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Abstract: The hydrotalcite (HT) film is a promising bioactive coating for magnesium alloys. In the
present study, we investigate the corrosion behavior of HT film in the simulated body fluid (SBF), and
compare with which in NaCl solution. The HT film can provide a very plummy initial protection to the
AZ31 alloy in SBF. The corrosion behavior of the HT film in the two solutions is quite different. When
in 0.1 mol-L~! NaCl solution, the film is dissolved gradually, and filiform corrosion is predominant
after 3 days immersion. While in Hank’s solution, the thickness and composition of the film are
changed. A corrosion products layer mainly consisted of Mg/Ca-PO,3~ /HPO4?~, and minor of
CaCO;s is deposited on the top of HT film, which enhances the barrier effect of the HT film. As a
result, except for local pit corrosion at several active places, most of the area of the coated sample
still remains integral even after immersion for 15 days. It is demonstrated that the HT film has better
corrosion protection effect in SBF than in NaCl solution.
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1. Introduction

Magnesium (Mg) and its alloys have been intensively studied as biodegradable implant materials
since they possess many advantages as follows. (1) Good biocompatibility: Mg is an element essential
to the human body with half of the total physiological Mg stored in bone tissue [1-3]. The in vitro result
reported by Cheng et al. indicated that Mg does not present any cytotoxic effects on L929 and ECV304
cells [4]. The in vivo study also showed that Mg/Mg alloys are biocompatible [5]. (2) Good mechanical
properties: Mg alloys have similar strength and elastic modulus with natural bones, and have the
potential to minimize stress shielding [6,7]. (3) Close density with bones: Densities of Mg based
metals (1.7-2.0 g cm~2) are close to natural bones (1.8-2.1 g cm~3) [8]. (4) Additionally, due to their
unique biodegradable property, Mg based implants do not demand second surgery compared with
those stainless steel and titanium based implants [9-11]. Both mechanical properties and degradation
profiles should be required for the next-generation biodegradable stents [12]. However, Mg alloys
undergo rapid corrosion under physiological conditions [13,14], resulting in an early loss of mechanical
stability of the implant before the end of the healing process [15]. To solve the corrosion problem, the
main method is to develop corrosion resistant alloys. Surface treatment is another commonly used
method to slow down the corrosion rate of the Mg alloys.

Concerning the clinical application of biodegradable Mg implants, an ideal coating should be
biocompatible and dissolvable in human body. From this point of view, hydrotalcite-like compounds
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(HTs) film is a potential option. On the one hand, HTs have good biocompatibility and low toxicity.
HTs have been approved for human clinical uses including drug release, as well as protein, nucleotides
and DNA carriers [16-22]. For example, Riaz et al. pointed out that the drug-HT hybrids were
quite instrumental because of their application as advanced anti-cancer drug delivery systems [19].
Data obtained by Perioli et al. suggested that HT was a suitable material able to improve the
biopharmaceutical properties of class IV BCS drugs [20]. From the in vivo testing of adult male
Sprague Dawley rats, Kwak et al. [18] concluded that the HT particles had little systemic effect at doses
<200 mg kg~ !. On the other hand, HTs films have been applied to enhance the corrosion resistance
of Mg alloys [23-28]. Lin and Chen found that the HT conversion films adhere well to the substrates,
and provide a good protection to the Mg alloys in NaCl solution [24,26]. Furthermore, it is found that
HTs solids are degradable when they are exposed to aqueous solutions [27,29]. Although, we have
investigated the corrosion behavior of the HT film in NaCl solution, the protective property of this HT
film to Mg in the physiological environment is not well understood. Hence, the aim of the present
work is to investigate the corrosion resistance of the Mg-Al HT film as biologic coating in simulated
physiological conditions. In addition, a comparison of the corrosion behavior of the HT film in NaCl
solution and simulated body fluid (SBF) is also provided in this paper.

2. Materials and Methods

2.1. Fabrication of the Films

The material used in this study was extruded AZ31 alloy. The grain size of the alloy was not
very even, the average value was about 16 um. The surface of the samples was ground to 2000 grit
SiC paper, ultrasonically cleaned in ethyl alcohol, and then dried in the cold air. The HT film was
prepared by a two-step in situ growth method, and followed the same procedure according to the
literature previously described [26]. Carbonic acid solution was prepared by bubbling CO, gas through
200 mL of distilled water for about 10 min at room temperature (20 = 2 °C). Al containing solution was
prepared by dissolving a pure Al panel into the 0.5 mol-L~! Na,COj3 solution at 60 °C. Then this Al
containing solution was dropped into the carbonic acid solution until achieving the pH value of about
8 to form the pretreatment solution at 60 °C. The post treatment solution was based on the pretreatment
solution using NaOH solution to adjust the pH value to 10.5, then heated to 80 °C. Samples were
first immersed in the pretreatment solution with a continuous bubbling of CO, for 30 min and then
immersed in the post treatment solution for 1.5 h to obtain the HT film.

