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Abstract: This study designed Al,CrFeNi (x = 0.8, 1.0, 1.2) medium-entropy alloys fea-
turing a BCC + B2 dual-phase structure to systematically investigate the effects of Al
content variation and heat treatment on microstructure evolution and corrosion behav-
ior. Microstructural characterization revealed that all investigated alloys maintained the
BCC + B2 dual-phase labyrinth structure. Electrochemical tests showed that as the Al con-
tent increased, the corrosion current density and corrosion rate in a 3.5 wt% NaCl solution
increased. Synergistic analysis of post-corrosion morphology (through electrochemical
testing and in-situ immersion) combined with XPS analysis of the passive films revealed
that the initial stage of corrosion was primarily pitting. Subsequently, due to the loose and
porous Al,O3 passive layer formed by the NiAl-rich phase, which was easily attacked by
Cl~ ions, the corrosion progressed into selective corrosion of the NiAl phase. Notably, heat
treatment at 1000 °C induced microstructural refinement with enhanced coupling between
chunky and labyrinth structures, resulting in improved corrosion resistance despite a 4-6%
reduction in Vickers hardness due to elemental homogenization. Among the investigated
alloys, the heat-treated AlygCrFeNi exhibited the most promising corrosion resistance.

Keywords: AlLCrFeNi; medium-entropy alloys; microstructure; corrosion behavior;
heat treatment

1. Introduction

High-entropy alloys (HEAs) have garnered significant research attention owing to
their innovative design concepts and excellent properties. Pioneering work by Cantor
and Yeh [1,2] established HEAs as multi-principal-element alloys with equiatomic or near-
equiatomic compositions (5-35 at.% range). As derivatives of HEAs, medium-entropy
alloys (MEAs) are characterized by either 2—4 principal elements or a configurational en-
tropy of 1R-1.5R [3-5]. Similar to HEAs, MEAs manifest four fundamental effects: high
entropy, sluggish diffusion, severe lattice distortion, and cocktail effects [6]. These synergis-
tic effects endow MEAs with outstanding mechanical properties, including high strength,
elevated hardness, and superior wear and corrosion resistance [7-10]. The properties of
alloys can be controlled by adjusting the types and ratios of elements to adapt to different
application scenarios. In this context, Zhou et al. designed AlCoCrFeNiTiy (x =0, 0.5, 1, 1.5)
high-entropy alloys with five or more elements as the main components, different from
traditional alloys [11]. This alloy system is primarily composed of body-centered cubic
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solid solution and has excellent room-temperature compressive properties. This break-
through propelled the AlCoCrFeNi system to the forefront of HEA research. Due to the
scarcity of cobalt, the difficulty of extraction, and high demand, its price remains high in the
international metal trading market. According to the trading prices on the London Metal
Exchange, the minimum trading price of cobalt in 2024 is about 21,500 USD/ton, which is
significantly higher than nickel at 15,000 USD/ton, aluminum at 2100 USD/ton, chromium
at 8500 USD/ton, and iron at 100 USD/ton. To promote the industrial application of this
alloy, Hillel et al. investigated the effects of the elements in AICoCrFeNi alloy and found
that Fe and Co exert a similar effect of minimization of crystallographic mismatch between
the BCC and B2 phases. Additionally, AlCrFeNi resembles the most quinary AlCoCrFeNi
alloy in terms of microstructure and mechanical properties [12]. Regarding synthesis meth-
ods, Jiang et al. prepared AlCrFeNi samples through three different synthesis methods and
conducted tests [13]. All samples prepared by these synthesis methods are found to exhibit
relatively high yield strength (>1040 MPa) and failure strain (>28%). Thus, the industrial
application of AICrFeNi medium-entropy alloys with excellent mechanical properties,
which reduce cost by lowering cobalt content, is possible. Some studies have attempted
further to optimize the components and properties of the AICrFeNi alloys. Liu et al. de-
signed Alps_Crps.05¢FeasNins.0.5: (x =19 at.%, 17 at.%, 15 at.%) and found that increased
Al content can increase the volume fraction of BCC phase, improve strength, and reduce
plasticity [14]. Wang et al. reported that heat treatment and increased Al content promote
the transformation of the original FCC + BCC phase into a BCC + B2 phase in the AICrFeNi
alloy system [15], and the existence of a double strengthening phase (BCC + B2) also ensures
the mechanical properties of alloys. Researchers have concentrated mostly on the impact of
the composition content and heat treatment on AICrFeNi medium-entropy alloys in the
aspects of mechanical properties and microstructure, whereas corrosion resistance is rarely
investigated. To address this gap, we designed Al,CrFeNi medium-entropy alloys with
different Al contents (x = 0.8, 1.0, 1.2) and treated them at 1000 °C for 1 h, systematically
investigating the combined effects of Al content and heat treatment on microstructure
evolution, hardness, and corrosion resistance in 3.5 wt% NaCl solution.

