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Abstract: The application of magnesium alloys in the 3C industry requires the coexistence of excellent
corrosion resistance and good electrical conductivity. In this work, a conductive and corrosion-
resistant phosphate conversion coating (PCC) on AZ91D magnesium alloy was investigated. The
effects of strong oxidant (KMnQO;,), additive (NayMoQOy), surface-active agent (OP-10) and their
content in phosphating bath on PCCs were studied, and the mechanism of action of strong oxidant
was analyzed. The results showed that the optimum content for KmnOy,, NayMoO,4 and OP-10 in
phosphating bath was 3.0 g/L, 1.5 g/L and 1.0 g/L. The PCC formed at the phosphating bath at the
optimum condition was completely covered, the coating on « phases had a bilayer structure and the
f phases were protruded. The electrical contact resistance (ECR) of the PCC was as low as 4.91 ),
the Ecorr positively shifted about 27 mV, and the icorr reduced significantly. The presence of KMnOy
inhibited the formation of phosphate crystals and made the 3 phases protrude from the surface to
form conductive spots, which improved the conductivity of PCCs.

Keywords: phosphate conversion coating; magnesium alloy; strong oxidant; corrosion resistance;
electrical conductivity

1. Introduction

Magnesium alloys are the lightest engineering materials [1], which have promising applica-
tions in aerospace, military defense, biomedicine, transportation and the 3C industry [2-10] due
to their excellent properties such as low density, high mechanical strength, high thermal conduc-
tivity and good electromagnetic compatibility [11]. Unfortunately, the poor corrosion resistance
of magnesium alloys is still the biggest challenge of expanding their application range [12].
Surface treatment technology is an effective means to improve the corrosion resistance of mag-
nesium alloys. Thus, the surface treatment technologies for magnesium alloys including anodic
oxidation, micro-arc oxidation, organic coating, electroplating, chemical plating and chemical
conversion treatment have experienced rapid development in the past decades [13-17]. As
the applications of magnesium alloys in the 3C industry gradually expanded, in order to meet
the requirements such as electromagnetic compatibility and electrostatic release, it is necessary
to develop a surface treatment technology which can provide a coating with both excellent
corrosion resistance and good electrical conductivity.

Chemical conversion treatment has gained widespread interest due to its low cost and
simplicity of operation [18]. However, the chemical conversion coatings of magnesium
alloys are usually composed of oxides and insoluble salts, which leads to the lack of
conductivity of the coating itself [19]. Considering that the electrical contact resistance
(ECR) is determined by the electrical conductivity of the material [20], and the charge
transfer resistance (R¢) related to corrosion resistance is the resistance of metal atoms to
lose electrons and become cations during the electrochemical reaction [21], the two are
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irrelevant. Therefore, it is feasible to prepare conversion coatings with high corrosion
resistance and low electrical contact resistance.

A few studies on the chemical conversion coatings with high corrosion resistance and
low electrical contact resistance have been reported. Jian et al. [22] developed a permanganate
conversion coating with a thickness of only 230 nm on AZ31 magnesium alloy; this coating
has sufficient conductivity to ensure the magnetic shielding performance of AZ31 due to
its low thickness. Duan et al. [23] proposed a design idea of a chemical conversion coating
with high corrosion resistance and low ECR on AZ91D magnesium alloy, which was to
make (3-Mgj7Alj; phase protrude from the surface as a conductive spot by using the micro-
galvanic effect between different phases and adding VO3~ as a strong oxidant to conversion
solution to inhibit the deposition of coating on it. Zhou et al. [24] studied the phosphate
conversion coatings (PCCs) with low electrical contact resistance on sand-cast and die-cast
AZ91D magnesium alloy, and found that the PCCs of die-cast exhibit lower ECR and better
corrosion resistance, which is attributed to the intensified micro-galvanic effect between
different phases through the grain refinement of the die-cast alloy.

The main function of the phosphate conversion coatings is to improve the corrosion resis-
tance of magnesium alloy. However, the current studies on conductive and corrosion-resistant
PCCs mainly focus on how to improve their conductivity, and ignore the corrosion resistance.
Therefore, the aim of this study is to prepare PCCs with low ECR and high corrosion resistance
on AZ91D magnesium alloy. The pretreatment before phosphating was screened. The effects of
strong oxidant (KMnQOy), additive (Na;MoOQy), surface-active agent (OP-10) and their content in
phosphating bath on PCCs were studied, and the mechanism of action of strong oxidant was
analyzed by electrochemical measurement and scanning electron microscopy (SEM).

2. Materials and Methods
2.1. Sample Preparation

An AZ91D magnesium alloy was used as the substrate material; the content is shown
in Table 1. After cutting into a dimension of 30 x 30 x 5 mm and mechanical polishing
with up to 2000 grit SiC paper, plate samples were treated in different pretreatments as
shown in Table 2 [25-27]. A phosphating bath containing 35 g/L Ca(NO3),-4H,0, 20 g/L
NaH;POy4-2H,0, 1~5 g/L KMnOQy, 0.5~2.5 g/L Na;MoO4-2H,0, 0.5~2.5 g/L OP-10 was
used to treat the samples after pretreatments, and the process conditions were as follows:
phosphating temperature 55 °C, reaction time 10 min, pH 3.0 (regulated with phosphoric
acid). After being taken out of the bath, the samples were thoroughly washed using running
deionized water, and then dried with cold air for subsequent tests.

Table 1. Elemental composition and content of AZ91D magnesium alloy (wt.%).

