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Abstract: A plasma electrolytic oxidation (PEO) coating fabricated on AZ31 Mg alloy was sealed
with polymeric sealant. The sealant penetrated into the PEO coating and filled the micropores and
microcracks of the coating. The effect of the sealant treatment on the sliding wear behavior of the PEO
coating was investigated by systematically varying the axial wear loads applied onto the unsealed
and sealed PEO coatings. The results of the sliding wear tests revealed that the polymeric sealing
treatment enhanced the wear resistance of the Mg-based PEO coating by reducing the wear rate and
by improving the load-bearing capacity.
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1. Introduction

Mg and its alloys are extensively utilized in many fields due to its lightweight and out-
standing properties [1,2]. However, it has long been a concern to provide surface protection
for Mg and its alloys to prolong their service life since they are prone to wear and corro-
sion. Plasma electrolytic oxidation (PEO) has been used to improve thewear and corrosion
resistancesof the Mg, Al, Ti and other alloys [3—6]. The surfaces of the Mg-based PEO coat-
ings are mainly composed of Mg-based oxides and its compounds, which possess higher
hardness than the Mg alloy substrates.Micropores and microcracksare usually present in
the Mg-based PEO coatings, which limit their wear and corrosion resistances [7,8]. These
microdefects cannot be completely eliminated by optimizing the parameters of the PEO
process or the composition of electrolyte [9,10]. Therefore, various sealants and resultant
sealing treatments are employed to seal these microdefects (pores and cracks), resulting
in the improvement of the properties of the Mg-based PEO coatings. There are two kinds
of commonly used sealants, namely, organic and inorganic sealants. Organic sealants
include epoxy [11,12], polytetrafluoroethylene [13], epoxy-based organosilane [14], octode-
cylphosphate acid [15], and paraffin wax [16]. The inorganic sealants encompass silane [12],
phosphate, cerium and stannate-based salt solutions [15,17]. The sealing treatment process
involves brushing [16], soaking [13,15,17,18], sol-gel infusion [19], hydrothermal routes [20],
etc. Among the many methods, the polymeric sealing treatment is a simple, easy, low-cost
and effective post-coatingtreatment to seal the surface of the Mg-based PEO coatings, which
can significantly enhance their mechanical and corrosion properties [11,12,16]. However,
the research on the sealing of Mg—-PEO coatings were mainly focused on the improvement
of corrosion resistance of the coatings only [11-20], and very little attention was paid to
investigate its effect on wear properties [13]. A commercially available DIAMANT Dichtol
WEFT (1532) type sealant was chosen (main component: ketone), sinceit is a fast-curing
capillary sealer that can impregnate micropores and hairline cracks without the need for
vacuum or pressure. Hence, it is commonly applied onto thermal sprayed coatings, which
results in an excellent sealing effect [21]. Furthermore, the sealant-infiltrated and cured
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coating can provide exceptional chemical as well as temperature resistance. Therefore,
in this work, this sealant with ketone as the main component was used to seal the AZ31
Mg-PEO coating, having similar pores and cracks as that of the thermal sprayed coatings to
some extent. This investigation is mainly intended to explore the effect of sealing treatment
on the sliding wear behavior of the AZ31 Mg-PEO coating.

