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Abstract: In the present work, the microstructure, phase constitution, and corrosion behavior of
binary Sn–xZn alloys (x = 5, 9 and 15 wt.%) were investigated. The alloys were prepared by induction
melting of Sn and Zn lumps in argon. After melting, the alloys were solidified to form cast cylinders.
The Sn–9Zn alloy had a eutectic microstructure. The Sn–5Zn and Sn–15Zn alloys were composed
of dendritic (Sn) or (Zn) and eutectic. The corrosion behavior of the Sn–Zn alloys was studied in
aqueous HCl (1 wt.%) and NaCl (3.5 wt.%) solutions at room temperature. Corrosion potentials
and corrosion rates in HCl were significantly higher compared to NaCl. The corrosion of the binary
Sn–Zn alloys was found to take place by a galvanic mechanism. The chemical composition of the
corrosion products formed on the Sn–Zn alloys changed with the Zn weight fraction. Alloys with a
higher concentration of Zn (Sn–9Zn, Sn–15Zn) formed corrosion products rich in Zn. The Zn-rich
corrosion products were prone to spallation. The corrosion rate in the HCl solution decreased with
decreasing weight fraction of Zn. The Sn–5Zn alloy had the lowest corrosion rate. The corrosion
resistance in HCl could be considerably improved by reducing the proportion of zinc in Sn–Zn alloys.

Keywords: corrosion; microstructure; Sn–Zn alloys; electrochemical potentiodynamic corrosion test

1. Introduction

Soldering is a metallurgical joining technique that uses a filler metal solder to join
metallic substrates [1]. The solder is a crucial component of the electronic assembly that
provides electrical, mechanical, and thermal continuity. Traditional solders were based on
Sn–Pb eutectic and near eutectic compositions [1,2]. These lead-based alloys had several
advantages, including low melting point and low surface tension, facilitating substrate wet-
ting. However, environmental and health concerns about lead have limited their practical
use [3]. Lead is a toxic metal that has various adverse health effects. Its accumulation in
living organisms may lead to disorders of the nervous system and serious retardation of
neurological and physical development. Lead is also known to negatively impact cognitive
and behavioral development. Furthermore, it reduces hemoglobin production resulting in
anemia and hypertension. To avoid these serious health issues, a European Union directive
2011/65/EU Restriction of the use of hazardous substances in electrical and electronic
equipment (RoHS EEE) and its amendment 2015/863 have been launched [1,4,5]. The
directive severely limits the use of toxic metals (Pb, Hg, and Cd) and other dangerous
substances in electrical and electronic equipment.

In lead-free solder alloys, Pb is substituted by other metallic elements located in
neighboring groups of the periodic table. Of these elements, Zn, In, Bi and Sb have been
used [6]. Noble elements (Cu and Ag) are also utilized in small concentrations. Zn forms
a eutectic with Sn at 8.9 wt.% Zn [7]. The eutectic alloy has a low melting point (199 ◦C)
which is very close to that of the eutectic Sn–Pb solder (183 ◦C). Therefore, the eutectic
and near-eutectic Sn–Zn alloys are regarded as some of the most promising lead-free
solder alternatives. Hypereutectic Sn–Zn alloys with 15–30 wt.% Zn have been studied as
perspective protective coatings of steel [8–13]. The alloys have favorable friction and wear
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resistance and excellent solderability. Furthermore, they are ductile and have low electrical
contact resistance [8–13]. The Sn–Zn alloy coatings on steel are environmentally friendly
and combine barrier properties with the sacrificial properties of zinc (cathodic protection).
They are regarded as promising alternatives to previously used toxic cadmium coatings.

The Sn–Zn alloys have a reasonable cost and favorable mechanical properties [1]. How-
ever, the major drawbacks are their low wettability and limited corrosion resistance [6]. The cor-
rosion behavior of Sn–Zn solder alloys in NaCl solution was investigated by Liu et al. [14–16].
The authors found that the susceptibility to pitting was associated with the degradation of the
passive film. The pitting formation in the Sn–9Zn solder alloy was divided into three stages [15].
In the first stage, the Cl− anions from the solution were adsorbed on the surface of the passive
film. The anions subsequently penetrated the film through intergranular boundaries. In the
second stage, tiny cracks on the surface of the passive film were formed and penetrated the
film inward. In the final stage, a localized breakdown of the passive film occurred due to the
increase in internal stress.

The Sn–Zn alloys are prone to oxidation since Zn is an electrochemically active ele-
ment [17]. Zn is easily oxidized to ZnO and Zn(OH)2. A recent review indicated that the
corrosion behavior of Sn–Zn alloys is dependent on the amount of Zn [18]. The pitting
susceptibility increases with increasing Zn concentration. The inferior pitting corrosion
resistance of Sn–Zn alloys is usually ascribed to an increased amount of coarse Zn-rich
phases as more defects are formed along the intergranular boundaries between Zn-rich
grains and the Sn matrix [15]. An increase in the Zn concentration in Sn–Zn alloys also
results in the pore and crack formation in the corrosion products. Therefore, an inward
transport of chlorine anions from the outer layer through the Zn-rich grains is possible,
resulting in weak corrosion resistance. These negative effects can be mitigated by lowering
the Zn content in the alloys [19]. If the amount of Zn-rich phase is minimal compared to
the volume of Sn–matrix, Sn is allowed to dissolve. The corrosion layer becomes more
homogeneous and denser for a higher Sn content. Therefore, the Sn–Zn alloys with higher
Sn concentration are more attractive for soldering in terms of their higher corrosion resis-
tance. Furthermore, hypoeutectic Sn–Zn alloys have the advantage of better wettability
and reliability [20,21]. Therefore, the hypoeutectic Sn–Zn alloys are regarded as promising
lead-free solder substitutes in harsh environments.

Most previous papers have studied the corrosion behavior of Sn–Zn alloys in NaCl
solution [14–16,18]. The corrosion resistance in alkaline and acidic environments have been
significantly less explored. The corrosion susceptibility of Sn–Zn solder alloys in alkaline KOH
solution was studied in references [22,23]. The authors found that the corrosion potential of
the alloys did not change significantly when the Zn content increased from 0 to 12 wt.% [22].
The corrosion rate, however, increased with increasing Zn concentration in the alloy. The
corrosion products of SnO2, SnO and ZnO, were found on the surface of the Sn–Zn solder
alloys after the polarization experiment, indicating a formation of a passive film [22,23]. The
corrosion of Sn–9Zn alloy in nitric and sulfuric acids was studied by Mori et al. [24]. In the
initial stage, a de-alloying of Zn was observed, and a porous Sn layer on the surface of the alloy
was formed. In the next stage, both Zn and Sn corroded depending on their composition ratios.
The corrosion behavior in HCl has been studied for the eutectic Sn–9Zn alloy only [25,26]. The
authors observed a preferential Zn dissolution in the alloy. The passivation film was porous
and consisted of several corrosion products. The film was insufficient to stop further corrosion
attacks. To our best knowledge, the corrosion behavior of hypoeutetic and hypereutectic
Sn–Zn alloys in acidic media has not been investigated yet.