Element Al Zn Mn Si Cu Ni Fe Mg
Content 9.1 0.84 0.23 0.01 0.02 0.0021 0.005 Margin

Table 2. Formula and operating condition of pretreatment [25-27].

Sample Number Formula and Operating Condition
3 wt.% HySO4
No. 1 25°C,10's
3 wt.% HNO;
No.2 25°C,10's
No. 3 Na3PO4-12H,0 10 g/L 5 wt.% HCl
’ NaOH 50 g/L 25°C,10s
No. 4 70 °C, 10 min 30 wt.% H;PO,
' 25°C,30s
H3PO4 20 g/L
No. 5 NazPO4-12H,0 12 g/L
25°C,30s

No. 6 Sonication cleanout in acetone for 5 min
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2.2. Surface Characterization

The appearances and surface morphologies of the phosphate coatings were observed
using a digital camera (Sony ZV-1F, Shenzhen, China) and a scanning electron microscope
(SEM, TESCAN MIRA3, Brno, Czech Republic), and the chemical compositions were
identified using an energy dispersive spectroscopy (EDS, Oxford Instruments X-Max,
Oxford, UK).

2.3. Electrical Contact Resistance (ECR) Measurement

The ECR measurement was analyzed with an ohmmeter, two probes were placed
vertically on the sample with a distance of 1 cm, and a load of 120 g was applied. The
arithmetic average of the measured results in three different areas of the sample was taken
as the final test result.

2.4. Corrosion Tests

The time of CuSOy pitting corrosion test of the coating was carried out dropping a
drop of 3 wt.% CuSOy solution on a 1 cm? area of the sample and recording the time when
the droplet changed from blue to black. The arithmetic average of the test results in three
different areas of the sample was taken as the final test result.

The potentiodynamic polarization (PDP) and electrochemical impedance spectroscopy
(EIS) curves were measured using an electrochemical workstation (CH Instruments Ins
CHI660E) in 3.5 wt.% NaCl solution at room temperature. A three-electrode cell was used,
with the sample as the working electrode (with 1.0 cm? exposed area), a platinum electrode
as the counter electrode, and a saturated calomel electrode (SCE, +0.242 V vs. SHE) as
the reference electrode. Before the test, the sample was immersed in the test solution for
about 30 min to stabilize the open circuit potential (OCP). The scanning rate of PDP tests
was 5 mV/s, and the scanning range was OCP =+ 0.5 V. The EIS tests were conducted at
OCP values, and the scanning frequency range was from 10 mHz to 100 kHz. The data for
the PDP and EIS curves were analyzed using tafel extrapolation and ZSimpWin software
(ZSimpWin 3.60, http:/ /www.echemsw.com/), respectively.

The immersion test was performed in 3.5 wt.% NaCl solution at room temperature.
The appearances of samples were imaged every 12 h.

Each test was repeated at least three times to ensure reproducibility.

3. Results and Discussion
3.1. Effect of Pretreatment

Due to the strong chemical activity of magnesium alloys [28], the pretreatment before
phosphating has a great influence on the phosphate coatings prepared later. Figure 1 shows
the appearance of the samples after pretreatment and phosphating, the results of CuSO4
pitting corrosion test and ECR measurement are shown in Figure 2. It is seen that the PCC
with good corrosion resistance tend to have poor electrical conductivity. The coatings on
sample No. 1, 2 and 3 are incomplete and heterogenous, with low ECR and poor corrosion
resistance. The coatings on sample No. 4, 5 and 6 are compact and integral and have good
corrosion resistance, but the electrical conductivity of No. 4 and 5 is poor. Therefore, process
No. 6, which has both excellent corrosion resistance and good electrical conductivity, is
selected as the pretreatment for the phosphate conversion coatings preparation.
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Figure 1. Appearance of samples treated with pretreatment and phosphating (a—e: samples after No.
1-No. 5 pretreatment; f: sample No. 6 only ultrasonic cleaned by acetone; g-1: sample No. 1-No. 6

after phosphating).
60 30
Il CusO, pitting time
s EMECR 425
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Figure 2. Curves of CuSOy pitting time and ECR of PCCs prepared by different pretreatments.

3.2. Effect of Strong Oxidant

In the present study, KMnOy is applied as the component of strong oxidant in the
studied phosphating bath. Figure 3 presents the surface morphologies of samples treated in
phosphating bath with KMnQOy, and the chemical compositions are shown in Table 3. It is
seen from Figure 3b that the coating has a “riverbed” appearance, and numerous irregular
bright spots can be seen on the surface. These bright spots are obviously raised, and clear
grinding scratches can be seen on the surface, indicating that the coatings on them are
very thin, or even that no coatings exist, as shown in Figure 3b. Combined with Table 3,
the percentage of Al atoms in bright spots is much higher than that in the surrounding
areas, and no Ca and P are detected, indicating that these areas are 3-Mg;7Al;, phase, it
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is speculated that there is an extremely thin coating composed of Mg, Al and O on the
surface, and the surrounding region is x-Mg phase, the main components of the upper
coating are phosphates of Ca and Mg and oxides of Mg, Al and Mn. According to previous
investigations [29], the action mechanism of KMnOj is speculated as follows:

MnO;~ +4H" + 3e~ —MnO, + 2H,O )
Mg + HO — 2e~ —MgO + 2H* ()
2Al + 3H,O — 6e~ —AlL,O3 + 6H" 3)

SEM MAG: 500 x Det: SE VEGA3 TESCA!
View fleld: 554 ym WD: 28.10 mm 100 pym View field: 138 pm WD: 28.36 mm 20 pm

Figure 3. Surface morphologies of PCC with KMnOjy (a: x500; b: x2000).

