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ABSTRACT: This study investigates the sustainable preparation of Ag/
Zn alloys from a simulated zinc process solution (20 ppm Ag, 65 g/L Zn,
and 10 g/L H,SO,) via electrodeposition-redox replacement (EDRR)
and the electrochemical dealloying behavior of the Ag/Zn alloys. Results
indicate that Ag/Zn deposits with diverse compositions and micro-
structures can be obtained at room temperature without any complexing
agents, simply by varying EDRR parameters like deposition time,
deposition potential, and redox replacement time. Two types of Ag/Zn
intermetallics (ZnggeAgy0s and Agy6Zng,,) were identified by the
combination of X-ray diffraction (XRD) and anodic linear sweep e [T

voltammetry. Mass-transfer limitations have significant effects on the Time n S
growth process, and a nucleation-growth mechanism from Ag/Zn

particles into dendrites with increased EDRR cycles is introduced: with EDRR parameters favoring mass-transfer limitations (higher
overpotentials, longer deposition times, and shorter redox replacement times), a more dendritic morphology of Ag/Zn alloys is
achieved. The selective dissolution of Zn (i.e. dealloying) allowed the formation of silver-rich surfaces with an enhanced surface
plasmon resonance behavior, which can be readily tuned by EDRR and dealloying parameters. These results highlight the significant
potential of the EDRR-dealloying route to produce different types of Ag/Zn alloys and optically functional materials directly from
base metal process solutions.
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B INTRODUCTION capability to control the resultant product properties, the
EDRR approach also has significant potential for streamlining
the traditional manufacturing routes by directly preparing high
value-added functional surfaces from process and waste
solutions. For example, the feasibility of the direct preparation
of Pt/Ni,* Ag/ Cu,** and Ag/ Zn> bimetallic particles from
different hydrometallurgical solutions has been demonstrated.

The Ag/Zn pair is attractive not only because of its wide
range of application potential like photocatalysis,”® antimicro-
bial surfaces,”” and CO, reduction’® but also because it
reduces the consumption of silver from primary resources.
Additionally, Ag/Zn alloys can be used as the templates for the
preparation of porous Ag-rich materials for various applica-
tions.”? 33 Traditionally, Ag and Zn have been combined using
smelting—casting and electrodeposition. Among these, the
smelting—casting process requires significant investment for

Silver-based bimetallic functional materials such as nano-
particles and anisotropic nanostructures have been used in
various areas like catalysts,l sensors,” solar cells,’® and
antimicrobial materials® because of their superior properties.
Traditionally, the preparation of these materials has relied on
the usage of high-purity silver sources and strictly controlled
experimental conditions. However, the supply of silver
currently faces the twin challenges of increased silver
consumption, whilst there is a concurrent depletion in the
availability of high-grade raw materials.” To realize sustainable
development concepts, the further exploitation of secondary
raw materials as metal sources for functional material
production has attracted great attention.”™® In contrast,
precious metals [like Au, Ag, and platinum group metals
(PGMs)] widely present in hydrometallurgical process
solutions of base metals (Zn, Cu, Ni, and so forth) have
been underutilized as typical sources for functional material
production because of their minute concentrations (ppm level
or lower).”™"* The recent innovation of the electrodeposition-
redox replacement (EDRR) method has been found to be a
promising approach for metal recovery from extremely low
concentration solutions.'>”*> Moreover, because of its
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high-temperature furnaces and milling facilities to mix high-
purity Ag and Zn powders,” ** whereas electrodeposition
involves the reduction of Ag and Zn ions from liquid solutions
and can be performed at room temperature.‘%_38 Nevertheless,
because of the significant potential difference (1.56 V) between
of Ag'/Ag (E° (standard potential) = +0.15 V vs Hg/Hg,SO,)
and Zn**/Zn (E° = —1.41 V vs Hg/Hg,SO,) redox pairs,
traditional electrodeposition requires the addition of complex-
ing agents like cyanides, ethylenediaminetetraacetic acid
(EDTA), or thiourea to reduce the potential difference.”*™>*
Consequently, the intensive use of such toxic chemicals
increases both the economic costs and challenges of the
solution purification. In comparison, the ability of EDRR to
enable the combination of different metals with distinct
potentials is exceptional as it can be performed at room
temperature without the need for any additional chemicals
such as complexing agents.”*~>° Earlier, EDRR studies have
only investigated the formation of separate ultrafine particles
(<1000 nm), while the further growth of the Ag/Zn bimetallic
networks and dendrites has not been undertaken. Furthermore,
as previously it has only been speculated that Ag and Zn
existed in alloyed forms, based on energy-dispersive X-ray
(EDS) spectroscopy analysis and electrochemical results,
consequently, the exact identity of the associated crystalline
phases have remained unverified.””

