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Abstract: High-entropy alloys (HEAs) have emerged as a novel class of materials with exceptional
mechanical and corrosion properties, offering promising applications in various engineering fields.
However, optimizing their performance through advanced manufacturing techniques, like laser
cladding, remains an area of active research. This study investigated the effects of laser energy
density on the mechanical and electrochemical properties of CoCrFeMnNi HEA coatings applied to
Q235 substrates. Utilizing X-ray diffraction (XRD), this study confirmed the formation of a single-
phase face-centered cubic (FCC) structure in all coatings. The hardness of the coatings peaked at
210 HV with a laser energy density of 50 J/mm?. Friction and wear tests highlighted that a coating
applied at 60 J/mm? exhibited the lowest wear rate, primarily due to adhesive and oxidative wear
mechanisms, while the 55 J/mm? coating showed increased hardness but higher abrasive wear.
Electrochemical testing revealed superior corrosion resistance for the 60 J/mm? coating, with a
slow corrosion rate and minimal passivation tendency in contrast to the 55 J/mm? coating. The
comprehensive evaluation indicates that the HEA coating with an energy density of 60 J/mm?
exhibits exceptional wear and corrosion resistance.

Keywords: high-entropy alloy coatings; laser cladding; laser energy density; wear resistance; corrosion
resistance

1. Introduction

High-entropy alloys (HEAs) [1,2] have emerged as a prominent area of research in
materials science due to their multi-principal element composition, typically including five
or more elements and distinctive microstructures. These alloys are noted for their excep-
tional wear and corrosion resistance, which have attracted significant attention in recent
years. The remarkable properties of HEAs are largely due to a synergistic combination of
effects: the high-entropy effect, lattice distortion, slow diffusion, and the cocktail effect [3].
Among the various HEA systems, the CoCrFeMnNi alloy is particularly noteworthy for its
stable single-phase face-centered cubic (FCC) structure, which confers superior ductility
and machinability [4].

The production of HEAs can be achieved through several fabrication methods, includ-
ing solid mixing, liquid mixing, and gas mixing [5]. To improve the surface characteristics
of these materials, a range of surface modification techniques has been utilized. These
include high-velocity oxygen fuel spraying [6,7], magnetron sputtering [6], plasma spray-
ing, cold spraying [8,9], chemical plating [10], and electrodeposition [11]. Despite their
potential, these methods can be constrained by inadequate metallurgical bonding between
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the coating and the substrate. Laser cladding, a specific liquid-mixing technique, addresses
these constraints effectively. It is a process that utilizes a high-energy-density laser beam as
a heat source to melt alloy powders or wires and deposit them onto the surface of a sub-
strate, thereby forming a cladding layer with specific properties. Compared to traditional
techniques, such as thermal spraying and electroplating, laser cladding has advantages
such as a higher utilization rate of cladding materials, excellent directionality, and smaller
heat-affected zones. The process results in a robust metallurgical bond with the substrate
and enables the creation of thicker coatings (>1 mm). Q235 steel is renowned for its bal-
anced mechanical properties; however, it exhibits limitations under extreme environmental
conditions characterized by increased wear and corrosive media, which hinders its suit-
ability for long-term applications. HEA coatings can provide reinforcement and repair
functions for Q235 steel, significantly enhancing its wear resistance, corrosion resistance,
and substantially extending the service life of the associated components.

The effectiveness of laser-clad coatings hinges on the precise selection of process pa-
rameters, with the laser power, powder feeding rate, and scanning speed being particularly
critical [12]. Adequate control over these variables is essential to achieve the desired coating
characteristics. The thermal input to the substrate, a function of laser power and scanning
speed, profoundly impacts the coating’s surface quality and dilution rate [13]. Elevated
scanning speeds can curtail thermal input, thus preserving the uniformity of the coating’s
composition. Additionally, the overlap rate and powder feeding rate are pivotal in shaping
the geometric profile of the coating. While considerable advancements have been noted
in the investigation of scanning speed, particularly in extreme high-speed laser cladding
scenarios [6,12,14-17], research into laser power parameters remains somewhat limited [12].