Table 3. Chemical composition of PCC with KMnOy by EDS equipped in SEM.

Atom (%) Mg Al Ca Mn Mo P (0]
o phase 11.6 4.0 6.1 2.6 0.5 14.5 60.6
f phase 51.38 39.24 — 0.35 — — 9.03

Figure 4 presents the surface morphologies of the coating formed at the phosphating
bath free of KMnOQOy, and the chemical compositions are shown in Table 4. It can be seen
from Figure 4a,b that mass flake crystallization generated, and a few protruding 3-Mg;7Alj»
phases are also visible, but these 3 phases are blocked by crystals. Combined with the
chemical compositions shown in Table 4 and previous investigations [29], these crystals are
presumed to be CaHPOy-2H,0 formed by the deposition of Ca?* due to the rapid rise in
pH of solution surrounding the micro cathode (3 phase caused by the micro-galvanic effect.
The following reactions of deposition of Ca?* may occur in the studied phosphating bath:

H,PO,>~ —HPO,*> + H* (4)

Ca?* + HPO42~ —CaHPO,.. (5)

¢ ¥ “'s
SEM MAG: 500 x Det: SE VEGAS TESCAN| SEM MAG: 2.00 kx Det: SE VEGA3 TESCAN

View field: 554 ym WD: 28.49 mm 100 pm View field: 138 ym WD: 28.36 mm 20 ym

Figure 4. Surface morphologies of PCC without KMnOy (a: x500; b: x2000).
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Table 4. Chemical composition of coating and crystallization of PCC without KMnO, by EDS
equipped in SEM.

Atom (%) Mg Al Ca Mo P o
PCC 2.41 0.38 12.66 0.1 16.72 67.81
Crystal 0.42 — 21.77 — 12.86 64.95

Table 5 shows the ECR of two coatings measured by the two-point method. The
ECR decreases from unmeasurable to 5.74 () with the addition of KMnQOy. Observe the
phenomenon of parkerising, the number of bubbles generated by the reaction in the
phosphating bath containing KMnQy is significantly reduced compared with that without
KMnO;. Combined with the surface morphologies above, it is seen that the introduction of
KMnOy can effectively slow down the hydrogen evolution reaction in the reaction, inhibit
the formation of CaHPOy-2H,O crystals and form an extremely thin oxide coating on the
 phase, which finally protrude from the surface to become “conductive spots”, and the
conductivity of the phosphate conversion coating is improved.

Table 5. The ECR of phosphate conversion coating with and without KMnOy.

Composition of Phosphating Bath ECR ()
Without KMnQOy4 —
With KMnOy 5.74

The results of the electrochemical tests for the PCCs formed at phosphating bath with
different content of KMnQO, are shown in Figure 5. The main fitting results of the PDP and
EIS curves are summarized in Tables 6 and 7, respectively, and the equivalent electrical
circuit (EEC) model used to fit the EIS curves is shown in Figure 6. R is the resistance of
solution, R;, CPE; and R,, CPE, represent the resistance and capacitance of coating and
double electric layer, respectively.

-1.4

4000
a —=—00g/L
w o) = 3500 —e—1.0g/L
ash A 4+-200g/L
7 3 f"’r 3000 v—-3.09/L
7 7 409/l
16 o S ~3 L7 2500 | 50g/L
- - —a <
2 M W 5 2000 - N
w =" . - v ¥
g17f T Se e S PN vy
w " » T X ahAay v
—=—00g/L e te A N 1500 - XA Aaa, s
Y LERRY [ s A Y ey, Y
e 10g/L % L A“(rk X ve,, Sy v
18 —4—20gL R RN 10001 2% em a x
v-30g/L 1 o AR F A v
40g/L Y 13 E 500 { 2
a9k 509/L A $ 24 y 1
of & A
-8 7 6 5 4 -3 2 0 1000 2000 3000 4000 5000 6000 7000 8000
log(I/A ¢m’?) Z, (Q-cm?)

Figure 5. PDP and EIS curves of the PCCs obtained at different contents of KMnO, (a: PDP curves;

b: EIS curves).

CPE,

CPE,

Figure 6. Equivalent circuit for EIS curve.
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Table 6. Electrochemical parameters derived from the PDP curves of the PCCs obtained at different
contents of KMnQOy.

Content of KMnOj (g/L) Ecorr (V) icorr (A/cm?)
0.0 —1.646 527 x 1072
1.0 —~1.669 3.61 x 1073
2.0 —1.611 2.04 x 1072
3.0 —1.638 9.62 x 1070
4.0 —1.682 1.39 x 1075
5.0 —1.635 2.86 x 1072

Table 7. Fitting results of EIS curves of the PCCs obtained at different contents of KMnOjy.

