NbTa-rich layer was oxidized,
the diffusion of Al and Ti was limited, and the growth of the complex (Al, Ti) oxide layer
was stopped. Although the continuous Al2O3 oxide layer can block oxygen and nitrogen
diffusion inward to the material during oxidation [68], the formation of the Al2O3 is rarely
seen in RHEAs, even with the high amount of Al addition [21,37,55]. In the interdendritic
region of NbTi + AlTa, the second layer of the complex (Al, Ti) oxide is observed (Figure 7h).
At the interface of the NbTa-rich oxide layer and alloy, the inward-diffused oxygen reacted
again with Al and Ti. However, this oxide formation cycle did not proceed in the same
manner as the previous cycle. The inward diffusion of O was much faster than the growth
rate of the AlTi complex oxide layer, resulting in a significantly reduced thickness of the
AlTi complex oxide layer compared to the first external oxide layer.
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In contrast to other Al-included RHEAs, NbTi + AlMoTa did not form such Al-rich
oxide layers at the surface. As shown in Table 7, among all Al-included RMEAs and RHEAs,
NbTi + AlMoTa has the highest partitioning ratio of Al. The greater inhomogeneity of Al
makes it more challenging for the alloy to form a homogeneous Al-oxide layer.

The external oxide layer in NbTi + AlCrMo is a crucial factor in better oxidation
resistance. The formation of the external oxide layer in NbTi + AlCrMo occurs through
three steps. The first step is Al and Ti outward diffusion and reaction. Once the Al and
Ti oxides have diffused outward and reacted with oxygen, the Cr and Nb oxides become
the lowest standard free energy in the depletion region [25]. Previous research [13,55] has
demonstrated that the principal oxides in the Cr-rich oxide layer, namely CrNbO4 and
Cr2O3, exhibit good oxidation resistance. The continuous Cr-oxide layer impedes inward
oxygen diffusion. In the final stage, Mo is the sole element present in the depletion region.
The EDS result (Figure 10a) indicates that the Mo content at the interface between the
external oxide layer and the material is higher than in the inner region. During oxidation,
Mo reacts with oxygen to form MoO3. This oxide evaporates at temperatures above
800 ◦C [69]. The evaporation of Mo resulted in the formation of numerous cracks or voids
in the vicinity of the Cr-rich oxide layer. Subsequent to the oxidation of the Mo-rich region
and the evaporation of Mo oxide, the oxidation process reverted to the initial stage.

4.2.2. The Oxidation Mechanism Difference between NbTi + Ta, NbTi + AlTa and
NbTi + CrTa

Comparing NbTi + Ta, NbTi + AlTa and NbTi + CrTa, NbTi + Ta exhibits the highest
mass gain during oxidation. Following the addition of Cr, NbTi + CrTa begins to form
CrNbO4. However, the limited amount of Cr is insufficient to create a continuous oxide
layer independently. The improvement is not discernible. The more pronounced segrega-
tion effect of Cr can be observed with the lower amount of Cr [70]. In this context, Cr oxide
is unable to form homogeneously and react with other oxides to form complex oxides with
protective properties. The oxidation properties are marginally enhanced in NbTi + AlTa
in comparison to NbTi + Ta. Al continues to benefit from the oxidation properties with
the low amount of Al addition. However, in previous literature, Cr provided superior
oxidation resistance than Al under the equimolar RHEAs [55]. In this study, the oxidation
behavior of NbTi + CrTa and NbTi + AlTa was compared. Al addition was found to have a
lower segregation effect than the other elements. During oxidation, higher homogeneity
resulted in the formation of a thin layer of Al complex oxide and a benefit to the oxidation
resistance at the early stage, which was not observed in NbTi + CrTa. Consequently, Al
exhibits superior oxidation resistance in NbTi-bearing RHEAs at lower addition amounts,
as evidenced by the time exponent between NbTi + CrTa and NbTi + AlTa.