2.2. Characterization

The morphology of the films was observed using an environmental scanning electronic microscope
(ESEM, Philips XL30, FEI, OR, USA) equipped with an energy dispersive X-ray spectroscopy (EDS,
X-act, Oxford Instruments, Oxford, UK). The cross section samples were first mounted using epoxy
resin. Then they were ground to 5000 grit SiC paper. After that, they were polished with alumina
powders (0.5 um). Subsequently, samples were cleaned with ethyl alcohol, and dried in the cold
air. The chemical composition was analyzed by EDS and X-ray photoelectron spectroscopy (XPS,
ESCALAB 250, Thermo Fisher Scientific, Waltham, MA, USA). The XPS was probed using Al K«
radiation (1486.6 eV). The power was 150 W, the pass energy was 50.0 eV and the step size was 0.1 eV.
All energy values were corrected according to the adventitious C 1s signal set at 284.6 eV. The data
were analyzed with Xpspeak 4.1 software (v4.1, developed by Raymund Kwok, Hongkong, China).

Electrochemical tests were carried out using a ParStat 4000 potentiostat (Ametec, Berwyn, PA,
USA). A classical three-electrode system was applied. The samples, a saturated calomel electrode (SCE)
and a platinum plate, were used as working electrode, reference electrode and auxiliary electrode,
respectively. The open circuit potential (OCP) of the AZ31 alloy with and without film was investigated
by a potential vs. time curve with a sampling frequency of 100 s point~!. The polarisation curves were
obtained on an exposed area of 1 cm? at a constant voltage scan rate of 0.5 mV s~ after an initial delay
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of 300 s. Immersion test was performed according to the GB 10124-88 of China [30]. The size of the
samples for immersion tests was 25 x 50 x 2 mm?. The electrochemical and immersion tests were
conducted in Hank'’s solution (NaCl 8.0 g/L, KC10.4 g/L, CaCl, 0.14 g/L, NaHCO3 0.35 g/L, C¢HgOg
1.0 g/L, MgCl,-6H,O 0.1 g/L, MgSO4-7H,0 0.06 g/L, KH,PO4 0.06 g/L, Na,HPO4-12H,0 0.06 g/L)
at 37 + 2 °C. The corrosion products were removed in a chromic acid bath consisting of 180 g L~}
CI‘Og.

3. Results and Discussion

3.1. Morphology of the HT Film

Figure 1 shows the morphology of the coated sample. According to our previous work [26], the
chemical composition of the film was mainly MggAl,(OH);14CO3-4H,0. The optical photo in Figure 1a
shows that the HT film is very homogeneous. Figure 1b presents a compact and smooth film, and
micro-cracks hardly can be seen. Higher magnification morphology in Figure 1c clearly demonstrates
a typical HT structure. The surface of the Mg substrate is completely covered with the dense and
uniform blade-like flakes. From the cross-sectional image of the coated sample in Figure 1d, it is
observed that the HT film is strongly adhered to the substrate, and there is no crack on the film, which
indicates that the film is very compact. The thickness of the film is about 1.04 um.

Magn  Det —————

10000x BSE
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Figure 1. Morphology of the hydrotalcite film coated sample: (a) Optical photo; (b) surface morphology
in low magnification; (c) surface morphology in high magnification; (d) cross-sectional morphology.
(1 and 2 represent the EDS full scan region in Figure 1b and EDS testing region in Figure 1d, respectively.
They correspond to the numbers in Table 1).