Content of KMnOjy (g/L) 0.0 1.0 2.0 3.0 4.0 5.0

Rs (Q-cm?) 30.95 8.779 15.96 8.011 8.965 10.64

CPE; /(uS-s~™-cm2) 2697 x107° 1484 x107° 1215x107° 1.362x107° 1375x10°  1.458 x 107>
n 0.8091 0.7914 0.8403 0.7817 0.7867 0.7759
R; (Q-cm?) 2486 3744 4478 5956 5798 4335

CPE, (uS-s™™cm~2) 9589 x 1074 5534 x107% 3411 x10~* 2598 x10~* 6991 x 10~*  3.071 x 10~*
n, 0.9244 0.8021 0.8947 0.8736 0.7641 0.8768
Ry (Q-cm?) 780 675 1404 1357 568 1378
R; + Ry (Q-cm?) 3266 4419 5882 7313 6357 5713

The results show that adding KMnOy into the phosphating bath can improve the
corrosion resistance of the PCCs. It can be seen from Figure 5a and Table 6 that with the
content of KMnOQy increasing, the corrosion current (icorr) of the coating decreases first
and then increases, and the PCC exhibit the minimum icorr of 9.62 x 107® A/cm? when
the content of KMnOy is 3.0 g/L. As for the EIS curves in Figure 5b, the Nyquist curves
all have similar characteristics and consist of two capacitive loops. The high-frequency
capacitive loop is related to the process of charge transfer from magnesium alloy matrix to
solution double layer during corrosion, while the low-frequency capacitive loop represents the
process of Mg?* diffusion to the sample surface. The order of dimension of the high-frequency
capacitive loop is as follows: 3.0 g/L > 4.0 g/L >20g/L>5.0g/L>10g/L>0.0g/L.
Combined with the data in Table 7, the coating resistance R; reaches the maximum of
5956 Q)-cm? at the content of KMnOQy is 3.0 g/L. Therefore, the optimal content of KMnO,
in the studied phosphating bath to form PCCs with the best corrosion resistance is 3.0 g/L.

In addition to corrosion resistance, low ECR is also the focus of conductive and
corrosion-resistant phosphate conversion coatings. Therefore, CuSO; pitting corrosion test
and contact resistance are used as the evaluation basis for corrosion resistance and electrical
conductivity, respectively, to comprehensively screen the appropriate content of KMnOy.

Figure 7 presents the results of the CuSOj pitting corrosion test and ECR measurement
of PCCs with different KMnO, contents. It is seen that the concentration of KMnO, has
a significant influence on the CuSOj pitting time and ECR. With the increase in KMnOy
concentration, the pitting time of the coatings first increases and then decreases, which
is consistent with the electrochemical test results above, and the ECR shows a trend of
decrease, with the magnitude of the decreasing has lessened. In the formation of PCC,
MnO,~ will react with H*, so that the pH between the solution and the alloy increases,
thus promoting the deposition of phosphate and accelerating the formation of coating.
However, when the content of KMnOy is too high, the surface of Mg alloy will be passivated,
which will inhibit the subsequent deposition reaction, and the thickness of the coating
will become thinner, the corrosion resistance will decrease, thus improving the electrical
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conductivity [30-32]. When the concentration of KMnOy is 3.0 g/L, the coating has the
longest pitting time and a low ECR. With the further increase in the concentration, the
pitting time is significantly shortened, but the decrease in the ECR is not obvious. Therefore,
the optimum content of KMnQOy in the studied phosphating bath is 3.0 g/L.

40 10
—=— CuSO, pitting time
- 4--ECR
/A

36

CuSO, pitting time (s)
() ¥o4a

32+

30 1 1 1 1 1 3

Prmno. (9/L)

Figure 7. Curves of CuSOy pitting time and ECR of PCCs formed at different KMnO, content.

3.3. Effect of Additive

In the present study, Na;MoOy is applied as the component of additive in the studied
phosphating bath. Figure 8 presents the appearances of samples treated in phosphating
bath with and without Na,MoOjy at various times during the 48 h immersion test, and the
time interval of each photograph is 12 h. It is seen that both samples exhibited obvious
pitting corrosion. The sample without NaMoO,4 showed obvious corrosion points at
24 h, while the sample containing Na,MoOy4 showed corrosion points after 36 h. After
the 48 h immersion test, the corroded area of both samples was intensified. However,
the corroded area on the surface of sample with Na,MoO, was less than that of sample
without NayMoQj,. The result shows that adding Na,MoOj into the phosphating bath can
effectively improve the corrosion resistance of the coatings.

Figure 8. Appearances of samples treated in phosphating bath with and without Na;MoOy at various
times during the 48 h immersion test (a—e: without Na,MoOy, 048 h; f—j: with Na,MoOy,, 0-48 h).

Figure 9 shows the results of electrochemical tests for the PCCs formed in the phos-
phating bath with different contents of Na,MoOy. The main fitting results of the PDP and
EIS curves are summarized in Tables 8 and 9, respectively. MoO,4?~ can form insoluble
CaMoOy with Ca?*. A small amount of Na,MoOj can increase the nucleation site in the
phosphating process to promote the deposition of Ca?* and accelerate the coating formation.
However, when the concentration of NayMoOy is too high, cracks in the coating will be
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thickened and many uneven coarse crystals will be generated on the surface, leading to the
decline in corrosion resistance [33]. It can be seen from Figure 9 that with the increasing
concentration of NayMoQy, the icorr of the coating decreases first and then increases, while
the dimension of the high-frequency capacitive loop increases first and then decreases.
According to the data in Tables 8 and 9, when the content of NaMoOy is 1.5 g/L, the icorr
of the PCC is the lowest (3.74 x 107 A/cm?), and R1 reaches the maximum (7841 Q-cm?).
Therefore, the optimal content of Na,MoOy in the studied phosphating bath to form PCCs
with the best corrosion resistance is 1.5 g/L.