4.2.3. The Elemental Effect of Mo and Ta during the Oxide Layer Formation

In the previous research with the CrNbTaTi system [25], the Ta addition from CrNbTi
to CrNbTaTi made the oxide layers change from continuous Cr2O3 and TiO2 to repeating
complex oxide layer structure with (Nb,Ta)10O25 and (Cr,Ta,Ti)2O4. The increased com-
plexity of oxides might be induced by the similar formation energy of oxides. Ta also has
a high oxygen solubility at 1000 ◦C [17,71]. In this work, Ta addition has a detrimental
effect on the oxidation properties. In NbTi + AlMo, the outmost oxide layer was formed
by an Al-related oxide (AlNbO4), which has the capacity to protect the underlying mate-
rial [30,52,54]. Following the addition of Ta, the external oxidation region of NbTi + AlMoTa
was composed solely of Ti-rich oxide and MoTiTa8O25. MoTiTa8O25 has been documented
as a porous oxide with strong expansion from the alloy and induces the dispatch from
the substrate [55]. Concurrently, the dilution of Al and the addition of Ta inhibited the
formation of Al-related oxides.

Mo has relatively low oxygen solubility compared to other refractory elements [17].
During oxidation, Mo reacted with oxygen and formed MoO3. This oxide is volatile at
over 800 ◦C [69]. This phenomenon will leave many porosities inside the oxide layer
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after evaporation, increase its surface area and make the oxygen penetrate the material
quickly [21,38]. In NbTi + AlCrMo, an oxide layer can prevent oxygen from diffusing
inward. In this context, the higher content of Mo in the dendrite region benefits the
oxidation behavior. The low oxygen solubility results in the alloy absorbing less oxygen
in the dendrite region [17,72]. In alloys with Mo, there is no Ti oxide precipitation in the
internal oxidation layer. However, the oxygen reacted with Mo without the protective
external oxide layer, forming volatile oxide. The continuous porosities formed at the
original dendrite region provided an excellent environment to accelerate the oxidation,
such as NbTi + AlMo and NbTi + AlMoTa.

4.3. Comparison to the RHEAs Reported Recently

Figure 12 compares the oxidation performance of the NbTi-bearing RMEAs and
RHEAs developed in this study with previously reported RHEAs tested under similar
conditions (1000 ◦C for 20 h) [25,28,38].
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bearing RMEAs and RHEAs from this work, AlCrMo + Nb/NbTi/TaTi [25], CrNbTiZr [28] and
AlHfMoNbTi [38] from the literature.

The density is evaluated from the rule of mixture. Notably, NbTi + AlCrMo exhibits
superior oxidation performance compared to compositions reported in the literature with
similar elements (AlCrMoNbTi) [25]. This enhanced performance might be attributed to
the formation of Laves phases at grain boundaries within the reported alloys. In those
alloys, Al2O3 precipitates around the Laves phases, while CrN and TiN form along the
grain boundaries. Conversely, the NbTi + AlCrMo developed in this study exhibits a fully
single-phase microstructure, eliminating the aforementioned phenomenon.

While NbTi + AlCrMo demonstrates remarkable oxidation resistance, AlCrMoTaTi, re-
ported elsewhere, surpasses its performance. This can be explained by the difference in the
behavior of their respective oxides at elevated temperatures. Nb2O5 undergoes polymor-
phic transitions around 1000 ◦C, whereas Ta2O5 maintains a stable monoclinic structure up
to 1350 ◦C [66,67]. The polymorphic transformations in Nb2O5 induce volume expansion,
which can lead to crack formation within the oxide layer on NbTi + AlCrMo. However,
the density of AlCrMoTaTi is much higher than NbTi + AlCrMo (7.2 and 8.25 g/cm3 for
NbTi + AlCrMo and AlCrMoTaTi, respectively).

5. Conclusions

In the present study, six types of NbTi-bearing RMEAs and RHEAs were fabricated.
The relationship between element effects, oxidation and segregation was discussed among
these alloys. A higher content of Cr was beneficial due to the formation of continuous
CrNbO4 and Cr2O3. Due to the segregation of Ti, TiO2 was mainly present in the interden-
dritic region. Mo and Ta segregated to the dendritic region, and Ta exhibited a detrimental
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effect on oxidation resistance in most cases. The dilution of the protective elements and
segregation made the formation of a protective oxide layer during oxidation difficult. The
effect of Mo addition on oxidation varied depending on the type of oxide layer present. In
the presence of a protective oxide layer, low oxygen solubility could enhance oxidation
resistance. However, in the absence of a protective oxide layer, the segregation of Mo could
result in the formation of voids due to Mo-oxide evaporation. In this work, NbTi + AlCrMo
showed good oxidation at a high temperature and low density. It can be a candidate
for next-generation materials for high-temperature applications, such as aerospace and
gas turbines.