2. Materials and Methods
2.1. Material Preparation

Al CrFeNi medium-entropy alloys (x = 0.8, 1.0, 1.2) were prepared by arc melting,
using elements of Al, Cr, Fe, and Ni with purities of more than 99.9% as raw materials in
a high-purity Ar atmosphere on a vacuum arc-melting furnace (Kejingzhida, Shenzhen,
China). At smelting temperatures of 1200-1300 °C, the alloy ingot was flipped and melted
eight times, with a duration of 3 min each time. Electromagnetic stirring was conducted.
After the melting was completed, the ingot was produced by casting the melt into an ingot
with dimensions of 50 mm x 50 mm X 5 mm after slow cooling to room temperature. The
specimens for the following tests with different dimensions were cut from these alloys by
electro-discharge machining. The samples were subjected to X-ray fluorescence spectrom-
etry (Bruker, Karlsruhe, Germany) to detect their Nominal and actual compositions, as
summarized in Table 1. The ingots were treated at 1000 °C at a heating rate of 25 °C-min~!
and preserved for 1 h under Ar atmosphere, followed by furnace cooling.
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Table 1. Nominal and actual compositions of the as-cast Al,CrFeNi medium entropy alloys.
AlygCrFeNi Alq oCrFeNi Al ,CrFeNi
Element 5 . .
Nominal Measured Nominal Measured Nominal Measured

Al 21.05 21.65 25 25.29 28.57 28.88

Cr 26.31 25.64 25 2414 23.81 22.96

Fe 26.31 25.55 25 24.82 23.81 23.25

Ni 26.31 27.16 25 25.75 23.81 2491

2.2. Microstructural Characterization and Composition Analysis

After preparation, the surfaces of these samples were wet abraded through a series
of silicon carbide papers, polished on cloth by using 1.5 um diamond pastes, cleaned
with ethanol, and rinsed with sterile distilled water to remove contaminants. The mor-
phologies of samples were investigated using a scanning electron microscope (Carl Zeiss
AG, Oberkochen, Germany) with an energy-dispersive spectrometer. The samples were
etched with dilute aqua regia to examine the microstructure under an optical microscope
(Oupu, Ningbo, China). An X-ray diffractometer (Bruker, Karlsruhe, Germany) was used to
analyze the phase composition of the samples by using a Cu-Ka radiation source having a
20 scope of 10° to 100° at a scanning velocity of 6°-min~!. X-ray fluorescence spectrometry
was used to identify the element content.

2.3. Microhardness Test

After grinding and polishing the samples until no obvious scratches were visible
on the surface, the samples were ultrasonically cleaned using anhydrous ethanol, and
microhardness testing was performed on the cleaned sample surface under a load of
1000 g for 15 s on a Vickers hardness tester (Gaoxie, Suzhou, China). Five measurements
were made for each sample, and the averaged experimental data were obtained. Five
indentations were made at an adequate distance from previous indentations for all samples.

