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Abstract: We investigate the influence of the NaOH to KF ratio in a silicate electrolyte on
the corrosion resistance and tribological properties of micro-arc oxidation (MAO) coatings
on a 6061 aluminum alloy. By optimizing the electrolyte composition, we achieved signif-
icant improvements in coating quality. The surface morphology and composition of the
coatings were characterized using scanning electron microscopy (SEM), energy dispersive
spectroscopy (EDS), and X-ray diffraction (XRD). Our findings reveal that the coatings
produced at a 2:1 NaOH/KF ratio exhibited superior corrosion resistance, with a corrosion
potential of −1.279 V, corrosion current density of 1.85 × 10−7 A·cm−2, and protective
resistance of 1.50 × 105 Ω·cm2. Additionally, the surface roughness and coating thickness
were measured at 0.68 µm and 8.04 µm, respectively, providing a robust foundation for
enhancing the anticorrosive and wear-resistant properties of 6061 aluminum alloy.

Keywords: micro-arc oxidation; 6061 aluminum alloy; corrosion resistance; tribological
properties; electrolyte optimization

1. Introduction
The 6061 aluminum alloy, a key member of the 6XXX series of wrought aluminum

alloys, is extensively employed in aerospace, automotive, and machinery manufacturing
due to its exceptional combination of properties. These include a low density (~2.7 g/cm3),
high specific strength (tensile strength of 124–290 MPa), and excellent corrosion resistance,
making it ideal for lightweight structural applications. Additionally, its good plasticity,
weldability, and machinability allow for versatile processing through casting, forging, and
extrusion while maintaining dimensional stability under mechanical loads. These attributes
make 6061 aluminum alloy a preferred material for components requiring high strength-
to-weight ratios and durability in demanding environments. Despite these advantages,
its inherent limitations in hardness and corrosion and wear resistance restrict its use in
high-performance engineering applications. Enhancing these properties is, therefore, of
substantial practical importance for broadening the application scope of this alloy [1,2].

Surface treatment technologies represent a viable strategy for improving the surface
characteristics of aluminum alloys. These include electroplating and chemical plating [3,4],
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organic and inorganic coatings [5,6], surface spraying [7], anodic oxidation [8], and micro-
arc oxidation (MAO) [9]. MAO technology, in particular, has gained prominence for its
ability to in situ grow ceramic-like oxide coatings on metal surfaces, thereby significantly
enhancing surface hardness and corrosion resistance. The technology is favored for its
ease of operation, simplicity of process, and environmental benefits, holding considerable
promise for upgrading the wear and corrosion resistance of aluminum alloy surfaces.

Several studies have highlighted the sensitivity of the MAO coating’s structure and
performance to various factors, including applied power mode, voltage and current, fre-
quency, duty cycle, oxidation time, and electrolyte composition and concentration [9–13].
Among these, electrolyte components stand out as a primary factor influencing the coating’s
organization, morphology, and performance, playing a crucial role in the deposition of
coating-forming substances onto the substrate surface.

NaOH is a prevalent pH adjuster in electrolyte solutions, the addition of NaOH not
only favors the continuous growth of coatings but also helps to increase the thickness of
the coatings. However, excessively high NaOH concentrations can lead to strong discharge,
compromising the densification of the outer layer. Qin et al. [14] demonstrated that, while
the rate of coating formation increases with NaOH concentration, an overabundance of
NaOH can result in a looser outer layer and reduced densification. The addition of fluorides,
such as NaF, KF, and K2TiF6 [15–17], to the electrolyte solution also significantly influences
coating quality, wear resistance, and corrosion resistance. For instance, Dong et al. [15]
found that incorporating KF into a silicate-based electrolyte enhanced coating growth rates
but also increased surface porosity. Wang et al. [18] reported that coatings prepared with
8 g/L sodium fluoride exhibited good corrosion resistance and consistent performance.
However, in many studies, alkaline phosphate and silicate electrolytes and some additives
such as KF, sodium hydroxide, and potassium hydroxide were used to obtain coatings.
However, most of the scholars studied the effect of one of the components of hydroxide
and fluoride on the micro-arc oxidized coatings, and few studies have been conducted on
the ratio of the hydroxide to fluoride concentration in the electrolyte [19–21].