3.2. Electrochemical Corrosion Test

The potential vs. time curves of AZ31 alloy with and without film in Hank’s solution is shown in
Figure 2a. In the case of AZ31 substrate, the OCP keeps increasing from —1.84 to —1.57 V (vs. SCE)
in the initial 1.66 x 10* s, and then drops down slightly. It implies that a corrosion products film is
formed continuously on the alloy surface, and then the film breaks down. Afterwards, OCP fluctuated
in a small range, indicating that the rupture and formation of the corrosion products film reach a
dynamic equilibrium. The optical morphology of the AZ31 substrate after being soaked for 9.0 x 10* s
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is also provided in the low section of Figure 2a. It is observed that there is a thin but non-homogeneous
film on the surface, where many white-bright spots distribute randomly, indicating the rupture of the
corrosion products film. In contrast, the performance of the sample coated with HT film is different.
OCP of the coated sample increases from —1.90 to —1.63 V (vs. SCE) within 1.20 x 10* s. Subsequently,
it keeps elevating with a relatively lower slope. It can be implied that the reaction between HT film
and Hank’s solution sustains during the whole immersion to form a corrosion products layer on the
top, which is hardly stabilized. To the end of the testing, the OCP of the coated sample achieves to
—1.49 V (vs. SCE). It is noteworthy that OCP fluctuates several times at the range around 1.20 x 10%,
5.70 x 10* and 1.84 x 10° s, respectively. It may be because that local superficial pit corrosion occurs at
some active spots, but these active areas are covered by corrosion products immediately. No corrosion
pits are observed by naked eye on the surface of the coated sample after being soaked for 2.62 x 10° s
(more than 3 days). It can be implied that the film can effectively delay the initial appearance of
megascopic corrosion pit. Figure 2b shows the polarization curves of the AZ31 alloy with and without
film in Hank’s solution. The HT film slows down the corrosion rate of bare alloy by inhibiting both
the cathodic hydrogen evolution and anodic dissolution reactions. The hydrogen evolution rate in
the cathodic side is decreased. The anodic sides of the two curves are quite different. In curve 2,
there is a passive tendency region. The breakdown potential (E},) of the film coated sample is about
—1.34 V, which is more positive than that of the substrate (—1.51 V). The corrosion current density
(icorr) Of the substrate and the coated sample is approximately 23.64 and 5.54 uA cm ™2, respectively.
The positive shift of the corrosion potential and the decrease of current density indicate that the HT
film can improve the corrosion resistance of the AZ31 alloy in SBE.
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Figure 2. (a) Potential vs. time curves; (b) polarization curves of the AZ31 alloy with and without the
hydrotalcite film in Hank’s solution.

3.3. Corrosion Morphology of the HT Film

Optical images of the AZ31 alloy with and without HT film immersed in Hank’s solution for
different time are shown in Figure 3. After 3 days immersion, filiform corrosion has happened to more
than half area of the bare alloy, which is corroded severely. The majority of the coated sample is not
attacked after 15 days immersion. The immersion test also indicates that the HT film can offer good
protection to the AZ31 alloy in SBE. However, compared to the morphology of the original HT film
before immersion which is very homogeneous and smooth without any tubercle (Figure 1a), there are
some white particles on the surface of the HT film after immersion test.

Figure 4 presents the surface morphology of the AZ31 alloy with HT film after immersion test for
15 days in Hank’s solution. It is revealed from the low magnification morphology observation of the
SEM image that lots of white corrosion products are deposited on the pit. However, these particles
do not stack densely. It can be seen from the high magnification morphology that the microstructure
of the top film changes greatly after immersion test. The baculiform particles stack tightly, which is
quite different from the original HT microstructure before immersion (Figure 1c) than the curved
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hexagonal platelets lying perpendicular to the substrate surface. After removing corrosion products,
it is observed that the depth of pit is inhomogeneous, where it is deeper at the intermediate site
(Figure 4c). It indicates that both vertical development and horizontal development of the pit corrosion
occurred. Many shallow corrosion traces are also observed on the surface of the substrate.

Figure 3. Optical corrosion morphology of: (a) The bare AZ31 alloy after immersion test for 3 days;
(b) the hydrotalcite film coated sample after immersion tests for 15 days in Hank’s solution.

Magn Det —— 200 u.:n
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Figure 4. Surface morphology of the hydrotalcite film coated sample after immersion test for 15 days
in Hank’s solution: (a) The white particle area in low magnification; (b) the intact area in high
magnification; (c) the pit area after removing corrosion products. (3 and 4 in Figure 4a represent the
EDS testing regions and correspond to the numbers in Table 1.)