Author Contributions: Conceptualization, W.-C.L., S.G. and A.-C.Y.; methodology, W.-C.L.; valida-
tion, W.-C.L.; formal analysis, W.-C.L.; investigation, W.-C.L., L.E.M. and K.-C.L.; resources, H.M.,
S.G. and A.-C.Y.; data curation, W.-C.L.; writing—original draft preparation, W.-C.L. and Y.-W.L.;
writing—review and editing, K.-C.L., H.M., S.G. and A.-C.Y.; visualization, W.-C.L.; supervision,
S.G. and A.-C.Y.; project administration, S.G. and A.-C.Y.; funding acquisition, S.G. and A.-C.Y. All
authors have read and agreed to the published version of the manuscript.

Funding: This work was financially supported by the “High Entropy Materials Center” from The
Featured Areas Research Center Program within the framework of the Higher Education Sprout
Project by the Ministry of Education (MOE) in Taiwan. This work was also supported by the National
Science and Technology Council (NSTC) in Taiwan under Grants NSTC 112-2927-I-007-504, NSTC
110-2221-E-007-020-MY3 and NSTC 112-2224-E-007-003.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Dataset available on request from the authors.

Conflicts of Interest: The author declare no conflict of intrest.

References
1. Dhakal, S.; Minx, J.C.; Toth, F.L.; Abdel-Aziz, A.; Figueroa Meza, M.J.; Hubacek, K.; Jonckheere, I.G.C.; Kim, Y.-G.; Nemet, G.F.;

Pachauri, S.; et al. Emissions Trends and Drivers. In IPCC, 2022: Climate Change 2022—Mitigation of Climate Change: Working
Group III Contribution to the Sixth Assessment Report of the Intergovernmental Panel on Climate Change; Cambridge University Press:
Cambridge, UK; New York, NY, USA; pp. 215–294. [CrossRef]

2. Saravanamuttoo, H.I.; Rogers, G.F.C.; Cohen, H. Gas Turbine Theory; Pearson Education: London, UK, 2001.
3. Chowdhury, T.S.; Mohsin, F.T.; Tonni, M.M.; Mita, M.N.H.; Ehsan, M.M. A critical review on gas turbine cooling performance and

failure analysis of turbine blades. Int. J. Thermofluids 2023, 18, 100329. [CrossRef]
4. Sivakumar, R.; Mordike, B.L. High temperature coatings for gas turbine blades: A review. Surf. Coat. Technol. 1989, 37, 139–160.

[CrossRef]
5. Senkov, O.N.; Wilks, G.B.; Miracle, D.B.; Chuang, C.P.; Liaw, P.K. Refractory high-entropy alloys. Intermetallics 2010, 18, 1758–1765.

[CrossRef]
6. Miracle, D.B.; Senkov, O.N. A critical review of high entropy alloys and related concepts. Acta Mater. 2017, 122, 448–511.

[CrossRef]
7. Senkov, O.N.; Senkova, S.V.; Dimiduk, D.M.; Woodward, C.; Miracle, D.B. Oxidation behavior of a refractory NbCrMo0.5Ta0.5TiZr

alloy. J. Mater. Sci. 2012, 47, 6522–6534. [CrossRef]
8. Senkov, O.N.; Wilks, G.B.; Scott, J.M.; Miracle, D.B. Mechanical properties of Nb25Mo25Ta25W25 and V20Nb20Mo20Ta20W20

refractory high entropy alloys. Intermetallics 2011, 19, 698–706. [CrossRef]
9. Wan, Y.; Mo, J.; Wang, X.; Zhang, Z.; Shen, B.; Liang, X. Mechanical Properties and Phase Stability of WTaMoNbTi Refractory

High-Entropy Alloy at Elevated Temperatures. Acta Met. Sin. Engl. Lett. 2021, 34, 1585–1590. [CrossRef]
10. Anne, B.R.; Shaik, S.; Tanaka, M.; Basu, A. A crucial review on recent updates of oxidation behavior in high entropy alloys. SN

Appl. Sci. 2021, 3, 366. [CrossRef]
11. Veselkov, S.; Samoilova, O.; Shaburova, N.; Trofimov, E. High-Temperature Oxidation of High-Entropic Alloys: A Review.