This study aims to optimize the NaOH/KF ratio in the electrolyte to achieve complete,
uniform, and continuous coatings with smooth and flat surfaces. Additionally, it investi-
gates the influence of different NaOH/KF ratios on the corrosion resistance and tribological
properties of the coatings, providing a theoretical basis for selecting optimal electrolyte
ratios in micro-arc oxidation processes. The primary objective is to explore the effect of the
OH− to F− ion ratio on the properties of micro-arc oxidation coatings on 6061 aluminum
alloy, with the goal of enhancing coating performance in terms of corrosion resistance and
mechanical properties.

2. Experiment
2.1. Material Preparation

Experiments were conducted using extruded 6061 aluminum alloy as the substrate,
with the following main component mass fractions: Mg (0.8%–1.2%), Si (0.4%–0.8%), Fe
(0.7%), Cu (0.15%–0.4%), Mn (0.15%), Cr (0.25%), Zn (0.25%), Ti (0.15%), and the remainder
Al. Specimens measuring 20 mm × 15 mm × 3 mm were precision-cut using wire EDM
technology. A φ3 mm through-hole thread was machined at the top of each specimen for
secure fixation.

Prior to experimentation, the specimens were meticulously sanded with 400 #, 800 #,
and 1200 # sandpaper to achieve a smooth and level surface. During the setup, the anode
was affixed to the specimen with aluminum screws, while the cathode was attached to
a U-shaped stainless steel plate. The micro-arc oxidation (MAO) process was performed
using a 30 A MAO power supply in constant voltage mode, with a termination voltage of
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480 V, a frequency of 800 Hz, a duty cycle of 30%, and an oxidation duration of 15 min. A
water chiller cooling system was employed to maintain the electrolyte temperature at a
stable 20 ± 2 ◦C.

The reagents used in the experiment, including sodium silicate nonahydrate
(Na2SiO3·9H2O), sodium hydroxide (NaOH), potassium fluoride dihydrate (KF·2H2O),
sodium dihydrogen phosphate (NaH2PO4), and glycerol (C3H8O3), were all of AR grade
and purchased from Shantou Xilong Science Co., Ltd., Shantou, China. To investigate the
impact of NaOH/KF ratios on the MAO coating performance, five experimental groups
were established with ratios set at 0:1, 1:0, 1:1, 1:2, and 2:1, respectively. These exper-
imental protocols were designated as A01, A10, A11, A12, and A21 (refer to Table 1 for
detailed parameters).

Table 1. Electrolyte formulation under different scenarios.

Scheme Na2SiO3(g/L) NaH2PO4(g/L) C3H8O3(g/L) NaOH(g/L) KF·2H2O(g/L) NaOH/KF

A01 12 12 3 0 2 0:1
A10 12 12 3 2 0 1:0
A11 12 12 3 2 2 1:1
A12 12 12 3 2 4 1:2
A21 12 12 3 4 2 2:1

2.2. Characterization and Performance Testing of Coatings

The performance of the microarc oxidation (MAO) coatings on aluminum alloy sub-
strates was evaluated using a multifaceted approach involving both electrochemical and
physical characterization techniques.

Electrochemical characterization included dynamic potential polarization curves and
electrochemical impedance spectroscopy (EIS) measurements, which were conducted using
a CHI604E electrochemical workstation. A typical three-electrode system was employed,
with the specimen serving as the working electrode, a saturated calomel electrode as the
reference, and a platinum electrode as the auxiliary electrode. For EIS testing, the coatings
were immersed in a 3.5% NaCl solution for 30 min before performing the measurement
with an initial potential of the open-circuit potential. The frequency range was set from
10−2 Hz to 105 Hz, with an amplitude of 0.01 V. Kinetic potential polarization curves were
obtained post-immersion in the same corrosion solution, with a scanning potential range
from −2 V to 0 V and a scanning rate of 0.5 mV/s. The Zview 2 software was utilized for
EIS data fitting, while Tafel extrapolation was applied to determine the corrosion potential
(Ecorr) and corrosion current density (Icorr).

The coating thickness was measured using a Minitest 2500-thickness gauge (ElektroPhysik,
Cologne, Germany), with 20 random points recorded to calculate the average value. The
cleaned specimens were embedded in epoxy resin, sequentially ground with 400# and
2000# sandpaper, and polished. After drying, the specimens were gold-sputtered, and
the surface and cross-sectional morphologies of the coatings were examine+d using a
Phenom XL G2 scanning electron microscope (SEM, Funa Scientific Instruments (Shanghai),
Co., Ltd., Shanghai, China). Elemental analysis was performed using energy-dispersive
spectroscopy (EDS). Surface porosity, pore size, and pore number were quantified using
the Image-J software (version 1.54m).