Our goal is to find the corrosion resistance of a series of binary Sn–Zn alloys in a dilute
HCl solution (1 wt.%). The results are compared with standard NaCl solution (3.5 wt.%).
HCl is a strong reducing acid with multiple industrial applications [27]. The acid in a
concentration of ~1% is also found in the gastric tract, where it helps to ease digestion and
protect against infection [28,29]. The objective of our study is to investigate the effects of
pH and chloride concentration on the corrosion behavior of Sn–Zn alloys. The aim of the
present paper is to provide a fundamental understanding of the corrosion behavior of Sn–
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Zn alloys in acidic and saline solutions. Therefore, hypoeutectic, eutectic, and hypereutectic
alloys have been studied. Such an approach has been used by several authors previously to
study the wetting behavior and mechanical properties of Sn–Zn alloys [30–32]. The overall
aim of our study is to investigate the effect of Zn concentration on corrosion behavior. It is
hypothesized that decreasing the Zn weight fraction in the alloy will improve the corrosion
resistance of Sn–Zn alloys in an HCl solution.

2. Materials and Methods

The Sn–5Zn, Sn–9Zn and Sn–15Zn alloys were prepared by melting Sn and Zn lumps
(Camex, Měšice, Czech Republic) in pre-weighted concentrations. The melting was con-
ducted in an induction furnace (Rajmont, Hradec Králové, Czech Republic) in an argon-
protected atmosphere. Alumina crucibles (diameter 30 mm, Brisk, Tábor, Czech Republic)
were used for sample mounting. After melting, the alloys were solidified to form cast
cylinders. The as-cast alloys were subsequently ground with grades 600 and 1200 SiC
papers to achieve flat surfaces. Furthermore, the alloys were polished with monocrystalline
diamond suspension down to 1 µm surface roughness. The surface roughness of 1 µm was
required by the standard for electrochemical corrosion testing to eliminate the negative
effects of scratches and grooves induced by grinding [33]. The alloys’ microstructures were
studied using a JEOL JSM-7600F scanning electron microscope (SEM, JEOL Ltd., Tokyo,
Japan). A back-scattered electron mode (BSE) was used for imaging. The chemical compo-
sition of the alloys was studied with an Oxford Instruments (Bucks, UK) energy-dispersive
X-ray spectrometer (EDS) using a Si(Li) detector X-Max 50 mm2 integrated into SEM. The
spectrometer was operated by INCA software (Oxford Instruments NanoAnalysis, Bucks,
UK). The hardness of the polished alloys was measured on a ZWICK 3212 testing machine
(ZwickRoell, Brno, Czech Republic) with a load of 9.81 N and an indentation time of 15 s.
Five measurements per alloy were made. Average hardness and standard deviations were
calculated from individual measurements for each Sn–Zn alloy.

The phase constitution of the as-cast alloys was studied using a Philips PW 1830
X-ray diffractometer (XRD, Malvern Panalytical Ltd., Malvern, UK). The diffractometer
worked with Bragg–Brentano geometry and used CoKα1,2 as a radiation source. Diffraction
measurements were carried out in a 2-Theta range between 20◦ and 80◦. A step size of
0.05◦ and a counting time of 98 s per step were used during diffraction experiments. The
X-ray radiation was generated at 40 kV and 40 mA.

The polished alloy surfaces (surface area 530 mm2) were subjected to electrochemical
corrosion testing at room temperature (21 ± 2 ◦C). The experiments were conducted in
a 0.5 L double-walled vessel with a working electrode (Sn–Zn alloy), reference electrode
and counter electrode, respectively. An Ag/AgCl electrode suspended in a saturated KCl
solution served as a reference electrode. A platinum sheet (20 × 20 mm2) was used as a
counter electrode. The corrosion experiments were carried out in aqueous HCl (1 wt.%)
and NaCl (3.5 wt.%) solutions. The solutions were prepared by dissolving the respective
weighted amounts of HCl and NaCl in deionized water. The solutions were not de-
aerated before the experiment to simulate real environmental conditions the alloys may
experience in service. The corrosion measurements were controlled with a PGU 10 V-
1A-IMP-S potentiostat/galvanostat from Jaissle Electronic Ltd. (Waiblingen, Germany).
An open circuit potential (OCP) of the alloys was recorded first, immediately after the
sample immersion in the electrolyte. After stabilization, an electrochemical polarization
was initiated using a sweeping rate of 1 mV s−1. The potential range of each polarization
experiment was selected according to the OCP of the alloy. It covered a minimum of 500 mV
around the OCP on both cathodic and anodic sides. The obtained polarization curves were
analyzed by Tafel extrapolation [34]. By using this method, corrosion current densities and
corrosion potentials of the alloys were obtained. Subsequently, the corrosion rates were
calculated from the experimental corrosion current densities using Faraday’s electrolysis
laws. After polarization, the microstructures and chemical compositions of the corroded
alloy surfaces were studied using SEM and EDS.
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3. Results and Discussion
3.1. Phase Constitution and Microstructure of the Alloys before Corrosion

The phase constitution of the Sn–xZn alloys was studied by room-temperature X-ray
diffraction. The XRD patterns of the alloys are presented in Figure 1. The XRD patterns of
pure metals (Sn and Zn) are included in the same figure for comparison. The XRD patterns
of Sn–xZn alloys (x = 5, 9, 15 wt.%) were found to be composed of Sn and Zn. The peaks of
Sn could be assigned to Sn(01-086-2265). The peaks of Zn were assigned to Zn(01-078-9363).
No other phases have been identified in the XRD patterns. Based on this observation, it can
be concluded that minor phases were below the detection limit of the XRD instrument and
constituted less than a few percent of the volume of the alloys [35,36]. The intensity of Zn
peaks increased with increasing Zn concentration in the alloy (Figure 1). The intensity of the
peaks was directly proportional to the Zn weight fraction. As such, the peak intensity was not
significantly influenced by preferential grain orientation, internal stresses or other factors [37].
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Figure 1. Room-temperature XRD patterns of as-cast Sn–Zn alloys.

The microstructure of the as-cast alloys was inspected by SEM. The results are pre-
sented in Figure 2. The images were acquired in a BSE mode to yield element resolution.
The Sn–5Zn alloy was composed of a light-colored dendritic microconstituent and a eutectic
(Figure 2b). The Sn–9Zn alloy had a eutectic microstructure (Figure 2c). The Sn–15Zn alloy
was composed of a dark microstructure constituent surrounded by the eutectic (Figure 2d).
The chemical composition of the constituents was studied by EDS. The results are presented
in Table 1. The light-colored microconstituent of the Sn–5Zn alloy was, based on its chemi-
cal composition and the corresponding XRD pattern, assigned to the solid solution of Sn.
The solid solution of Sn is abbreviated as (Sn) in this paper. The solubility of Zn in (Sn) was
less than 0.1% and could not be detected via EDS. The dark microstructure constituent of
the Sn–15Zn alloy was identified as a solid solution of Zn. The solid solubility of Sn in (Zn)
was less than 0.1%. The eutectic found in the Sn–xZn alloys had a chemical composition of
approximately 9.1% Zn and 90.9% Sn (Table 1).

The microstructures of metallic Sn and Zn are given in Figure 2a,e. The microstructure
of Sn was homogeneous (Figure 2a). The material was free of impurities, and only Sn
was found by EDS. The microstructure of Zn is presented in Figure 2e. The material was
heterogeneous. At the grain boundaries of Zn, isolated particles were detected (Figure 2f).
The volume concentration of the particles was relatively small (less than 2 vol.%). As
such, they could not be detected by XRD (Figure 1). The chemical composition of the
particles was studied by EDS. The results are presented in Table 1. The particles contained
approximately 95.1 wt.% Zn and 3.9 wt.% Fe. Small amounts of other elements were also
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detected (0.7 wt.% P and 0.3 wt.% Ti). Based on the chemical composition, the particles
were assigned to FeZn13. FeZn13 is an intermetallic phase commonly observed in Zn-Fe
alloys [38]. FeZn13 forms in Zn alloys due to the minimal solid solubility of Fe in (Zn). Zinc
is often recovered from the furnace dust from galvanized steel-making plants [39]. As such,
Fe impurities are difficult to avoid completely.
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Figure 2. Microstructure of as-cast Sn–Zn alloys: Sn (a), Sn–5Zn (b), Sn–9Zn (c), Sn–15 Zn (d), and
Zn (e,f).