Dealloying, or selective removal of less-noble components, is
an effective approach to generate new attractive features like
porous or dendritic structures for a broad range of applications
such as sensors,”” antimicrobiality,” and catalysis."' The
dealloying behavior of Ag/Zn binary alloys has been studied by
several researchers; for example, Luo et al. have prepared
bimodal nanoporous silver from an Ag;yZny, precursor,”” and
the porosity evolution of Ag,sZn,; powder particles by
chemical dealloying has been investigated by Bhushan et al.*’
In addition, Zhang et al. have fabricated nanoporous silver
structures by dealloying Ag/Zn ribbons,” whereas Li et al.
have utilized Ag/Zn plates and the dealloying kinetics of
AgyZn,s to produce nanoporous silver.”">> Moreover,
Kurowska-Tabor et al. have prepared porous thin silver films
by the dealloyin§ of Ag-Zn alloy films by traditional
electrodeposition.3 Nonetheless, all of these studies focused
on the dealloying of Ag/Zn materials obtained by high-
temperature processes (i, smelting—casting) or from a
cyanide bath, while the Ag/Zn alloys obtained by EDRR
have distinct properties, and their dealloying behavior is yet to
be investigated. In general, dealloying can be undertaken by
either chemical or electrochemical means. The chemical
approach utilizes the spontaneous dissolution of the less-
noble components into solutions, whereas electrochemical
dealloying reactions are driven by the applied potential and
therefore can be conducted under milder conditions.”” An
electrochemical approach also has the additional advantage as
it allows for the precise control of the dealloying process via
the utilization of tailored operating potential or current.
According to previous voltammetric studies, the oxidation
potential of Zn (alloyed) is very close to pure silver within the
Ag/Zn alloys produced by EDRR.”> This suggests that the
chemical dealloying of the Zn component would require a
relatively aggressive medium like hydrochloric acid that has the
potential to generate hazardous gas (e.g,, HCI). Therefore, the
current study suggests an alternative electrochemical approach
to allow for a tailorable dealloying process for the produced
Ag/Zn alloy under milder conditions with dilute sulfuric acid,
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which has high availability as a byproduct in Zn production
and a relatively low environmental impact. Additionally, the
surface plasmonic resonance (SPR) of the dealloyed silver
materials is studied to further highlight the potential for the
direct synthesis of high value-added materials from conven-
tional hydrometallurgical process-type solutions.

B EXPERIMENTAL SECTION

Electrochemical experiments were performed with an IviumStat 24-bit
CompactStat potentiostat (Ivium Technologies, The Netherlands) in
a conventional three-electrode glass cell with a volume of 50 mL at
room temperature. Glassy carbon (GC) plates (Alfa Aesar, U.S.A.)
with one side exposed to provide a surface area of 1 cm® (square
shape) were used as the working electrode, a platinum plate (ca. 9
cm?, Pt wt % > 99.5 wt % Pt, Kultakeskus Oy, Finland) comprised the
counter electrode, and a saturated mercury—mercurous sulfate
electrode (Hg/Hg,SO,, + 0.650 V vs standard hydrogen electrode
(SHE), Mettler Toledo, Switzerland) was utilized as the reference
electrode. Ag/Zn alloys were prepared on GC electrodes from a
solution containing 65 g/L Zn (from ZnSO,7H,0, >99%, VWR
Chemicals, Belgium), 10 g/L H,SO, (from concentrated H,SO,, 95—
97%, EMD Millipore, Germany), and 20 ppm Ag (from AgNO;,
>99.0%, Sigma-Aldrich, USA) using up to 400 electrodeposition-
redox replacement (EDRR) cycles. In general, a single EDRR cycle
consists of two consecutive steps: (i) electrodeposition (ED), in
which Zn is deposited at a deposition potential of E; for a deposition
time of t,. This is immediately followed by step (ii) redox replacement
(RR), where the external potential is disconnected for a preselected
replacement time t,during which the replacement reaction occurs
spontaneously between Ag" ions and deposited Zn because of the
potential difference between to Ag'/Ag and Zn**/Zn pairs. EDRR
measurements with 10, 30, 50, 100, 150, 300, 600, and 800 cycles
were conducted to investigate the growth mechanism of the Ag/Zn
alloys. The subsequent electrochemical dealloying of the Ag/Zn alloys
(after 400 EDRR cycles) was carried out in 10 g/L H,SO, at —0.1 V
(vs Hg/Hg,SO,). All the solutions were prepared with Millipore
Milli-Q_deionized water (DI water, >18 MQ-cm). FactSage 8.1
thermodynamic software (Thermfact/CRCT, Canada & GTT-
Technologies, Germany) was used for the calculation of the Ag-Zn
binary phase diagram.

