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Magnesium Alloy Using Organic Inhibitor
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A study on corrosion inhibition mechanism has been performed on rare earth containing WE43 magnesium
alloy in 3.5 wt.% NaCl containing 8-hydroxyquinoline (HQ). After an initial increase in corrosion rate due
to the formation of sparingly soluble MgQ, complex, it was found to decrease owing to inhibition effect of
the complex. Scanning electrochemical microscopic analysis showed a decrease in corrosion currents and
enhanced resistance to pitting corrosion was observed for WE43 samples in the presence of HQ after an
exposure of 48 h. With time, the MgQ, thus generated formed a protective layer on the Mg alloy surface to
prevent further corrosion. The corrosion rate of WE43 samples decreased by ~ 50% in HQ containing
medium after a constant exposure of 28 days (from ~ 0.22 mg/cm2 day in no HQ to ~ 0.11 mg/cm2 day in
HQ). For the WE43 samples in the presence of HQ, formation of MgO and MgQ, was detected by x-ray
photoelectron spectroscopy and x-ray diffraction. Shallower and smaller pits appeared on the magnesium
alloy with HQ in the solution as compared to deeper and larger pits on the samples with no HQ in the
solution. The significance of metal-complexing organic agent, hydroxyquinoline, in initial acceleration and
subsequent prevention of Mg corrosion via protective MgQ, complex layer formation is demonstrated.
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1. Introduction

During the past few years, corrosion susceptibility for
magnesium and its alloys has received considerable attention
from researchers due to their beneficial lightweight applications
in aeronautics and automotive industries (Ref 1-3). In a recent
review, Esmaily et al. (Ref 4) concluded that tailoring the
surface properties of magnesium alloys through coatings or
inhibitors was a reliable strategy for improvement in corrosion
behavior. Previous efforts in this direction include the use of
inorganic as well as organic compounds as inhibitors (Ref 5-9).
Most of such corrosion inhibition studies were conducted on
either pure magnesium or conventional AZ series alloys (Ref 5,
10-15). Very few studies were on rare-earth (RE)-added
magnesium alloys (Ref 9, 16). These studies were carried out
on Mg-Gd-Y alloy in ethylene glycol after exposure to multiple
inorganic and organic compounds (Ref 9) and in ASTM
D1384-87 (148 g/L Na,SO4 + 138 g/L NaHCOs + 165 g/L
NaCl) corrosion water at pH of 8.2 to study synergy between
organic silicates with inorganic zinc salt (Ref 16).
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It has been reported in the literature that 8-hydroxyquinoline
(HQ) complexes with magnesium and forms a MgQ, complex
(Ref 12, 13). There have been studies on corrosion inhibition
using HQ on AZ9ID magnesium alloys as a chemical
conversion coating (Ref 13, 14). A combinatorial effect of
HQ with sodium dodecylbenzenesulfonate has also been
studied and reported to have higher efficiency due to a
synergistic inhibition effect (Ref 12). Some work has also been
reported on the behavior of an environmentally friendly
corrosion inhibitor for WE43, a rare-earth-added magnesium
alloy (Ref 17). RE-added magnesium alloys are attractive from
a strength perspective due to their precipitation hardening
capability, and no systematic study has been reported on
influence of HQ on their corrosion mechanisms. With this
focus, the present work is addressed toward exploring the
corrosion mechanism of WE43 with exposure to 8-hydrox-
yquinoline. As demonstrated here using a variety of electro-
chemical and imaging techniques, the presence of HQ in fact
accelerates the initial corrosion rate due to the formation of a
MgQ, complex. However, the sparingly soluble MgQ, (K, =
6.8 x 1072 mol/L) (Ref 18) forms a protective layer on the
alloy surface to prevent further corrosion. The corrosion
behavior is probed using constant immersion and electrochem-
ical techniques in 3.5 wt.% NaCl solution with and without
addition of HQ.