Table 1. The chemical composition of the microstructure constituents (EDS point spectra).

Constituent Chemical Composition [wt.%]

Sn Zn Fe P Ti

(Sn) 100.0 0.0 - - -
Eutectic 90.9 9.1 - - -

(Zn) 0.0 100.0 - - -
FeZn13 - 95.1 3.9 0.7 0.3

3.2. Hardness Measurements

The hardness was measured on polished Sn–Zn alloy surfaces using the Vickers
method [40]. The results are presented in Figure 3. An increase in hardness with an increas-
ing amount of Zn was observed. Tin had the lowest hardness. With the addition of zinc,
there was a gradual increase in hardness up to 12 HV1 for the eutectic alloy. This observa-
tion is in accordance with previously published studies [41,42]. The increase in hardness
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is caused by the addition of much harder Zn. Furthermore, a strengthening of the grain
boundaries also takes place in the Sn–Zn alloys. After exceeding 9 wt.% Zn, the increase
in hardness was not significant. This observation is related to the formation of a large,
needle-like (Zn) phase present in the Sn–15Zn alloy (Figure 2d). It has been previously
observed that the large (Zn) needles no longer contribute to alloy strengthening [30,43].
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3.3. Corrosion Experiments

The corrosion behavior of the Sn–Zn alloys was studied by electrochemical methods.
Corrosion experiments were carried out in aqueous HCl (1 wt.%) and NaCl (3.5 wt.%)
solutions to study the effects of H+ and Cl− concentrations on the electrochemical properties.
The OCPs of the alloys measured in an aqueous NaCl solution are given in Figure 4a. The
OCPs of metallic Zn and Sn were also measured and are included in the same figure for the
sake of comparison. In NaCl, the OCPs of the Sn–Zn alloys were found to increase in the
following order:

Sn-15Zn < Zn < Sn-9Zn < Sn-5Zn « Sn (1)

The OCPs of the Sn–Zn alloys were comparable to those of Zn. The OCP of Sn was
significantly higher compared to those of Zn and Sn–Zn alloys. This observation reflects
the higher standard electrode potential of Sn compared to Zn (E0 (Sn/Sn2+) = −0.13 V, E0

(Zn/Zn2+) = −0.76 V [17]).
The OCPs of the alloys in the HCl solution is presented in Figure 4b. The OCPs of

pure metals are included for comparison. In HCl, the OCPs of the alloys were found to
increase with increasing Sn concentration in the alloy:

Zn < Sn-15Zn < Sn-9Zn < Sn-5Zn « Sn (2)

The OCPs of the Sn–Zn alloys were found to be close to those of Zn. The difference
between the binary Sn–Zn alloys was relatively small. This behavior is in accordance
with observations in the NaCl solution (Figure 4a) and suggests preferential corrosion
(dissolution) of Zn in the alloys. Metallic tin is more noble than zinc. The OCP of Sn was
significantly higher compared to the remainder of the materials (Figure 4b).

After the OCP measurement, the alloys were subjected to potentiodynamic polariza-
tion. Potentiodynamic polarization is an electrochemical method where the progress of
the reaction is monitored by a potentiostat. The method provides a number of parameters
and provides useful information about the reaction mechanism [33]. In the polarization
experiment, three electrodes are positioned in a glass vessel cell. The electrodes include
a working electrode (studied alloy), a counter electrode (inert Pt foil) and a reference
electrode (saturated Ag/AgCl electrode). The voltage between the working electrode and
reference electrode was systematically varied during the experiment (potentiodynamic
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polarization). The current running though the electrical circuit was measured by an inert
counter electrode. The potentiodynamic polarization curves of the Sn–Zn alloys measured
in NaCl and HCl solutions are presented in Figure 5. Pure elements (Sn, Zn) are also
included. Each curve has two distinct parts that are separated by a well-defined corrosion
minimum. The first region is the immune region; it is observed at potentials smaller than
corrosion potential. In the immune region, the metal is thermodynamically stable [34]. The
immune region is also called the cathodic region since cathodic reactions prevail at the
metal surface. The second region, observed once the corrosion potential has been reached,
is called the active region. In the active region, the metal actively corrodes. The active
region is also called the anodic region since an anodic dissolution of the studied metal takes
place in the studied solution. The metals can also passivate [44,45]. As such, a passivation
region can also be found on the polarization curve. The passivation is pronounced by rapid
current density decrease or stabilization observed at high potentials on the polarization
curve [44,45].
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The experimental polarization curves have been analyzed by Tafel extrapolation of
the cathodic and anodic curves [34]. The corrosion parameters (Ecorr, jcorr) obtained by
Tafel extrapolation are presented in Figure 6 and Table 2. The experimental electrochem-
ical parameters of the Sn–Zn alloys obtained by previous authors are also included in
Figure 6 [15,19,46]. The corrosion potentials of the alloys in HCl increased with increasing
Sn concentration. Furthermore, the corrosion currents of the Sn–Zn alloys decreased with
increasing Sn concentration, indicating that a higher Sn content contributes to the higher
corrosion resistance of the alloys.

Table 2. Physicochemical properties and experimental corrosion parameters of the Sn–xZn alloys
studied in this work.

3.5 wt.% NaCl

Material
Ew ρ OCP Ecorr jcorr CR

[kg mol−1] [kg m−3] [mV vs. Ag/AgCl] [mV vs. Ag/AgCl] [A m−2] [mm/year]

Sn 0.05935 7265 −735 −941 0.126 0.336
Sn–5Zn 0.05703 7259 −949 −1288 0.759 1.95
Sn–9Zn 0.05530 7254 −964 −1279 1.74 4.33
Sn–15Zn 0.05288 7246 −1004 −1249 0.100 0.239

Zn 0.03269 7140 −992 −1240 0.194 0.291

1 wt.% HCl

Material
Ew ρ OCP Ecorr jcorr CR

[kg mol−1] [kg m−3] [mV vs. Ag/AgCl] [mV vs. Ag/AgCl] [A m−2] [mm/year]

Sn 0.05935 7265 −460 −481 0.955 2.55
Sn–5Zn 0.05703 7259 −853 −668 6.03 15.5
Sn–9Zn 0.05530 7254 −940 −820 13.2 32.9
Sn–15Zn 0.05288 7246 −956 −900 33.9 80.8

Zn 0.03269 7140 −967 −935 186 279
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The experimental corrosion current densities have been used to estimate the corrosion
rates of the alloys. According to the Faraday law of electrolysis, the mass of the corroded
metal is proportional to the current passing through the electric circuit [47]. As such, the
following equation is valid

m =
Ew

F
Icorrt. (3)

In Equation (3), m is the corroded mass, Icorr is the corrosion current, t is the corrosion
time, F is a Faraday constant (96,485 C mol−1), and Ew is an equivalent weight of the
corroded metal/alloy. The equivalent weight of an alloy is defined as [48]

Ew =
1

∑ zi fi
Ai

(4)