A Mira®> Tescan GM (Czech Republic) scanning electron
microscope combined with energy-dispersive X-ray spectroscopy
(EDS, ThermoFisher Scientific Ultradry EDS Detector, U.S.A.) was
used for microstructural characterization and determination of sample
compositions. Anodic linear sweep voltammetry (ALSV) was
performed before and after dealloying in a 10 g/L H,SO, solution
at a scan speed of S mV/s in the potential range of —1.0 to +1.0 V (vs
Hg/Hg,SO,). The crystalline phases of the Ag/Zn alloys (before
dealloying) and the samples after dealloying were identified by X-ray
diffraction (XRD, PANalyticalX’Pert ProPowder, Almelo, The
Netherlands) using a Cu Ko radiation source at a scan speed of
0.01°/min in the 260 (°) range of 10—90° (acceleration potential 40
kV and current 40 mA) and the results were analyzed with HighScore
4.0+ software. Optical properties of the samples were characterized by
ultraviolet—visible diffuse reflectance spectroscopy (UV/vis) using a
Shimadzu UV-2600 UV/vis spectrometer. The absorbance spectra
(A) were calculated based on the reflectance spectra (R) using eq 1:

A =100% — R (1)

where A is the absorbance (%), and R is the reflectance (%).

B RESULTS AND DISCUSSION

The EDRR process involves the reduction of Zn>' at an
applied potential in the ED step using eq 2, and the reduction
of Ag* ions in the RR step is given in eq 3. The reduction
potentials can be calculated using the Nernst equation.

Zn*t +2¢" 2 Zn E=-142Vvs Hg/Hg,SO, (2)

https://doi.org/10.1021/acssuschemeng.2c00284
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Ag'+e” = Ag E=-007Vvs Hg/Hg,SO, 3)
The overall reaction during the RR step, which combines eqs

2 and 3, occurs spontaneously because of the potential

difference (AE) between redox pairs Zn**/Zn and Ag'/Ag

(4)

Earlier investigations have shown that particles (with a
diameter < 1000 nm) of mixed Ag/Zn composition can be
obtained with a short replacement time, whereas a lon
replacement time results in nearly pure Ag particles.”
According to the binary alloy phase diagram of the Ag-Zn
system (Figure S1 in the Supporting Information), various Ag/
Zn intermetallic compounds are potentially stable at room
temperature. Nevertheless, the crystalline compositions in the
Ag/Zn mixtures by EDRR and the extent to which Zn and Ag
exist either as independent phases or alloyed Ag,Zn, . phases
are yet to be confirmed. Additionally, previous research has
focused primarily on particle formation rather than the growth
of more continuous alloys (ie., using less than 30 EDRR
cycles). As a result, this study focuses on the crystalline
composition and the growth mechanism of the Ag/Zn alloys,
formed through the application of a higher number of EDRR
cycles up to a maximum of 800, as well as the dealloying
mechanism involved in the creation Ag dendrites and how it
affects their surface plasmon resonance behavior.

Ag/Zn Alloys by EDRR. Figure 1 illustrates typical
potential—time transients: in this case, the initial S cycles

Zn + 2Ag" = Zn*t + 2Ag AE =135V

0 Redox replacement @ OCP (20 s)
1 4
— iy P b— e i——
NG i Ve / Ve ~ -
8« o V’/ ‘r/ ‘/ ( ,’/
EU' 044 | | | “:‘ |
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Figure 1. Typical potential—time profile of the initial five EDRR
cycles in a solution containing 20 ppm Ag, 65 g/L Zn, and 10 g/L
H,50, (E=—-155V,t =0.5s,and t, = 20 s).

from a total of 400 successive EDRR cycles. Zn was deposited
at E = —1.55 V for 0.5 s (#;) in the ED step, and this was
immediately followed by an RR step, where the external
electrical charge was disconnected for 20 s (t,). In order to
gain a more detailed understanding of the combined Ag/Zn
material formation, relatively short ¢, times of 10 and 20 s were
utilized. In addition, the effects of varying other parameters (E
and t,) were also investigated. Overall, six EDRR samples (S1—
S6) were prepared, and the details of the experimental series
are presented in Table 1, together with the related Ag/Zn
compositions, as determined by EDS.