2. Experimental Section

2.1 Microstructure and Mechanical Properties

Hot-rolled Mg-Y-RE (4 wt.% Y, 3 wt.% Nd, 0.5% Zr and
Mg balance: Mg-4Y-3Nd) alloy was used as the substrate for all
experiments, henceforth designated as WE43. Microstructural
characterization was done using FEI Quanta 200 environmental
scanning electron microscope (ESEM). Mechanical properties
were assessed using microhardness and uniaxial tensile testing
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in transverse orientation to the rolling direction. Microhardness
was performed on a Wilson hardness tester with a 300-g load,
and tensile testing was performed on a custom built tensile
tester.

2.2 Gorrosion Measurements

Constant immersion tests were conducted in 3.5 wt.% NaCl
and 3.5 wt.% NaCl + 3.8 mM HQ solutions at room temper-
ature. The electrochemical measurements were conducted using
same electrolyte conditions with (1) potentiodynamic polariza-
tion, (2) electrochemical impedance spectroscopy (EIS), and (3)
galvanostatic and potentiostatic polarization. All the samples
were ground and polished through 1200-grit paper and
subsequently cleaned in ethanol before conducting any corro-
sion tests. For immersion tests, samples were studied for 7-, 14-
, and 28-day exposure with and without HQ. Three samples for
each condition were employed to incorporate statistical varia-
tion. Similarly, all the electrochemical studies were conducted
at least three times to check for repeatability of results. Surface
area and initial weight measurements (with accuracy of
0.0001 g) were taken for all the samples before exposing them
to immersion testing. At the end of immersion tests, the
respective samples were cleaned by immersing them in hot
15% chromic acid solution to dissolve the corrosion products
from the surface, immediately followed by cleaning with
acetone. Final weight of the samples was measured to calculate
corrosion rate. Cleaned samples were observed under FEI
Quanta ESEM to characterize the surface corrosion. For
electrochemical measurements, samples were allowed to equi-
librate for one hour at open-circuit potential (OCP) before
conducting any potentiodynamic polarization or EIS scans.
Potentiodynamic polarization scans were run at t, (immediately
after 1 h OCP in 3.5 wt.% NaCl) and t4g (sample exposed to
48 h in 3.5 wt.% NaCl) at a scan rate of 0.166 mV/s. The
potential sweep was initiated from cathodic direction moving
toward anodic direction. EIS scans were made from 10 kHz to
10 mHz frequency range for the t, and t4;5 samples. For
galvanostatic study, constant current density of 0.1 mA/cm’
was applied throughout the 24-h electrolysis period. The
selection of current density was on the basis of polarization
plots. The current density was selected so as to be in the
breakdown region to induce pitting corrosion and measure
subsequent potentials. Similarly, for potentiostatic polarization,
a potential of — 1625 mV versus SCE was applied for
electrolysis duration of 24 h. Again, this selection was also
on the basis of polarization plots. Linear polarization resistance
was measured for WE43 samples under no-HQ and HQ-added
conditions in 3.5 wt.% NaCl solution as a function of time. The
potentials were scanned £ 20 mV versus OCP starting from
cathodic to anodic directions for measurements of linear
polarization resistance. The samples were held at OCP for
1 h before conducting the linear polarization resistance tests.
For all the electrochemical measurements, saturated calomel
electrode (SCE) was used as the reference electrode and
platinum as the counter electrode. All the measurements were
taken at room temperature. Electrochemical measurements
were taken using a Parstat 4000 potentiostat.

Scanning electrochemical microscopy (SECM) was per-
formed using an Ametek VersaScan Electrochemical Micro-
scope. A platinum ultramicroelectrode (UME) tip having
25 pm diameter, saturated Ag/AgCl, and platinum wire were
used as the working, reference, and counter -electrodes,
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respectively. Considering the conductivity of the solution, the
chloride concentration was reduced and the WE43 samples
were exposed to 0.5 wt.% NacCl solution with and without HQ.
The platinum UME was biased at 0.1 V versus saturated Ag/
AgCl in order to measure any H, gas produced at the
magnesium surface as a result of corrosion activity. A similar
approach was used to record the H, production via SECM on a
Mg substrate by Salleh et al. (Ref 19). An SECM image in
constant height mode was obtained by scanning the UME tip in
the x—y plane and recording the tip current as a function of tip
location. The distance between tip and substrate was adjusted to
25 ym by performing an approach curve using fer-
rocenemethanol as a redox mediator, holding the probe
potential at a value of 0.6 V to oxidize the ferrocenemethanol
in solution. After the approach curve was completed, the redox
mediator solution was removed and the sample was washed
carefully. The 0.5% NaCl solution was then added to the cell to
perform the SECM analysis with and without HQ. All samples
for SECM analysis were mirror polished using 1-um diamond
paste in ethanol environment. An area surrounding the WE43
sample (mounted in epoxy) was examined to differentiate tip
current as compared to the area directly over the magnesium
sample. All SECM measurements were taken at room temper-
ature.