In Equation (4), zi, fi, and Ai are the valences, weight fractions, and atomic masses of
the constituent elements, respectively. The corrosion rate, CR, is defined as the thickness of
the material, x, that corrodes over time. Therefore, it can be written as

CR =
x
t

. (5)

Taking into account the dimensions of the material, the corrosion rate becomes

CR =
x
t
=

V
St

=
m

ρSt
. (6)

In Equation (6), V is the volume corroded, S is the surface area, and ρ is the alloy
density. The alloy density is defined as

ρ = ∑ fiρi. (7)

In Equation (7), fi and ρi are the weight fractions and densities of the constituent
elements, respectively. By substituting Equation (3) with Equation (6), the corrosion rate
becomes

CR =
Ew jcorr

ρF
(8)

In Equation (8), jcorr is the experimental corrosion current density. Equation (8) has
been used to estimate the corrosion rates of the alloys. The calculated CR values of the Sn–
xZn alloys are given in Table 2. The CR varies between 0.2 and 279 mm/year. It increases
with increasing Zn concentration in the alloy and decreasing the pH of the solution. The
acidic solution is more aggressive compared to NaCl. Furthermore, Zn alloying increases
the corrosion susceptibility of the alloys since Zn is less noble than Sn.

In the NaCl solution, the Sn–15Zn alloy was found to have the lowest corrosion rate. In
the HCl environment, however, the Sn–5Zn alloy had the smallest corrosion rate (Table 2).
The eutectic Sn–9Zn alloy was found to have worse corrosion resistance in both environments
(Table 2). Although the eutectic Sn–9Zn alloy is suitable for soldering, one must consider
its inferior corrosion resistance. The corrosion resistance of Sn–Zn alloys in HCl solution
decreased with decreasing the weight fraction of zinc in the alloy. The hypoeutectic Sn–5Zn
was more corrosion-resistant in HCl compared to the Sn–9Zn alloy. Its corrosion rate was
2-times lower compared to the eutectic alloy. Therefore, the hypoeutectic Sn–5Zn alloy can be
considered a promising lead-free solder alternative in harsh conditions, where frequent acid
attacks might be expected (chemical factories, outdoor environments polluted by acid rains).

The corrosion potentials of the Sn–Zn alloys increase with increasing Sn concentration
(Figure 6a). This observation indicates that increasing Sn concentration contributes to the
ennoblement of the alloys. The corrosion potentials and OCPs of the Sn–Zn alloys in the
HCl solution are comparable (Table 2), demonstrating that the OCP is a good indicator
of the corrosion potential in this solution. However, the corrosion potentials in NaCl are
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significantly smaller compared to the OCPs of the alloys (Table 2). A closer inspection
of the polarization curves of the alloys in the NaCl solution shows that the Sn–Zn alloys
tend to passivate in this solution as there is an intermediate decrease of the current density
at potentials of −1200 to −1050 mV vs. Ag/AgCl (Figure 5a). This transient decrease is
followed by an abrupt increase of current density at potentials higher than ~−1050 mV
vs. Ag/AgCl, indicating a breakdown of the passive film. The passivation is pronounced
by rapid current density decrease or stabilization at potentials higher than passivation
potential (Ep) on the polarization curve. At potentials higher than Ep the current started
to increase abruptly. The increase was probably a result of passive film breakdown. The
passive film breakdown was initiated by aggressive Cl− anions. It may have resulted in
localized corrosion (pitting) on the alloy surfaces.

Regions of immunity, activity, passivity, and transpassivity are indicated by different
colors in Figure 7 for the sake of clarity. The OCPs of the Sn–xZn alloys in NaCl solution
have been found at approximately−1000 mV vs. Ag/AgCl (Table 2). These values are in the
pitting corrosion region (Figure 7a). Therefore, it can be concluded that the Sn–xZn alloys
were subject to pitting corrosion immediately after their immersion in the NaCl electrolyte.
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The corrosion potentials of the Sn–Zn alloys in the HCl solution were significantly
higher compared to NaCl (Table 2). This observation can be explained by the equilibrium E-
pH diagrams of Zn and Sn [49]. Both elements are prone to corrosion in acidic environments.
In neutral solutions (pH ~ 7), however, Sn tends to passivate and form water-insoluble
corrosion products. Al-Hinai et al. constructed a theoretical E-pH diagram of the Zn–
Sn–H2O system [49]. The diagram is presented in Figure 8. The E-pH diagram is an
equilibrium diagram showing the electrode potential (E) between a metal and its various
oxidized species as a function of pH. The E-pH diagrams are derived from thermodynamic
considerations. As such, they can be used to predict which species is thermodynamically
more stable at a given potential and pH. The theoretical E-pH diagram of the Zn–Sn–H2O
system shows that at acidic pH, a water-soluble Sn2+ is stable, suggesting a rapid dissolution
of the alloys. At the pH of the NaCl solution (pH~7), however, a water-insoluble zinc-tin
oxide is predicated on being more thermodynamically stable [49]. This oxide may form a
passive layer on the metallic substrate. Therefore, the corrosion rate was significantly lower
in the NaCl solution compared to HCl.
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3.4. Inspection of Alloy Surfaces after Corrosion

To further probe the differences in the corrosion behavior of the Sn–Zn alloys, the
material surfaces were inspected by SEM after potentiodynamic polarization. The results
are presented in Figure 9. In the NaCl solution, a heterogeneous layer of corrosion products
was formed on the Sn surface. In the HCl solution, the corrosion products grown on
the Sn surface were larger, indicating a more pronounced corrosion attack. The chemical
composition of the reaction products formed in the HCl solution was studied by EDS. The
results are presented in Table 3. In Sn, a high concentration of oxygen and chlorine was
detected. Therefore, it can be assumed that either tin oxychloride or tin hydroxychloride
have been formed as corrosion products of Sn.
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Table 3. Chemical composition of corrosion products formed on alloy surfaces in the HCl solution.

Chemical Composition [at.%]

Material Sn Zn Cl O

Sn 38.8 ± 13.2 - 14.9 ± 6.5 46.3 ± 7.3
Sn–5Zn 54.6 ± 14.7 2.6 ± 1.4 1.6 ± 0.9 41.4 ± 11.6
Sn–9Zn 10.8 ± 3.2 12.2 ± 2.9 4.7 ± 1.4 72.4 ± 1.1
Sn–15Zn 6.5 ± 4.0 16.7 ± 4.0 6.3 ± 1.7 70.5 ± 2.4

Zn - 35.6 ± 6.0 4.5 ± 1.7 60.0 ± 5.1

Tin dissolution takes place according to the following reaction [50]

Sn→ Sn2+ + 2e− (9)

Oxidation (9) is compensated by a reduction of oxygen dissolved in the solution. The
reduction of dissolved oxygen can be given by the following reaction

O2 + H2O + 2e− → 4OH− (10)

During reaction (10), hydroxide anions are produced in the solution. OH− anions can
react with Sn2+ and form tin hydroxide

Sn2+ + 2OH− → Sn(OH)2 (11)

Tin hydroxide may further react with Cl− and form a complex tin oxyhydroxychlo-
ride [19,20]

3Sn(OH)2 + 2Cl− → Sn3O(OH)2Cl2 + H2O + 2OH− (12)

The formation of Sn3O(OH)2Cl2 on the Sn substrate has previously been observed by
different authors [51,52]. The formation of a scale rich in Sn and O was also found on the
surface of the Sn–5Zn alloy (Table 3). However, in this alloy, the corrosion products did not
completely cover the substrate. They were preferentially located on the eutectic microstructure
constituent (Figure 9c,d). Sn dendrites were free of corrosion products. This observation
suggests that microgalvanic couples have been formed between the dendrites and the eutectic
in the Sn–5Zn alloy. The formation of galvanic couples is schematically shown in Figure 10.
The eutectic contained Zn. The Sn dendrites were nobler compared to the eutectic because of
the higher electrode potential of Sn compared to Zn. As such, the dendrites were cathodic
with respect to the surrounding eutectic. The eutectic played the role of an anode and was
preferentially attacked by corrosion. The formation of corrosion products is indicated by a
gray line (Figure 10). The corrosion products were preferentially located on the eutectic.
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The Sn dendrites were excavated after corrosion (Figure 10). Some dendrites eventually
fractured due to mechanical stresses from the surrounding corrosion products. Therefore,
fractures of the dendrites have been observed on the post-corroded surface (Figure 9c,d).