2. Experiment

AZ31 Mg alloyspecimens (wt%, A12.33, Zn 1.21, Mn 0.49, Si < 0.1, Fe < 0.005, Cu < 0.05,
Ni < 0.005, and Mg balance) were used as substrates. The specimens were mounted, leaving
an exposed area of 2 cm?. The working surfaces were ground and polished before PEO
treatment. The PEO coatings were formed in 12 g/L NaySiO3-9H,0 + 10 g/L (NaPOs)g +
1 g/L KOH + 30 mL/L glycerin solution, using a 15 kW pulsed power source (JCL-DL15,
Chengdu Golden Creation Technology Co. Ltd., Chengdu, China). During the PEO process,
a constant current setting (positive current: 0.4 A and negative current: 0.3 A) was used. The
anode was the specimen, and the cathode was a stainless-steel plate. The duty cycle and the
frequency were 20% and 2000 Hz, respectively, and the PEO treatment time was 4 min. The
PEO electrolytic solution and resultant electrical parameters used above can obtain excellent
corrosion resistance according to our previous work [10]. The fabricated PEO coatings
were sealed with a polymericsealant (Dichtol WFT Standard # 1532; Diamant Metallplastic
GmbH, Moénchengladbach, Germany). The sealant was continuously brushed onto the
PEO coatings surfaces for 5 min and then dried in the open air. In order to eliminate the
influence of the resin layer on the sliding wear process, the coating after sealing treatment
was ground on 1000 mesh and 1500 mesh sandpapers in order to ensure that the excess
resin layer on the surface of PEO film was completely removed. The crosssection of the
sealed PEO coating and the worn surfaces after wear tests were examined using a scanning
electron microscope (FEI Quanta 200 F SEM, Eindhoven, the Netherlands), equipped with
EDS.The dry sliding wear tests were performed using a ball-on-disk tribometer (HT-1000,
Lanzhou ZhongkeKaihua Technology Development Co., Ltd., Lanzhou, China). A 5 mm-
diameter Si3N, ball was used as a counter body. The sliding velocity was 0.1 m/s. A series
of loads (3N, 5N, 7N) were applied on the unsealed PEO coatings, and a series of loads (3N,
5N, 7N, 9N, 13N, 17N, 21N) were applied on the sealed PEO coatings.

3. Results and Discussion

The cross-sectional microstructure of the sealed PEO coating and the corresponding
EDS mapping are presented in Figure 1.

Magnesium Oxygen

Aluminium

Figure 1. (a) The cross-sectional SEM image of the sealed PEO coating; (b—f) EDS mapping.
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The Mg-based PEO coating fabricated in silicate electrolyte was mainly composed of
MgO and Mg,SiOy [8,10]. The darker areas in Figure 1a are the micropores and microc-
rackswhich originated from the PEO process, and these areas were mostly filled with the
sealant. The distribution of carbon reflects the distribution of sealant (Figure 1d). It can
be seen that the sealant efficaciouslypenetrated deep into the PEO coating, especially the
porous top layer. The volumeof the sealant at the top portion was much higher than that of
the bottom portion of the coating. This can be attributed to the distribution of the intrinsic
micro defects in the Mg-based PEO coating. There were open pores (arrows in Figure 1a)
in the top area of the coating, which served as the ingresses for the sealant. The sealant
penetratedthrough the open pores, filled the inter-connected micro defects, and solidified
within them, thereby sealing the PEO coating.

The coefficient of friction (COF) curves and cross-sectional profiles of the wear tracks
are presented in Figure 2.
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Figure 2. Coefficient of friction as a function of sliding time for (a,b) unsealed PEO coating;
(c,d) sealed PEO coating and (e) cross-sectional profiles of wear tracks.

The dashed vertical lines in Figure 2b,d indicate the points of failure of the coatings,
where the COFs decreased precipitously. When the applied load was at 3 N, the COF
of the sealed PEO coating was much lower, and the curve was less scattered than the
unsealed sample.
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The calculated volumetric wear rates and the average COF of the samples are listed
in Table 1.

Table 1. Wear rates and coefficient of friction of sealed and unsealed PEO coatings.

Samples Sliding Wear Rate (mm3/N-m) Coefficient of Friction
Sealed PEO coating at 3 N 9.26 x 10° 0.32 £ 0.03
Unsealed PEO coating at 3 N 3.43 x 107° 0.80 + 0.04
Sealed PEO coating at 5 N 1.39 x 1072 0.48 +0.11
Unsealed PEO coating at 5 N 520 x 10~* 0.69 = 0.16
Sealed PEO coating at 7 N 497 x 107° 0.58 + 0.16
Unsealed PEO coating at 7 N 1.34 x 1073 0.36 £0.12

The SEM images of the worn surfaces are shown in Figure 3.