2.3 Gorrosion Product Analysis

After testing, surface characterization of the samples was
conducted using SEM. Corrosion product analysis was per-
formed with x-ray diffraction (XRD) and x-ray photoelectron
spectroscopy (XPS) for all the WE43 samples. The XPS was
performed using a PHI 5000 VersaProbe II spectrometer with
an Al K-o x-ray source, and the spectra were recorded for
Mg—2p, O—1s, and Nd—3d5. Peak calibration was done
using C—1s spectrum peak at 284.6 eV. XRD was performed
using a Rigaku Ultima III with a Cu Ko source at 40 kV
accelerating voltage and 44 mA current at a 0.05° step size and
3°/min scan rate. The magnesium—HQ complex formed has
fluorescent characteristics, so fluorescence microscopy was
conducted to observe the surface of HQ-added WE43 samples
as a function of time. A Nikon Eclipse Ti microscope was used
by flashing ultraviolet light on the WE43 sample surface to
capture the fluorescent micrographs.

Fig. 1 Scanning electron micrograph of WE43 sample
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Table 1 Results of mechanical testing of WE43 alloy
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Fig. 2 Results of XPS analysis of WE43 samples after 48-h exposure in 3.5 wt.% NaCl and 3.5 wt.% NaCl + 3.8 mM HQ solutions

3. Results and Discussion

The following section describes the results of corrosion
product analysis and electrochemical measurements taken on
WE43 alloy samples in 3.5 wt.% NaCl solution and 3.5 wt.%
NaCl solution + 3.8 mM HQ solution at room temperature.
Comparison is made between initial exposed samples with
samples exposed to these conditions for 48 h of duration.

3.1 Microstructure and Mechanical Properties of WE43
Alloy

Initial microstructural characterization of the as-received
WE43 alloy was conducted using acetic picral as etchant.
SEM micrograph of the alloy is shown in Fig. 1. The
microstructure consists of equiaxed and elongated grains in
the rolling direction with Y- and Nd-rich bright particles in the
matrix. Microhardness testing with 300 g load and tensile
testing were conducted to evaluate the mechanical properties
of the alloy. Results of microhardness and tensile testing are
summarized in Table 1. For microhardness, an average of ten
measurements was reported and for tensile testing three WE43
samples were tested. The alloy showed microhardness, yield
strength, ultimate tensile strength, and ductility of 81.5 HV,
182.3 MPa, 253 MPa, and 22.3%, respectively. These values
were consistent with those reported by Panigrahi et al. (Ref
20).
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3.2 Corrosion Product Analysis of WE43 Alloy

The XPS spectra recorded from WE43 samples exposed to
3.5 wt.% NaCl with and without 3.8 mM HQ after 48-h
exposure in respective solutions are shown in Fig. 2. A clear
change in composition of corrosion product was observed. For
Mg—2p spectrum, the samples without HQ in the solution
showed predominantly Mg(OH), (a large peak at 51.9 eV) with
small fraction of MgO (peak at 50.5 eV). On the other hand,
samples with HQ in the solution showed mainly the MgO peak
with a small peak possibly associated with MgQ, (a lower
binding energy peak at 47.9 eV). Similarly, for O—1s spec-
trum, no-HQ condition depicted mostly Mg(OH),, with some
Nd,O3 and MgO, whereas the sample with HQ in the solution
showed only MgO peak. Pinto et al. (Ref 21) and Ardelean
et al. (Ref 22) reported similar binding energy values for
Mg(OH), and MgO for Mg—2p and O—1s. In a recent review
on corrosion inhibitors for magnesium alloys, a suggestion was
made about suppression of anodic dissolution as a possible
mechanism of corrosion inhibition by HQ (Ref 23). In this
study, there was clear indication by XPS about the formation of
MgQ, and MgO in the top most layer of corrosion products that
provided the corrosion protection. This protective layer reduced
further anodic dissolution of Mg and improved corrosion
resistance. The absence of Mg(OH), in the top most layer of
corrosion products in the presence of HQ enhanced the
corrosion resistance of WE43. The Nd—3d5 peaks of
neodymium were observed for both no-HQ and HQ solutions.
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Fig. 3 XRD analysis of WE43 samples after 48-h exposure in 3.5
wt.% NaCl and 3.5 wt.% NaCl + 3.8 mM HQ solutions

