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Abstract: The influence of 5iO, particles on the microstructure, phase composition, corrosion and
wear performance of plasma electrolytic oxidation (PEO) coatings on AM50 Mg was investigated.
Different treatment durations were applied to fabricate coatings in an alkaline, phosphate-based
electrolyte (1 g/L KOH + 20 g/L NagPOy + 5 g/L SiO,), aiming to control the incorporated amount of
5i0; particles in the layer. It was found that the uptake of particles was accompanied by the coating
growth at the initial stage, while the particle content remained unchanged at the final stage, which is
dissimilar to the evolution of the coating thickness. The incorporation mode of the particles and
phase composition of the layer was not affected by the treatment duration under the voltage-control
regime. The corrosion performance of the coating mainly depends on the barrier property of the
inner layer, while wear resistance primarily relies on the coating thickness.

Keywords: magnesium; plasma electrolytic oxidation; SiO, particle; corrosion resistance;
wear resistance

1. Introduction

Inferior corrosion and wear resistance are the main issues that restrict the wide range of
applications of Mg and its alloys [1-4]. Plasma electrolytic oxidation (PEO) is one of the promising
surface treatment processes derived from conventional anodizing to produce ceramic-like coatings on
light alloys (Al, Mg and Ti) with enhanced anti-corrosion properties, wear resistance and biological
compatibility [5-8]. In the case of Mg alloys, aqueous alkaline electrolytes are usually used during the
PEO process and coatings are formed by the localized dielectric breakdown of the oxide film at high
voltage [9-11]. The microstructure, phase composition and properties of the coating primarily depend
on the electrolyte components and applied electrical parameters [12-14]. Particularly, energy input is
the main driving force when producing a coating and plays an important role in the coating formation
process. The current-control and voltage-control modes are generally applied to fabricate coatings
under pulsed DC, AC or bipolar regimes [15-17].

Recently, solid particles (SiC, TiO,, AlyO3, ZrO;, etc.) have been introduced into PEO electrolyte to
provide a wider range of phase compositions and new functionalities for PEO-coated Mg alloys [18-25].
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It was found that the uptake and incorporation of the particles were significantly influenced by
electrical parameters, such as the voltage/current density, frequency and duty cycle, leading to a
modified coating microstructure, phase composition and properties [26-30]. Lin et al. [31] investigated
the effects of voltage and oxidation duration on the corrosion properties of PEO coating using
HA (hydroxyapatite)-containing electrolyte. It was proposed that higher voltage facilitates the
incorporation of HA particles into the coating and enhances the corrosion resistance of the layer.
However, a longer treatment duration induces more defects in the coating, which can act as a rapid
route for the penetration of corrosive ions. Our previous work demonstrated that a lower frequency
and higher duty ratio generates large-sized pores, leading to the uptake of more particles into the
coating. Moreover, it is assumed that the pulse-on duration of each pulse is more important than
the pulse-off duration for particle uptake during PEO processing [32]. To date, there have only been
a limited number of reports on the effect of treatment duration on PEO coatings with addition of
particles under a voltage-control regime. In the present work, the influence of SiO; particles on the
microstructure, phase composition and properties of the coating was investigated to elucidate the
optimized processing parameters to improve the coating properties.

2. Materials and Methods

Specimens of AM50 Mg alloy with dimensions of 15 mm X 15 mm X 4 mm were cut from
gravity cast ingot material. The chemical composition of AM50 alloy as identified by an Arc Spark
OES (Spark analyser M9, Spectro Analytical Instruments GmbH, Kleve, Germany) is 4.74 wt % Al,
0.383 wt % Mn, 0.065 wt % Zn, 0.063 wt %, Si, 0.002 wt % Fe, 0.002 wt % Cu and Mg balance.
The specimens were ground using SiC abrasive papers up to 1200 grit, rinsed with ethanol and
then air-dried prior to PEO treatment.

The PEO process was performed using a lab-produced pulsing unit in combination with a
commercial power supply (PS 8000 2U, Elektro-Automatik, Viersen, Germany). The frequency was
250 Hz and the duty ratio were 10%. The specimen and a stainless steel tube were used as the
anode and cathode, respectively. A total of 5 g/L of micro-sized SiO, particles were added to a
phosphate-based electrolyte (20 g/L Na3PO4 and 1 g/L KOH). PEO coatings were produced under
a constant voltage regime (450 V) for different treatment durations (1, 3, 5, 10, 20, 30 and 60 min).
A stirrer and bubbling generator were used to facilitate the uniform distribution of the particles in the
electrolyte. The temperature of the electrolyte was maintained at 20 £ 2 °C by a water cooling system.