1.4 6000
a —=—00g/L b
- —s—05g/L
15l 5000 F . qogr
—v—-15g/L
4000 - 20g/L
a6l 25g/L
e ”g 3000 |
] g
oL N v'vvvvvvv"vwvv
—=0.0glL 2000 - B o VAN
—e—05g/L geses o2 .
a8l s N
8 —a-10g1L ool 4 Y v,
—v—15g/L F - ¥
20g/L | Y ¥
191 25g/L ot & F I v
. . . . . . , , , , , ,
8 7 % 5 4 3 2 0 2000 4000 6000 8000 10000 12000
Z, (Q-em?)

log(I/A €m™®)
Figure 9. PDP and EIS curves of the PCCs obtained at different contents of Na,MoOy (a: PDP curves;
b: EIS curves).

Table 8. Electrochemical parameters derived from the PDP curves of the PCCs obtained at different
contents of Na,MoQy.

Content of Na;MoOy4 (g/L) Ecorr (V) icorr (Alcm?)
0.0 —1.644 2.02 x 1073
0.5 —1.673 1.87 x 107
1.0 —1.638 9.62 x 1070
1.5 —1.597 3.74 x 107°
2.0 —1.590 7.53 x 107°
25 —1.545 1.02 x 1075

Table 9. Fitting results of EIS curves of the PCCs obtained at different contents of NayMoO;.

Content of NayMoO4 (g/L) 0.0 0.5 1.0 1.5 2.0 2.5
Rs (Q-cm?) 11.34 10.72 8.011 9.342 12.73 12.1
CPE; (uS-s™-cm2) 1.665 x 107> 1.481 x 107> 1362 x 10~> 1575x 107> 179 x 107> 1.859 x 10~°
ny 0.8395 0.827 0.7817 0.7392 0.8423 0.8357
R; (Q-cm?) 3226 4289 5956 7841 6638 6165
CPE; (uS-s™™.cm™2) 4725 x 1074 3455 x 107% 2598 x 1074  3.636 x 107*  6.126 x 107%  8.546 x 1074
n, 0.9179 0.8701 0.8736 0.8127 0.8335 0.8314
R; (Q-cm?) 979 1187 1357 2278 2166 962
R; + Ry (Q-em?) 4205 5476 7313 10,119 8804 7127

Figure 10 shows the results of the CuSOy pitting corrosion test and ECR measurement
of PCCs with different Na,MoOy contents. It is seen that the concentration of Na,MoQO,
has a great influence on the CuSO; pitting time, which increases first and then decreases
with the increase in the content, reaching the maximum at 1.5 g/L, which is consistent
with the results of electrochemical tests. However, the concentration of Na,MoO, has
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little effect on the ECR, which shows an upward trend, and the difference between the
minimum 0.0 g/L and the maximum 2.5 g/L is about 1.5 ). Thus, 1.5 g/L is the optimum
content of Na;MoQOy in the studied phosphating bath considering corrosion resistance and
electrical conductivity.

45
—=— CuSO, pitting time
- 4- ECR 45.5
Caot
£ 15.0
= m
2 8
= ®
g 445
&3t '
. 140
30 . . . . . .

0.0 0.5 1.0 15 2.0 25
Pramoo. (9/L)

Figure 10. Curves of CuSOy pitting time and ECR of PCCs formed at different Na,MoOj, content.

3.4. Effect of Surface-Active Agent

In the present study, OP-10 is applied as the component of surface-active agent in the
studied phosphating bath. Figure 11 presents the surface morphologies of PCCs formed in
the phosphating bath with and without OP-10. It is seen that no matter whether OP-10 is
contained in the phosphating bath or not, both coatings have a “dry riverbed” appearance.
However, the cracks on the PCC containing OP-10 are significantly fewer than that without
OP-10, and the crack width is also decreased. According to previous investigations [34],
the composition of OP-10 is alkylphenol ethoxylates (APEO), which can reduce the tension
between the metal and the solution interface, allowing the phosphating bath to moisten
the surface rapidly, and can also reduce the adhesion ability of bubbles generated by
the reaction, making them more easily separable from the sample surface, so that the
compactness of the coating is improved.

SEM MAG: 2.00 kx Det: SE
View field: 138 ym WD: 28.36 mm

SEM MAG: 2.00 kx Det: SE 11 | VEGA3 TESCAN|
View field: 138 ym WD: 28.36 mm 20 ym

Figure 11. Surface morphologies of PCCs with and without OP-10 (a: without OP-10 x2000; b: with
OP-10 x2000).

Figure 12 shows the results of electrochemical tests for the PCCs formed at phosphating
bath with different contents of OP-10. The main fitting results of the PDP and EIS curves
are summarized in Tables 10 and 11, respectively. It is seen that the icorr of the coating
decreases in the following order: 0.0 g/L>25¢g/L>20g/L>15g/L>05g/L>1.0g/L.
The icorr reaches the minimum (3.74 X 107° A/ cmz) when OP-10 concentration is 1.0 g/L,
and the coating resistance R; of the PCC reaches the maximum (7841 Q-cm?). Therefore,
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the optimal content of OP-10 in the studied phosphating bath to form PCCs with the best

corrosion resistance is 1.0 g /L.
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Figure 12. PDP and EIS curves of the PCCs obtained at different contents of OP-10 (a: PDP curves;

b: EIS curves).

Table 10. Electrochemical parameters derived from the PDP curves of the PCCs obtained at different

contents of OP-10.

Content of OP-10 (g/L) Ecorr (V) icorr (A/cm?)
0.0 —1.619 1.35 x 107
0.5 —1.622 7.52 x 107°
1.0 —1.597 3.74 x 107°
1.5 —1.624 8.19 x 107°
2.0 —1.595 9.45 x 107°
25 —1.694 1.01 x 107

Table 11. Fitting results of EIS curves of the PCCs obtained at different contents of OP-10.