The XRD results in Fig. 3 corroborated the XPS analysis.
MgQ, peaks were detected in the XRD analysis of the sample
exposed to 3.5 wt.% NaCl with 3.8 mM HQ. In a study
conducted by Kartsonakis et al. (Ref 8) on corrosion inhibition
of ZK30 magnesium alloy, similar peaks were detected in XRD
attributed to a MgQ, complex. Shen et al. (Ref 14) observed
MgQ, peaks on the AZ91D magnesium alloy coated with 8-
hydroxyquinoline primer. Thus, it is evident that the peaks
observed in the range of 12°-25° 2-theta values correspond to
formation of MgQ, complex for WE43 samples exposed to
HQ-added solution.

3.3 Constant Immersion and Electrochemical
Measurements

The results of constant immersion, potentiodynamic polar-
ization, galvanostatic, and potentiostatic polarization of WE43
samples in 3.5 wt.% NaCl and 3.5 wt.% NaCl + 3.8 mM HQ
solutions are presented in Fig. 4. Constant immersion tests
(Fig. 4a) showed a decrease in corrosion rates for samples
exposed to solution with HQ. The samples exposed to solution
with HQ after 28 days showed ~ 50% lower corrosion rates
than samples without HQ in the solution. The corrosion rates
were calculated through weight loss measurements before and
after exposure. The constant immersion tests showed amplifi-
cation in the corrosion inhibition with longer exposure
durations (lower weight loss for 28-day exposed sample as
compared to 14 days). From the weight loss analysis through
constant immersion tests, it is evident that the corrosion
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inhibition efficiency (C.1.) calculated as shown in Eq 1 had an
increasing trend with exposure time. C.I. after 7 days of
exposure was ~ 26% which increased to 40% after 14 days of
exposure. For the 28-day exposure, C.I. further increased to
50% (see Fig. 4a).

%CI =100 x (C-R-withoutHQ — C-R-withHQ)/C-R~with0utHQ-
(Eq 1)

where C.R. is the corrosion rate.

Potentiodynamic polarization scans in Fig. 4(b) showed
large passive range for samples exposed to solution without HQ
after 48-h exposure; however, the samples in the presence of
HQ after an exposure of 48 h showed lower corrosion currents
with marginally positive corrosion potentials. The electrochem-
ical parameters from potentiodynamic polarization are summa-
rized in Table 2. The differences in the corrosion behavior
studied through constant immersion as compared to the
electrochemical measurements are well known in magnesium
alloys owing to the negative difference effect (NDE) where
with an increase in potential the hydrogen evolution rate
increases along with higher corrosion (Ref 24, 25). More
positive corrosion potentials with lower corrosion currents were
observed for samples exposed to HQ-added solution after 48 h.
Shorter times to reach stable potentials and lower currents were
observed for samples in the presence of HQ, as shown in
Fig. 4(c) and (d) for galvanostatic and potentiostatic polariza-
tion, respectively. These samples reached a stable potential
within ~ 8 h of 0.1 mA galvanostatic measurements, whereas
the samples exposed to solution with no HQ reached a
stable potential in ~ 16 h. Under potentiostatic conditions, the
samples exposed to solution with HQ demonstrated lower
current (~ 2 x) as compared to those with no HQ in the
solution throughout the 24-h duration of the test. The selection
of current density for galvanostatic measurements and that of
voltage for potentiostatic measurements were based on the
polarization plots. These were selected to impress accelerated
corrosion conditions to assess the behavior. The galvanostatic
and potentiostatic results indicated the reduction in corrosion
behavior of the magnesium alloy in the presence of HQ. To
further emphasize this effect, linear polarization resistance (R,,)
was measured as a function of time for WE43 samples exposed
to 3.5 wt.% NaCl with and without HQ. The WE43 samples
exposed to solution with HQ showed ~ sixfold increase in the
polarization resistance after 48 h of exposure. On the other
hand, for the samples without HQ in the solution exposed for
same duration of 48 h, there was ~ 13% increase in polariza-
tion resistance. The polarization resistance values are listed in
Table 2. The linear polarization resistance values for the WE43
in 3.5 wt.% NaCl solution were a good match with the reported
values for identical conditions (Ref 26).