2.4. Corrosion Properties
2.4.1. Electrochemical Tests

Electrochemical tests were performed using an electrochemical workstation (Metrohm,
Herisau, Switzerland). A three-electrode configuration was used for electrochemical mea-
surements; platinum plate, saturated calomel electrode, and as-prepared samples served
as the counter, reference, and working electrodes, respectively. The potential was swept
from Eocp—0.5 V to Eocp+1 V, and the polarization curves were recorded at a scan rate
of 1 mV-s~!. From the anodic and cathodic polarization curves, the Tafel regions were
identified and extrapolated to the corrosion potential (E..) to obtain the corrosion current
density (Jeorr). Other parameters were analyzed using Nova software (1.11, Metrohm,
Herisau, Switzerland). The corroded surface of the samples after the potentiodynamic
polarization measurement in a 3.5 wt% NaCl corrosive solution was observed by scanning
electron microscopy (Carl Zeiss AG, Oberkochen, Germany).

2.4.2. In-Situ Immersion Corrosion Tests and XPS Characterizations

The samples were immersed in a 3.5 wt% NaCl corrosive solution and soaked at room
temperature for 0, 3, 7, and 15 days. After different immersion times, the samples were
taken out from the solution, cleaned with deionized water, and subjected to SEM (Carl
Zeiss AG, Oberkochen, Germany) to observe the corrosion surface at the same location.
The compositions of the passive film were determined by XPS (Thermo Fisher Scientific,
Waltham, MA, USA). The analysis-chamber pressure was 1 X 10~? mBar, and the excitation
source used was Al K« radiation (hv = 1486.68 eV), with an X-ray spot size of 400 um. The
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operating voltage was 15 kV, and the filament current was 10 mA. The test passing energy
was set to 30 eV, with a step size of 0.1 eV. Charging correction was performed using C 1s
(284.80 eV) binding energy as the reference.

3. Results and Discussion
3.1. Microstructural Characteristics

As shown in the XRD patterns in Figure 1, Al,CrFeNi alloys under as-cast and heat-
treated conditions, comprising a Cr-Fe phase solid solution with a disordered BCC structure
and a NiAl phase intermetallic compound with an ordered B2 structure. The superposition
of diffraction peaks coinciding in the XRD pattern, which comprised the (110), (200), and
(211) planes, primarily resulted from the spinodal decomposition. Under the effect of
spinodal decomposition, the crystal structures of the two phases were the same. Their
lattice parameters were similar as well [16]. Some ultra-strong coincide peaks in the as-cast
and heat-treated Al; ¢CrFeNi alloys were attributed to the increase in large radius atomic
(Al) content that initiated the pinning effect and lattice distortion [17]. Additionally, the
coincident peaks of BCC + B2 phases at (211) planes slightly shifted to lower angles in
as-cast and heat-treated Al; ,CrFeNi alloys. For the as-cast condition, the peak position
shifted from 81.5 to 81.2; for the heat-treated condition, the peak shifted from 81.9 to 81.5.
This shift was attributed to the increased Al content in the phase that reflected the larger
atomic-size effect of Al atoms in expanding the BCC and B2 structures [18].
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Figure 1. The XRD pattern and partially enlarged view of (a) as-cast and (b) heat-treated Al,CrFeNi
Medium entropy alloys.
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The optical microscopy images of the microstructures of Al,CrFeNi alloys under as-
cast and heat-treated conditions are presented in Figure 2. Under the as-cast condition, the
Alp gCrFeNi alloy primarily exhibited dendritic structures with non-uniform grain sizes and
coarse eutectic structures along grain boundaries. For Al; oCrFeNi alloy, the microstructure
transitioned to equiaxed grains having improved size uniformity, accompanied by the eu-
tectic structures around the grain boundaries becoming more compact and the labyrinthine
eutectic structures in the grain centers becoming denser. In Al; ;CrFeNi alloy, due to the
typical Ostwald ripening effect [19], the grain morphology became disordered, the eutectic
structures around the grain boundaries disappeared, and the chunky element-enriched
structures precipitated in the grain centers coupled with the labyrinth structure. Compared
with the as-cast condition, heat-treated Al gCrFeNi alloy showed a dense lamellar structure
at the grain boundaries likely due to the elemental precipitation caused by heat treatment.
In heat-treated Al; oCrFeNi alloy, the grain boundaries became blurred and showed a
tendency toward integration, with smaller grain sizes and denser labyrinth structures in
the grain centers. For Al; ,CrFeNi alloy, heat treatment further refined grain sizes while
strengthening the coupling between chunky and labyrinth structures.