The electrolyte pH was measured with a PHS-3C pH meter, and conductivity was
assessed using a DDS-307A conductivity meter (Changzhou Zhongjie Experimental In-
strument Co., Ltd., Changzhou, China). The microhardness of the coatings was evaluated
with an HVS-1000Z Vickershardness tester (Beijing Times Guangnan Testing Technology
Co., Ltd, Beijing, China), with 15 random measurements under a test force of 4.9 N and a
loading time of 10 s, to determine the average hardness.
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Tribological properties were investigated using an HT-1000 ball-disk high-temperature
friction and wear tester (Lanzhou Zhongke Kaihua Technology Development Co., Lanzhou,
China). The wear test involved an AISI 52100 steel ball (φ6 mm, Luoyang Zhisheng Special
Steel Ball Co., Ltd., Luoyang, China) as the friction partner, with a load of 2 N, a rotary
table speed of 200 r/min, a rotating radius of 5 mm, and a wear duration of 30 min.

3. Results and Discussion
3.1. Effects of Different Electrolyte Ratios on Current, Conductivity and pH Value

Figure 1 delineates the relationship between voltage, current, and oxidation time for
6061 aluminum alloy under varying electrolyte ratios. The data reveal that, under constant
voltage mode, the current for each specimen increases and subsequently decreases as
oxidation time elapses. This behavior is attributed to the sharp voltage increase during the
anodic oxidation stage, where the growing blocking effect of the passivation coating on
the current—continuously generated on the aluminum substrate surface—results in a peak
between 120 and 140 s before stabilization. The stabilization is further influenced by factors
such as electrolyte composition and concentration, voltage settings, electrolyte temperature,
the distance between the workpiece and the electrode, and the sealing conditions of the
electrolytic tank. Notably, the peak currents for the A12 and A21 schemes are higher
and comparably close, with the A21 scheme experiencing a more pronounced decline
post-peak, whereas the A12 scheme exhibited a milder decrease. In contrast, the A10

scheme exhibited the lowest peak current with minimal fluctuation, a trend related to the
electrolyte’s conductivity.
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Figure 1. Voltage–time and current–time curves with different schemes.

Figure 2 illustrates the changes in electrolyte conductivity and pH across different
experimental schemes. The analysis indicates that, in schemes A01, A11, and A21, where
KF concentration remains constant, both electrolyte conductivity and pH values rise with
increasing NaOH concentration due to the fact that NaOH can ionize Na+ and OH− com-
pletely in the water. Conversely, in schemes A10, A11, and A12, where NaOH concentration
is held fixed, KF concentration increases did not markedly influence the electrolyte’s pH,
yet conductivity rose with higher KF levels, which was attributed to the fact that KF could
ionize K+ and F−, but the hydrolysis of F− in water was weak, so the effect on pH was not
significant. This suggests that both NaOH and KF concentrations play a role in modulating
electrolyte conductivity and pH, with NaOH’s influence being more pronounced.
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The A21 scheme’s electrolyte demonstrated the highest conductivity, while the A01

scheme, lacking NaOH, exhibited the lowest. Correlating this with the peak current data
from Figure 1, it is evident that electrolyte conductivity significantly impacts current
changes during the micro-arc oxidation process. An increase in conductivity typically corre-
lates with an elevated peak current, highlighting the importance of electrolyte composition
in the MAO process.

3.2. Macroscopic Morphology of Micro-Arc Oxidized Layer

Figure 3 presents the macroscopic morphology of the 6061 aluminum alloy surface
post-micro-arc oxidation treatment across various process schemes. The findings indicate
that, under schemes A10, A11, and A21, the aluminum alloy surfaces were successfully
coated with complete, uniform, continuous, and smooth micro-arc oxidation coatings.
Conversely, the surfaces under schemes A01 and A12 exhibited noticeable white bumps and
a rough texture, significantly degrading the surface quality, which could be attributed to the
insufficient OH− and the unstable formation of passivation film leading to the decrease of
densification and increase of porosity, which, in turn, affected the quality and appearance
of the film layer.
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The electrolyte’s NaOH/KF ratio was found to profoundly influence the coating’s ap-
parent quality. Notably, when the KF concentration surpassed that of NaOH, the formation
of a high-quality coating on the sample surface was challenging. Given these observations,
further performance characterization was focused solely on the specimens treated with the
A10, A11, and A21 schemes, as they demonstrated the most promising coating quality.