Electrochemical impedance spectroscopy (EIS) results with
Nyquist and Bode magnitude plots are shown in Fig. 5(a) and
(b), respectively, for WE43 in 3.5 wt.% NaCl with and without
HQ taken immediately after immersion (ty) and after 48 h of
immersion in solution (t4g3). These samples showed two
capacitive loops: one each at high and low frequencies. The
high-frequency capacitive loop is attributed to charge transfer,
whereas the lower-frequency one is attributed to the mass
transport across the surface corrosion layer (Ref 12, 22, 26, 27).
The equivalent circuits for samples exposed to with and without
HQ in the solution are presented in Fig. 5(c) and (d),
respectively. Due to the depressed nature of the semicircles as
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Fig. 4 (a) Constant immersion testing, (b) potentiodynamic polarization plots, (c) galvanostatic plots, (d) potentiostatic plots of WE43 alloy in

3.5 wt.% NaCl with and without HQ

Table 2 Electrochemical parameters from the polarization plots of WE43 samples exposed to in 3.5 wt.% NaCl with and

without HQ

Condition E.ors mV vs. SCE corn uA/cm2 Linear polarization resistance, em?
WE43—no HQ t, — 1717 1.76 2283 + 437

WE43—no HQ tyg — 1752 0.6 4087 £+ 127

WE43—3.8 mM HQ t, — 1846 3.25 736 + 187

WE43—3.8 mM HQ tgg — 1718 0.4 4646 £+ 210

evident in the Nyquist plots, constant phase elements (CPEs)
were used instead of the ideal capacitors. This is typically
observed for solid electrodes to account for non-ideal behavior.
In the equivalent circuits, Ry, corresponds to the solution
resistance between the working electrode and reference elec-
trode. For the samples without HQ in the solution, the
equivalent circuit has a constant phase element CPE,, (related
capacitance of oxide film) and associated oxide film resistance
(Roy). Further, the circuit has another CPE 4 which is associated
with the capacitance of the double layer and R, the resistance
of charge transfer at the metal interface. For the samples with
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HQ in the solution, the first CPE has been modified to reflect
the formation of a corrosion inhibition layer, MgQ,, rather than
an oxide layer. This replacement is justified based upon the
lower intensity of the MgO peak in the O—1s XPS spectrum
shown in Fig. 2. Additionally, the resistance has been changed
to the resistance of the layer formed from the HQ adsorbed to
the metal surface (Ref 8). The fitting of EIS data was carried out
using ZView 2 software. The results of EIS data analysis are
summarized in Table 3. A good fit for the Nyquist and Bode
plots was achieved using these electrical circuits for individual
conditions, and fitted plots are shown in Fig. 5(a) and (b). For
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Table 3 Summary of the values of equivalent circuit elements obtained after fitting the EIS data of WE43 samples with

and without HQ in 3.5 wt.% NaCl solutions

CPE,« T, R,,, CPEinn — T, Rinn, CPEy — T, R, Rps
Condition Fem 2s™ ey  Q em? Fem™2s™" i Q cm? Fem™2s™" nq Qcm’> Qcm?
WE43—mno HQ t0 1.1 x 107 0.95 1826 15 x 1073 0.92 1136 2962
WE43—no HQ 1.1 x 107 0.93 3943 6.8 x 107* 0.64 4002 7945
t48
WE43—3.8 mM 1.6 x 107° 0.93 920 13 x 1073 0.76 1102 2022
HQ 10
WE43—3.8 mM 1.6 x 107° 0.90 5181 73 x 107* 0.64 5514 10,695
HQ t48
the samples in the presence of HQ, an increase in inhibition ! !
layer resistance (R;,,) and charge transfer resistance (R.) with - (Eq 2a)
corresponding marginal decrease in respective capacitances was Ry Rox + Ra
observed with an increase in time. The plots also indicate that
early on (at ty), the sample without HQ in the solution has 1 1 (Eq 2b)
larger capacitive loops as compared to the one with HQ. Ry, R + Ru 4