Figure 2. The microstructure of (a) AlygCrFeNi, (b) Al; ¢CrFeNi, and (c) Alj CrFeNi medium
entropy alloy.

The BS-SEM images of Al,CrFeNi medium-entropy alloys and the compositions of
the different phases determined by EDS are presented in Figure 3. Results indicated that
these regions exhibited two phases: dark gray phase and light gray phase. Microprobe
microanalysis showed that Al and Ni elements were enriched in the dark gray phase,
and Cr and Fe elements were enriched in the light gray phase, corresponding with the
B2 and BCC phases, respectively. As presented in Figure 3b, the labyrinth structure of
as-cast Alj gCrFeNi was rounder than that of as-cast AlygCrFeNi, which can be ascribed to
the synergistic impact for lattice distortion and Ostwald Ripening effect. A new chunky
structure appeared and coupled with the labyrinth structure in Al; ;CrFeNi alloy. Post
heat treatment (1000 °C), the MEAs exhibited significant microstructural refinement. The
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labyrinth structure of Al,CrFeNi alloys after heat treatment was finer than that under
as-cast conditions. The chunky structure of Al; ;CrFeNi became smaller and more closely
coupled with the labyrinth structure. Overall, the microstructure achieved improved
uniformity, indicating the effective phase homogenization via thermal processing.
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Figure 3. Backscattered SEM images and phase elements proportion of (a) AlygCrFeNi,
(b) Al; oCrFeNi, and (c) Alj ,CrFeNi medium-entropy alloy.

3.2. Microhardness Property

The microhardness of Al,CrFeNi (x = 0.8, 1.0, 1.2) alloys was tested using a Vickers
hardness tester under a 1000 g load. As shown in Table 2, the increased Al content in
the alloy resulted in an enhancement of microhardness, whereas the heat-treated samples
exhibited lower hardness than their as-cast counterparts. These three kinds of alloys
consisted of two phases, namely, BCC and B2 (ordered BCC). The BCC structure has a
relatively larger free volume and greater atomic spacing, which makes dislocation motion
easier in the BCC structures, leading to easier deformation. In contrast, the alternating
elements in the B2 structure and the stronger atomic bonding restrict dislocation motion
more, thereby increasing hardness. As the Al content increases, the volume fraction of the
NiAl phase with a B2 structure in the alloy gradually increases, leading to a continuous
improvement in the hardness of the alloys. From a microscopic structural perspective,
the increase in Al content influenced the material’s mechanical properties in two ways:
solid-solution strengthening and grain-refinement strengthening. The added Al in addition
to combining with Ni to form the B2 (NiAl) phase, also dissolved into the BCC (FeCr) solid
solution. However, compared with other elements like Cr and Fe, Al had the largest atomic
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radius. When Al solute atoms dissolved into the solid solution, significant lattice distortion
occurred to minimize the system’s overall energy. At this stage, the dislocation pinning
effect may impede dislocation motion, thereby contributing to increased hardness [16].

Table 2. Microhardness of as-cast and heat-treated Al,CrFeNi alloys.

Sample Hardness Sample Hardness
P (HV1,) P (HV1,)
A Alg sCrFeNi 457.9 Heat- Al sCrFeNi 431.06
S;f_a?t Al; oCrFeNi 462.4 treated Al oCrFeNi 439.38
condition Al CrFeNi  466.96 condition ~ Al ,CrFeNi  451.02