3.3. Micro-Morphology of the Micro-Arc Oxidized Coatings

Figure 4 depicts the surface and cross-sectional micro-morphology of specimens A10,
A11, and A21 following micro-arc oxidation treatment. All samples exhibit a characteristic
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“crater” morphology, a result of the micro-arc oxidation process where the arc repeatedly
penetrates the oxide coatings, leading to gas discharge and the formation of microporous
structures. The molten oxide is then ejected through these micropores, coming into contact
with the electrolyte solution and rapidly solidifying, which contributes to the coating’s
accumulation and rough texture.
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Visible cracks on the coating surface are attributed to the rapid temperature rise in
localized areas during micro-arc oxidation, causing the melting of oxides on the aluminum
alloy surface. The differential thermal expansion coefficients between the aluminum alloy
matrix and the oxide coatings generate thermal stresses that are not evenly distributed.
When these thermal stresses exceed the coating’s tensile strength, cracks, and microcracks
form [22,23].

Comparing A10 with A11, we observe that the A coating, which includes KF, has a
reduced microporous aperture size. The number of large-diameter micropores decreases,
yet the coating’s thickness increases. This reduction in surface micropore size is related to
the breakdown phenomenon during the later stages of the micro-arc oxidation process. The
addition of KF to the electrolyte increases the amount of molten material deposited within
the coatings, which covers the surface micropores and reduces the number of large pores.

The microporous aperture at the “crater” surface of A21 is significantly reduced,
primarily due to the higher concentration of NaOH in the electrolyte, which enhances the
electrolyte’s conductivity as shown in Figure 2. This increased conductivity leads to a
more intense spark discharge during the micro-arc oxidation process, forming additional
discharge channels. Since the operating voltage remains constant, the discharge energy
does not increase substantially, resulting in a decrease in the gas produced per discharge
channel. Consequently, the pore size of the microporous holes is reduced.
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Table 2 presents the statistical data on the number and porosity of different pore sizes
on the surface of the coatings under various schemes. The analysis of this data reveals that
the A10 specimen had a surface porosity of 6.26%, with 26 micropores larger than 2 µm.
In contrast, the A11 specimen exhibited a lower surface porosity of 5.44%, a reduction of
approximately 13% compared to A10. This was accompanied by a decrease in large pores by
15 and a significant increase in medium (1–2 µm) and small (0–1 µm) pores by 46 and 488,
respectively. When comparing A11 with A21, the latter showed a surface porosity of 4.29%,
a 21% reduction compared to A11, with decreases in large, medium, and small pores by 1,
26, and 420, respectively. These findings suggest that the addition of KF and an increase in
the NaOH concentration both effectively reduce the surface porosity of the coatings.

Table 2. The number of different pore sizes and porosity on the surface of the coatings under
different schemes.

Samples Small Pore
(0~1 µm)

Medium Pore
(1~2 µm) Big Pore (>2 µm) Porosity/%

A10 1108 40 26 6.26
A11 1596 86 11 5.44
A21 1176 60 10 4.29

Figure 5 illustrates the thickness and surface roughness of the micro-arc oxidized
coatings under different process conditions. The data show that the surface roughness and
coating thickness follow the order: A21 > A11 > A10. Correlating this with Table 2, it can be
inferred that the addition of KF enhances the discharge effect during micro-arc oxidation,
leading to a higher number of discharge sparks and a faster growth rate of the coatings.
This results in more discharge channels and an increase in the number of micropores and
the thickness of the coatings. Increasing the NaOH concentration promotes the production
of coating-forming substances, further enhancing the growth rate of the coatings. The
presence of more coating-forming substances at the discharge channel mouths contributes
to the increased thickness of the coatings. Additionally, some substances with lower melting
points may flow back into the discharge channel, which could account for the reduced
porosity observed.
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Table 2 and Figure 5 indicate that the addition of KF and the increase in the NaOH
concentration in the electrolyte both play a role in reducing surface porosity and increasing
coating thickness, which is beneficial for enhancing the wear and corrosion resistance of
the coatings.
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3.4. Elemental Distribution and Phase Composition of Coatings
3.4.1. Elemental Composition