However, the samples exposed to solution with HQ after 48-h
duration showed larger loops, indicating higher corrosion
resistance. The effect of inhibition was clearly observed with
the marked increase in the two capacitive loop resistances.
Figure 6 shows the plot of R, /R;,, and R, for WE43 samples,
and there was a clear increase in the resistances of the samples
exposed to solution with HQ after 48 h of duration. The
polarization resistances for the WE43 samples can be estimated
from the EIS analysis as described in Eq 2a and 2b, respec-
tively (Ref 28, 29).
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where R, is the polarization resistance.

It is evident that the increase in the cumulative resistance
values of samples exposed to HQ-added solution over the
period provided higher corrosion resistance as compared to
those without HQ. The polarization values as estimated from
Eq 2a and 2b are also reported in Table 3. These polarization
values showed similar trend as the linear polarization resistance
presented in Table 2; however, the magnitudes were found to
be higher in the EIS calculated values. The increase in R, and
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Fig. 6 Plot of fitting parameters of equivalent circuits of WE43
samples with and without HQ in 3.5 wt.% NaCl solutions

R, for samples in the absence of HQ in the solution for 48-h
exposure can be attributed to MgO/Mg(OH), layer formation
on the surface. However, with time the protective ability of
MgO/Mg(OH), layer is expected to diminish as it is not stable.
On the other hand, the samples exposed to solution with HQ
showed the marked increase in the polarization resistances
(both through LPR and EIS) with exposure time. The
polarization resistance is expected to further increase with time
(as observed in the constant immersion tests) based upon the
increase in corrosion inhibition efficiency shown from weight
loss analysis after 7, 14, and 28 days (Fig. 4a).

The SECM area scans with different local corrosion current
characteristics of WE43 samples when magnesium is exposed to
a 0.5 wt.% NaCl solution with and without HQ are shown in
Fig. 7. For the sample without HQ in the solution, the t, profiles
show relatively uniform corrosion with some regions showing
higher current values as observed in Fig. 7(a). The behavior after
an exposure of 48 h of the same sample illustrated in Fig. 7(b)
showed a large area with low levels of currents, whereas a very
small area showed relatively higher current values. This suggests
that the sample without HQ in the solution after 48 h of exposure
passivated likely under the formation of Mg(OH), film on the
surface. However, localized corrosion observed on the surface
due to lack of passivity of the film is evident from the higher
current values in a highly localized region. On the other hand,
WE43 sample in the presence of HQ in the solution at t, (see
Fig. 7c¢) largely showed higher currents all throughout the
sample surface when compared with sample with no HQ in the
solution t, (see Fig. 7a) condition. A decrease in the currents was
observed after 48 h of exposure. Magnesium alloys are known to
undergo localized pitting corrosion in chloride containing
aqueous solutions. For the RE-added alloys, second phase rich
in RE acts as cathodic sites and creates a galvanic condition with
the anodic Mg matrix (Ref 30). SECM mapping of Mg corrosion
has difficulties using H, as the mediator. However, it can provide
semiqualitative comparison about the corrosion occurring on the
surface which is typically accompanied by H, evolution (Ref 19,
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31). In the present study, the comparison was made between
corrosion behavior of WE43 in chloride solution having no-HQ
and HQ-added conditions over the period of 48-h exposure. The
currents measured in the SECM analysis were only compared
between ty and t45 of respective conditions (i.e., with HQ and
without HQ) to evaluate the extent of corrosion. The WE43
samples without HQ in the solution showed localized spots of
higher currents in the SECM analysis (see Fig. 7b) representing
the pitting corrosion happening on the surface. On the other hand,
as evident in Fig. 7(d) the current levels are suppressed across the
sample surface owing to formation of protective MgQ, film. The
film formed on the surface of the sample insulates it from further
corrosion. On all the samples analyzed with SECM, approach
curves were used to select an appropriate distance for the probe,
as described in “Experimental” section. A representative
approach curve is presented in Fig. 7(e). Thus, addition of HQ
in the solution resulted in higher pitting corrosion resistance of
WE43 alloy. However, as observed in the polarization results, the
48-h WE43 sample without HQ in the solution showed ~ 80-
100 mV positive pitting potential as compared to the one with
HQ in the solution (see Table 2). This again highlights the
difference of corrosion behavior in magnesium alloys under
open-circuit and polarized conditions. The SECM analysis
conducted in this work was in a open-circuit environment. Thus,
these results provide a microscopic evidence of the corrosion
inhibition mechanism of HQ for the magnesium alloy. Through
SECM, it was evident from the lack of large local currents that
addition of HQ provided WE43 a resistance to attack under
pitting corrosion in chloride containing environments after
prolonged exposure.