The morphology of the corrosion products formed in the eutectic Sn–9Zn alloy is
shown in Figure 9e,f. The corrosion products covered the alloy surface and constituted
a passive layer protecting the alloy against further corrosion. However, spallation of the
corrosion products was observed locally on the alloy exposed to the HCl solution, revealing
the underlying metallic substrate (Figure 9f). The underlying surface contained a large
number of pits. The presence of pits on the surface of the Sn–9Zn alloy explains the increase
in the corrosion current density at large electrode potentials (Figure 5). The corrosion
products formed on the alloy surface subjected to the HCl solution were excessively
growing at high electrode potentials (Figure 5b). As a result of rapid growth, the corrosion
products contained defects. Therefore, they spalled off and left the underlying substrate
prone to further corrosion.

Cl− is a readily adsorbable anion [14,15]. It can easily penetrate inwards the metal/oxide
interface via intergranular boundaries of the oxide/hydroxide scale. As such, it may promote
a localized breakdown of the passive film formed on the alloy at low potentials (Figure 7).
Chlorine anions adsorb onto the passive film and penetrate the scale through grain boundaries
and other structural defects [53]. The grain boundary diffusion of Cl− is several orders of
magnitude higher compared to the bulk diffusion. Furthermore, the Sn and Zn oxides formed
on the Sn–Zn alloys are n-type semiconductors [16]. As they have an excess of positive
charge carriers in bulk, a positively charged interface might have been formed between the
oxidized alloy and the corrosive solution. The attraction of negatively charged Cl− to the
film is promoted. Furthermore, Cl− ions can be readily combined with Zn2+/Sn2+ as they
form chloride complexes. The complexes are less strongly bonded to the film. Such behavior
may eventually result in the formation of microcracks in the passive film. The cracks may
originate at the surface of the film and extend to the film/alloy interface. The Cl− ions may
diffuse to the film/alloy interface, where they react with Zn from the substrate and form
chloride complexes. The continuous growth of these complexes generates internal stresses at
the interface due to volume expansion [14,15]. The volume expansion and pore formation in
the scale may lead to a localized breakdown, followed by pit formation at the initial Zn sites.

A re-passivation process may occur concurrently at the breakdown sites. The re-
passivation (“healing of the film”) is attributed to the transport of OH− which is known
as a pitting-inhibiting anion [54]. Therefore, the re-passivation is more likely to occur in
basic and neutral solutions. The concentration of OH− decreases with decreasing pH of the
solution. The re-passivation of the passive film was probably seriously retarded in the HCl
solution. Therefore, the pitting of alloy surfaces in 1% HCl solution was more dominant
despite the lower Cl− concentration compared to the NaCl solution (3.5 wt.%).

The surface of the hypereutectic Sn–15Zn alloy after corrosion in NaCl solution is
shown in Figure 9g. In this alloy, the needle-like (Zn) has been preferentially dissolved,
leaving large cavities in the corroded alloy. It is suggested that galvanic corrosion has
also been taking place in this alloy. The galvanic mechanism of the Sn–15Zn alloy is
schematically depicted in Figure 11. The Zn-rich areas played the role of a local anode. The
eutectic played the role of the local cathode because of the higher Sn concentration. The
Zn-rich needles were preferentially dissolved. The remaining surface was covered with a
layer of corrosion products (Figure 9g). The scale had a high concentration of Zn and O
(Table 3). The layer of corrosion products is indicated by the gray scale in Figure 11.
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The chemical composition of the corrosion products formed on the Sn–Zn alloys
changed with increasing Zn weight fraction (Table 3). Alloys with a higher concentration
of Zn (Sn–9Zn, Sn–15Zn and Zn) formed corrosion products with a high Zn atomic fraction.
Zinc is prone to anodic dissolution according to the following reaction [50]

Zn→ Zn2+ + 2e− (13)

During reaction (13), Zn cations are released into the solution. The Zn2+ cations may
react with OH− and Cl− and form complex hydroxychlorides according to reactions (14)
and (15)

Zn2+ + OH− + Cl− → Zn(OH)Cl (14)

5Zn2+ + 8OH− + 2Cl− → Zn5(OH)8Cl2 (15)

It has been observed that zinc-based corrosion products may not serve as an efficient
corrosion protection barrier for Sn–Zn alloys in chloride-containing environments [55].

Zinc does not form protective corrosion products in acidic environments. It is prone
to corrosion. The corrosion rate of zinc in 1% HCl was the highest of all materials studied
(Table 2). The Fe-rich impurities in Zn may have further accelerated the corrosion attack.
In zinc, a serious corrosion attack has been observed. The grain interior was severely
attacked (Figure 9i). Isolated particles have been found and identified as possible FeZn13
intermetallic phases (Figure 2f). The particles were preferentially located at grain bound-
aries of Zn. Due to the higher galvanic potential of Fe, the FeZn13 particles may act as
local cathodes [56]. The presence of local cathodes has accelerated the degradation of the
surrounding Zn matrix. The solid solubility of Fe in Zn is negligible [38]. Therefore, even
a minor concentration of Fe can lead to the formation of FeZn13 in the Zn matrix. Fe is
often unavoidable, as it is usually present in recycled zinc. A refinement of second-phase
particles could be an option for reducing the corrosion rate. Zn alloys with refined FeZn13
have a considerably lower corrosion rate compared to coarse-grained particles [57].

4. Conclusions

In the present work, the microstructure, phase constitution and corrosion behavior
of binary Sn–xZn alloys (x = 5, 9 and 15 wt.%) have been investigated. The corrosion
experiments were carried out in aqueous HCl (1 wt.%) and NaCl (3.5 wt.%) solutions to
study the effects of pH and pCl on corrosion behavior.

1. The Sn–xZn alloys were found to be composed of Sn and Zn. The intensity of Zn
peaks increased with increasing Zn concentration in the alloy. The Sn–9Zn alloy had a
eutectic microstructure. The Sn–5Zn and Sn–15Zn alloys were found to be composed
of dendritic (Zn) or (Sn) and eutectic.



Materials 2022, 15, 7210 17 of 20

2. The binary Sn–Zn alloys were prone to pitting corrosion in NaCl solution. There was
an intermediate decrease in current density observed at potentials from −1200 to
−1000 mV vs. Ag/AgCl, indicating a passivation behavior. This transient decrease
was, however, later followed by an abrupt increase of current density at potentials
greater than −950 mV vs. Ag/AgCl. In the NaCl solution, the Sn–xZn alloys were
subject to pitting corrosion immediately after their immersion in the electrolyte.