In previous studies, among the three key parameters of laser cladding (scanning
speed, laser power, and powder feeding rate), laser power has demonstrated a particularly
significant impact on the mechanical properties of coatings. Yi Zhang and colleagues [18]
analyzed the impact of process parameters on the performance of coatings, employing the
non-dominated sorting genetic algorithm II for optimization and validation. Their findings
demonstrate that laser power predominantly affects the coating’s dilution rate. In a parallel
investigation focused on the laser cladding of AICoCrFeNi, ; eutectic HEAs, Zhen Dong,
and co-workers [19] conducted preliminary tests, systematically altering individual process
parameters. Their results underscore the intimate relationship between coating porosity,
microhardness, and the respective process parameters. Specifically, microhardness was
inversely related to laser power and directly related to the scanning speed and powder
feeding rate. Zhen Dong et al. [20] utilized a single-variable control method to optimize
the laser cladding process for AICoCrFeNi;; eutectic HEA, revealing that laser power
predominantly influences the coating’s microhardness. Similarly, Sha Wu et al. [21] applied
a central composite design response surface methodology to Ni60A-25% tungsten carbide
(WC) powder, concluding that laser power is the most influential factor in the dilution rate.
Yuling Gong et al. [22] identified laser power, scanning speed, powder feeding rate, and
spot diameter as the primary determinants of cladding width.

This research systematically investigates the mechanical and chemical properties of
CoCrFeMnNi HEA coatings applied to a Q235 substrate via laser cladding. By varying
the laser power and utilizing three distinct laser energy densities, this study assessed the
hardness, tribological performance, and corrosion resistance of the coatings. The wear
behavior was evaluated under a constant 50 N load across the different energy densities.
Additionally, the coatings were subjected to dynamic potentiodynamic polarization and
electrochemical impedance spectroscopy (EIS) analyses in a 3.5 wt% NaCl solution to
understand their corrosion resistance further. This study offers a novel perspective on
understanding how laser power affects the performance of coatings through variations in
energy density.
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2. Experimental Procedures
2.1. Preparation of the HEA Coatings

In this study, Q235 steel served as the substrate material, and the CoCrFeMnNi HEA
was fabricated using plasma-atomized metal powders with an equimolar atomic ratio of
1:1:1:1:1. The chemical composition of both the substrate and the HEA powder is detailed
in Table 1. The applied coating was designed to have a nominal thickness of approximately
1 mm. The specific parameters for the laser process are outlined in Table 2. Argon gas,
with a purity of 99.999 wt% and a flow rate of 25 mL/min, was employed as a shielding
medium to maintain an oxygen concentration below 0.01% during the coating formation,
thereby mitigating potential oxidation. Figure 1 illustrates the schematic representation of
the laser cladding setup and the scanning strategy.

Table 1. Chemical composition of substrate and CoCrFeMnNi coatings in wt%.

Elements (wt%)

Materials

Co Cr Fe Mn Ni C Si S
Q235 - - Bal. <14 - 0.14~0.22 <0.35 <0.050
CoCrFeMnNi 21.0 18.5 19.9 19.6 20.9 - - -
Table 2. List of the experiment design scheme and corresponding laser cladding process parameter.
Laser Power The Laser Scanning Focal Laser Beam Overla Powder
Sample W) Energy Density Speed Distance Spot Diameter Ratio (O/P) Feeding Rate
(J/mm?) (mm/s) (mm) (mm) ? (g/min)
S50 3200 50 16 150 4 40 12
555 3500 55 16 150 4 40 12
560 3800 60 16 150 4 40 12
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Figure 1. Schematic diagram of laser cladding.