Figure 5 shows the cross-sectional morphology of the HT film coated sample after immersion test
for 15 days in Hank’s solution. Figure 5a displays a deep pit, the depth of which is about 126 um, and it
is filled up by corrosion products. In addition, there are many micro-cracks in the products block mass.
In the high magnification image, there are three layers above the substrate, just like a “sandwich”.
The top layer is the corrosion products film covered above the HT film, the thickness of which is about
0.73 um. The second layer is the HT film after immersion, but compared to the original HT film, the
thickness of which is increased significantly (about 2.12 pm). There is an open crack, penetrating the
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two layers directly to the substrate. Those micro-cracks can provide channels for the corrosion medium
passing through to the substrate. As a result, the Mg substrate under the film is corroded, and another
loose and discontinuous corrosion products film layer is formed underneath the HT film. In addition,
there is a gap between the HT film and the bottom corrosion products layer. It may be caused by the
mechanical ground because the corrosion products of the substrate underneath the HT film are loose
and brittle.

Magn  Det 100 pm Magn  Det
200x  BSE 5000x  BSE

Figure 5. Cross-sectional morphology of the hydrotalcite film coated sample after immersion test for
15 days in Hank’s solution: (a) Low magnification; (b) high magnification. (5, 6 and 7 in Figure 5b
represent the EDS testing regions and correspond to the numbers in Table 1.)

3.4. Composition Analysis of the Film

The chemical composition of the film before and after immersion was analyzed by EDS and XPS.
The content of various elements in different regions of the films in Figures 1, 4a and 5b marked by
1-7 is listed in Table 1. The original HT film only contains C, Mg, Al and O, and the content of Mg is
very high (Region 1), indicating that the signal from the matrix is strong. While the composition of
the film after immersion test is more complex, including C, O, Mg, Al, P and Ca, and the signal from
the matrix Mg is weak (Region 4), implying that the detected information is mainly attributed to the
film. It is because the thickness of the film after immersion is increased, and the result is in accordance
with the cross-sectional morphology (compared Figures 1d and 5b). Furthermore, the atomic ratio of
Mg and Al elements in Region 6 is decreased to 3.13:1, compared with Region 2 which is about 3.68:1.
The main information from the composition comparison of the HT film before and after immersion is
that Ca and P have been inserted into the HT structure. The corrosion products deposited on pit are
composed of O, C, Mg, P and Ca, and the content of Ca is especially high (Region 3). According to
the EDS analysis, the contents of Ca and P in the corrosion products film layer are high, but the Al
content is very small (Region 5). The composition of the bottom corrosion products layer is C, O, Al,
Mg, Ca and P (Region 7), and Mg is the main metal element. In addition, the content of Ca and P in the
corrosion products film layer below the HT film is smaller than that in the top layer. It may be because
that only small amount of electrolyte passed through into the HT film with poor liquidity.

Table 1. The content of various elements in different regions of the films in Figures 1, 4a and 5b marked
by 1-7, respectively.

Element (at. %) C o Mg Al P Ca
1 15.67 21.00 59.54 03.80 — —
2 16.53 42.96 31.85 8.66 — —
3 19.36 42.94 04.02 — 12.57 21.11
4 20.09 48.88 16.91 05.19 04.99 03.94
5 37.12 40.36 06.18 00.62 09.04 06.67
6 21.84 48.57 17.17 05.49 04.65 02.28
7 25.35 40.90 23.78 02.60 05.85 01.52
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The XPS analysis of the HT film after immersion test for 15 days in Hank’s solution is shown in
Figure 6. The C1s spectrum has two peaks. The strong peak is due to the adventitious hydrocarbons
from the environment. Small shoulder at approximate 289.6 eV indicates the presence of CaCOs.
Figure 6b presents the high resolution XPS spectrum of O 1s, which is deconvoluted into three peaks.
The peak at 533.7 eV can be attributed to P-OH [31,32]. The binding energy of 532.6 eV is H,O.
The peak at 531.5 eV is attributed to CO32- or P=0 [26,31-33]. The spectrum of P 2p is divided into two
peaks, 132.7 and 133.5 eV, which are attributed to PO43~ and HPO42~, respectively [34,35]. Al signal
is inexistent in the spectrum (Figure 6d), indicating that the XPS signals are mainly attributed to the
corrosion products film after immersion test, not from the HT film. The result is in accordance with
the above results that there is another film layer on the top of HT film (Figure 5b) and almost no Al is
identified in this layer. The high-resolution spectrum of Ca 2p displays two distinctive peaks due to
the spin orbit splitting. The Ca 2p3,, peak at 347.8 eV can be attributed to CaHPO,4-2H,O. The binding
energy of Ca 2p3,, peak at 346.9 eV can be attributed to Caz(PO4); or CaCOs5 [34]. The Mg 1s peak at
1303.9 eV is assigned to Mg3(POy), [35]. It is observed that the content of phosphates is larger than
that of hydrogen phosphates. Based on the composition analysis, it can be seen that the top corrosion
products layer is mainly consisted of Mg3(POy),, Caz(PO4)2, CaHPO4-2H,0O and CaCOs.
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Figure 6. XPS analysis of the hydrotalcite film after immersion test for 15 days in Hank’s solution: (a) C
1s; (b) O 1s; (c) P 2p; (d) Al 2p; (e) Ca 2p; (f) Mg 1s.
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3.5. A Comparison of the Corrosion Behavior of AZ31 with HT Film in NaCl Solution and Hank’s Solution

