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Coordinating zincophilic sites and a solvation shell
for a dendrite-free Zn anode under the synergistic
effects of polyacrylonitrile and dimethyl sulfoxidef
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The advantages of aqueous zinc-ion batteries (AZIBs) are largely offset by the dendrite growth on the Zn
anode, which is induced by the heterogeneous electrical field and limited ion transport of the Zn anode—
electrolyte interface during plating and stripping. Here, we propose a dimethyl sulfoxide (DMSO)-H,O
hybrid electrolyte containing polyacrylonitrile (PAN) additives (PAN-DMSO-H,0O) to improve the
electrical field and ion transport of the Zn anode, which can thus effectively inhibit dendrite growth.
Experimental characterization and theoretical calculations show that PAN preferentially adsorbs on the
Zn anode surface and provides abundant zincophilic sites after its solubilization by the DMSO, enabling
a balanced electric field and lateral Zn plating. DMSO regulates the solvation structure of the Zn?* ions
and strongly bonds to H,O, which concurrently reduces side reactions and enhances the ion transport.

) Thanks to the synergistic effects of PAN and DMSO, the Zn anode presents a dendrite-free surface
iizzgtzillsgt&l\ézﬁn;k;ré%zzzz during plating/stripping. Moreover, Zn-Zn symmetric and Zn—-NaVszOg-1.5H,O full batteries with this
PAN-DMSO-H,0 electrolyte achieve enhanced coulombic efficiency and cycling stability compared to

DOI: 10.1039/d2sc06276¢ those with a pristine aqueous electrolyte. The results reported herein will inspire other electrolyte
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Introduction

Aqueous zinc-ion batteries (AZIBs) are attracting increasing
attention due to their high level of safety, relatively low price,
pollution-free properties, etc.*™* For most AZIBs, metallic zinc
(zn) is used directly as an ideal anode material,>” with the
benefits of a high theoretical capacity (821 mA h g~ '), low redox
potential (—0.76 V vs. standard hydrogen electrode, SHE) and
inherent abundance.*** Similar to the alkali metal anodes in
lithium and sodium batteries,"** the Zn anode is oxidized to
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designs for high-performance AZIBs.

Zn>" ions upon discharge, and these Zn>" ions are reversibly
electroplated on the Zn anode upon charging. In traditional
aqueous electrolytes, the Zn anode inevitably has dendrite
growth due to the heterogeneous nucleation and disordered
growth during Zn electroplating, leading to the formation of
dead Zn, poor coulombic efficiency and even battery short-
circuiting.”** Simultaneously, some undesirable side reac-
tions, such as the hydrogen evolution reaction (HER) and Zn
corrosion, occur on the Zn anode, further degrading its struc-
tural stability.'**® Thus, the performances of AZIBs are unex-
pectedly diminished, and they exhibit low capacity, short cycle
life, etc.

Fundamental research into AZIBs indicates that a heteroge-
neous electrical field results in random Zn nucleation, while
limited ion transport leads to inhomogeneous Zn growth, both
of which accelerate dendrite growth and intensify side reac-
tions.**** Recently, besides Zn anode modification,*** the
development of new electrolytes has proved to be a convenient
and cost effective way to improve the electrical field and ion
transport of the Zn anode, which enables the achievement of
high-performance AZIBs.*> The proposed strategies can be
roughly divided into two groups: additive introduction and co-
solvent electrolyte engineering. As for additive introduction,
much research focuses on the application of organics, including

organic ions,”®? small organic molecules,>®* and

© 2023 The Author(s). Published by the Royal Society of Chemistry
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polymers.**** These additives adsorb on the Zn anode surface
and serve as zincophilic sites to relieve the electron/ion accu-
mulation of zinc seeds, which benefits a homogenous electrical
field and prevents the random nucleation of Zn. As for co-
solvent electrolyte engineering, many organic solvents have
been applied.**** They manipulate the primary solvation shell
of Zn** ions and affect the ion transport rate, which not only
promotes orderly Zn electroplating but also inhibits water-
associated side reactions. Because the roles of additive intro-
duction and co-solvent electrolyte engineering in improving the
stability of the Zn anode are quite different and do not interfere
with each other, it is theoretically feasible to combine these two
mainstream strategies together and harness their respective
advantages to achieve a dendrite-free Zn anode. However, few
attempts have been made at this promising approach, wasting
the potential of electrolyte development for high-performance
AZIBs.