3. The corrosion resistance of the Sn–Zn alloys increased with increasing Sn concentra-
tion. The corrosion potentials and corrosion rates of the Sn–Zn alloys in HCl were
significantly higher compared to NaCl.

4. The corrosion of the binary Sn–Zn alloys was found to take place by a galvanic
mechanism. The (Sn) dendrites in the Sn–5Zn alloys were nobler compared to the
eutectic. The eutectic played the role of an anode and was preferentially attacked
by corrosion. In the Sn–15Zn alloy, the needle-like (Zn) was preferentially dissolved,
leaving large cavities in the corroded alloy. The eutectic played the role of the local
cathode in the Sn–15Zn alloy because of the higher Sn concentration. The eutectic was
covered with a layer of corrosion products.

5. The chemical composition of the corrosion products formed on the Sn–Zn alloys
changed with the Zn weight fraction. Sn and the Sn–5Zn alloy formed reaction
products rich in Sn. Alloys with a higher concentration of Zn formed corrosion
products with a high Zn atomic fraction. The corrosion products formed on the
surface of the binary Sn–Zn alloys in the HCl solution were prone to spallation. As
a result of rapid growth, the corrosion products contained defects. The corrosion
products formed in the acidic solution spalled off and left the underlying substrate
prone to further corrosion.

6. In the NaCl solution, the Sn–15Zn alloy had the lowest corrosion rate. In the HCl
environment, however, the Sn–5Zn alloy was found to have the lowest corrosion rate.
The eutectic solder had worse corrosion resistance in both environments. Although the
eutectic Sn–9Zn alloy is suitable for soldering, one must consider its worse corrosion
resistance. The corrosion resistance of Sn–Zn alloys in acidic environments can be
increased by reducing the weight of zinc in the alloy. The hypoeutectic Sn–5Zn was
more corrosion-resistant in HCl compared to the Sn–9Zn alloy.

The study has contributed to the general understanding of the corrosion behavior
of lead-free solder alloys in acidic environments. It has been shown that the corrosion
resistance of the Sn–Zn alloys can be improved by decreasing the weight fraction of Zn in
the alloy. This result might be useful for practical applications of Sn–Zn alloys. The Sn–Zn
alloys are used either as lead-free solder alloys or protective coatings of steel. As such, they
may be exposed to harsh conditions where frequent acid attacks are expected (chemical
factories, atmosphere polluted with acid rains). The decrease of the Zn weight fraction
in the alloy could be an option how to improve the corrosion resistance. Future efforts in
corrosion studies of Sn–Zn alloys could be directed toward a fundamental understanding
of metastable pitting formation and preferential zinc dissolution. These two phenomena
significantly contribute to lowering corrosion resistance of Sn–Zn alloys in acidic and
saline environments.
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L.Ď., M.D., P.B. and M.P. (Marián Palcut); validation: I.Č., L.Ď. and M.P. (Marián Palcut); formal
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Palcut) and I.Č. All authors have read and agreed to the published version of the manuscript.



Materials 2022, 15, 7210 18 of 20

Funding: This research was funded by the Slovak Research and Development Agency project number
APVV-20-0124 and by the Scientific Grant Agency of the Ministry of Education, Science, Research and
Sports of the Slovak Republic and the Slovak Academy of Sciences project number VEGA 1/0389/22.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Data are available from the corresponding author upon request.

Conflicts of Interest: The authors declare that they have no conflict of interest.

References
1. Cheng, S.; Huang, C.M.; Pecht, M. A review of lead-free solders for electronics applications. Microelectron. Reliab. 2017, 75, 77–95.

[CrossRef]
2. Zhong, S.J.; Zhang, L.; Li, M.L.; Long, W.M.; Wang, F.J. Development of lead-free interconnection materials in electronic industry

during the past decades: Structure and properties. Mater. Des. 2022, 215, 110439. [CrossRef]
3. Ogunseitan, O.A. Public health and environmental benefits of adopting lead-free solders. JOM 2007, 59, 12–17. [CrossRef]
4. Chada, S. Topics in lead-free solders: Restriction of hazardous substances recast (RoHS2). JOM 2013, 65, 1348–1349. [CrossRef]
5. George, E.; Pecht, M. RoHS compliance in safety and reliability critical electronics. Microelectron. Reliab. 2016, 65, 1–7. [CrossRef]
6. Farina, S.; Morando, C. Comparative corrosion behaviour of different Sn–based solder alloys. J. Mater. Sci. Mater. Electron. 2015,

26, 464–471. [CrossRef]
7. Méndez, C.M.; Scheiber, V.L.; Rozicki, R.S.; Kociubczyk, A.I.; Ares, A.E. Electrochemical behavior of Sn–Zn alloys with different

grain structures in chloride-containing solutions. Arab. J. Chem. 2018, 11, 1084–1096. [CrossRef]
8. Salhi, Y.; Cherrouf, S.; Cherkaoui, M.; Abdelouahdi, K. Electrodeposition of nanostructured Sn–Zn coatings. Appl. Surf. Sci. 2016,

367, 64–69. [CrossRef]
9. Dubent, S.; Mertens, M.L.A.D.; Saurat, M. Electrodeposition, characterization and corrosion behaviour of tin–20 wt% zinc coatings

electroplated from a non-cyanide alkaline bath. Mater. Chem. Phys. 2010, 120, 371–380. [CrossRef]
10. Kazimiererczak, H.; Ozga, P.; Jalowiec, A.; Kowalik, R. Tin–zinc alloy electrodeposition from aqueous citrate baths. Surf. Coat.

Technol. 2014, 240, 311–319. [CrossRef]
11. Wang, K.; Pickering, H.W.; Weil, K.G. EQCM studies of the electrodeposition and corrosion of tin–zinc coatings. Electrochim. Acta

2001, 46, 3835–3840. [CrossRef]
12. Hu, C.-C.; Wang, C.-K.; Lee, G.-L. Composition control of tin–zinc deposits using experimental strategies. Electrochim. Acta 2006,

51, 3692–3698. [CrossRef]
13. Ashiru, O.A.; Shirokoff, J. Electrodeposition and characterization of tin-zinc alloy coatings. Appl. Surf. Sci. 1996, 103, 159–169.

[CrossRef]
14. Liu, J.C.; Wang, Z.H.; Xie, J.Y.; Ma, J.S.; Zhang, G.; Suganuma, K. Understanding corrosion mechanism of Sn–Zn alloys in NaCl

solution via corrosion products characterization. Mater. Corros. 2016, 67, 522–530. [CrossRef]
15. Liu, J.C.; Park, S.W.; Nagao, S.; Nogi, M.; Koga, H.; Ma, J.-S.; Zhang, G.; Suganuma, K. The role of Zn precipitates and Cl- anions

in pitting corrosion of Sn–Zn solder alloys. Corros. Sci. 2015, 92, 263–271. [CrossRef]
16. Liu, J.-C.; Zhang, G.; Nagao, S.; Jiu, J.-T.; Nogi, M.; Sugahara, T.; Ma, J.-S.; Suganuma, K. Metastable pitting and its correlation

with electronic properties of passive films on Sn–xZn solder alloys. Corros. Sci. 2015, 99, 154–163. [CrossRef]
17. Popov, B.N. Thermodynamics in the Electrochemical Reactions of Corrosion. In Corrosion Engineering; Elsevier: Amsterdam, The

Netherlands, 2015; pp. 29–92. [CrossRef]
18. Mohd Nazeri, M.F.; Yahaya, M.Z.; Gursel, A.; Cheani, F.; Masri, M.N.; Mohamad, A.A. Corrosion characterization of Sn–Zn

solder: A review. Solder. Surf. Mt. Technol. 2019, 31, 52–67. [CrossRef]
19. Wang, Z.; Chen, C.; Jiu, J.; Nagao, S.; Nogi, M.; Koga, H.; Zhang, H.; Zhang, G.; Suganuma, K. Electrochemical behavior of Zn-xSn

high-temperature solder alloys in 0.5 M NaCl solution. J. Alloys Compd. 2017, 716, 231–239. [CrossRef]
20. Wei, X.; Huang, H.; Zhou, L.; Zhang, M.; Liu, X. On the advantages of using a hypoeutectic Sn–Zn as lead-free solder material.