Materials 2021, 14, 2595. [CrossRef]
12. Senkov, O.N.; Miracle, D.B.; Chaput, K.J.; Couzinie, J.-P. Development and exploration of refractory high entropy alloys—A

review. J. Mater. Res. 2018, 33, 3092–3128. [CrossRef]
13. Lo, K.-C.; Chang, Y.-J.; Murakami, H.; Yeh, J.-W.; Yeh, A.-C. An oxidation resistant refractory high entropy alloy protected by

CrTaO4-based oxide. Sci. Rep. 2019, 9, 7266. [CrossRef]

https://doi.org/10.1017/9781009157926.004
https://doi.org/10.1016/j.ijft.2023.100329
https://doi.org/10.1016/0257-8972(89)90099-6
https://doi.org/10.1016/j.intermet.2010.05.014
https://doi.org/10.1016/j.actamat.2016.08.081
https://doi.org/10.1007/s10853-012-6582-0
https://doi.org/10.1016/j.intermet.2011.01.004
https://doi.org/10.1007/s40195-021-01263-9
https://doi.org/10.1007/s42452-021-04374-1
https://doi.org/10.3390/ma14102595
https://doi.org/10.1557/jmr.2018.153
https://doi.org/10.1038/s41598-019-43819-x


Materials 2024, 17, 4579 16 of 18

14. Lo, K.-C.; Murakami, H.; Yeh, J.-W.; Yeh, A.-C. Oxidation behaviour of a novel refractory high entropy alloy at elevated
temperatures. Intermetallics 2020, 119, 106711. [CrossRef]

15. Müller, F.; Gorr, B.; Christ, H.-J.; Chen, H.; Kauffmann, A.; Heilmaier, M. Effect of microalloying with silicon on high temperature
oxidation resistance of novel refractory high-entropy alloy Ta-Mo-Cr-Ti-Al. Mater. High. Temp. 2018, 35, 168–176. [CrossRef]

16. Yurchenko, N.; Panina, E.; Zherebtsov, S.; Stepanov, N. Oxidation behaviour of eutectic refractory high-entropy alloys at
800–1000 ◦C. Corros. Sci. 2022, 205, 110464. [CrossRef]

17. Gorr, B.; Müller, F.; Azim, M.; Christ, H.-J.; Müller, T.; Chen, H.; Kauffmann, A.; Heilmaier, M. High-Temperature Oxidation
Behavior of Refractory High-Entropy Alloys: Effect of Alloy Composition. Oxid. Met. 2017, 88, 339–349. [CrossRef]

18. Sheikh, S.; Gan, L.; Ikeda, A.; Murakami, H.; Guo, S. Alloying effect on the oxidation behavior of a ductile Al0.5Cr0.25Nb0.5Ta0.5Ti1.5
refractory high-entropy alloy. Mater. Today Adv. 2020, 7, 100104. [CrossRef]

19. Waseem, O.A.; Ryu, H.J. Combinatorial synthesis and analysis of AlxTayVz-Cr20Mo20Nb20Ti20Zr10 and Al10CrMoxNbTiZr10
refractory high-entropy alloys: Oxidation behavior. J. Alloys Compd. 2020, 828, 154427. [CrossRef]

20. Liu, C.M.; Wang, H.M.; Zhang, S.Q.; Tang, H.B.; Zhang, A.L. Microstructure and oxidation behavior of new refractory high
entropy alloys. J. Alloys Compd. 2014, 583, 162–169. [CrossRef]

21. Cao, Y.-K.; Liu, Y.; Liu, B.; Zhang, W.-D.; Wang, J.-W.; Du, M. Effects of Al and Mo on high temperature oxidation behavior of
refractory high entropy alloys. Trans. Nonferrous Met. Soc. China 2019, 29, 1476–1483. [CrossRef]

22. Butler, T.; Senkov, O.; Daboiku, T.; Velez, M.; Schroader, H.; Ware, L.; Titus, M. Oxidation behaviors of CrNb, CrNbTi, and
CrNbTaTi concentrated refractory alloys. Intermetallics 2022, 140, 107374. [CrossRef]

23. Lo, K.-C.; Murakami, H.; Glatzel, U.; Yeh, J.-W.; Gorsse, S.; Yeh, A.-C. Elemental effects on the oxidation of refractory composition-
ally complex alloys. Int. J. Refract. Met. Hard Mater. 2022, 108, 105918. [CrossRef]

24. Gorr, B.; Schellert, S.; Müller, F.; Christ, H.-J.; Kauffmann, A.; Heilmaier, M. Current Status of Research on the Oxidation Behavior
of Refractory High Entropy Alloys. Adv. Eng. Mater. 2021, 23, 2001047. [CrossRef]