The morphologies of the as-prepared EDRR samples were
observed by SEM, and as shown in Figure 2, deposits with
different microstructures were obtained depending on the
electrodeposition (t;) and redox replacement (t,) durations, as

3718

Table 1. EDRR Experimental Details and Related
Composition (EDS Results) of EDRR Samples before/after
Electrochemical Dealloying (N.B. the Background Signal C

and the Insignificant Level of O Present Are Excluded)

(Ag/Zn atom %)

sample E(V) vs Hg/ t B as- after
D Hg,SO, (s) (s) prepared dealloying
S1 —1.55 0.5 10 73/27 94/6
S2 —1.55 0.5 20 83/17 96/4
S3 —1.65 0.5 10 28/72 95/5
S4 —1.65 0.5 20 77/23 95/5
SS —1.55 1.0 10 15/85 94/6
S6 —1.55 1.0 20 68/32 96/4

Figure 2. (a—f) SEM images of the as-prepared EDRR samples S1—
S6 after 400 EDRR cycles in a solution containing 65 g/L Zn, 10 g/L
H,SO,, and 20 ppm of Ag with varying E, t;, and t,.

well as the initial deposition potential (E). Samples S1 (Figure
2a) and S3—S6 (Figure 2c—f) display pine treelike dendrites,
whereas Sample S2 (Figure 2b) appears in the form of
aggregated particles. As dendritic growth is significantly
affected by mass-transfer conditions,*® the reason for the
difference in the behavior of Sample 2, when compared to all
the other samples (S1 and S3—S6), can be explained by EDRR
parameter selection: Sample S1 used a shorter replacement
time, which is of insufficient duration for Ag* ions to migrate
from the bulk solution, while for samples S3—S6, a higher
amount of Zn was deposited in the ED step (because of either
the longer deposition time or higher overpotential), and
consequently, more Ag* ions were consumed in the RR step,
resulting in mass-transfer limitations also with extended redox
replacement times. Therefore, EDRR parameters, which lead
to mass-transfer limitations and incomplete redox replacement
(e.g., higher overpotentials, longer deposition times, or too
short redox replacement times), were found to cause the
dendritic growth of Ag/Zn alloys.

In addition, a smaller branch size was observed for the
dendrites obtained with longer replacement times (Figure 2c
(S3),e (SS)) than the samples with a short replacement time
(Figure 2d (S4),f (S6)). The corresponding chemical
composition of the deposits (in atom %, determined with
EDS) is summarized in Table 1. Results show that for samples
with the same deposition potential (E) and deposition time
(t,), the silver content increases within the deposits with
longer replacement time (t,) durations as more deposited zinc
was replaced by silver, which correlates with the content of the

https://doi.org/10.1021/acssuschemeng.2c00284
ACS Sustainable Chem. Eng. 2022, 10, 37163725


https://pubs.acs.org/doi/suppl/10.1021/acssuschemeng.2c00284/suppl_file/sc2c00284_si_001.pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.2c00284?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.2c00284?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.2c00284?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.2c00284?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.2c00284?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.2c00284?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.2c00284?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.2c00284?fig=fig2&ref=pdf
pubs.acs.org/journal/ascecg?ref=pdf
https://doi.org/10.1021/acssuschemeng.2c00284?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Sustainable Chemistry & Engineering

pubs.acs.org/journal/ascecg Research Article

()

Intensity (a.u.)
Ll

KeV

0.5 1.01520253.03.54.0455.0556.0 6.57.0 7.58.0 85 9.09.510.5 - .olAs -0'5 -OIA -0'_2 (') 0:2 014 0:6 018 1

(b)

o
n

-2
m”)
:

Y a(mA/c

1

Current densit:
N

Potential (V) vs. Hg/Hg,SO,

(© e Zn, ;,Ag, 5 (ref.04-007-3865) & Ag (ref.04-002-1171) ¥ ZNy ocAGy o, (ref.04-002-1171)

Intensity (a.u.)

e

Blank S1 S2 & S3 o S4 S5 ¢ S6

L

35 45 35 45 35 45

T T
35 45 35 45 35 45 35 45

26 ()

Figure 3. (a) Example of EDS spectra and mapping results of the EDRR sample (SS, E = —1.55V, t; = 1.0 s, and £, = 10 s); (b) ALSV results,
regions I, II, and III correspond with the dissolution of ZngecAgo s Zng76Ag024 and Ag phases; and (c) XRD patterns of as-prepared EDRR

samples.