Figure 6 presents the results of energy dispersive spectroscopy (EDS) for the surface
elements of the A10, A11, and A21 coatings. The analysis reveals that the A10 coating is
primarily composed of Al, Si, O, P, and other elements. In contrast, after the addition of
KF in the A11 and A21 schemes, the coatings contain Al, Si, O, F, and P elements. The Al
element is derived from the aluminum alloy matrix, while O, F, and P are introduced from
the electrolyte. Si is primarily sourced from the electrolyte, with a minor contribution from
the matrix.
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Figure 7 displays the surface scanning spectra of the coating regions. It is evident that
the addition of KF leads to a reduction in Al content in the A11 coatings, with a concurrent
increase in Si and P content, and a slight increase in O content. In the A21 coatings, where
the NaOH concentration is increased, the Al content is reduced, and there is a significant
increase in the O and Si content, while the P and F contents remain largely unchanged.
These elemental distribution patterns suggest that KF addition facilitates the incorporation
of P, Si, and O from the electrolyte into the coatings, whereas the NaOH concentration
increase primarily affects the incorporation of Si and O elements.
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3.4.2. Physical Phase Analysis

To delve deeper into the physical phase constitution of the coatings, XRD analysis was
conducted. Figure 8 illustrates the XRD spectra for the A10, A11, and A21 coatings. The
spectral data reveal that these layers are predominantly composed of Al, α-Al2O3, γ-Al2O3,
mullite, AlF3, and additional phases. The Al phase is derived from the coating matrix. The
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emergence of the other phases is likely attributed to ionic interactions occurring within the
electrolyte. Hypothetical formation reactions for these phases might include the following:

Al − 3e− → Al3+ (1)

Al3+ + 3OH− → Al(OH)3 (2)

2Al(OH)3 → Al2O3 + 3H2O (3)

2Al3+ + 3SiO2−
3 → 3SiO2 + Al2O3 (4)

2SiO2 + 3Al2O3 → 3Al2O3·2SiO2 (5)

Al3+ + 3F− → AlF3 (6)

Al3+ + PO3−
4 → AlPO4 (7)

Al2O3 → γ− Al2O3 → α− Al2O3 (8)
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These observations suggest that the physical phase composition of the coatings is
profoundly influenced by the types and concentrations of cations and anions present in the
electrolyte. The presence of α-Al2O3 and mullite phases in the A11 and A21 coatings is likely
the result of reactions between the Si and F-elemental components of Al2O3 within the
electrolyte. The formation of the AlF3 phase can be attributed to the F− ions present in the
electrolyte, which underscores the pivotal role of electrolyte composition in determining the
physical phase composition of the coatings. These findings further confirm that the choice
and concentration of electrolyte components can significantly alter the coating’s properties,
highlighting the importance of electrolyte selection in the micro-arc oxidation process.

NaOH plays a dual role in the alumina formation reaction by supplying the necessary
O2− ions and regulating the solution’s pH and conductivity. Concurrently, the presence of
F− ions enhances the spark density during the reaction, increasing the number of discharge
channels within the coatings. This facilitates the entry of more anions into the layer to
participate in the reaction, thereby providing a wealth of coating-forming substances.

The XRD spectra in Figure 8 reveal the presence of both α-Al2O3 and γ-Al2O3 phases
in all coatings. When a high voltage is applied to the material surface, molten alumina is
ejected through the discharge channels and rapidly cools upon contact with the electrolyte,
leading to the formation of the γ-Al2O3 phase. During this process, numerous fine bubbles
are generated on the microporous surface of the discharge channels. As indicated in
reference [24], the unstable γ-Al2O3 phase tends to transform into the stable α-Al2O3

phase over time. The formation of α-Al2O3 not only densifies the ceramic coating but also
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enhances its hardness and corrosion resistance, as noted in reference [25]. Moreover, the
reaction environment promotes the formation of mullite.

The peak intensities in the XRD spectra of A10, A11, and A21 do not show significant
changes, suggesting that variations in the KF and NaOH concentrations in the electrolyte
do not markedly affect the content of the physical phases within the coatings. This is further
supported by the elemental analysis results shown in Figure 7.

3.5. Corrosion Resistance of Coatings in Neutral NaCl Media
3.5.1. Kinetic Potential Polarization Curves

Figure 9 presents the kinetic potential polarization curves for the substrate and the
coatings of various schemes, with the fitting results detailed in Table 3. The analysis reveals
that the corrosion current density (Jcorr) follows the order A21 > A10 > A11, from smallest to
largest. The corrosion potential of the micro-arc oxidation-treated specimens shifted positively
compared to the substrate, suggesting a reduced corrosion tendency for each coating.
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Table 3. Fitting results of dynamic potential polarization curves.