Content of OP-10 (g/L) 0.0 0.5 1.0 1.5 2.0 2.5
Rs (Q-cm?) 10.72 14.48 9.342 11.26 10.99 12.07
CPE; (uS-s™™.cm—2) 1484 x 107° 1748 x 107>  1575x 107> 1867 x107°  1.611x 107>  1.305 x 107°
n 0.7677 0.8481 0.7392 0.838 0.7655 0.7925
R; (Q-cm?) 3944 7468 7841 6126 5268 4957
CPE, (uS-s ™cm~2) 3181 x 107 6223 x107* 3636 x107* 4685 x 10~* 3538 x 10~%* 2905 x 10~*
ny 0.8529 0.7445 0.8127 0.8662 0.8763 0.8331
R, (Q-cm?) 2804 1347 2278 2292 2522 2261
R; + Ry (Q-cm?) 6748 8815 10,119 8418 7790 7218

Figure 13 shows the results of the CuSO; pitting corrosion test and ECR measurement
of PCCs with different OP-10 contents. It is seen that the ECR of coatings fluctuated between
4.4 () and 5.2 (), indicating that the concentration of OP-10 had no significant effect on
electrical conductivity, while the pitting time increases first and then decreases with the
increase in concentration, reaching the maximum at 1.0 g /L, which is consistent with
the electrochemical test results. Therefore, the optimum content of OP-10 in the studied

phosphating bath is 1.0 g /L.
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Figure 13. Curves of CuSOy pitting time and ECR of PCCs formed at different OP-10 content.

3.5. Performance Tests Results of PCC

From the results above, the optimum content for KMnO,4, NaMoO, and OP-10 in
phosphating bath is 3.0 g/L, 1.5 g/L and 1.0 g/L, respectively.

Figure 14 shows the results of the electrochemical tests for the uncoated AZ91D
magnesium alloy and the PCC formed at the optimum phosphating bath formulation. The
main fitting results of the PDP are summarized in Table 12. The results show that PCC
can provide good protection for the magnesium alloy. It can be seen from Figure 14a and
Table 12 that the coated alloy has more positive Ecorr and lower icorr than the uncoated
one. The Eor positively shifts about 27 mV, and the iorr decreases by more than 1 order
of magnitude.
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Figure 14. PDP and EIS curves of uncoated AZ91D magnesium alloy and PCC formed at the
phosphating bath at the optimum condition (a: PDP curves; b: EIS curves).

Table 12. Electrochemical parameters derived from the PDP curves of uncoated AZ91D magnesium
alloy and PCC formed at the phosphating bath at the optimum condition.

Sample Ecorr (V) icorr (A/cm?)
Phosphate conversion coating —1.597 3.74 x 107°
AZ91D magnesium alloy —1.626 7.84 x 107°

As for the EIS curves in Figure 14b, the Nyquist curve of the PCC consisted of two
capacitive loops, while that of the uncoated alloy has an obvious inductive loop in the
low-frequency region. The shape of the impedance spectrum describes the type of electro-
chemical reactions that occur at the electrode surface. The low-frequency inductive loop
corresponds to the adsorption process of Mg?* on the alloy surface. A fully covered PCC
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can block the contact between alloy and the test solution, thus hindering the generation and
adsorption of Mg?* on the surface. Therefore, no inductive loop appears in the Nyquist
curve of the PCC.

Figure 15 presents the surface morphologies and the chemical compositions of PCC
formed at the phosphating bath at the optimum condition. It is seen that the coating has a
“dry riverbed” appearance and is covered completely. Clear irregular bright spots can be
seen, which are raised (3 phases according to the previous results. The 3 phases combined
with the ECR of the PCC is 4.91 (), demonstrating that 3 phases act as a conductive spot to
achieve electrical conductivity.

SEM MAG: 500 x Det: SE VEGA3 TESCAN| SEM MAG: 5.00 kx Det: SE | VEGA3 TESCAN|
View field: 554 ym WD: 28.29 mm 100 pm View field: 55.4 ym WD: 26.06 mm 10 ym

Figure 15. Surface morphologies and the chemical compositions of PCC formed at the phosphating
bath at the optimum condition (a: x500; b: x2000; c: EDS).

Obvious scratches are visible on the surface, showing that the coating is thin, so that it
cannot effectively cover the polishing marks. However, the bilayer structure can be clearly
seen from the coating upon o phases in Figure 15b, which is consistent with the structure
of Ca phosphate conversion coatings in previous investigations [35], indicating that the
PCC has good corrosion resistance.

According to the chemical compositions shown in Figure 15¢, the PCC consists of
Ca, Mg, Al, O, P and a small amount of Mn and Mo, and it is speculated that the main
coating-forming substances are phosphate of Ca and Mg and oxides of Mg and Al

4. Conclusions

The conductive and corrosion-resistant phosphate conversion coating was prepared
upon the surface of AZ91D magnesium alloy. The PCC was completely covered, and the
main coating-forming substances were phosphate of Ca and Mg and oxides of Mg and AL
The coating on o phases had bilayer structure and the 3 phases protruded as conductive
spots, which provided high corrosion resistance and low ECR.

The presence of strong oxidant KMnO, formed an extremely thin passive film on
the protruded 3 phases and inhibited the formation of phosphate crystals to prevent the
conductive spots from being obscured.
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The optimum content for KMnOy, NaMoO, and OP-10 in phosphating bath was
3.0g/L, 1.5 g/L and 1.0 g/L, and the pretreatment before phosphating was sonication
cleanout in acetone for 5 min after mechanical polishing.