There were numerous intrinsic pores on the surfaces of the unsealed samples, which
can be seen along with the wear tracks in Figure 3a,c. The polymeric sealant filled these
kinds of pores in the sealed coatings, leading to the formation of smoother wear surfaces on
them, compared to the unsealed samples. After a sliding distance of 720 m under 3 N load,
the wear track of the sealed sample was much smaller than the unsealed sample. A large
amount of sealant remnants can be found on the wear track as indicated by purple-colored
areas in the EDS mapping result displayed in Figure 3b. The sealant in the top layer of the
coating participated in the wear process, which effectively reduced the value of COF and
the formation of severe cracks. This can be attributed to the apparent lubrication effect of
the sealant, which was composed of polymer. The calculations showed that the sliding
wear rate of the sealed coating was reduced to nearly one fourth of the value of the unsealed
coating. When the applied load was increased to 5 N and 7 N, the unsealed PEO coatings
broke at ~16 min and 2 min durations, respectively. The pre-mature failure of the unsealed
coatings suggests that these coatings are ineffective for offering protection, even under
mild wear regimes. Especially under 7 N, the rapid failure of the coating indicated that the
load was much too high for the coating to bear, leading to the destructive delamination of
the coating. However, the sealed coatings survived a two-hour sliding wear process under
these loads. As shown in Figure 2¢, the COF was at a low level during the initial 30 min,
after which the COF steadily and slowly increased, and finally it stabilized between ~0.7
and ~0.65. The slow increase in the COF values corresponded well with the worn area
ranging from the top layer to bottom layer of the coating, which also correlated with the
gradational decrease in the volumetric distribution of the sealant. A very low quantity of
sealant was found when the depth of the wear track was ~15 pum, as seen in Figure 3d,
which indicated that the worn area was a sealant-starved bottom layer.

The survival time of the sealed coatings under further increase in axial loads (9, 10,
17 and 21 N) was also investigated. As presented in Figure 2d, when the load was higher,
the failure of the sealed coating occurred earlier. During the initial 10 min sliding time, the
wear track was not deep enough to reach the bottom layer; hence, the COF values of theses
samples were all between 0.25 and 0.35. After the sealant-rich top layer was worn off, the
COF values and wear rate went up. It is worth noting that under the highest axial load of
21 N, the survival time of the sealed coating was close to the unsealed sample tested under
aload of 7 N and longer than that of 5 N. The presence of the sealant significantly improved
the load-bearing capacity of the PEO coating during sliding wear. Without the support of
sealant, the porous brittle PEO coating was vulnerable to wear, especially under high loads.
The intrinsic micro defects in the PEO acted as the nucleation spots for the generation of
new cracks, which propagated under continuous impact of the counterbody [10,22]. This is
evidenced by the severely cracked wear morphology observed in Figure 3a. There were
splats surrounded by large-sized cracks on the wear track of the unsealed sample. If the
wear process was allowed to continue further, then these isolated splats would become
delaminated, similar to our observations made on thermal spray coatings [23,24].
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Figure 3. Wear morphologies of (a,c) unsealed PEO coatings and (b,d) sealed PEO coatings under
loads of 3 N and 5 N.

4. Conclusions

The polymeric sealant was able to successfully penetrateinto the PEO coating fabri-
cated on the AZ31 Mg alloy, and it filled the microdefects. The sealed PEO coating showed
a much lower volumetric wear rate than the unsealed PEO coating under low loads (3 and
5 N). While under relatively high loads, the unsealed PEO coating became delaminated
and could not provide wear protection for the Mg alloy substrate. The presence of the
sealant significantly improved the load-bearing capacity of the PEO coating during sliding
wear, and the sealed coating survived for an extended period of time (15 min) under an
extremely highload (21 N).
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