noble metals in bimetallic particles determined earlier.”>~*° In

contrast, more negative E or longer t; results in higher Zn
concentrations because of the higher production of zinc during
the ED stages. For instance, samples S3 and S5 contain 72 and
85 atom % of Ag, respectively, while S1 has an Ag content of
27 atom %. Although the redox replacement reaction between
the Ag* ions and Zn occurs at the solid/liquid interface, the
diffusion of Ag atoms within the solid phase allows for the
formation of a uniform elemental distribution in the deposits,
as demonstrated by the EDS mapping results (e.g., SS) of the
distribution of individual elements and the corresponding EDS
spectra (Figure 3a). Moreover, as only a minor amount of Zn
is deposited during an ED step in a single cycle (of total
number of cycles 400), this allows for more complete diffusion
of Ag during the RR steps in each cycle. Consequently, the
even distribution of elements remained stable throughout the
growth of larger structures when compared to the separate
bimetallic particles observed previously,” and as a result, the
behavior observed with EDRR growth is distinct from Ag/Zn
dendrites produced by galvanic replacement using a
prefabricated Zn plate in which clear local enrichment of
individual elements was observed.**

The Ag/Zn alloys were electrochemically analyzed with
ALSV, as shown in Figure 3b, and it can be clearly observed
that the results are dependent on the applied EDRR
parameters. Dissolution of pure Zn and pure Ag in an
H,SO, solution normally comprises unimodal peaks located at
ca. —1.45 and —0.1 V (vs Hg/Hg,SO,), respectively.'””>* In
contrast, the distinctive behavior of the anodic peaks/current
waves for samples prepared by EDRR can be attributed to the
dissolution of specific Ag/Zn mixtures. From Figure 3b, it can
be seen that the anodic dissolution of the deposits can be
separated into three discrete regions (I—III). Furthermore,

because of the negative enthalpy of mixing (—3.43 kJ/mol) for
Zn and Ag,” the potentials for the dissolution of Zn from the
alloyed form is considerably higher than that of pure Zn, as
presented in the ALSVs of the EDRR samples (ca. —1.0 V for
SS and ca. —0.3 V for the other samples cf. —1.42 V (vs Hg/
Hg,SO,) for pure Zn). To further identify the crystalline
phases dissolved in each region, the EDRR samples were also
subjected to XRD analysis, as displayed in Figure 3c. For
example, the anodic current wave in Region I was only present
in S5, and based on the XRD analysis, this is due to Zn
dissolution from a unique ZnggsAg 4 alloy found to be only
present in that sample. Anodic peaks/current waves appear
with all samples when the potential is scanned to the more
positive range found in Region (II). According to the XRD
results, the dissolution of the Zn component from a
Zng76Ago 24 alloy occurs within this region. The major part
of ALSV of S2 is located in Region III, and according to the Ag
peak in the XRD pattern of S2, Region III is associated with
the dissolution of the Ag phase. Furthermore, it can be seen
from the XRD results that Ag peaks were not detected in
samples S3 and SS, which suggests that all the Ag exists in an
alloyed form within these particular samples because of the
high Zn content. The formation of these two types of alloy
phases might be related to their lattice structure, and the
nominal pathway for alloy formation is presented in the Ag-Zn
phase diagram (Figure S1). During RR, Ag atoms can diffuse
into the Zn lattice and substitute for the original Zn atoms.
Both Zng,6Agy,s and ZnggsAgyo, have a hexagonal closest
packed (hcp) structure, which is similar to that of pure Zn, and
therefore, the formation of such alloys is thermodynamically
more favorable as no structural transformation takes place
when compared to other alloy phases with different structures
like body-centered-cubic (bcc). Overall, these results demon-
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Figure 4. (a—h) SEM images of the GC working electrode surface after 10—800 EDRR cycles (E = —1.55V, t; = 1.0°s, t, = 20 s).

strate for the first time that EDRR can be used to create and
tailor the chemical composition, microstructure, and crystalline
phases of Ag/Zn alloys through the variation of the related
EDRR parameters.

SEM micrographs of the deposits by different EDRR cycles
were examined to determine the nucleation and growth
process of the Ag/Zn dendrites (Figure 4). The dendrite
formation process mainly consists of initial nucleation followed
by preferential growth in a certain direction. As can be seen
from Figure 4a, separated particles with a rather inhomoge-
neous size distribution (116 + 67 nm) were deposited with 10
EDRR cycles at different sites across the GC surface. These
locations are believed to be activated nucleation sites, created
by the distribution of the electric field,"* and the size of
particles varies as a consequence of the disparate surface
energies at different active sites, which result in an uneven
particle size distribution, that is, higher surface energies
facilitate particle growth more than those of a lower
magnitude.”” Moreover, it has been previously demonstrated
that pure Zn (formed by electrodeposition) appears as
hexagonal flakes because of a lower thermodynamic free
energy related to the exposed closest packed plane in
hexagonal close-packed (hcp) metals,”***” whereas the Ag/
Zn particles formed by EDRR processes show distinct spherical
morphologies. This observation is related to the mismatch of
the atomic radii of Ag (covalent r = 0.160 nm) and Zn
(covalent r = 0. 135 nm),”® which facilitates the congregation
of Ag and Zn atoms as islands rather than growth as smooth
layers. On the other hand, the possible simultaneous
redissolution of Zn back to the electrolyte solution may also
have an impact on the final morphology observed.