We preliminarily compared the corrosion protection effect of the HT film for AZ31 alloy in
0.1 mol-L~! NaCl and Hank’s solution. The corrosion behavior of the HT film in SBF is quite different
from that in NaCl solution. In NaCl solution, localized corrosion has already occurred on the coated
sample after 12 h immersion (Figure 5e in Reference [26]). When after 3 days immersion, the coated
sample displayed a filiform corrosion characteristic and metal brightness (Figure 5a in Reference [28]).
As illustrated in Figure 7a, dissolution of the HT film takes place, accordingly, the HT film cannot
continuously provide protection to the Mg substrate for longer periods of time, and many long
filaments are observed. Differently, in SBF, no corrosion is visible in the region of the coated sample
after OCP test for more than 3 days. And, the whole surface of the substrate is still covered with
film even after 15 days immersion. However, pit corrosion occurs at some active spots. Although
the corrosion products deposited on the pit can provide some degree of protection, the corrosion
suppression effect is limited in view of the fact that the products particles deposit is loosely above
the pits (Figure 4a). In addition, the electrolyte can penetrate the film at the weak sites during the
long-time immersion, and then micro-cracks appear on the surface of the film. Once the electrolyte
passes through the micro-cracks to the substrate, underneath corrosion occurs. The corrosion behavior
of the HT film in SBF can be illustrated as shown in Figure 7b. The corrosion protective effect of the
HT film in SBF is superior to that in NaCl solution. It may be attributed to the corrosion products layer
precipitation above the HT film. As a diffusion barrier against electrolyte uptake, the top corrosion
products layer governs the dissolution of HT film and suppresses the corrosion activity. These facts
indicate that the corrosion environment governs the corrosion behavior of the HT film.

(a) (b)

NaCl solution Simulated body fluid
Precipitated
Crack corrosion products
Dissolqtion
Filiforlr corrosion \

ﬂ’:,i:;’ksz !

Top corrosion Hydrotalcite film

products film

AZ31 base AZ31 base Underneath

corrosion products

Hydrotalcite film

Figure 7. Schematic illustration of the corrosion behavior of AZ31 with hydrotalcite film in: (a) NaCl
solution; (b) Hank’s solution.

4. Summary

In summary, the HT film is compact and uniform, which can improve the corrosion resistance
of the AZ31 substrate and greatly delay the initial corrosion in SBE. A dense corrosion products film
mainly consisting of Mg/Ca phosphates and CaCOj is continuously precipitated above the HT film,
which has high chemical stability. However, local pit corrosion takes place, and underneath corrosion
occurs at some active places after long periods of immersion.

The difference in corrosion behavior of the AZ31 alloy with HT film in SBF and NaCl solution is
preliminarily revealed. In NaCl solution, the HT crystals could be dissolved, and macroscopic filiform
corrosion occurred only after 3 days immersion. In SBF, corrosion is localized, but most areas of the
coated sample still remain integral even after 15 days of immersion. In SBF, the deposited top corrosion
products layer can enhance the barrier effect of the HT film. Hence, the HT film can provide protection
for longer periods of time in SBF than in NaCl solution.



Coatings 2019, 9, 113 90f 10

Author Contributions: ]J.C. and S.M. conceived and designed the experiments. J.C. and K.K. carried out the
experimental works and prepared all the figures. J.C. and Y.S. analyzed the data and co-wrote the paper. E.-H.H.
and J.A. contributed to the general discussion. All authors reviewed the manuscript.