Herein, we have successfully achieved a dendrite-free Zn
anode for highly stable AZIBs via combining a poly-
acrylonitrile (PAN) additive with a dimethyl sulfoxide-water
hybrid electrolyte (PAN-DMSO-H,0). Although PAN can
effectively inhibit the dendrite growth in AZIBs while serving
as a separator® or artificial coating,*® the application potential
of PAN as an additive is severely restricted owing to its insol-
ubility in an aqueous electrolyte. To solve this problem, DMSO
is used in the electrolyte. DMSO, as an aprotic solvent, can
improve the solubilization of PAN molecules due to its
incorporation of both hydrophilic and hydrophobic moieties.
After their successful dissolution, PAN molecules could pref-
erentially and strongly adsorb on the Zn anode and provide
zincophilic sites at the anode-electrolyte interface. Mean-
while, the typical Zn** solvation sheath is also regulated by the
preferential solvation of DMSO molecules. As a result,
a uniform electric field and enhanced ion transport at the Zn
anode-electrolyte interface can be concurrently realized,
which smooths the plating/stripping process and enables
a dendrite-free anode surface. Thanks to the synergistic effects
of PAN and DMSO, the Zn-Zn symmetric battery containing
this PAN-DMSO-H,0 electrolyte shows a better cycle life
(>1200 h) and higher coulombic efficiency (99.18%) under
a current density of 5.0 mA h cm ™2, while a limited cycle life
(<5 h) and low coulombic efficiency (89.16%) are obtained in
the pristine aqueous electrolyte. Moreover, when coupled with
a NaV;0;4-1.5H,0 (NVO) cathode, the Zn-NVO full battery
exhibits enhanced cycle stability (over 300 cycles) and high
capacity retention (81.1%). Our work should inspire other
functional electrolyte design for dendrite-free AZIBs with
enhanced stability.

Results and discussion

As an organic macromolecular polymer, PAN is insoluble in the
pristine aqueous electrolyte. After the introduction of DMSO,
the solubility of PAN is improved, which is due to the effect of
the strong hydrophobic (-CHj3) and highly hydrophilic (O=S5)
moieties of DMSO.**# Specifically, as shown in Fig. S1,T PAN is
gradually and then completely dissolved in the PAN-DMSO-

© 2023 The Author(s). Published by the Royal Society of Chemistry
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H,0 electrolyte when the volume content of DMSO increases
from 20 to 70%. However, when the volume content of DMSO
increases to 100%, i.e. DMSO replaces water completely, the Zn
salt (i.e. Zn(OTF),) in the electrolyte is clearly precipitated. The
ion conductivities of the hybrid electrolytes with different
amounts of DMSO were measured by AC impedance spectros-
copy as shown in Fig. S2.7 The results demonstrate that the
ionic conductivity gradually decreases with an increase of the
DMSO content, since excess DMSO molecules could increase
the Zn>" solvation sheath radii and the viscosity of the electro-
lyte.** Therefore, to achieve a balance between good PAN solu-
bility and high ionic conductivity, the volume ratio of DMSO to
H,0 in the PAN-DMSO-H,0 electrolyte was set at 1:1. If not
otherwise specified, the following batteries were all assembled
with electrolytes using this optimized volume ratio.

To visualize the dendrite growth, we first investigated the
plating process of the Zn anode using an optical microscope
with in situ setups.” As expected, a large number of Zn
dendrites grew rapidly in the pristine aqueous electrolyte with
a current density of 5.0 mA cm ™2 (Fig. 1a), which is mainly due
to charge-concentration occurring at the tips of the Zn nuclei.
Simultaneously, a large amount of gas evolution can be clearly
observed owing to the rapid occurrence of the HER (Fig. S37).
The addition of DMSO can effectively decrease the activity of the
solvated H,O and consequently inhibit the related side reac-
tions (e.g. the HER),* but it cannot completely suppress the
formation of Zn dendrites (Fig. 1b). In sharp contrast to the
morphological results shown in Fig. 1a and b, a dendrite-free Zn
anode is achieved in the PAN-DMSO-H,0 electrolyte, as shown
in Fig. 1c. Such apparent differences clearly indicate the effec-
tive roles of the PAN additive in solving the Zn dendrite growth
problem.

To further study the microstructure evolution, we investi-
gated the surface morphologies of the Zn anodes after the
plating process using a scanning electron microscope (SEM), as
shown in Fig. S4a-c. With the PAN-DMSO-H,0 electrolyte, the
surface of the plated Zn anode is smooth and homogeneous,
whereas the surfaces become rough and inhomogeneous with
some obvious voids and bumps after plating in the other two
electrolytes, especially in the pristine aqueous electrolyte.
Interestingly, the surface morphological differences between
the Zn anodes when using the different electrolytes are even
greater after the stripping process, as shown in Fig. S4d-f.}
Specifically, when using a pristine aqueous electrolyte, the Zn
anode has a more inhomogeneous surface compared with those
when using DMSO-H,0 or PAN-DMSO-H,O electrolytes,
showing many scattered and dispersed Zn flakes. Such obvious
protuberances can aggravate the charge-concentration and
facilitate dendrite growth during the following plating
process.”® Moreover, as shown in the transmission electron
microscope (TEM) and selected area electron diffraction images
in Fig. S5, the Zn anode has more smaller Zn grains (clusters)
after plating in the PAN-DMSO-H,0O electrolyte. This agrees
well with the X-ray diffraction (XRD) results (Fig. S6), in which
the full width at half maximum of the XRD peaks in the PAN-
DMSO-H,0 electrolyte, an indicator of the grain size, is larger
than those in the other two electrolytes. Therefore, the
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Fig. 1
DMSO-H,0 electrolytes.

application of the PAN additive can result in a smaller initial
nucleus and subsequently promote the lateral growth rather
than the longitudinal growth of Zn grains (clusters),” which
enables a smooth and dendrite-free surface after the Zn plating,
as shown in Fig. 1c.