Although the particles continued to grow in a similar way
when the number of EDRR cycles was increased from 10 to 30
(Figure 4a,b), a further increase in EDRR cycles to 50—100 or
higher, the formation of dendritic structures starts to become
more visible. Although the mechanisms of the dendrite growth
via EDRR are yet to be completely understood, diffusion-
limited aggregation (DLA) has previously been proposed to
explain the growth of similar dendritic structures.””*" Based on
the results outlined here, the DLA mechanism can also be
applied to explain the growth of Ag/Zn dendrites because of
the presence of significant mass-transfer limitations within the
system. With an increasing number of EDRR cycles, a
concentration gradient of Zn is formed because of the
depletion of related ions proximal to the electrode, which
leads to the deviation of the electrode potential from
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equilibrium and facilitates the Zn deposition at the tips of
previously formed particles. Additionally, silver deposits also
accumulate in the same area because of the redox replacement
of the deposited Zn, and such a growth pattern promotes the
initial stages of dendrite formation on the relatively larger
particles when the number of EDRR cycles is increased to >50
(Figure 4c,d). As growth proceeds, the active sites undergo a
shift to the tips of the dendritic structures, which—with the
higher number of EDRR cycles—results in further enlargement
of the dendritic formations with a higher number of branch-
like features (Figure 4e,f). The nucleation-growth process of
Ag/Zn dendrites via EDRR based on the SEM analysis is
presented schematically in Figure S.

(a)
Increased
cycles

(b) (e)

Increased
cycles

1

Increased
cycles
Increased

(c) (d)

cycles

Figure 5. Schematic illustration of the growth process of Ag/Zn
dendrites on the glassy carbon electrode. Ag/Zn particles are formed
in the initial 10 cycles (a); particle size increases with 30 EDRR cycles
(b); particles with a much smaller size (<100 nm) appear, and
dendrite growth initiate on particles with a relatively large size (c);
further growth of Ag/Zn dendrites (d, e).

Electrochemical Dealloying To Create Ag-Rich Surfa-
ces. As the Ag/Zn alloys prepared by EDRR appear to have a
different structure when compared to similar alloys that are
prepared by high-temperature processes,”*™** a commonly
used dealloying procedure was subsequently investigated to
determine its effect on the materials prepared in the current
study. According to the detailed investigation of the cyclic
voltammograms in silver solutions without zinc, pure Ag can
also be dissolved by H,SO, solutions when the potential is
more positive than —0.1 V (vs Hg/Hg,SO,)."”** Although the
dissolution potential of Zn (alloyed) is similar to that of Ag,
the clear boundary between the Ag stripping peak and the Zn
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(alloyed) stripping peak is observed and allows for selective Zn
dissolution by the careful selection of the appropriate potential.
In the case of the alloys produced by EDRR, the boundary of
the Zn (alloyed) peak and the Ag peak in the ALSV curves
(Figure 3b) is shifted to a slightly more positive value (ca.
-0.05 V vs Hg/Hg,SO,). Such a difference is attributed to the
fact that ALSV is a potentiodynamic method and when
measurements are scanned from the negative direction to —0.1
V, a considerable amount of deposited Zn remains
undissolved. This residual Zn in the deposits continued to
dissolve when the potential was increased above —0.1 V and
therefore resulted in the more positive potential of —0.05 V (vs
Hg/Hg,SO,), which differentiates Regions II and III. None-
theless, it should be noted that the dealloying of Ag/Zn is
performed with a potentiostatic process at a constant potential.
Consequently, the electrochemical dealloying of the Ag/Zn
alloys was investigated at a constant potential of —0.1 V to
selectively dissolve Zn (alloyed) and avoid silver dissolution.
Figure 6 shows the chronoamperometric curves recorded
during the anodic dealloying of different samples, and as can be
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Figure 6. Chronoamperometric curves of as-prepared EDRR samples
(E=-0.1V (vs Hg/Hg,SO,), t = 1S min).

seen, the anodic currents clearly demonstrate the dissolution of
the alloyed Zn from all samples. Most of the Zn (alloyed) was
dissolved during the initial stages of the experiments as the
current rapidly decays to a steady state close to 0 mA/cm?.
This indicates that 15 min is sufficient for the dissolution of a
majority of the alloyed Zn, whereas no Ag dissolution takes
place at this potential. Furthermore, as current density is
directly related to the Zn content of the EDRR samples, these
results indicate that SS has the highest Zn content as the
dealloying process shows the highest level of anodic current
density, a finding that was confirmed by the EDS analysis
(Table 1).