Funding: This work was funded by the National Natural Science Foundation of China (No. 51501156), the Open
Research Subject of Key Laboratory of Laboratory of Special Materials and Manufacturing Technology in Sichuan
Provincial Universities (No. szjj2016-033), the Research Project of the Education Department of Sichuan Province,
China (No. 18ZA0453), the Program of Youth Scientific and Technological Innovation Research Team of Sichuan
Province (No. 2019]JDTD0024), the Chunhui Program from the Education Ministry of China (No. Z2015094) and
the China Postdoctoral Science Foundation Funded Project (No. 2016M602668).

Conflicts of Interest: The author declares no conflict of interest.

References

1. Monsees, TK.; Azem, FA.; Cotrut, C.M.; Braic, M.; Abdulgader, R.; Pana, I; Birlik, L; Kiss, A.; Booysen, R.;
Vladescu, A. Biodegradable ceramics consisting of hydroxyapatite for orthopaedic implants. Coatings 2017,
7,184. [CrossRef]

2. Witte, F.; Kaese, V.; Haferkamp, H.; Switzer, E.; Meyer-Lindenberg, A.; Wirth, C.J.; Windhagen, H. In vivo
corrosion of four magnesium alloys and the associated bone response. Biomaterials 2005, 26, 3557-3563.
[CrossRef] [PubMed]

3. Cui, L.Y,; Sun, L.; Zeng, R.C.; Zheng, Y.F,; Li, S.Q. In vitro degradation and biocompatibility of Mg-Li-Ca
alloys-the influence of Li content. Sci. China Mater. 2018, 61, 607-618. [CrossRef]

4. Cheng,J; Liu, B.; Wu, YH.; Zheng, Y.F. Comparative in vitro study on pure metals (Fe, Mn, Mg, Zn and W)
as biodegradable metals. J. Mater. Sci. Technol. 2013, 29, 619-627. [CrossRef]

5. Wu, J.Y.; Zhao, D.L.; Ohodnicki, ].M.; Lee, B.; Roy, A.; Yao, R.; Chen, S.; Dong, Z.Y.; Heineman, W.R,;
Kumta, PN. Invitro and invivo evaluation of multiphase ultrahigh ductility Mg-Li-Zn alloys for
cardiovascular stent application. ACS Biomater. Sci. Eng. 2018, 4, 919-932. [CrossRef]

6. He, M.F; Wang, H.; Zhou, K.G.; Pan, D.; Liu, F. Effects of Li addition on the corrosion behaviour and
biocompatibility of Mg(Li)-Zn-Ca metallic glasses. |. Mater. Sci. 2018, 53, 9928-9942. [CrossRef]

7. Xu, L.P; Yu, G.N,; Zhang, E.L.; Pan, E; Yang, K. In vivo corrosion behavior of Mg-Mn-Zn alloy for bone
implant application. J. Biomed. Mater. Res. A 2007, 83, 703-711. [CrossRef]

8.  Tan,L.L; Yu, XM.; Wan, P; Yang, K. Biodegradable materials for bone repairs: A review. |. Mater. Sci. Technol.
2013, 29, 503-513. [CrossRef]

9. Shadanbaz, S.; Dias, G.J. Calcium phosphate coatings on magnesium alloys for biomedical applications: A
review. Acta Biomater. 2012, 8, 20-30. [CrossRef]

10. Degner, J.; Singer, F.; Cordero, L.; Boccaccini, A.R.; Virtanen, S. Electrochemical investigations of magnesium
in DMEM with biodegradable polycaprolactone coating as corrosion barrier. Appl. Surf. Sci. 2013,
282,264-270. [CrossRef]

11. Li, B.; Chen, Y,; Huang, W.,; Yang, W.Z.; Yin, X.S.; Liu, Y. In vitro degradation, cytocompatibility and
hemolysis tests of CaF, doped TiO,-SiO; composite coating on AZ31 alloy. Appl. Surf. Sci. 2016, 382, 268-279.
[CrossRef]

12.  Ding, J.D. A composite strategy to fabricate high-performance biodegradable stents for tissue regeneration.
Sci. China Mater. 2018, 61, 1132-1134. [CrossRef]

13. Witte, F; Fischer, J.; Nellesen, J.; Crostack, H.A.; Kaese, V,; Pisch, A.; Beckmann, F.; Windhagen, H. In vitro
and in vivo corrosion measurements of magnesium alloys. Biomaterials 2006, 27, 1013-1018. [CrossRef]
[PubMed]