Since the MgQ, complex is luminescent (Ref 32), fluores-
cence microscopy images of the surface were recorded as a
function of time to study the growth of the corrosion protective
layer. Figure 8 shows the fluorescent micrographs of the WE43
samples in the presence of 3.8 mM HQ + 3.5 wt.% NaCl
solution taken after 1, 24, and 48 h of exposure. Initially, the
film was not continuous and therefore less protective (see
Fig. 8a); however, with time the film grows uniformly and
appeared to be compact (see Fig. 8b and c). The continuous
nature of the film provided the corrosion protection with a
decrease in corrosion activity. Scanning electron micrographs
after 28-day exposure for the constant immersion samples are
shown in Fig. 9(a) and (b). The sample with no HQ in the
solution showed indiscriminate type of metal dissolution under
pitting with spiral contours visible in the inset micrograph of
Fig. 9(a). On the other hand, the sample HQ in the solution
showed typical hemispherical pitting behavior (see inset
Fig. 9b). Note that the grain structure of the alloy is observed
in the pitted region. Also, note the larger pit sizes for the
sample with no HQ in the solution compared to the smaller pits
for the sample in the solution added with HQ.

The difference in the mechanism of corrosion inhibition of
magnesium alloy through addition of HQ as compared to earlier
reported results is explained below. As indicated in the
electrochemical analyses, the corrosion activity increased in
the initial period. This was attributed to the active dissolution of
Mg due to the presence of CI™ and HQ. The formation of a
sparingly soluble MgQ, complex on the surface of sample
exposed to HQ-added chloride solution was confirmed via XPS
and XRD analysis. The sparingly soluble nature of this
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Fig. 7 Scanning electrochemical microscopy results of WE43 with no HQ (a and b) and HQ (c and d) added in 0.5 wt.% NaCl solution for
time ty and tyg, respectively. A representative approach curve is shown in (e)

complex resulted in continuous and compact formation of a B B ) )

protective corrosion barrier on the Mg alloy surface. 2H;0 +2¢” — 20H™ + H, (cathodic reaction) (Eq 4)
Mggnesmm corrosion in aqueous environment is normally Thus, for samples with no HQ the overall reaction is:

described as follows:

Mg + 2H,0 — Mg(OH), + H Ea
Mg — Mg** 4 2¢~  (anodic reaction) (Eq 3) g 2 g(OH), + H, (Eq 5)
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And for the samples in the presence of HQ in addition to
Eq 5 there will be,

OH

In some studies (Ref 23), the corrosion inhibition efficiency
with HQ for WE43 alloy was presented as negative. However,

(Eq 6)

In this case, the reaction is between magnesium and HQ,
wherein the Mg®" ions produced from the anodic reaction
combines with two molecules of hydroxyquinoline to generate
a MgQ, complex as described above and the hydrogen ions
generated can combine to evolve as hydrogen gas when the pH
of the system reaches an equilibrium (Ref 13, 14).