To investigate the influence of laser energy density on the properties of the coatings,
our experimental design incorporated three distinct laser powers: 3200 W, 3500 W, and
3800 W. Table 2 provides a summary of the calculated laser energy densities (Es), which
were derived using the following Formula (1) [23]:

_ P
T Dxv

E, 1)
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where P is the laser power (W), D is the laser spot diameter (mm), and v is the laser
scanning speed (mm/s). Studies have demonstrated that an increased Eg can result in
excessive substrate melting, which may negatively impact the performance of the laser-clad
coatings. In contrast, a lower Eg facilitates the formation of solid solutions, enhancing the
coating’s characteristics. Nonetheless, a decrease in Eg enhances the likelihood of glass
phase formation with amorphous structures, which could compromise the microstructure
quality and the adhesion between the substrate and the coating. Consequently, it is impera-
tive to maintain Eg within an optimal range to balance these effects. Additionally, these
power settings allowed us to explore the relationship between the laser power, coating
thickness, and formability, adhering to prior research indications that suggested a decrease
in formability above 4.0 kW [13]. This approach ensured a comprehensive analysis of the
effect of laser energy density on deposition.

2.2. Characterization of Microstructures

In this research, X-ray diffraction (XRD) analysis was conducted to ascertain the phase
structure of the coating, with a scanning angle ranging from 30° to 100°. A Cu K« radiation
source (A = 1.5406 A) was used, applying a voltage of 40 kV and a current of 30 mA, with
scanning at a rate of 4°/min. The surface morphology and compositional information of
the coating were meticulously examined. This was accomplished using a field-emission
scanning electron microscope (ZEISS Gemini SEM 300, ZEISS, Oberkochen, Germany)
equipped with an In-lens secondary electron detector (In-lens SE, ZEISS, Oberkochen, Ger-
many) and an energy-dispersive spectrometer (EDS). Furthermore, high-resolution confocal
microscopy was applied to assess the surface morphology and roughness, facilitating a
comprehensive three-dimensional imaging analysis.

2.3. Property Tests
2.3.1. Microhardness

In this study, the microhardness of HEA coatings and their substrates was evaluated
using a Vickers hardness tester (HV-1000, Shidai Yiqi, Beijing, China). The tests were
conducted at a constant load of 200 g for 15 s at each point, ensuring the test conditions
met the environmental requirements specified in the standard [24]. The measurements
were taken at intervals of 50 um from the surface of the coating downwards in the coating
cross-section. To confirm the precision and reproducibility of the hardness measurements,
the testing procedure was meticulously repeated on three separate occasions, adhering to
identical process parameters.

2.3.2. Friction and Wear Testing

Coatings were tested for the dry sliding wear of the ball and disk by MFT-5000
rotational friction and wear tester in a dry environment. A SiC ball with a diameter of
5 mm was used in the test; the rotational speed was set to 30 mm/s, a load of 50 N was
applied, and the friction duration was 1200 s. After wear, the mass loss of the samples
was measured using a YTL1204 electronic balance (0.1 mg), and the morphology of the
wear tracks and the chemical composition of the abrasive chips were analyzed by SEM and
EDS. Each experimental parameter was repeated three times to ensure the accuracy and
reproducibility of the data.

2.3.3. Electrochemical Test

The corrosion resistance of materials was assessed using electrochemical methods, with
the potentiodynamic polarization curves of the high-entropy alloy (HEA) coatings being
recorded on a CS310 electrochemical workstation employing a standard three-electrode
configuration. Before testing, the surface of each sample was meticulously ground to a
2400-grit finish using SiC paper, standardizing the surface’s condition across all samples. In
the electrochemical cell, the test sample, a platinum sheet, and a saturated calomel electrode
(SCE) served as the working, counter, and reference electrodes. Once the open circuit
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potential (OCP) reached stabilization, the polarization measurements were conducted
within a potential range of —0.2 to 1.4 V at a scanning rate of 0.5 mV/s. The electrochemical
impedance spectroscopy (EIS) data were modeled using an equivalent circuit in Zview
software (Zview?2), with the resulting impedance values depicted on an isometric Nyquist
plot for visualization. Subsequently, potentiostatic polarization tests were performed in a
3.5 wt% NaCl solution for 1 h, utilizing distinct samples for each trial. All the tests were
conducted at 25 °C and repeated three times to confirm reproducibility.