25. Müller, F.; Gorr, B.; Christ, H.-J.; Müller, J.; Butz, B.; Chen, H.; Kauffmann, A.; Heilmaier, M. On the oxidation mechanism of
refractory high entropy alloys. Corros. Sci. 2019, 159, 108161. [CrossRef]

26. Cui, D.; Liu, X.; Yang, Z.; Guo, B.; Wang, Z.; Li, J.; Wang, J.; He, F. Uniting superior mechanical properties with oxidation resistance
in a refractory high-entropy alloy via Cr and Al alloying. Scr. Mater. 2024, 244, 116031. [CrossRef]

27. Gorr, B.; Mueller, F.; Christ, H.-J.; Mueller, T.; Chen, H.; Kauffmann, A.; Heilmaier, M. High temperature oxidation behavior of
an equimolar refractory metal-based alloy 20Nb 20Mo 20Cr 20Ti 20Al with and without Si addition. J. Alloys Compd. 2016, 688,
468–477. [CrossRef]

28. Butler, T.; Chaput, K.; Dietrich, J.; Senkov, O. High temperature oxidation behaviors of equimolar NbTiZrV and NbTiZrCr
refractory complex concentrated alloys (RCCAs). J. Alloys Compd. 2017, 729, 1004–1019. [CrossRef]

29. Butler, T.; Chaput, K. Native oxidation resistance of Al20Nb30Ta10Ti30Zr10 refractory complex concentrated alloy (RCCA). J. Alloys
Compd. 2019, 787, 606–617. [CrossRef]

30. Zhang, P.; Li, Y.; Chen, Z.; Zhang, J.; Shen, B. Oxidation response of a vacuum arc melted NbZrTiCrAl refractory high entropy
alloy at 800–1200 ◦C. Vacuum 2019, 162, 20–27. [CrossRef]

31. Senkov, O.; Gild, J.; Butler, T. Microstructure, mechanical properties and oxidation behavior of NbTaTi and NbTaZr refractory
alloys. J. Alloys Compd. 2021, 862, 158003. [CrossRef]

32. Gawel, R.; Rogal, Ł.; Przybylski, K. Oxidation Resistance of Ti-Al-Cr-Nb-Based High-Entropy Alloys in Air at 1073 K. J. Mater.
Eng. Perform. 2019, 28, 4163–4170. [CrossRef]

33. Pilone, D.; Felli, F.; Brotzu, A. High temperature oxidation behaviour of TiAl–Cr–Nb–Mo alloys. Intermetallics 2013, 43, 131–137.
[CrossRef]

34. Schellert, S.; Gorr, B.; Christ, H.J.; Pritzel, C.; Laube, S.; Kauffmann, A.; Heilmaier, M. The Effect of Al on the Formation of a
CrTaO4 Layer in Refractory High Entropy Alloys Ta-Mo-Cr-Ti-xAl. Oxid. Met. 2021, 96, 333–345. [CrossRef]

35. Li, Y.; Gan, B.; Bi, Z.; Yu, H.; Zhou, C.; Sha, J. Improvement of “pest” oxidation resistance of Nb-Mo-W-Zr solid- solution alloy at
800 ◦C by gas nitridation. Corros. Sci. 2021, 187, 109513. [CrossRef]

36. Chang, C.; Titus, M.S.; Yeh, J. Oxidation Behavior between 700 and 1300 ◦C of Refractory TiZrNbHfTa High-Entropy Alloys
Containing Aluminum. Adv. Eng. Mater. 2018, 20, 1700948. [CrossRef]

37. Yurchenko, N.; Panina, E.; Zherebtsov, S.; Salishchev, G.; Stepanov, N. Oxidation Behavior of Refractory AlNbTiVZr0.25 High-
Entropy Alloy. Materials 2018, 11, 2526. [CrossRef]

38. Yang, X.; An, Z.; Zhai, Y.; Wang, X.; Chen, Y.; Mao, S.; Han, X. Effect of Al content on the thermal oxidation behaviour of
AlHfMoNbTi high-entropy alloys analysed by in situ environmental TEM. Corros. Sci. 2021, 191, 109711. [CrossRef]

39. Qiao, D.; Liang, H.; Wu, S.; He, J.; Cao, Z.; Lu, Y.; Li, T. The mechanical and oxidation properties of novel B2-ordered
Ti2ZrHf0.5VNb0.5Alx refractory high-entropy alloys. Mater. Charact. 2021, 178, 111287. [CrossRef]