A scanning electron microscope (SEM, TESCAN Vega3 SB, TESCAN, Brno, Czech Republic)
combined with an energy dispersive spectrometer (EDS) system was used to examine the surface
morphology, composition and microstructure of the PEO coatings. An acceleration voltage of 15 kV
was applied for SEM and EDS investigations. The phase composition analysis was done with a Bruker
X-ray diffractometer (XRD, Bruker, Billerica, MA, USA) using Cu K« radiation. The dry sliding wear
behavior of the PEO coatings was assessed using a Tribotec ball-on-disc oscillating tribometer (Tribotec,
Brno, Czech Republic) with an AISI 52100 steel ball of 6 mm diameter as the static friction partner.
The wear tests were performed under ambient conditions (25 £ 2 °C and 30% relative humidity) under
a 5 N load with an oscillating amplitude of 10 mm at a sliding velocity of 5 mm s~ !, for a sliding
distance of 12 m.

The corrosion behavior of the PEO coatings was assessed by electrochemical impedance
spectroscopy (EIS) tests using an ACM Gill AC computer-controlled potentiostat (ACM Instruments,
Cumbria, UK). A typical three-electrode cell with a saturated Ag/AgCl electrode as the reference
electrode, a platinum mesh as the counter electrode and a coated specimen as the working electrode
(0.5 cm? exposed area) was used. EIS studies were performed at open circuit potential (OCP) with an
AC amplitude of 10 mV RMS (root mean square) sinusoidal perturbations over the frequency range
from 30 kHz to 0.01 Hz. The measurements were taken at 0 (after 5 min immersion), 1, 3, 6, 12, 24,
48 and 72 h immersion time.
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3. Results and Discussion

3.1. Microstructure

The effect of the treatment duration on the surface morphology of the PEO coatings is shown in
Figure 1. It is evident that the number, size and distribution of the open pores is mainly related to the
treatment duration. At the very beginning (1 min), few open pores appear in localized areas on the
coating surface, indicating that the growth of the layer is inhomogeneous at the initial stage. A larger
number of large-sized pores can be observed on the coating surface with a prolonged treatment
duration (3 and 5 min). The specimen coated for 20 min revealed a much higher pore density with
large-sized and uniformly distributed pores. It is also worth noting that the pore morphology on
the coating surface remained unchanged after oxidation for 1 h. Moreover, apparent protrusions in
the vicinity of large-sized pores indicate re-deposition of melted coating materials after the localized
dielectric breakdown of the layer.

--

Figure 1. Backscattered electron images of surface morphology of plasma electrolytic oxidation (PEO)
coatings produced after different treatment durations: (a) 1 min; (b) 3 min; (c) 5 min; (d) 20 min; (e) 60 min.

Backscattered electron images of the cross-section of the coatings are shown in Figure 2.
The coatings are composed of two layers, an outer porous layer and an inner barrier layer, between
which a characteristic pore band for PEO coatings produced from phosphate-based electrolyte is
clearly observed [33]. A longer treatment duration is likely to generate more defects in the inner layer,
specifically for the coating treated for 60 min. The cross-section of the 1 min-treated PEO coating was
very inhomogeneous and characterized by varied thicknesses in different regions, which is in good
agreement with the pore morphology on the coating surface. The thickness of the coating increases
with the treatment duration. Moreover, the coating thickness measured by SEM observation is well
corroborated with the measurements from the eddy current probe (Figure 3). The growth of the PEO
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coatings exhibited significant variance during different stages. For example, the coatings grew at a
rate of approximately 8 um/min in the initial 5 min. However, the growth of the coatings slowed
down to around 0.2 pm/min after reaching a certain thickness (40 um). This can be ascribed to the low
current density at the final stage of the voltage-control regime. A thick layer is harder to grow when
the applied voltage remains unchanged [34,35]. As for the defects and open pores, they are slightly
affected by the treatment duration and coating thickness.

“outer layer
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v - 7
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Figure 2. Backscattered electron images with a cross-sectional morphology of the plasma electrolytic
oxidation (PEO) coatings produced after different treatment durations: (a) 1 min; (b) 3 min; (c) 5 min;

(d) 20 min; (e) 60 min.
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Figure 3. Thickness of the coatings treated for 1, 3, 5, 10, 20, 30 and 60 min.

3.2. Phase and Chemical Composition

The X-ray diffraction patterns of the coatings are shown in Figure 4. The appearance of Mg peaks
is ascribed to the penetration of the X-ray through the entire coating. SiO, particles can be found in all
the coatings except the one treated for 1 min, indicating that the micro-sized particles have been inertly
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incorporated into the layer and the coating treated for a short duration might be too thin to preserve
the particles. Particularly, the coatings treated for 20 min and 1 h are composed of an amorphous
phase in the 26 range of 20-30°, possibly based on phosphorus-containing phases, which is consistent
with our previous investigations [19]. EDS analysis was performed on the surface of all the coatings
and the Si content is depicted in Figure 5, showing particle uptake during the coating growth process.
It was found that the amount of the incorporated particles increased rapidly within the first 5 min,
then stayed at the same level (6.3 at.%) in the later stage. It is worth noting that the evolution of the
particle content on the coating surface is somehow dissimilar to that of the coating thickness at the final
stage. The layer grew slowly outwards after a certain treatment duration, while the particle content
remained unchanged in the meantime. This can be ascribed to the fact that the uptake of particles is
primarily related to the characteristics of the discharges and pore morphology on the coating surface,
which remain almost unchanged at the final stage under a constant voltage mode.
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Figure 4. XRD patterns of the coatings treated for 1, 3, 5, 20 and 60 min.
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Figure 5. Si content of the coatings treated for 1, 3, 5, 10, 20, 30 and 60 min.
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3.3. Corrosion Behavior