Author Contributions: Conceptualization, Y.X. and S.Z.; methodology, Y.X.; software, Y.X.; validation,
S.Z.,].D. and Y.X,; formal analysis, S.Z. and T.Z.; investigation, Y.X.; resources, S.Z.; data curation,
Y.X.; writing—original draft preparation, Y.X.; writing—review and editing, Y.X.; visualization, L.L.
and S.Z.; supervision, Q.L.; project administration, Y.X. and S.Z.; funding acquisition, S.Z. All authors
have read and agreed to the published version of the manuscript.

Funding: This work was supported by the Key project of National Natural Science Foundation
of China: Research basis of “corrosion-functional” integrated protective coating on magnesium
alloys (U21A2045). the National Natural Science Foundation of China (NSFC), “Study of conductive-
corrosion resistant chemical conversion coating of magnesium alloy” (51771050).

Data Availability Statement: Not applicable.

Conflicts of Interest: The authors declare no conflict of interest.

References

1.

10.

11.

12.

13.

14.
15.

16.
17.

18.

19.

20.

21.

Song, J.F.; She, J.; Chen, D.L. Latest research advances on magnesium and magnesium alloys worldwide. J. Magnes. Alloys 2020,
8, 1-41. [CrossRef]

Luthringer, B.J.; Feyerabend, ER.R.; Willumeit, M. Magnesium-based implants: A mini-review. Magnes. Res. 2014, 24, 142-154.
[CrossRef] [PubMed]

Li, N.; Zheng, Y. Novel magnesium alloys developed for biomedical application: A review. J. Mater. Sci. Technol. 2013, 29, 489-502.
[CrossRef]

Risky, U.P,; Hasan, B.; Akbar, T.P. Level of Activity Changes Increases the Fatigue Life of the Porous Magnesium Scaffold, as
Observed in Dynamic Immersion Tests, over Time. Sustainability 2023, 15, 823.

Huang, G.; Zhang, L.; Song, B. Cold stamping for AZ31B magnesiumalloy sheet of cell phone house. Trans. Nonferrous Met. Soc.
China 2010, 20, s608. [CrossRef]

Xu, T.C.; Yang, Y.; Peng, X.D. Overview of advancement and development trend on magnesium alloy. J. Magnes. Alloys 2019,
7,536-544. [CrossRef]

Zheng, Y.; Ma, Y.L.; Zang, L.B. Microstructure, corrosion behavior, and surface mechanical properties of Fe oxide coatings on
biomedical ZK60 Mg alloy. Mater. Corros. 2019, 70, 2292-2302. [CrossRef]

Li, N.; Yan, H.; Wu, Q. Fabrication of carbon nanotubes and rare earth Pr reinforced AZ91 composites by powder metallurgy.
Chin. J. Mech. Eng. 2021, 34, 26. [CrossRef]

Zheng, Y.; Zhang, L.B.; Bi, Y.Z. Corrosion behavior of Fe/Zr composite coating on ZK60 Mg alloy by ion implantation and
deposition. Coatings 2018, 8, 261. [CrossRef]

Yang, Y.; Xiong, X.M.; Chen, J. Research advances in magnesium and magnesium alloys worldwide in 2020. ]. Magnes. Alloys
2021, 9, 705-747. [CrossRef]

Gray, J.E.; Luan, B. Protective coatings on magnesium and its alloys—A critical review. ]. Alloys Compd. 2002, 336, 88-113.
[CrossRef]

Pardo, A.; Merino, M.C.; Casajus, P. Corrosion behavior of Mg-Al alloys with Al-11Si thermal spray coatings. Mater. Corros. 2009,
60, 939-948. [CrossRef]

Yang, Q.H.; Chen, Z.; Xiong, Z.P. Research on the corrosion resistance of magnesium alloy anodizing films enhanced by SDBS.
Plat. Finish. 2017, 39, 5.

Zhao, X.X;; Ma, Y.G.; Sun, N.A. Research Progress of Micro-arc Oxidation Process for Magnesium Alloy. Foundry Technol. 2013, 34, 45.
Chen, X.B.; Yang, H.Y.; Abbott, T.B. Corrosion-resistant electrochemical plating on magnesium alloys: A state-of-the-art review.
Corrosion 2012, 68, 518-535. [CrossRef]

Hu, R.Y; Chen, M. Effect of pretreatment on electroless nickel plating on AZ91D magnesium alloy. Plat. Finish. 2017, 39, 35.
Chen, X.B.; Birbilis, N.; Abbott, T.B. Effect of [Ca2*] and [PO3* ] levels on the formation of calcium phosphateconversion coatings
on die-cast magnesium alloy AZ91D. Corros. Sci. 2012, 55, 226. [CrossRef]

Cheng, I.C.; Fu, E.G,; Liu, L.D. Effect of fluorine anions on anodizing behavior of AZ91 magnesium alloy in alkaline solutions.
J. Electrochem. Soc. 2008, 155, C219—-C225. [CrossRef]

Liu, B.; Zhang, X.; Xiao, G.Y. Phosphate chemical conversion coatings on metallic substrates for biomedical application: A review.
Mat. Sci. Eng. C 2015, 47, 97-104. [CrossRef]

Hung, S.M,; Lin, H.H.; Chen, W. Corrosion resistance and electrical contact resistance of a thin permanganate conversion coating
on dual-phase LZ91 Mg-Li alloy. J. Mater. Res. Technol. 2021, 11, 1953-1968. [CrossRef]