3. Results and Discussion
3.1. XRD Analysis

Figure 2 illustrates the XRD test results of the CoCrFeMnNi HEA coating. The test
results show that the CoCrFeMnNi HEA coating consists of a single FCC solid solution
phase. For S55, the diffraction peaks mainly appeared at angles of 44.4°, 50.4°, 74.1° and
90°. Compared with S55, the diffraction peaks of S50 and S60 showed a tendency to shift to
lower angles and were concentrated at 44.4° with stronger diffraction peaks. These stronger
diffraction peaks may indicate that the crystals have a higher degree of orientation in this
direction [25]. Compared to S50 and S60, the grain orientation of S55 is more uniform.
Figure 2 exclusively shows a diffraction peak for S60 at 100°. This phenomenon could be
due to the elevated energy density promoting specific grain orientations. The increased
energy aids in surmounting nucleation barriers for certain crystal planes, enhancing their
growth and resulting in more pronounced diffraction peaks. Conversely, S55 and S50, with
their reduced energy density, display suboptimal crystal development. The energy density
significantly influences both the growth and orientation of crystals. Consequently, it shapes
the distinctive features observed in the XRD pattern.

FCC(111) — g5
———S§55
. i
=
= !
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1 FCC(200) - FeC(220) FCC@11y
E ? i S
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20 (°)
Figure 2. XRD patterns of S50, S55, and S60.

3.2. Properties Analysis
3.2.1. Hardness

Figure 3 shows the hardness measurements of the HEA coating in this study. The
results show that the hardness values of the coatings fluctuated between 180 HV and
220 HV. The coatings with different energy densities did not show significant differences in
microhardness. Specifically, the S50 coating showed the highest hardness with a stabilized
hardness value of about 210 HV. In the transition region between the coating and the
substrate, the hardness value fluctuated around 160 HV due to material intercalation. In
addition, a study by Zhang et al. [24] in the literature noted that the hardness of unpro-
cessed HEA coatings typically ranged from 150 to 190 HV, similar to the range of coating
hardness values in this study. Under conditions of reduced energy density, the cladding
layer potentially contains residual unmelted powder particles. The presence of these par-
ticles can enhance the hardness of the coating. As the energy density is incrementally
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increased, the temperature within the melt pool rises, promoting thorough powder melting.
Consequently, the diminished presence of unmelted particles results in a reduction in the
coating’s hardness. Further increments in energy density ensure complete powder melt-
ing, leading to microstructural refinement and the homogenization of elemental diffusion.
These effects collectively contribute to an increase in the hardness of the coating.

220

200

_.
s
)

Microhardness (Hv, ,)
=
o

—
bo
)

0 400 800 1200 1600 2000
Distance from surface (pum)

Figure 3. Microhardness of S50, 555, S60, and substate.

3.2.2. Wear Behavior

Figure 4a illustrates a plot of friction coefficient versus time for HEA coatings. The
plot reveals the dynamic change in the friction coefficient during the friction process. The
friction coefficient of the coating increases rapidly during the initial friction stage and
then gradually stabilizes. At the initial stage of friction, the process shows significant
instability due to the high surface roughness and adhesion [26]. For the duration of the
sliding progress, the protruding surface features gradually undergo smoothing, resulting in
a concomitant increase in the contact area. This phenomenon culminates in stabilizing the
friction coefficient for both the S55 and S60 coatings, effectively indicating that they have
reached a state of equilibrium [27,28]. The friction coefficient of the S50 coating, which is
the lowest overall among the three parameters, shows instability during the first 600 s of
the friction time. This instability may be related to localized fracture and the accumulation
of debris in the surface layer of the coating. In contrast, the coefficient of friction of the
560 coating was stable between 0.40 and 0.45, showing better friction resistance. Figure 4b
shows the specific wear rate of the coatings after 1200 s of rotational wear at a 50 N load.
There was not much difference in the specific wear rate of the three coatings. According
to Archard’s wear theory [29], microhardness positively correlates with wear resistance.
However, in this study, the S60 coating with intermediate microhardness exhibited the
lowest specific wear rate, possibly related to its special wear morphology. The coefficient of
friction curves and specific friction rate results show that the S60 coating exhibits the best
friction resistance.