Samples Ecorr/V Jcorr/(A·cm−2) Rp/(Ω·cm2)

Substrate −1.558 6.68 × 10−4 118
A10 −1.446 1.32 × 10−6 3.28 × 103

A11 −1.413 1.30 × 10−4 406
A21 −1.279 1.85 × 10−7 1.50 × 105

Specifically, the Jcorr for the A10 and A11 schemes decreased by from 0 to 2 orders
of magnitude, while the A21 scheme experienced a reduction of 3 orders of magnitude
relative to the substrate. Additionally, the polarization resistance (Rp) for the three schemes
increased by from 0 to 3 orders of magnitude, indicating a significant enhancement in
corrosion resistance after micro-arc oxidation treatment. This change in current density
indicates a semi-passivation effect, i.e., corrosion products fill the pores and cracks within
the protective layer, which is similar to a previously reported study [26,27].

The A10 scheme, which lacked KF in the electrolyte, exhibited a small Jcorr. Despite the
thinness of the A10 coatings and the presence of microcracks, the layer’s dense composition
effectively blocked NaCl medium penetration, thereby enhancing electrochemical corrosion
resistance. In contrast, the A11 scheme, with KF addition, showed a slight increase in Jcorr.
Although the coating thickness of the A11 scheme increased, the higher surface porosity
and increased number of micropores (as detailed in Table 2) provided more pathways for
corrosive media infiltration, leading to a reduction in corrosion resistance.
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The A21 scheme, with an increased NaOH concentration, demonstrated the lowest
Jcorr and the highest Ecorr, which can be attributed to its lowest porosity and the fewer
micropores and macropores. This suggests that the coating with A21 possesses the highest
corrosion resistance in a neutral NaCl medium among the tested schemes.

3.5.2. Electrochemical Impedance Spectra

Figure 10 depicts the electrochemical impedance spectra of the 6061 aluminum alloy
substrate and the coatings produced under the A10, A11, and A21 schemes. Figure 11
illustrates the equivalent circuit model used to analyze the coatings, where Rs denotes the
solution resistance, R1 and CPE1 represent the resistance and capacitance of the external
sparse layer, respectively, and R2 and CPE2 represent the resistance and capacitance of the
internal dense layer, respectively. The fitting results for this model are provided in Table 4.
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The Nyquist plots in Figure 10 show that the impedance modulus and the capacitive
arc radius for the coatings of schemes A10, A11, and A21 are greater than those of the
substrate. This suggests that the micro-arc oxidized specimens offer improved resistance
to the penetration of the NaCl corrosive medium compared to the substrate, thereby
significantly enhancing the corrosion resistance in neutral NaCl solution.
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Table 4. EIS fitting results for different schemes of coatings.

Serial
Number Rα

s /Ω·cm2
CPE1

ne Rα
1 /Ω·cm2

CPE2
ne Rα

2 /Ω·cm2

Yb
0/Ω−1cm−2Sn Yb

0/Ω−1cm−2Sn

A10 44.51 4.69 × 10−7 0.92 22,166 6.31 × 10−7 0.83 10,371
A11 37.21 1.85 × 10−5 0.85 10,043 2.57 × 10−4 1.06 6314
A21 62.19 1.52 × 10−6 0.76 37,370 5.38 × 10−6 0.94 12,973

The fitting results in Table 4 reveal that the R2 values for the coatings of schemes A10,
A11, and A21 are lower than the R1 values. This indicates that the external sparse layer of
the coatings plays a pivotal role in determining its corrosion resistance. The relatively lower
resistance of the internal dense layer may be attributed to structural defects within this
layer, which facilitate the penetration of the corrosive medium and, consequently, reduce
the overall corrosion resistance of the coatings.

3.6. Friction and Wear Properties of Coatings

The abrasion resistance of the micro-arc oxidized coatings is influenced by several
factors, including the coefficient of friction, surface hardness, coating thickness, and poros-
ity [28,29]. The reduction of the friction coefficient and the increase in surface hardness are
crucial for enhancing the wear resistance of the coatings [30,31].