Chen, X.B.; Birbilis, N.T.; Abbott, B. Review of corrosion-resistant conversion coatings for magnesium and its alloys. Corrosion
2011, 67, 35001. [CrossRef]


https://doi.org/10.1016/j.jma.2020.02.003
https://doi.org/10.1684/mrh.2015.0375
https://www.ncbi.nlm.nih.gov/pubmed/25697680
https://doi.org/10.1016/j.jmst.2013.02.005
https://doi.org/10.1016/S1003-6326(10)60548-1
https://doi.org/10.1016/j.jma.2019.08.001
https://doi.org/10.1002/maco.201910797
https://doi.org/10.1186/s10033-021-00545-8
https://doi.org/10.3390/coatings8080261
https://doi.org/10.1016/j.jma.2021.04.001
https://doi.org/10.1016/S0925-8388(01)01899-0
https://doi.org/10.1002/maco.200905348
https://doi.org/10.5006/i0010-9312-68-6-518
https://doi.org/10.1016/j.corsci.2011.10.022
https://doi.org/10.1149/1.2883739
https://doi.org/10.1016/j.msec.2014.11.038
https://doi.org/10.1016/j.jmrt.2021.02.050
https://doi.org/10.5006/1.3563639

Coatings 2023, 13, 1706 15 of 15

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

Jian, S.Y.; Chu, Y.R;; Lin, C.S. Permanganate conversion coating on AZ31 magnesium alloys with enhanced corrosion resistance.
Corros. Sci. 2015, 93, 301-309. [CrossRef]

Duan, G.Q.; Yang, L.X,; Liao, S.J. Designing for the chemical conversion coating with high corrosion resistance and low electrical
contact resistance on AZ91D magnesium alloy. Corros. Sci. 2018, 135, 197-206. [CrossRef]

Zhou, P; Yang, L.X.; Hou, Y.J. Grain refinement promotes the formation of phosphate conversion coating on Mg alloy AZ91D
with high corrosion resistance and low electrical contact resistance. Corros. Commun. 2021, 1, 47-57. [CrossRef]

Zeng, R.C.; Zhang, F,; Lan, Z.D. Corrosion resistance of calcium-modified zinc phosphate conversion coatings on magnesium-
aluminium alloys. Corros. Sci. 2014, 88, 452. [CrossRef]

Chen, B.X. The Research of Chemical Conversioncoating with High Corrosion Resistance and Lowelectrical Contact Resistance on AZ91D
Magnesium Alloy Resisting Hot and Humid Environment; Harbin Engineering University: Harbin, China, 2018.

Li, A.H. Research on Surface Modification of Mg Alloy for Electro-Conductivity and Corrosion Protection; South China University of
Technology: Guangzhou, China, 2014.

Ismail, N.N.; Zuhailawati, H.; Abdalla, K. Effect of strontium pretreatment on zinc phosphate coating deposition on magnesium
alloy. Mater. Today 2019, 17, 694—699. [CrossRef]

Duan, G.Q. Investigation of the Conversion Coating with High Corrosion Resistance and Low Electrical Contact Resistance on Magnesium
Alloy; University of Science and Technology of China: Hefei, China, 2019.

Zhou, W,; Shan, D.; Han, E.H. Structure and formation mechanism of phosphate conversion coating on die-cast AZ91D magnesium
alloy. Corros. Sci. 2008, 50, 329. [CrossRef]

Chen, X.B.; Zhou, X.; Abbott, T.B. Double-layered manganese phosphate conversion coating on magnesium alloy AZ91D: Insights
into coating formation, growth and corrosion resistance. Surf. Coat. Technol. 2013, 217, 147-155. [CrossRef]

Yun, X.; Zhou, Q.Y.; Xiong, J.P. The study of a phosphate conversion coating on magnesium alloy AZ91D: I. Formation,
morphology and composition. Int. J. Electrochem. Sci. 2015, 10, 8454.

Meng, X.L.; Liang, J.L.; Yi, L. Influence of sodium molybdate on corrosion resistance of phosphating film on AZ31B magnesium
alloy. Plat. Finish. 2022, 44, 1.

Li, J.Z.; Guo, R.G,; Tang, C.B. Modification of OP-10 for corrosion resistance of vanadate conversion coating on Mg alloy. Mater.
Protec. 2017, 50, 52.

Zhang, C.Y.; Zhang, ].S.; Zhang, Y. Comparison of calcium phosphate coatings on AZ31 and fluoride-treated AZ31 alloy prepared
by hydrothermal method and their electrochemical corrosion behaviour. Mater. Chem. Phys. 2018, 220, 395-401. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1016/j.corsci.2015.01.040
https://doi.org/10.1016/j.corsci.2018.02.051
https://doi.org/10.1016/j.corcom.2021.05.001
https://doi.org/10.1016/j.corsci.2014.08.007
https://doi.org/10.1016/j.matpr.2019.06.352
https://doi.org/10.1016/j.corsci.2007.08.007
https://doi.org/10.1016/j.surfcoat.2012.12.005
https://doi.org/10.1016/j.matchemphys.2018.08.085

	Introduction 
	Materials and Methods 
	Sample Preparation 
	Surface Characterization 
	Electrical Contact Resistance (ECR) Measurement 
	Corrosion Tests 

	Results and Discussion 
	Effect of Pretreatment 
	Effect of Strong Oxidant 
	Effect of Additive 
	Effect of Surface-Active Agent 
	Performance Tests Results of PCC 

	Conclusions 
	References