Figure 5a—c show the friction wear topographies of the three coatings after rotational
wear under a 50 N load for 1200 s, which can be roughly analyzed for the wear mechanism
of the coatings. The 3D topographies of S50 show that there is a part of the bulge at
the bottom of the scratch (Figure 5(al)), and there is a uniform arrangement of extruded
material on both sides of the scratch, which suggests that the process of removing the
material is relatively stable [20,30]. A small number of surface cracks and abrasive chips
can be observed in the SEM image (Figure 5(a2)), and it is assumed that the wear mechanism
is slightly adhesive wear [27,31-33]. In contrast, S55 has a small number of grooves on the
wear surface, and the depth of scratches is larger than that of S50 and S60 in Figure 5(b1),
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which may be one of the reasons for its higher wear rate. In conjunction with Figure 5(b2),
some fine scratches can be found on the wear surface, which may be related to three-body
wear. Compared with Figure 5(a2), no obvious abrasive chips were found, but some
surface cracks were present, so it is presumed that the wear mechanism indicates abrasive
wear [32]. Obvious furrows [28] can be observed in the macroscopic morphology map of
560 (Figure 5(c1)), and they are extruded with uneven material on both sides of the furrows.
Obvious surface delamination and abrasive debris can be observed from its SEM image in
Figure 5(c2). It is presumed that there is material spalling and transferring during frictional
wear and there is adhesive wear [34,35]. The formation process of furrows extruded the
material, but the material was not completely detached, so its specific friction rate was
lower. Compared to S50 and S55, S60 showed clear delamination boundaries, indicating
oxidative wear on the coating. The wear mechanism can be determined by analyzing the
wear grooves and abrasive debris on the dyadic material by EDS point scanning. The
results of the correlation analysis are summarized in Table 3. The results show that the
high O content in the wear recesses indicates that oxidative wear plays a role in the wear
process [36]. The low C and Si content is due to the partial retention of SiC spheres on the
wear surface. In addition, the composition of the CoCrFeMnNi HEA coating detected on
the dyadic material suggests that slight adhesive wear may have occurred.
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Figure 4. (a) Friction coefficient-time graphs and (b) specific wear rate of coatings after friction and
wear under a load of 50 N.
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Figure 5. The 3D morphology of (a1) S50; (b1) S55; (c1) S60 and SEM images (az) S50; (b2) S55; and
(c2) S60 of wear scars tested under a load of 50 N.
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Table 3. Chemical composition of wear debris in various wear areas and dual materials under 50 N
(Wt%).

Elements (0] Fe Cr C Ni Co Mn Si
S50 24.3 19.8 14.2 4.2 12.8 12.1 12.2 0.4
225 14.6 12.1 8.0 11.3 10.6 11.3 9.6
S55 21.1 18.7 15.3 3.6 13.8 14.2 13.1 0.2
13.3 6.2 3.8 50.3 2.1 3.7 2.8 17.8
560 21.8 17.8 15.3 6.7 14.1 13.1 11.1 0.1
3.2 9.3 5.2 494 5.0 4.1 2.4 21.4