14.  Yun, Y; Dong, Z.Y,; Yang, D.E.; Schulz, M.]J.; Shanov, V.N.; Yarmolenko, S.; Xu, Z.G.; Kumta, P.; Sfeir, C.
Biodegradable Mg corrosion and osteoblast cell culture studies. Mater. Sci. Eng. C: Mater. Biol. Appl. 2009,
29, 1814-1821. [CrossRef]

15. Staiger, M.P; Pietak, A.M.; Huadmai, J.; Dias, G. Magnesium and its alloys as orthopedic biomaterials: A
review. Biomaterials 2006, 27, 1728-1734. [CrossRef] [PubMed]

16. Kwak, S.Y.; Kriven, WM.; Wallig, M.A.; Choy, ].H. Inorganic delivery vector for intravenous injection.
Biomaterials 2004, 25, 5995-6001. [CrossRef]

17.  Tsukanov, A.A.; Psakhie, S.G. Energy and structure of bonds in the interaction of organic anions with layered
double hydroxide nanosheets: A molecular dynamics study. Sci. Rep. 2016, 6, 19986. [CrossRef]


http://dx.doi.org/10.3390/coatings7110184
http://dx.doi.org/10.1016/j.biomaterials.2004.09.049
http://www.ncbi.nlm.nih.gov/pubmed/15621246
http://dx.doi.org/10.1007/s40843-017-9071-y
http://dx.doi.org/10.1016/j.jmst.2013.03.019
http://dx.doi.org/10.1021/acsbiomaterials.7b00854
http://dx.doi.org/10.1007/s10853-018-2323-3
http://dx.doi.org/10.1002/jbm.a.31273
http://dx.doi.org/10.1016/j.jmst.2013.03.002
http://dx.doi.org/10.1016/j.actbio.2011.10.016
http://dx.doi.org/10.1016/j.apsusc.2013.05.115
http://dx.doi.org/10.1016/j.apsusc.2016.04.141
http://dx.doi.org/10.1007/s40843-018-9228-4
http://dx.doi.org/10.1016/j.biomaterials.2005.07.037
http://www.ncbi.nlm.nih.gov/pubmed/16122786
http://dx.doi.org/10.1016/j.msec.2009.02.008
http://dx.doi.org/10.1016/j.biomaterials.2005.10.003
http://www.ncbi.nlm.nih.gov/pubmed/16246414
http://dx.doi.org/10.1016/j.biomaterials.2004.01.056
http://dx.doi.org/10.1038/srep19986

Coatings 2019, 9, 113 10 of 10

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

Rojas, R.; Jimenez-Kairuz, A.FE.; Manzo, R H.; Giacomelli, C.E. Release kinetics from LDH-drug hybrids:
Effect of layers stacking and drug solubility and polarity. Colloids Surf. A-Physicochem. Eng. Aspects 2014,
463, 37-43. [CrossRef]

Riaz, U.; Ashraf, S.M. Double layered hydroxides as potential anti-cancer drug delivery agents. Mini-Rev.
Med. Chem. 2013, 13, 522-529. [CrossRef]

Perioli, L.; Mutascio, P.; Pagano, C. Influence of the nanocomposite MgAl-HTIc on gastric absorption of
drugs: In vitro and ex vivo studies. Pharmcol. Res. 2013, 30, 156-166. [CrossRef]

Bellezza, F.; Alberani, A.; Posati, T.; Tarpani, L.; Latterini, L.; Cipiciani, A. Protein interactions with nanosized
hydrotalcites of different composition. J. Inorg. Biochem. 2012, 106, 134-142. [CrossRef] [PubMed]
Nakayama, H.; Hatakeyama, A.; Tsuhako, M. Encapsulation of nucleotides and DNA into Mg-Al layered
double hydroxide. Int. J. Pharm. 2010, 393, 104-111. [CrossRef] [PubMed]

Zhou, M.; Pang, X.L.; Wei, L.; Gao, K.W. Insitu grown superhydrophobic Zn-Al layered double hydroxides
films on magnesium alloy to improve corrosion properties. Appl. Surf. Sci. 2015, 337, 172-177. [CrossRef]
Lin, ].K; Uan, ].Y. Formation of Mg, Al-hydrotalcite conversion coating on Mg alloy in aqueous HCO3™/ CO52"
and corresponding protection against corrosion by the coating. Corros. Sci. 2009, 51, 1181-1188. [CrossRef]
Yu, B.Y,; Lin, J.K,; Uan, J.Y. Applications of carbonic acid solution for developing conversion coating on Mg
alloy. Trans. Nonferrous Met. Soc. China 2010, 20, 1331-1339. [CrossRef]