The degradation behavior of the coatings in 0.5 wt % NaCl solution was examined by EIS
measurements. The Bode plots of the EIS spectra for PEO coatings obtained after different treatment
durations are presented in Figure 6. Two well-defined time constants can be distinguished in all
Bode plots at low and high frequencies, except for the coating treated for 1 min. It should be noted
that this measurement was done after immersion for 5 min when the open circuit potential (OCP) of
the coating was relatively stable. For the specimen treated for 1 min, the coating was too thin and
inhomogeneous to prevent the substrate from corrosion. However, the aggressive ions could not fill
the open pores and reach the substrate in the case of thick coatings. Therefore, the time constant at
high frequency (10* Hz) can be assigned to the outer layer, while the time constant at lower frequencies
(10 Hz) can be assigned to the compact inner layer. Signs of an additional time constant in the low
frequency range appear after 1-h immersion. This is ascribed to the initiation of the corrosion process
at the metal/electrolyte interface. The time constant at high frequencies disappeared with a prolonged
immersion time, indicating that the outer layer is fully penetrated by the electrolyte.
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Figure 6. Electrochemical impedance behavior (bode plots) of the PEO coatings produced after different
treatment durations: (a) 1 min; (b) 3 min; (c) 5 min; (d) 20 min; (e) 60 min.

The impedance at the lowest frequency (0.01 Hz) is used to roughly estimate the total corrosion
resistance of different systems (Figure 7) to manifest the influence of treatment duration on the
corrosion behavior of the PEO coatings. As expected, the coating treated for 1 min exhibited the
lowest corrosion resistance and fastest degradation of all the coatings. The coating treated for 20 min
showed the highest corrosion resistance, while the thickest coating (oxidized for 60 min) demonstrated
relatively inferior property. The corrosion resistance of the coating treated for 3, 5 and 20 min was
quite different, while the Si content on the coating surface was nearly the same. Therefore, the presence
of the particles had a slight influence on the corrosion resistance of the PEO coating. The corrosion
performance and degradation behavior of the PEO coating are mainly related to the coating thickness
and barrier property of the inner layer, while the latter is more critical for the corrosion performance.
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Figure 7. The change of |1Z1; = 0.01 Hz of the PEO coatings produced after different treatment
durations (1 min, 3 min, 5 min, 20 min, and 60 min) as a function of immersion time.
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3.4. Tribological Performance

The evolution of the friction coefficient determined for the respective coatings is shown in Figure 8.
In the first 3 m of sliding, the friction coefficient rose rapidly to 0.76 for the coating treated for 3 min,
followed by large fluctuations in the range of 0.42-0.75, indicating the failure of the coating and
exposure of the Mg substrate. A similar behavior can be observed for the coating treated for 5 min.
In the case of the coatings treated for a longer duration, the friction coefficient was relatively low,
without severe fluctuation during the entire wear test.

‘"" W il umm
E " _ ——3 min
f —— 5 min
0.2 | —— 20 min

: ——1h

Distance/m

Figure 8. The evolution of the friction coefficient of the PEO coatings anodized for different durations
in the dry sliding test.

The wear tracks of the coatings after the dry sliding wear test are shown in Figure 9. The wear
tracks of the coating treated for 3 and 5 min (Figure 9a,b) are broad and deep, where many grooves,
parallel scratches and oxidized regions are visible. This indicates that the thin coatings are completely
removed, corresponding to the recorded friction coefficient profile (Figure 8). On the contrary, the wear
track of the coatings treated for a longer treatment duration (20 min and 1 h) are still intact and
compact, which is consistent with the EDS analysis of the wear tracks (Table 1). The enhanced
tribological performance can be ascribed to the thick layer with inertly incorporated SiO; particles on
the coating surface.

(a)

Figure 9. Surface morphology of the corresponding counterparts (steel ball) after wear test:
PEO coatings treated for (a) 3 min, (b) 5 min, (c) 20 min, and (d) 60 min.
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Table 1. Elemental composition (at.%) of the wear tracks in Figure 9.

Coating (0] Na Mg Al P Si
PEO (3 min) 8 - 905 05 1 -
PEO (5 min) 10 - 85 05 1 -

PEO (20 min) 60 45 19 1 9 6.5
PEO (60 min) 59 5 20 1 9 6

4. Conclusions

The amount of particles increased significantly in the initial stage of coating growth, while it
remained unchanged in the final stage under a constant voltage regime, which is dissimilar to the
evolution of the coating thickness.

The corrosion performance and wear performance of the coating is primarily related to the coating
thickness and barrier property of the inner layer. Of these, the corrosion resistance of the coating
mainly depended on the barrier property of the inner layer, while the wear resistance primarily
relied on the coating thickness.

The addition of SiO, particles can greatly enhance the wear resistance of the PEO coating.
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