3.2.3. Electrochemical Corrosion

To investigate the corrosion resistance of CoCrFeMnNi HEA with different powers,
dynamic potentiodynamic polarization and electrochemical impedance spectroscopy (EIS)
tests were carried out in a 3.5 wt% NaCl solution. Figure 6 shows the electrochemical
analysis test plots of CoCrFeMnNi HEA coatings prepared by laser melting with different
powers. Figure 6a shows the dynamic polarization curves of the three CoCrFeMnNi
coatings. The corrosion potential (Ey+) and corrosion current density (icorr) on the y-axis
were determined by the intersection point using the Tafel extrapolation method, as shown
in Table 4. The corrosion rate (CR) was calculated from the potentiodynamic data as follows:

icorr X K X EW

o @

Corrosion Rate =

where K is a constant (3272 mm x amp~! x cm~! x year~!), EW is the equivalent weight
in grams/equivalent, A is the sample area (cm?), and p is the sample density [4,32,36,37].
The I.orr of S60 was reduced by an order of magnitude compared to the other two coatings.
From the viewpoint of corrosion kinetics and corrosion thermodynamics, S60 has a slow
corrosion rate, good corrosion resistance, and low corrosion tendency. Among the three
parameters, only S55 underwent significant passivation [38].

Table 4. Fitting parameters of potentiodynamic polarization curves.

Sample Ecorr (V) Teorr (A/cm?)
S50 —0.334 1.128 x 10~°
S55 —0.345 1.152 x 10~
S60 —0.334 9.953 x 107

Figure 6b shows the Bode plot, which demonstrates the variation in the impedance
modulus |Z| and phase angle with frequency. S60 has a broader phase angle plateau in
the mid-frequency band, indicating that S60 has better corrosion resistance. As shown in
Figure 6b, S60 has the largest impedance modulus in the low-frequency region, indicating
that this sample has a better charge transfer resistance [39]. As shown in Figure 6c, all
specimens exhibit similar pressed capacitance semicircle Nyquist plots, with the semicircle
radius indicating the charge transfer resistance, reflecting the difference in corrosion resis-
tance of CoCrFeMnNi HEAs with different microstructures. The corrosion resistance was
evaluated by comparing the magnitude of the impedance arcs in Figure 6¢. The higher the
arc impedance, the better the corrosion resistance; thus, Figure 6¢ verifies that S60 has better
corrosion resistance. The equivalent circuit used to fit the EIS data is shown in Figure 6d,
which consists of a resistor (RP) and a constant phase element (CPE) [9,40]. The former
is used to fit the polarization resistance of the working electrode, and the latter is used
to characterize the double-layer charge capacitance adsorbed on the sample surface. The
electrolyte resistance is noted as RS.
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Figure 6. Electrochemical test analysis of S50, S55, and S60: (a) potentiodynamic polarization curves;

(b) Bode diagram; (c) Nyquist diagram; and (d) equivalent circuit diagrams.

4. Conclusions

In summary, three different laser energy densities were used to laser-melt the CoCr-

FeMnNi HEA coatings on the surface of the Q235 substrate. The mechanical and electro-
chemical properties of the coatings as a function of energy density were elucidated by XRD
analysis, microhardness testing, friction and wear testing, and electrochemical testing.

The CoCrFeMnNi HEA coating consists of a single FCC phase with the strongest
peaks in the low-angle diffraction peaks, and the crystals are highly oriented in that
direction. The increase in energy density significantly affects the microhardness, with
a difference of 20 HV between the highest average hardness (S50, 210 HV) and the
lowest average hardness (555, 190 HV).

The lowest hardness, S50, also showed better friction performance, but its friction
process was unstable. Combining several indicators, S60 has the best friction resistance,
and its main wear mechanism is delamination wear. A decrease in energy density
enhances the hardness of the coating while decreasing the surface toughness, which
inhibits the adhesive wear of the HEA coating. S55 is mainly dominated by three-body
wear, and its specific friction rate is the highest. Oxidized wear generated by frictional
heat was prevalent in all three coatings.

In electrochemical tests, S60 had a slow corrosion rate, good corrosion resistance,
and low corrosion tendency. Among these three parameters, only S55 experienced
significant passivation.

Therefore, the selection of a reasonable energy density is essential to optimize the

mechanical properties of the coating. However, it is more important to understand the effect
of energy density variations on coating properties in order to select the appropriate process
parameters to suit specific application scenarios under different application requirements.
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