3.3. Corrosion Properties

The potentiodynamic polarization curves of Al,CrFeNi alloys in a 3.5 wt% NaCl
solution are shown in Figure 4. According to existing research, the AlICoCrFeNi alloy
containing Co exhibits a corrosion potential of —0.435 V, a corrosion current density of
827 x 107> A/cm?, a pitting potential of —0.01 V, and a corrosion rate of 0.74 mm/year in
3.5 wt.% NaCl solution [20]. In comparison, the cobalt-free AICrFeNi alloy demonstrates
superior corrosion parameters in polarization tests and enhanced corrosion resistance. The
corrosion parameters obtained from Tafel plots in the active area are summarized in Table 3.
Both the corrosion current density (/) and corrosion rate increased with Al addition,
implying poorer corrosion resistance of Al; ;CrFeNi alloy. Furthermore, the decrease in
critical pitting potential (E,) indicated that the increase in Al content led to a decrease in
localized corrosion resistance. Ep is defined as the potential at which the current density
passes 10~% A/cm? and continues to increase. Consequently, E, can serve as an indicator
of resistance to localized corrosion [21]. By comparing the corrosion parameters of the
alloys before and after heat treatment, we observed that the corrosion current density
(Jeorr) and corrosion rate decreased, and the critical pitting potential (E,) increased. This
finding indicated that heat treatment improved both the corrosion resistance and localized
corrosion resistance in a 3.5 wt% NaCl corrosive solution. This improvement was attributed
to the uniform distribution of elements and the reduction in element enrichment caused
by heat treatment. Additionally, as illustrated by the curves, all Al,CrFeNi alloys directly
transitioned from the Tafel region to the stable passive region without any active-to-passive
transition, suggesting the spontaneous formation of a protective film at the corrosion
potential [22].

Table 3. Polarization parameters of as-cast and heat-treated Al,CrFeNi alloys in 3.5 wt% NaCl
corrosive solution.

Corrosion Rate

2
Sample Ecord (V) Jeorr/(Alecm?)  E,/(V) (mm/year)

Al gCrFeNi —0.38 4.7 x 1077 0.11 0.011

As-cast . _7
it Al oCrFeNi —0.39 6.1 x 10 0.10 0.015
CONCILION = A, ,CrFeNi ~0.35 1.1 x 10~° 0.06 0.026
Heat- Alg sCrFeNi —0.36 3.6 x 1077 0.15 0.004
treated Aly oCrFeNi —0.33 43 x 1077 0.14 0.010

condition  Al; ,CrFeNi —0.42 4.8 x 1077 0.07 0.012
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Figure 4. Potentiodynamic polarization curves of as-cast and heat-treated Al,CrFeNi alloys in 3.5 wt%
NaCl corrosive solution.

The Backscattered SEM surface morphologies of Al,CrFeNi alloys were studied after
electrochemical tests in a 3.5 wt% NaCl corrosive solution, and the results are shown in
Figure 5. All alloys suffered from selective corrosion, with the dark gray phase dissolved,
whereas the light gray phase was nearly intact. Based on the microstructure analysis above,
we concluded that the dark gray phase corresponded to the NiAl (B2) phase and the light
gray phase to the CrFe (BCC) phase. In alloy systems, chromium exhibits a propensity
to form a dense Cr,O3 passive film, which demonstrates superior resistance to chloride
ion (CI7) penetration, thereby significantly enhancing the corrosion resistance of the CrFe
phase. In contrast, the NiAl phase, enriched with aluminum, develops a surface Al,Os3
film. However, the Al,O3 film displays compromised stability in chloride-containing
environments, where it readily reacts with C1~ ions to form soluble aluminum chloride
(AICI3). This reaction mechanism induces localized breakdown of the passive film, serving
as initiation sites for pitting corrosion. Chloride ions exhibit a pronounced tendency to
adsorb at surface defects of the NiAl phase, particularly at grain boundaries and disloca-
tions. This adsorption facilitates localized acidification through passive film penetration,
characterized by proton (H*) accumulation, which subsequently catalyzes metallic ion
hydrolysis to establish a self-accelerating corrosive microenvironment. Furthermore, the
chemical interaction between aluminum and chloride ions generates soluble corrosion
products (e.g., AlCls) [23], resulting in progressive degradation of the passive film and
inward propagation of corrosion fronts, ultimately forming distinct pitting cavities. Follow-
ing pit nucleation at NiAl phase surfaces, corrosive attack preferentially propagates along
phase boundaries or grain boundaries. This phenomenon is exacerbated by the ordered
B2 (NiAl) intermetallic structure, which inherently promotes compositional heterogeneity
and residual stress concentrations at these interfacial regions, thereby creating preferential
pathways for chloride-assisted degradation. Consequently, corrosion channels dominated
by NiAl phase dissolution are systematically established. In contrast, the CrFe phase
maintains significantly lower corrosion rates due to the electrochemical stability of its
passive film. This differential corrosion behavior creates a microscale sacrificial-protection
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mechanism, wherein the anodic NiAl phase preferentially corrodes while the cathodic CrFe
phase remains electrochemically protected. The detailed analysis of the composition of the
passivation layer is described in the XPS section. By comparing the sections after heat treat-
ment in Figure 6, the corrosion on the surface of the samples prior to heat treatment was
found to be more severe than that observed after treatment. This disparity was attributed
to the homogenization effect of the heat treatment, which increased the volume fraction
of the BCC phase and reduced the element enrichment, thereby significantly minimizing
localized corrosion and enhancing corrosion resistance. This finding aligns with the results
obtained from the polarization curves. As shown in Figure 6a—c, with increased Al content
to 28.57 at.% (Al; ,CrFeNi), the severity of corrosion significantly escalated. This escalation
was attributed to the higher Al content, which exacerbated element segregation and led to
the formation of chunky NiAl phase-rich structures with uneven element distribution.