Figure 7 shows the SEM micrographs of the EDRR samples
after dealloying. As can be observed, there is a distinct change
in the morphology when compared to the as-prepared samples.
The major dealloying mechanisms proposed are closely related
to the movement of metal atoms, in this case Zn and Ag, as a
consequence of their intrinsic chemical reactivities. During the
dealloying process, Zn dissolves from the metal lattice into the
solution, which results in high-curvature clusters rich in
Ag.46’52_54 This removal of Zn leads to surface roughening,
whereas conversely, the curvature-driven aggregation of the
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Figure 7. (a—f) SEM images of EDRR samples S1—S6 after
electrochemical dealloying at —0.1 V (vs Hg/Hg,SO,) for 15 min.

remaining clusters of Ag atoms smoothens the surface. Figure 8
schematically illustrates a proposed mechanism to explain the

As-prepared Dealloying

After dealloying

— Znatom movement = — Ag atom movement
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200
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After dealloying

Figure 8. Schematic of the proposed dealloying mechanisms of (a)
dendritic Ag/Zn structures and (b) Ag/Zn particles.

different morphologies obtained during the dealloying of
dendritic structures and particles. As can be seen, within Ag/
Zn dendrites, it is possible for Ag atoms to aggregate within the
branch sections more easily because of significantly shorter
distances when compared to those between Ag atoms in the
Ag/Zn particles. Moreover, particles also have more compact
structures that limit the diffusion of Ag, while dendrites have
more open structures that favor surface diffusion. Consequen-
tially, the as-prepared particles (Figure 2b) have relatively
smooth surfaces, whereas the presence of por es within the
particles is clear following the dealloying process. In contrast,
as-prepared Ag/Zn dendrites (Figures 2a and 3c—f) have a
branched morphology that becomes more pronounced,
following electrochemical treatment with H,SO, (Figure
7a,c—f). Furthermore, for dendrites with a relatively high Zn
content, like those in S5 (Figure 2e), the deposits are denser
prior to dealloying (SS, Figure 7e) because of the significant
levels of Zn dissolution. Nevertheless, to further understand
the dealloying mechanisms and kinetics, a more detailed
investigation using technigsues like in-situ synchrotron XRD
analysis would be needed.

The corresponding chemical composition of the samples
after dealloying (atom %, determined with EDS) is also
summarized in Table 1. An increase in the quantitative Ag/Zn
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Figure 9. (a) Example of EDS spectra and mapping results (S5); (b) ALSV curves; and (c) XRD patterns of EDRR samples after electrochemical

dealloying.

ratio in all the samples confirmed the selective dissolution of
Zn during anodic dealloying. For example, the Ag/Zn ratio in
SS increased significantly from 15/85 to 94/6 after dealloying.
Figure 9a shows the EDS spectrum and mapping results of SS
after dealloying. From the results, it is clear that the Zn peak is
much reduced when compared with that of as-prepared S$
(Figure 3a), and the barely visible Zn signals on the mapping
image are a direct confirmation of the significant decrease in
the zinc content because of dealloying. The presence of the
residual Zn (atom % < 6%) is probably due to the mass-
transfer limitations of Zn atoms within the solid phase during
dealloying. The ALSVs of EDRR samples after dealloying are
displayed in Figure 9b. In contrast to the as-prepared EDRR
samples (Figure 3b), ALSVs of all the dealloyed samples
appear as single-peak curves, and the potential where the
anodic peaks initiate (ca. —0.1 V vs Hg/Hg,SO,) is close to
the anodic peak within the cyclic voltammograms of a carbon
electrode in the silver solution without Zn.”>** This indicates
the inconsequential nature of the remaining Zn within the
crystal structure on the stripping process and further proves
the extent of the selective Zn dissolution. Moreover, as the
peak area directly correlates with the amount of Ag present on
the surface of electrodes, a larger peak symbolizes a higher Ag
content. Interestingly, when the other parameters remain
unchanged, the anodic peaks of the dealloyed samples with a
replacement time of 20 s have higher peaks than those with 10
s, highlighting the fact that more Zn is replaced with longer
EDRR replacement times, resulting in higher amounts of Ag
on the electrodes. Figure 9¢ shows the XRD results of the
dealloyed samples, and clear differences can be seen when
compared to the XRD patterns of the as-prepared samples
(Figure 3c). Silver peaks from XRD were detected for all the
dealloyed samples, while the peaks of Ag/Zn alloys
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(ZngosAgoos and Zng;6Agy,,) disappeared, which clearly
indicates the selective dissolution of Zn.