Mater. Lett. 2007, 61, 655–658. [CrossRef]
21. El-Daly, A.A.; Hammad, A.E.; Al-Ganainy, G.S.; Ibrahiem, A.A. Design of lead-free candidate alloys for low-temperature soldering

applications based on the hypoeutectic Sn–6.5Zn alloy. Mater. Des. 2014, 56, 594–603. [CrossRef]
22. Nazeri, M.F.M.; Mohamad, A.A. Corrosion measurement of Sn–Zn lead-free solders in 6 M KOH solution. Measur. 2014, 47,

820–826. [CrossRef]
23. Nazeri, M.F.M.; Ismail, A.B.; Mohamad, A.A. Effect of polarizations on Sn–Zn solders alloys in alkaline electrolyte. J. Alloy Compd.

2014, 606, 278–287. [CrossRef]
24. Mori, M.; Miura, K.; Sasaki, T.; Ohtsuka, T. Corrosion of tin alloys in sulfuric and nitric acids. Corros. Sci. 2002, 44, 887–898.

[CrossRef]
25. Jumali, N.; Mohamad, A.A.; Mohd Nazeri, M.F. Corrosion properties of Sn–9Zn solder in acidic solution. Mater. Sci. Forum 2017,

888, 365–372. [CrossRef]

http://doi.org/10.1016/j.microrel.2017.06.016
http://doi.org/10.1016/j.matdes.2022.110439
http://doi.org/10.1007/s11837-007-0082-8
http://doi.org/10.1007/s11837-013-0715-z
http://doi.org/10.1016/j.microrel.2016.07.150
http://doi.org/10.1007/s10854-014-2422-0
http://doi.org/10.1016/j.arabjc.2016.12.019
http://doi.org/10.1016/j.apsusc.2016.01.132
http://doi.org/10.1016/j.matchemphys.2009.11.017
http://doi.org/10.1016/j.surfcoat.2013.12.046
http://doi.org/10.1016/S0013-4686(01)00670-3
http://doi.org/10.1016/j.electacta.2005.10.025
http://doi.org/10.1016/0169-4332(96)00466-7
http://doi.org/10.1002/maco.201508605
http://doi.org/10.1016/j.corsci.2014.12.014
http://doi.org/10.1016/j.corsci.2015.06.036
http://doi.org/10.1016/B978-0-444-62722-3.00002-1
http://doi.org/10.1108/SSMT-05-2018-0013
http://doi.org/10.1016/j.jallcom.2017.04.281
http://doi.org/10.1016/j.matlet.2006.05.029
http://doi.org/10.1016/j.matdes.2013.11.064
http://doi.org/10.1016/j.measurement.2013.10.002
http://doi.org/10.1016/j.jallcom.2014.04.034
http://doi.org/10.1016/S0010-938X(01)00094-4
http://doi.org/10.4028/www.scientific.net/MSF.888.365


Materials 2022, 15, 7210 19 of 20

26. Nordarina, J.; Mohd, H.Z.; Ahmad, A.M.; Muhammad, F.M.N. Corrosion Behaviour of Sn–based Lead-Free Solders in Acidic
Solution. IOP Conf. Ser. Mater. Sci. Eng. 2018, 318, 012003. [CrossRef]

27. McKinley, C.; Ghahreman, A. Hydrochloric acid regeneration in hydrometallurgical processes: A review. Miner. Process. Extr.
Metall. 2018, 127, 157–168. [CrossRef]

28. Koelz, H.R. Gastric acid in vertebrates. Scand. J. Gastroenterol. 1992, 27, 2–6. [CrossRef]
29. Soll, A.H.; Walsh, J.H. Regulation of gastric acid secretion. Annu. Rev. Physiol. 1979, 41, 35–53. [CrossRef]
30. Garcia, L.R.; Osorio, W.R.; Peixoto, L.C.; Garcia, A. Mechanical properties of Sn–Zn lead-free solder alloys based on the

microstructure array. Mater. Charact. 2010, 61, 212–220. [CrossRef]
31. Garcia, L.R.; Osorio, W.R.; Peixoto, L.C.; Garcia, A. Wetting behavior and mechanical properties of Sn–Zn and Sn–Pb solder alloys.

J. Electron. Mater. 2009, 38, 2405–2414. [CrossRef]
32. Pietrzak, K.; Klasik, A.; Maj, M.; Wojciechowski, A.; Sobczak, N. Microstructural Aspects of fatigue parameters of lead-free Sn–Zn

solders with various Zn content. Arch. Foundry Eng. 2017, 17, 131–136. [CrossRef]
33. ISO 17475:2005 Corrosion of Metals and Alloys—Electrochemical Test Methods—Guidelines for Conducting Potentiostatic and

Potentiodynamic Polarization Measurements. Available online: https://www.iso.org/standard/31392.html (accessed on 9
September 2022).

34. McCafferty, E. Chapter 7 kinetics of corrosion. In Introduction to Corrosion Science; Springer: Berlin/Heidelberg, Germany, 2010.
[CrossRef]

35. The Nuclear Forensics International Technical Working Group Guidelines on Powder X-ray Diffraction (XRD)–General Overview.
Available online: http://www.nf-itwg.org/pdfs/ITWG-INFL-PXRD.pdf (accessed on 9 September 2022).

36. Newman, J.A.; Schmitt, P.D.; Toth, S.J.; Deng, F.; Zhang, S.; Simpson, G.J. Parts per million powder x-ray diffraction. Anal. Chem.
2015, 87, 10950–10955. [CrossRef] [PubMed]

37. Stanjek, H.; Häusler, W. Basics of X-ray Diffraction. Hyperfine Interact. 2004, 154, 107–119. [CrossRef]
38. Han, K.; Ohnuma, I.; Okuda, K.; Kainuma, R. Experimental determination of phase diagram in the Zn-Fe binary system. J. Alloys

Compd. 2018, 737, 490–504. [CrossRef]
39. Kaya, M.; Hussaini, S.; Kursunoglu, S. Critical review on secondary zinc resources and their recycling technologies. Hydrometal-

lurgy 2020, 195, 105362. [CrossRef]
40. Yahaya, M.Z.; Mohamad, A.A. Hardness testing of lead-free solders: A review. Solder. Surf. Mt. Technol. 2017, 29, 203–224.

[CrossRef]
41. Islam, R.A.; Wu, B.Y.; Alam, M.O.; Chan, Y.C.; Jillek, W. Investigations on microhardness of Sn–Zn based lead-free solder alloys as

replacement of Sn–Pb solder. J. Alloys Compd. 2005, 392, 149–158. [CrossRef]
42. Drapala, J.; Kroupa, A.; Smetana, B.; Burkovic, R.; Lasek, S.; Musiol, J. Study of Zn–Sn–Al alloys for high-temperature solders.