Heat-treated condition

Figure 5. Backscattered SEM surface morphologies of (a) AlygCrFeNi, (b) Al;oCrFeNi, and
(c) Alj ,CrFeNi medium entropy alloy after potentiodynamic polarization in 3.5 wt% NaCl cor-
rosive solution at room temperature.

Figure 6 presents the in-situ immersion corrosion morphology of the as-cast Al,CrFeNi
alloys in a 3.5 wt% NaCl corrosive solution. As shown in Figure 6, Aly gCrFeNi had no
pitting corrosion for up to 15 days, with only corrosion products forming. Conversely,
Al; oCrFeNi began to show pitting corrosion in 15 days, and Al; ;CrFeNi began to show
pitting corrosion in 7 days, respectively. Moreover, by day 15, the number of pits on
Al »CrFeNi increased, and the existing pits expanded. These observations align with
the results from the potentiodynamic polarization tests, confirming that the corrosion
resistance of the alloy decreases as the Al content increases. Combined with the corrosion
morphology obtained from the potentiodynamic polarization experiment (Figure 5), pitting
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corrosion is revealed as the predominant mechanism in the early stages of corrosion. The
higher aluminum content leads to an increased proportion of Al,Os in the passive film.
Compared to Cr,O3, the crystalline structure of Al,Oj3 is more prone to forming defects
such as grain boundaries and dislocations. These defects serve as preferential pathways
for C1~ adsorption and penetration. Furthermore, chromium (Cr) is a critical element for
the self-repairing capability of the passive film (where Cr** migrates to defect sites and re-
oxidizes into Cr,O3). Elevated aluminum content dilutes the Cr concentration in the alloy,
thereby reducing the film repair rate. Once pitting nucleation occurs, it propagates rapidly
to form pitting pits [24]. Within these pits, hydrolysis of metal cations (A1**, Cr®*, Fe?*,
etc.) generates H* ions, resulting in localized pH reduction. Notably, AI>* exhibits a higher
hydrolysis tendency, which intensifies acidification. This process accelerates C1~ migration
and metal dissolution, ultimately exacerbating pitting corrosion development [25].

Figure 6. In-situ immersion corrosion morphologies of the as-cast (a) Alyg gCrFeNi, (b) Al; ¢CrFeNi,
and (c) Al; ,CrFeNi medium-entropy alloy immersed in 3.5 wt% NaCl corrosive solution at room
temperature for0d, 3d, 7 d, and 15 d.