Figure 12 presents the friction coefficient, abrasion loss, and hardness of the coatings
under different schemes. Figure 12a indicates that the friction coefficient of the coatings
follows the order A21 > A11 > A10, from highest to lowest. Figure 12b shows that the
abrasion loss of the coatings is A11 > A10 > A21, while the hardness of the coatings is
A21 > A11 > A10, both in descending order.
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The A11 coating has a lower coefficient of friction compared to A10, which may be
attributed to its higher number of small pores on the surface and lower surface hardness.
These factors result in reduced frictional resistance during rubbing with the friction vice.
The lower coefficient of friction for A21 compared to A11 is primarily due to its higher
hardness and lower porosity, which reduce the wear area in contact with the friction partner.
Consequently, the abrasion loss of A21 is less than that of A11, possibly because of the denser
structure of the A21 coating, which is more effective at resisting wear.

Among the three schemes, the A21 coating exhibits the best wear resistance, followed
by A11 and then A10, highlighting the importance of both hardness and porosity in deter-
mining the wear properties of the coatings.

Figure 13 provides insights into the wear morphology of the coatings under different
programs. The analysis of the figure reveals several key points regarding the wear resistance
of the coatings:
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1. The A10 coating exhibits the largest wear track profile, with a mix of smooth areas and
wear areas, indicating a significant wear effect by the friction vice. Despite the large
wear track profile, the abrasion loss for A10 is lower than that of A11 due to its higher
porosity, which allows for some wear areas to be discontinuous.

2. The A11 coating, which includes KF, shows the most intense abrasion, with a high
number of smooth areas on the surface. The friction vice’s wear effect on this layer is
substantial, potentially due to the accumulation of debris in the coating’s depressions,
increasing the contact area and thus the wear area.

3. In contrast, the A21 coating has the smallest wear track profile, with the surface
primarily characterized by wear zones. The wear amount for A21 is reduced by 60%
compared to A11. While the porosity of A21 and A11 is similar, the higher surface
hardness of A21 and the smaller wear area contribute to its lower abrasion loss.
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The comprehensive analysis of the friction and coefficient of friction curves, abrasion
loss, surface wear morphology, and hardness suggests that the coatings under the A21

scheme possess the best wear resistance, followed by A11. The A10 scheme exhibits the
worst wear resistance, likely due to its lower surface hardness and higher porosity, which
make it more susceptible to wear.

4. Conclusions
(1) In the silicate electrolyte used for micro-arc oxidation on the surface of 6061 aluminum

alloy, NaOH and KF are crucial components for coating formation. NaOH aids in
the development of a passivation coating on the substrate’s surface and enhances
the solution’s conductivity, while KF intensifies the discharge effect, leading to a
higher growth rate of the coatings and an increased rate of coating-forming material
deposition. Meanwhile, the data show that adding KF and increasing the NaOH
concentration can effectively reduce the size of micropores and decrease the porosity
of the coating surface and that adding KF will significantly increase the number
of micropores.

(2) The formation of a high-quality micro-arc oxidized coating is dependent on the
NaOH/KF ratio in the electrolyte. A ratio of 0:1 or 1:2 prevents the formation of a
coating with good quality. However, ratios of 1:0, 1:1, and 2:1 result in coatings that
are complete, uniformly continuous, and smooth, suggesting that the KF content
should not exceed NaOH to achieve a high-quality coating. The abrasion resistance of
the micro-arc oxidized coatings is affected by the addition of KF. The A11 exhibits de-
creased abrasion resistance compared to the A10. Increasing the NaOH concentration
can mitigate the negative impact of KF on the coating’s abrasion resistance. The A21

demonstrates the best overall performance in terms of abrasion resistance, hardness,
and wear amount.

(3) The corrosion resistance of the micro-arc oxidized coatings in a neutral NaCl solu-
tion is markedly improved compared to the 6061 aluminum alloy substrate. A21

shows the highest corrosion resistance among the tested schemes. Electrochemical
impedance spectra analysis reveals that the micro-arc oxidized coatings possess a
higher impedance modulus and capacitive arc radius than the substrate, signifying a
superior resistance to the penetration of the NaCl corrosive medium. The fitting results
indicate that the external sparse layer of the coatings is a key factor in determining its
corrosion resistance.

In summary, the optimal conditions for the micro-arc oxidation process 6061 aluminum
alloy involve a balanced NaOH/KF ratio, which not only affects the coating formation
process but also the resulting coating’s mechanical and corrosion properties. The A21

solution, with a NaOH/KF ratio of 2:1, emerges as the most effective in producing a coating
with excellent wear and corrosion resistance.
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