In the presence of HQ, the magnesium ions generated as part
of the anodic reaction combine to form a complex as illustrated
in Eq 6 (Ref 13, 14). As this complex is formed, excess
magnesium dissolution happens and additional hydrogen
evolution takes place. For the SECM analysis, hydrogen
evolution was taken as the basis for the current profiles
observed on the samples. Thus, the t, sample with HQ in the
solution showed higher current levels as depicted in Fig. 7(c).
After 48 h of exposure, the formation of a complex on the
sample surface led to negligible currents (see Fig. 7d). The
effect of this layer was evident in the constant immersion as
well as electrochemical measurements in HQ-added 3.5 wt.%
NacCl solution.

it is important to note that the action of corrosion inhibition
with HQ initiates over time and this fact is emphasized in this
study. The EIS results of samples in the presence of HQ in the
solution are expected to show improving trends over time. The
behavior is also anticipated from the literature (Ref 8, 12)
wherein a monotonic increase in the corrosion resistance of Mg
alloys was observed for HQ-added conditions with time. The
difference between those studies and the present study is the
concentration of the chloride species. As observed in the
present study, the initial increase in the corrosion rates was
predominantly responsible for different corrosive media
employed as compared to those by Kartsonakis et al. (Ref 8)
and Gao et al. (Ref 12). Thus, HQ with higher chloride
concentration (0.6 M NaCl) initially increased Mg dissolution
which resulted in stable formation of protective MgQ, layer as
explained above. For magnesium alloys, corrosion behavior
studied through electrochemical and constant immersion (open-
circuit conditions) is typically carried out. In a recent studies,
King et al. (Ref 28) and Shkirskiy et al. (Ref 29) bring out this

Fig. 8 Fluorescent micrographs of WE43 samples taken at (a) 1-h, (b) 24-h, and (c) 48-h exposure in 3.5 wt.% NaCl + 3.8 mM HQ solution
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Fig. 9 Scanning electron micrographs of WE43 (a) no HQ and (b) 3.8 mM HQ after 28 days of exposure in 3.5 wt.% NaCl and (c) schematic

of corrosion inhibition mechanism in the presence of HQ

fact by simultaneously employing EIS, mass loss, and hydro-
gen gas collection and EIS and atomic emission spectroelec-
trochemistry (AESEC), respectively, on pure magnesium in
chloride environments. Thus, in this study the corrosion
inhibition of WE43 was studied through various electrochem-
ical techniques along with constant immersion. The results of
both the techniques indicated similar trends of WE43 corrosion
inhibition through HQ.

The lower corrosion currents and an increase in the
polarization resistance for the sample exposed to HQ-added
solution during SECM scans are attributed to the protective
nature of this layer. Thus, through this study it became evident
that the corrosion inhibition of WE43 magnesium alloy in the
presence of HQ is realized with the increase in exposure time.
After an initial drop in the corrosion resistance and subsequent
formation of stable MgQ, layer, the corrosion activity was
found to reduce. The sequence of events that happen in the
presence of HQ can be explained as follows: (1) Initial
corrosion activity leads to magnesium dissolution, (2) HQ
binds with magnesium to form MgQ, layer, (3) growth of this
layer, and (4) barrier to restrict further interaction with Cl1™
ions. Once the optimum thickness of the MgQ, layer is
achieved, further corrosion activity is impeded. The insoluble
nature of this layer adds to the stability and thus helps in
providing enhanced corrosion inhibition. A schematic of the
process of corrosion inhibition achieved through HQ is
described in Fig. 9(c). To further enhance the corrosion
inhibition, in addition to optimization of HQ concentration, a
modification of HQ structure by synthesizing long alkyl chains

Journal of Materials Engineering and Performance

will be undertaken. This will also provide key insights into the
corrosion inhibition process and corrosion monitoring of
magnesium alloys using HQ.

4. Conclusions

Corrosion inhibition of WE43 with 8-hydroxyquinoline was
studied in 3.5 wt.% NaCl solution. It was observed that in the
presence of HQ, the corrosion resistance initially dropped;
however, it increased upon formation of a stable MgQ, layer.
Scanning electrochemical microscopy showed a decrease in
corrosion currents with resistance to pitting corrosion attack on
the WE43 sample in the presence of HQ after an exposure of
48 h. The formation of protective MgQ, layer on the WE43
samples was confirmed by XRD, XPS, and fluorescence
microscopy analyses. The present study brings out the impor-
tance of metal-complexing organic agent, hydroxyquinoline, in
initial acceleration and subsequent prevention of corrosion.
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