Figure 7 presents the in-situ immersion corrosion morphology of heat-treated
Al,CrFeNi alloys in a 3.5 wt% NaCl corrosive solution. Corrosion pits formed in Al,CrFeNi
alloys after 15 days, with Al; ,CrFeNi exhibiting a significantly higher number and density
of pits. This reflected the positive effect of heat treatment on corrosion resistance. The
grain refinement induced by heat treatment effectively suppressed the elemental aggre-
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gation at the grain boundaries and promoted a more uniform distribution of elements
across phases. C1~ ions attacked lattice defects such as grain boundaries and dislocations
when corrosion occurred, leading to oxide-layer formation. After heat treatment, the in-
creased number of grain boundaries and higher dislocation density effectively enhanced
the corrosion resistance of the material. The abundance of grain boundaries had higher
energy than most of the material, enhancing electron diffusion and leading to a more stable
passive film, thereby improving corrosion resistance [26]. The heat treatment effectively
eliminates residual stresses, thereby reducing localized stress concentration regions that
are prone to passive film rupture, which otherwise promotes Cl~ adsorption and pitting
nucleation. Elevated-temperature heat treatment promotes the diffusion of Cr elements,
resulting in a homogenized Cr distribution that maintains the proportion of Cr,Oj3 in the
passive film. Furthermore, the refined and uniform microstructure accelerates the migra-
tion of Cr3* /Fe?* ions to defect sites during corrosion processes, significantly enhancing
the self-repair efficiency of the passive film and suppressing the propagation of pitting

corrosion [27].

Figure 7. In-situ immersion corrosion morphologies of the heat-treated (a) AlysCrFeNi,
(b) Al oCrFeNi, and (c) Al; ;CrFeNi medium-entropy alloy immersed in 3.5 wt% NaCl corrosive
solution at room temperature for0d,3d, 7 d, and 15 d.

XPS was used to analyze the chemical composition and elemental valence states of
the passive film formed on the surface of samples after 15 days of immersion in a 3.5 wt%
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NaCl corrosive solution to explore the passivation mechanism of the alloys in greater
detail. The findings are illustrated in Figures 8 and 9. Clearly, the Al 2p spectrum was
divided into two component peaks: the metallic state Al° (72.48 and 74.43 eV) and the
oxidized state Al >* (73.03 eV). This finding indicated that Al;O3; was the primary oxide
product of Al in the passive film. The Cr 2p spectrum showed three component peaks,
namely, Cr” (574.28 and 583.6 eV), Crox>* (576.48 and 586.16 V), and Crp,y** (577.89 and
587.75 eV), with Cr,O3 playing a critical role [28]. The Fe 2p spectrum also contains three
component peaks: Fel (707.03 ev and 719.84 eV), Feo, 2t (709.17 and 721.97 ev), and Fey,>*
(711.79 and 725.01 eV). In aqueous environments, reactions lead to the formation of FeO,
Fe;03, and Fe3O4. FeO, being the most reactive among them, undergoes further oxidation,
yielding Fe;O3 and Fe3O4 [29]. The Ni 2p spectrum revealed Ni® (852.84 and 871.02 V),
Niox2* (855.66 and 873.58 eV), and Nig,t (861.77 and 879.72 eV) as its three component
peaks. Comparing the spectra of Fe and Ni with those of Al and Cr, the peak intensities
clearly demonstrated that Fe and Ni were less prone to oxidation. Additionally, the O 1s
spectrum revealed three key peaks: 0>~ (530.48 eV), OH~ (531.89 eV), and H,O (533.35 eV).
(o actively facilitated the formation of Al,O3, Cr,O3, Fe;Os, FeO, Fe3Oy4, and NiO [30].
Meanwhile, OH™ was primarily responsible for the formation of Cr(OH)s, and bound
water enhanced the capture of dissolved metal ions, promoting the growth and stability
of the passive film [31]. In aqueous environments, the electrochemical corrosion of metals
typically progresses through two primary stages: the anodic oxidation and dissolution
of the metal and the cathodic reduction of anions. As the metal lost electrons, it formed
cations that reacted with anions, producing insoluble compounds on the substrate surface.
This process resulted in active metal dissolution, reduced surface area, and a barrier against
further ion intrusion, effectively impeding continued corrosion. Al is a highly reactive metal
that readily forms complexes with halogen atoms. C1~ ions in the solution compromise
the integrity of the dense Al,Oj film, increasing the solubility of AI** and accelerating the
corrosion and dissolution of the alloy substrate [32]. During the early stages of corrosion, a
passivation film forms on the NiAl-rich surface, effectively impeding corrosion. Over time,
the oxidation of Ni and Al generates H" ions, which accumulate in the adjacent solution.
The increased concentration of H* ions promotes the dissolution of Ni** and AI** into the
solution, causing the dissolution rate of the passivation film to surpass its formation rate.
Ultimately, the alloy’s corrosion resistance is compromised. This phenomenon was further
exacerbated by the increased Al content, which amplified the enrichment of the NiAl
phase, thereby diminishing the alloy’s resistance to corrosion. This effect was particularly
pronounced with higher Al content because the intensified enrichment of the NiAl phase
further deteriorated the alloy’s resistance to corrosion. The diagram in Figure 10 illustrates
the corrosion mechanism of Al,CrFeNi medium-entropy alloys in 3.5 wt% NaCl corrosive
solution, and the chemical reaction equations governing the ions within the passivation
layer were as follows [33,34]:

Al+ H,O — AIOH+ H" 4+ e~ (1)
AIOH — AI(OH)" + e~ )
Al(OH)" — AI(OH)*" + e~ 3)
Al(OH)*" + HT — AP* + H,0 ()
2Al1 4 3H,0 — AL,O3 +6H" + 6e~ (5)
2A143H,0 — AlL,Os + 6H 46~ (6)

2Cr+ 3H,O — CryO3 + 6H ' +6e~ 7)
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Figure 8. High-resolution XPS spectra of Al 2p, Cr 2p, Fe 2p, Ni 2p, C 1s, and O 1s of passive film
on the surfaces of the as-cast (a) Aly gCrFeNi, (b) Al; oCrFeNi, and (c) Al; ;CrFeNi medium entropy
alloy immersed in 3.5 wt% NaCl corrosive solution for 15 d.
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Figure 9. High-resolution XPS spectra of Al 2p, Cr 2p, Fe 2p, Ni 2p, C 1s, and O 1s of passive film on
the surfaces of the heat-treated (a) Aly sCrFeNi, (b) Al; (CrFeNi, and (c) Al; ,CrFeNi medium-entropy
alloy immersed in 3.5 wt% NaCl solution for 15 d.
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Figure 10. Schematic of the corrosion mechanism of Al,CrFeNi medium-entropy alloys in 3.5 wt%
NaCl corrosive solution.

4. Conclusions

The effects of Al content and heat treatment on the microstructure, mechanical prop-
erties, and corrosion resistance in a 3.5 wt% NaCl solution of Al,CrFeNi (x =0.8, 1.0, 1.2)
alloys were investigated. Our conclusions are as follows.

(1) Before and after heat treatment, the phase composition of the Al,CrFeNi alloys con-
sisted of a disordered BCC phase and an ordered B2 phase. The BCC and B2 phases interlace
to form a labyrinth structure, which becomes more rounded as the Al content increases.

(2) The increase in Al content, which has a larger atomic radius, intensifies element
segregation. This causes lattice distortion and dislocation pinning effects, thereby increasing
the alloy’s hardness. However, heat treatment promoted element homogenization, which
reduced the alloy’s microhardness.

(3) Increased Al content negatively affects the corrosion resistance of Al,CrFeNi alloys,
whereas heat treatment improves their corrosion resistance.
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On the whole, this heat-treated cobalt-free AlygCrFeNi alloy, like the commonly
studied AlCoCrFeNi alloy, has excellent mechanical properties and corrosion resistance
while also being more cost-effective. It holds promise for industrial applications in the
petrochemical industry.
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