In Proceedings of the METAL 2009-18th International Conference on Metallurgy and Materials, Hradec nad Moravicí, Czech
Republic, 19–21 May 2008; pp. 1–8. Available online: http://metal2014.tanger.cz/files/proceedings/metal_09/Lists/Papers/137.
pdf (accessed on 9 September 2022).

43. Billah, M.M.; Shorowordi, K.M.; Sharif, A. Effect of micron size Ni particle addition in Sn–8Zn-3Bi lead-free solder alloy on the
microstructure, thermal and mechanical properties. J. Alloys Compd. 2014, 585, 32–39. [CrossRef]

44. Popov, B.N. Passivity. In Corrosion Engineering; Elsevier: Amsterdam, The Netherlands, 2015; pp. 143–179. [CrossRef]
45. Duriska, L.; Cernickova, I.; Priputen, P.; Palcut, M. Aqueous corrosion of aluminum-transition metal alloys composed of

structurally complex phases: A review. Materials 2021, 14, 5418. [CrossRef]
46. Mohamed, M.N.; Aziz, N.A.; Mohamad, A.A.; Firdaus, M.; Nazeri, M. Polarization Study of Sn–9Zn and Sn–37Pb Solders in

Hydrochloric Acid Solution. Int. J. Electroact. Mater. 2015, 3, 28–32. Available online: https://electroactmater.com/index.php/
volume-3-2015?id=60&subid=261 (accessed on 9 September 2022).

47. Popov, B.N. Electrochemical Kinetics of Corrosion. In Corrosion Engineering; Elsevier: Amsterdam, The Netherlands, 2015; pp.
93–142. [CrossRef]

48. ASTM G 102-89; ASTM-Standards, Standard Practice for Calculation of Corrosion Rates and Related Information from Elec-
trochemical Measurements. ASTM International: West Conshohocken, PA, USA, 1999; Volume 89, pp. 1–7. Available online:
http://www.astm.org/Standards/G102.htm (accessed on 9 September 2022).

49. Al-Hinai, A.T.; Al-Hinai, M.H.; Dutta, J. Application of Eh-pH diagram for room temperature precipitation of zinc stannate
microcubes in an aqueous media. Mater. Res. Bull. 2014, 49, 645–650. [CrossRef]

50. Li, S.; Xingxing, W.; Yongtao, J.; Zhongying, L. Corrosion behavior of Sn–based lead-free solder alloys: A review. J. Mater. Sci.
Mater. Electron. 2020, 31, 9076–9090. [CrossRef]

51. Špoták, M.; Drienovsky, M.; Rízeková Trnková, L.; Palcut, M. Corrosion of candidate lead-free solder alloys in saline solution. In
Proceedings of the 24th International Conference on Metallurgy and Materials METAL, Brno, Czech Republic, 3–5 June 2015;
pp. 1650–1656. Available online: https://www.confer.cz/metal/2015/2346-corrosion-of-candidate-lead-free-solder-alloys-in-
saline-solution (accessed on 9 September 2022).

52. Eckold, P.; Rolff, M.; Niewa, R.; Hügel, W. Synthesis, characterization and in situ Raman detection of Sn3O2(OH)2-xClx phases as
intermediates in tin corrosion. Corros. Sci. 2015, 98, 399–405. [CrossRef]

53. Fromhold, A.T.; Noh, S.J. The transport of ions and electrons through microscopically inhomogeneous passive films: Breakdown
implications. Corros. Sci. 1989, 29, 237–255. [CrossRef]

http://doi.org/10.1088/1757-899X/318/1/012003
http://doi.org/10.1080/03719553.2017.1330839
http://doi.org/10.3109/00365529209095998
http://doi.org/10.1146/annurev.ph.41.030179.000343
http://doi.org/10.1016/j.matchar.2009.11.012
http://doi.org/10.1007/s11664-009-0888-y
http://doi.org/10.1515/afe-2017-0024
https://www.iso.org/standard/31392.html
http://doi.org/10.1007/978-1-4419-0455-3_7
http://www.nf-itwg.org/pdfs/ITWG-INFL-PXRD.pdf
http://doi.org/10.1021/acs.analchem.5b02758
http://www.ncbi.nlm.nih.gov/pubmed/26465382
http://doi.org/10.1023/B:HYPE.0000032028.60546.38
http://doi.org/10.1016/j.jallcom.2017.11.320
http://doi.org/10.1016/j.hydromet.2020.105362
http://doi.org/10.1108/SSMT-01-2017-0002
http://doi.org/10.1016/j.jallcom.2004.08.079
http://metal2014.tanger.cz/files/proceedings/metal_09/Lists/Papers/137.pdf
http://metal2014.tanger.cz/files/proceedings/metal_09/Lists/Papers/137.pdf
http://doi.org/10.1016/j.jallcom.2013.09.131
http://doi.org/10.1016/B978-0-444-62722-3.00004-5
http://doi.org/10.3390/ma14185418
https://electroactmater.com/index.php/volume-3-2015?id=60&subid=261
https://electroactmater.com/index.php/volume-3-2015?id=60&subid=261
http://doi.org/10.1016/B978-0-444-62722-3.00003-3
http://www.astm.org/Standards/G102.htm
http://doi.org/10.1016/j.materresbull.2013.10.011
http://doi.org/10.1007/s10854-020-03540-2
https://www.confer.cz/metal/2015/2346-corrosion-of-candidate-lead-free-solder-alloys-in-saline-solution
https://www.confer.cz/metal/2015/2346-corrosion-of-candidate-lead-free-solder-alloys-in-saline-solution
http://doi.org/10.1016/j.corsci.2015.05.052
http://doi.org/10.1016/0010-938X(89)90033-4


Materials 2022, 15, 7210 20 of 20

54. Miao, W.; Cole, I.S.; Neufeld, A.K.; Furman, S. Pitting Corrosion of Zn and Zn-Al Coated Steels in pH 2 to 12 NaCl Solutions. J.
Electrochem. Soc. 2007, 154, C7. [CrossRef]

55. Wang, Z.; Chen, C.; Liu, J.; Zhang, G.; Suganuma, K. Corrosion mechanism of Zn-30Sn high-temperature, lead-free solder in
neutral NaCl solution. Corros. Sci. 2018, 140, 40–50. [CrossRef]

56. Yue, R.; Huang, H.; Ke, G.; Zhang, H.; Pei, J.; Xue, G.; Yuan, G. Microstructure, mechanical properties and in vitro degradation
behavior of novel Zn-Cu-Fe alloys. Mater. Charact. 2017, 134, 114–122. [CrossRef]

57. Shi, Z.; Li, C.; Li, M.; Li, X.; Wang, L. Second phase refining induced optimization of Fe alloying in Zn: Significantly enhanced
strengthening effect and corrosion uniformity. Int. J. Miner. Metall. Mater. 2022, 29, 796–806. [CrossRef]

http://doi.org/10.1149/1.2372691
http://doi.org/10.1016/j.corsci.2018.06.025
http://doi.org/10.1016/j.matchar.2017.10.015
http://doi.org/10.1007/s12613-022-2468-6

	Introduction 
	Materials and Methods 
	Results and Discussion 
	Phase Constitution and Microstructure of the Alloys before Corrosion 
	Hardness Measurements 
	Corrosion Experiments 
	Inspection of Alloy Surfaces after Corrosion 

	Conclusions 
	References