Optical Properties of Zn/Ag Alloys and Dealloyed Ag-
rich Surfaces. Optically active surfaces that show (localized)
surface plasmon resonance (LSPR) are intensively studied for
different applications such as sensing and imaging,”**” and Ag-
based dendrites have created significant interest, for example,
in sensing, as Ag is known to have strong SPR behavior.”**” In
order to test whether the Ag/Zn alloys and dealloyed surfaces
developed here could have the potential for such applications
in the future, they were characterized by UV/vis spectroscopy
for LSPR. A spectrum of the GC substrate was also measured
as a comparison, and all the related results are presented in
Figure 10, with discernable differences seen between the
spectra of different samples. The GC substrate shows an even
absorption over the whole wavelength range because of its
inherent black color, whereas only EDRR samples with a
relatively high Ag content (S2 and S4) showed a weak
absorption peak, present at ca. 315 nm (other samples show
almost no detectable absorbance peaks). In contrast to the as-
prepared EDRR samples, clear absorption bands due to LSPR
can be seen on the spectra of all samples following the
dealloying process.

LSPR is known to be closely related to the morphology, size,
and dielectric environment of silver materials,®® and according
to the Mie theory, spherical Ag particles show a single
absorption band, while two or more peaks are usually observed
with anisotropic materials.”” In the current study, the dendritic
samples after dealloying (S1 and S3—S6) show two absorbance
peaks at ca. 315 and 360 nm. Dual-peak surface plasmon
resonance has also been reported within dendritic silver
structures produced by electrodeposition,’’ galvanic replace-
ment,®> and chemical etching,63 although the wavenumbers of
the peaks here are different because of the difference in
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Figure 10. UV—vis spectra of a glassy carbon substrate, as-prepared
EDRR samples, and EDRR samples after dealloying.

properties like morphology and dielectric environment. On the
other hand, the UV/vis spectra of sample S2 are close to a
single peak at ca. 310 nm. The absorption—shoulder—peak at
ca. 360 nm is almost invisible, possibly due to its distinct
morphology (porous particles) when compared to other
samples. The enhanced SPR behavior of the dealloyed cf. the
as-prepared samples suggests that dealloying is a powerful
approach to fully exploit the Ag/Zn alloys prepared by EDRR
for potential applications. Moreover, the change in the SPR
behavior of dealloyed samples from a single-peak to dual-peak
shows that a combination of EDRR and dealloying can be used
to tailor the optical properties of the surfaces simply by
controlling the operating parameters. For example, the
selection of Ag/Zn growth conditions in EDRR that favor
dendrites, that is, mass-transfer limitations (shorter redox
replacement times, higher overpotentials, or longer deposition
times), followed by dealloying (selective Zn dissolution), leads
to Ag-rich dendrites with clear dual-peak SPR behavior,
whereas the utilization of EDRR parameters that favor
spherical particles, surfaces with single peak would be achieved.

B CONCLUSIONS

Ag/Zn alloys have been successfully prepared using the EDRR
method from a simulated Zn hydrometallurgical process
solution containing a high Zn concentration (65 g/L) and
minimal silver content (20 ppm). The presence of an alloyed
form of Ag and Zn in the EDRR deposits (previously only
hypothesized based on voltammetric studies and EDS results)
has been confirmed for the first time by the combination of
XRD and ALSV. By controlling EDRR parameters such as
deposition potential, deposition time, and redox replacement
time, Ag/Zn alloys with different morphologies, that include
dendritic structures and aggregated particles, were obtained.
Detailed SEM studies further revealed the nucleation and
growth mechanism of Ag/Zn particles to the highly dendritic
microstructures that result from an increased number of EDRR
cycles. The dealloying behavior of the prepared Ag/Zn alloys
was also investigated and a majority of the Zn in the Ag/Zn
alloys was selectively dissolved in a 10 g/L H,SO, solution at a
potential of —0.1 V (vs Hg/Hg,SO,) after 1S min. Compared
to the as-prepared Ag/Zn alloys, dealloyed surfaces showed
distinct chemical compositions, crystalline phases, morphology,
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and optical properties. Enhanced SPR was observed on the
UV/vis spectra of dealloyed samples, and moreover, by
tailoring the EDRR parameters, the optical properties of the
dealloyed samples are tunable from single-peak to dual-peak
SPR.

Opverall, these findings demonstrate the versatile nature of
the EDRR method, which allows for the more sustainable
creation of distinct Ag/Zn alloys at room temperature without
the addition of any complexing agents from the otherwise
underutilized silver present in Zn process solutions.
Furthermore, the distinct optical properties of the dealloyed
Ag-rich dendrites further prove the significant potential of the
combined EDRR-dealloying protocol.
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