40. An, Z.; Mao, S.; Yang, T.; Liu, Y.; Chen, Y.; Yang, X.; Liu, S.; Wang, X.; Deng, Q.; Zhang, Z.; et al. Simultaneously enhanced
oxidation resistance and mechanical properties in a novel lightweight Ti2VZrNb0.5Al0.5 high-entropy alloy. Sci. China Mater. 2022,
65, 2842–2849. [CrossRef]

41. Lu, S.; Li, X.; Liang, X.; He, J.; Shao, W.; Li, K.; Chen, J. Effect of Y additions on the oxidation behavior of vacuum arc melted
refractory high-entropy alloy AlMo0.5NbTa0.5TiZr at elevated temperatures. Vacuum 2022, 201, 111069. [CrossRef]

https://doi.org/10.1016/j.intermet.2020.106711
https://doi.org/10.1080/09603409.2017.1389115
https://doi.org/10.1016/j.corsci.2022.110464
https://doi.org/10.1007/s11085-016-9696-y
https://doi.org/10.1016/j.mtadv.2020.100104
https://doi.org/10.1016/j.jallcom.2020.154427
https://doi.org/10.1016/j.jallcom.2013.08.102
https://doi.org/10.1016/S1003-6326(19)65054-5
https://doi.org/10.1016/j.intermet.2021.107374
https://doi.org/10.1016/j.ijrmhm.2022.105918
https://doi.org/10.1002/adem.202001047
https://doi.org/10.1016/j.corsci.2019.108161
https://doi.org/10.1016/j.scriptamat.2024.116031
https://doi.org/10.1016/j.jallcom.2016.07.219
https://doi.org/10.1016/j.jallcom.2017.09.164
https://doi.org/10.1016/j.jallcom.2019.02.128
https://doi.org/10.1016/j.vacuum.2019.01.026
https://doi.org/10.1016/j.jallcom.2020.158003
https://doi.org/10.1007/s11665-019-04177-x
https://doi.org/10.1016/j.intermet.2013.07.023
https://doi.org/10.1007/s11085-021-10046-7
https://doi.org/10.1016/j.corsci.2021.109513
https://doi.org/10.1002/adem.201700948
https://doi.org/10.3390/ma11122526
https://doi.org/10.1016/j.corsci.2021.109711
https://doi.org/10.1016/j.matchar.2021.111287
https://doi.org/10.1007/s40843-022-2045-4
https://doi.org/10.1016/j.vacuum.2022.111069


Materials 2024, 17, 4579 17 of 18

42. Lin, Y.; Guo, Y.; Dong, Q.; Huang, R.; Tan, J. Effects of vanadium content on the high temperature oxidation behavior of NbTiZrAlV
refractory complex concentrated alloys. J. Alloys Compd. 2022, 905, 164180. [CrossRef]

43. Welch, N.J.; Quintana, M.J.; Butler, T.M.; Collins, P.C. High-temperature oxidation behavior of TaTiCr, Ta4Ti3Cr, Ta2TiCr, and
Ta4TiCr3 concentrated refractory alloys. J. Alloys Compd. 2023, 941, 169000. [CrossRef]

44. Zhang, S.; Li, R.; Xu, Y. Zr alloying effects on the microstructure, compression performance and oxidation resistance of refractory
high entropy alloys. Mater. Res. Express 2022, 9, 096510. [CrossRef]

45. Li, X.; Li, H.; Li, Q.; Jin, C.; Hua, K.; Wang, H. The determining role of Al addition on tribology properties and oxidation behavior
at elevated temperatures of TiZrHfNb refractory high-entropy alloy. Mater. Charact. 2022, 189, 111921. [CrossRef]

46. Ouyang, D.; Chen, Z.-J.; Yu, H.-B.; Chan, K.; Liu, L. Oxidation behavior of the Ti38V15Nb23Hf24 refractory high-entropy alloy at
elevated temperatures. Corros. Sci. 2022, 198, 110153. [CrossRef]

47. Zhang, H.; Du, Y.; Lai, L.; Guo, N.; Li, N.; Guo, S. The as-cast AlxCrTaTi refractory medium entropy alloys with good room-
temperature mechanical properties and high-temperature oxidation resistance. J. Alloys Compd. 2023, 932, 167675. [CrossRef]