Chen, J.; Song, YW.,; Shan, D.Y.; Han, E.H. In situ growth of Mg-Al hydrotalcite conversion film on AZ31
magnesium alloy. Corros. Sci. 2011, 53, 3281-3288. [CrossRef]

Chen, J.; Song, Y.W.; Shan, D.Y,; Han, E.H. Study of the corrosion mechanism of the in situ grown
Mg-Al-CO;32~ hydrotalcite film on AZ31 alloy. Corros. Sci. 2012, 65, 268-277. [CrossRef]

Chen, J.; Song, Y.W.; Shan, D.Y.; Han, E.H. Modifications of the hydrotalcite film on AZ31 Mg alloy by
phytic acid: The effects on morphology, composition and corrosion resistance. Corros. Sci. 2013, 74, 130-138.
[CrossRef]

Jobbagy, M.; Regazzoni, A.E. Dissolution of nano-size Mg-Al-Cl hydrotalcite in aqueous media. Appl. Clay Sci.
2011, 51, 366-369. [CrossRef]

GB 10124-88 Standard Practice for Laboratory Immersion Corrosion Testing of Metals; Standardization
Administration of the People’s Republic of China: Beijing, China, 2008.

Wang, B.J.; Xu, D.K.; Dong, J.H.; Ke, W. Effect of texture on biodegradable behavior of an as-extruded
Mg-3%Al-1%Zn alloy in phosphate buffer saline medium. J. Mater. Sci. Technol. 2016, 32, 646—652. [CrossRef]
Wu, L.P; Zhao, L.; Dong, ].H.; Ke, W.; Chen, N. Potentiostatic conversion of phosphate mineral coating on
AZ31 magnesium alloy in 0.1 M K,HPOy solution. Electrochim. Acta 2014, 145, 71-80. [CrossRef]

Chen, Y.G.; Luan, B.L.; Song, G.L.; Yang, Q.; Kingston, D.M.; Bensebaa, F. An investigation of new barium
phosphate chemical conversion coating on AZ31 magnesium alloy. Surf. Coat. Technol. 2012, 210, 156-165.
[CrossRef]

Song, YW,; Shan, D.Y.; Chen, R.S.; Zhang, F; Han, E.H. A novel phosphate conversion film on Mg-8.8Li alloy.
Surf. Coat. Technol. 2009, 203, 1107-1113. [CrossRef]

Cui, X.F; Li, Q.F; Li, Y.; Wang, EH.; Jin, G.; Ding, M.H. Microstructure and corrosion resistance of phytic
acid conversion coatings for magnesium alloy. Appl. Surf. Sci. 2008, 255, 2098-2103. [CrossRef]

® © 2019 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http:/ /creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.1016/j.colsurfa.2014.09.031
http://dx.doi.org/10.2174/1389557511313040005
http://dx.doi.org/10.1007/s11095-012-0857-7
http://dx.doi.org/10.1016/j.jinorgbio.2011.10.002
http://www.ncbi.nlm.nih.gov/pubmed/22115829
http://dx.doi.org/10.1016/j.ijpharm.2010.04.013
http://www.ncbi.nlm.nih.gov/pubmed/20403418
http://dx.doi.org/10.1016/j.apsusc.2015.02.086
http://dx.doi.org/10.1016/j.corsci.2009.02.007
http://dx.doi.org/10.1016/S1003-6326(09)60300-9
http://dx.doi.org/10.1016/j.corsci.2011.06.003
http://dx.doi.org/10.1016/j.corsci.2012.08.026
http://dx.doi.org/10.1016/j.corsci.2013.04.034
http://dx.doi.org/10.1016/j.clay.2010.11.027
http://dx.doi.org/10.1016/j.jmst.2016.02.002
http://dx.doi.org/10.1016/j.electacta.2014.08.100
http://dx.doi.org/10.1016/j.surfcoat.2012.09.009
http://dx.doi.org/10.1016/j.surfcoat.2008.10.004
http://dx.doi.org/10.1016/j.apsusc.2008.06.199
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Fabrication of the Films 
	Characterization 

	Results and Discussion 
	Morphology of the HT Film 
	Electrochemical Corrosion Test 
	Corrosion Morphology of the HT Film 
	Composition Analysis of the Film 
	A Comparison of the Corrosion Behavior of AZ31 with HT Film in NaCl Solution and Hank’s Solution 

	Summary 
	References