48. Lu, S.; Li, X.; Liang, X.; Shao, W.; Yang, W.; Chen, J. Effect of Al content on the oxidation behavior of refractory high-entropy alloy
AlMo0.5NbTa0.5TiZr at elevated temperatures. Int. J. Refract. Met. Hard Mater. 2022, 105, 105812. [CrossRef]

49. Schellert, S.; Weber, M.; Christ, H.; Wiktor, C.; Butz, B.; Galetz, M.; Laube, S.; Kauffmann, A.; Heilmaier, M.; Gorr, B. Formation
of rutile (Cr,Ta,Ti)O2 oxides during oxidation of refractory high entropy alloys in Ta-Mo-Cr-Ti-Al system. Corros. Sci. 2023,
211, 110885. [CrossRef]

50. Yan, Y.; McGarrity, K.A.; Delia, D.J.; Fekety, C.; Wang, K. The oxidation-resistance mechanism of WTaNbTiAl refractory high
entropy alloy. Corros. Sci. 2022, 204, 110377. [CrossRef]

51. Du, Y.; Ding, D.; Lai, L.; Xiao, S.; Guo, N.; Song, B.; Guo, S. Effect of Y on the high-temperature oxidation behavior of CrMoTaTi
refractory high entropy alloy. Int. J. Refract. Met. Hard Mater. 2022, 103, 105755. [CrossRef]

52. Jayaraj, J.; Thirathipviwat, P.; Han, J.; Gebert, A. Microstructure, mechanical and thermal oxidation behavior of AlNbTiZr high
entropy alloy. Intermetallics 2018, 100, 9–19. [CrossRef]

53. Zhang, R.; Meng, J.; Han, J.; Tulugan, K.; Zhang, R. Oxidation resistance properties of refractory high-entropy alloys with varied
AlxCrTiMo content. J. Mater. Sci. 2021, 56, 3551–3561. [CrossRef]

54. Waseem, O.A.; Auyeskhan, U.; Lee, H.M.; Ryu, H.J. A combinatorial approach for the synthesis and analysis of AlxCryMozNbTiZr
high-entropy alloys: Oxidation behavior. J. Mater. Res. 2018, 33, 3226–3234. [CrossRef]

55. Li, L.-C.; Li, M.-X.; Liu, M.; Sun, B.-Y.; Wang, C.; Huo, J.-T.; Wang, W.-H.; Liu, Y.-H. Enhanced oxidation resistance of MoTaTiCrAl
high entropy alloys by removal of Al. Sci. China Mater. 2021, 64, 223–231. [CrossRef]

56. Gungor, M.N. A statistically significant experimental technique for investigating microsegregation in cast alloys. Met. Trans. A
1989, 20, 2529–2533. [CrossRef]

57. Xiong, W.; Du, Y.; Liu, Y.; Huang, B.; Xu, H.; Chen, H.; Pan, Z. Thermodynamic assessment of the Mo–Nb–Ta system. Calphad
2004, 28, 133–140. [CrossRef]

58. Okamoto, H. Al-Mo (Aluminum-Molybdenum). J. Phase Equilibria Diffus. 2010, 31, 492–493. [CrossRef]
59. Elliott, R.P.; Shunk, F.A. The Al−Nb system (Aluminum-Niobium). Bull. Alloy. Phase Diagr. 1981, 2, 75–81. [CrossRef]
60. Kaufman, L. Calculation of multicomponent tantalum based phase diagrams. Calphad 1991, 15, 261–282. [CrossRef]
61. Lu, Y.; Jiang, H.; Guo, S.; Wang, T.; Cao, Z.; Li, T. A new strategy to design eutectic high-entropy alloys using mixing enthalpy.

Intermetallics 2017, 91, 124–128. [CrossRef]
62. Krapivka, N.A.; Firstov, S.A.; Karpets, M.V.; Myslivchenko, A.N.; Gorban’, V.F. Features of phase and structure formation in

high-entropy alloys of the AlCrFeCoNiCu x system (x = 0, 0.5, 1.0, 2.0, 3.0). Phys. Met. Met. 2015, 116, 467–474. [CrossRef]
63. Takeuchi, A.; Inoue, A. Classification of bulk metallic glasses by atomic size difference, heat of mixing and period of constituent

elements and its application to characterization of the main alloying element. Mater. Trans. 2005, 46, 2817–2829. [CrossRef]
64. Eckert, M.; Bencze, L.; Kath, D.; Nickel, H.; Hilpert, K. Thermodynamic Activities in the Alloys of the Ti-Al System. Berichte Der

Bunsenges. Für Phys. Chem. 1996, 100, 418–424. [CrossRef]
65. Luthra, K.L. Stability of protective oxide films on Ti-base alloys. Oxid. Met. 1991, 36, 475–490. [CrossRef]
66. Schäfer, H.; Gruehn, R.; Schulte, F. The Modifications of Niobium Pentoxide. Angew. Chem. Int. Ed. Engl. 1966, 5, 40–52. [CrossRef]
67. Spyridelis, J.; Delavignette, P.; Amelinckx, S. On the Superstructures of Ta2O5 and Nb2O5. Phys. Status Solidi (b) 1967, 19, 683–704.

[CrossRef]
68. Li, M.; Sun, X.; Jin, T.; Guan, H.; Hu, Z. Oxidation Behavior of a Single-Crystal Ni-Base Superalloy in Air—II: At 1000, 1100, and

1150 ◦C. Oxid. Met. 2003, 60, 195–210. [CrossRef]
69. Gulbransen, E.A.; Andrew, K.F.; Brassart, F.A. Oxidation of Molybdenum 550◦ to 1700◦C. J. Electrochem. Soc. 1963, 110, 952–959.

[CrossRef]
70. Zhang, B.; Gao, M.; Zhang, Y.; Guo, S. Senary refractory high-entropy alloy Crx MoNbTaVW. Calphad 2015, 51, 193–201. [CrossRef]

https://doi.org/10.1016/j.jallcom.2022.164180
https://doi.org/10.1016/j.jallcom.2023.169000
https://doi.org/10.1088/2053-1591/ac8e50
https://doi.org/10.1016/j.matchar.2022.111921
https://doi.org/10.1016/j.corsci.2022.110153
https://doi.org/10.1016/j.jallcom.2022.167675
https://doi.org/10.1016/j.ijrmhm.2022.105812
https://doi.org/10.1016/j.corsci.2022.110885
https://doi.org/10.1016/j.corsci.2022.110377
https://doi.org/10.1016/j.ijrmhm.2021.105755
https://doi.org/10.1016/j.intermet.2018.05.015
https://doi.org/10.1007/s10853-020-05480-y
https://doi.org/10.1557/jmr.2018.241
https://doi.org/10.1007/s40843-020-1332-2
https://doi.org/10.1007/BF02666687
https://doi.org/10.1016/j.calphad.2004.07.002
https://doi.org/10.1007/s11669-010-9758-9
https://doi.org/10.1007/BF02873708
https://doi.org/10.1016/0364-5916(91)90005-5
https://doi.org/10.1016/j.intermet.2017.09.001
https://doi.org/10.1134/S0031918X15030084
https://doi.org/10.2320/matertrans.46.2817
https://doi.org/10.1002/bbpc.19961000404
https://doi.org/10.1007/BF01151593
https://doi.org/10.1002/anie.196600401
https://doi.org/10.1002/pssb.19670190220
https://doi.org/10.1023/A:1024629716452
https://doi.org/10.1149/1.2425918
https://doi.org/10.1016/j.calphad.2015.09.007


Materials 2024, 17, 4579 18 of 18

71. Jehn, H.; Olzi, E. High temperature solid-solubility limit and phase studies in the system tantalum-oxygen. J. Less Common. Met.
1972, 27, 297–309. [CrossRef]

72. Gorr, B.; Azim, M.; Christ, H.-J.; Mueller, T.; Schliephake, D.; Heilmaier, M. Phase equilibria, microstructure, and high temperature
oxidation resistance of novel refractory high-entropy alloys. J. Alloys Compd. 2015, 624, 270–278. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1016/0022-5088(72)90062-8
https://doi.org/10.1016/j.jallcom.2014.11.012

	Introduction 
	Materials and Methods 
	Material Design 
	Experiment Procedure 

	Results 
	As-Cast Microstructure and Segregation Analysis 
	TGA and Oxidized Microstructure 

	Discussion 
	Elemental Segregation 
	The Oxidation Mechanism of NbTi-Bearing Refractory High Entropy 
	Al-Contained NbTi-Bearing RMEAs and RHEAs 
	The Oxidation Mechanism Difference between NbTi + Ta, NbTi + AlTa and NbTi + CrTa 
	The Elemental Effect of Mo and Ta during the Oxide Layer Formation 

	Comparison to the RHEAs Reported Recently 

	Conclusions 
	References