To better understand the advantages of the PAN additive in
stabilizing the Zn anode during plating/stripping, density
functional theory (DFT) calculations were employed to investi-
gate the interactions between the Zn anode, Zn>" ions, and H,0,
DMSO and PAN molecules. Fig. 2a shows the adsorption ener-
gies (Eaqs) of H,O, DMSO and PAN on the Zn anode. It was found
that the E,q5 of PAN is much lower (—1.73 eV) than those of H,O
(—0.26 eV) and DMSO (—0.63 eV), suggesting its preferential
adsorption on the Zn anode. This advantage allows PAN to
isolate H,O from the Zn surface, thus prohibiting side reactions
(e.g. corrosion). The charge density differences between the
adsorption configurations of H,0, DMSO and PAN on the Zn
anode are also shown in Fig. 2c. A number of electrons transfer
from the -N group of PAN to the Zn surface and thus a stable N-
Zn bond is constructed, indicating strong chemisorption
between PAN and the Zn anode. More importantly, DFT calcu-
lations show that the adsorbed PAN matches well with the
lattice of the Zn (0001) facet, which ensures an increased
formation of N-Zn bonds and thus an improved binding
strength between PAN and Zn. In contrast, only a few electrons
transfer from H,O or DMSO to the Zn surface. Such weak
chemisorption is not helpful to relieve the charge-concentration
occurring at the tip of the Zn nuclei and prevent rapid Zn
dendrite growth. From the binding energy results shown in
Fig. 2b, it is clear that the Zn>" ion prefers to combine with PAN
than H,0 and DMSO, because the binding energy of Zn>'-PAN
(—0.19 eV) is lower than those of Zn**-H,0 (—0.07 eV) and Zn”>*~
DMSO (—0.11 eV). Therefore, the adsorbed PAN can act as
a zincophilic site and favor ordered Zn nucleation.

2116 | Chem. Sci, 2023, 14, 2114-2122
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In situ side views of the Zn anodes in different electrolytes during the plating process: (a) pristine aqueous, (b) DMSO—-H,0 and (c) PAN-

Also of note is that the adsorption energy of PAN per unit
area (—0.86 eV) is much lower than that of DMSO (—0.63 eV), as
shown in Fig. S7.f Thus, compared to DMSO-H,0, the lower
adsorption energy of PAN-DMSO-H,O enables a stronger
interaction between the electrolyte and electrode, which results
in better wettability. As shown in the contact angle measure-
ments shown in Fig. S8,1 the addition of PAN increases the
contact area between the electrode and electrolyte, which is
beneficial for Zn** ion diffusion at the Zn anode-electrolyte
interface. In addition to the significant contributions from PAN,
DMSO plays important roles in inhibiting side reactions by
regulating the Zn>* solvation sheath, which is also good for Zn
anode stability.** We further investigated the solvation structure
of the Zn** ions in our new electrolyte via Raman spectra,
Fourier transform infrared spectroscopy (FTIR) and ®Zn
nuclear magnetic resonance spectroscopy (NMR) to uncover the
specific roles of DMSO (Fig. 2d-f). As shown in the Raman
spectra (Fig. 2d), similar to in previous research,'>** due to the
strong Zn**-DMSO interaction, the S=O stretching vibration
exhibits an obvious shift to a lower wavenumber, while the C-S
and C-S-C stretching vibrations shift towards a higher wave-
number.” These shifts are attributed to the reconstructed S=
O---H-O hydrogen bonds in the electrolyte, simultaneously
weakening the interactions between the Zn>" ions and H,O.
This is corroborated by the changes in the FTIR results (Fig. 2e).
Meanwhile, compared with the pristine aqueous electrolyte, the
%Zn NMR spectrum of the DMSO-H,O electrolyte exhibits
a downshift (Fig. 2f), offering further proof for the participation
of DMSO in the Zn®" solvation. Thus, the numbers of coordi-
nated H,O molecules around the Zn>" ions are reduced, which
favors the prohibition of the HER on the Zn anode surface.
Moreover, although the solubilization of PAN is clearly
improved by DMSO, PAN cannot actually participate in the
regulation of the solvation structure of the Zn>* ions, because

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 (a) Comparison of the adsorption energies of H,O, DMSO and PAN molecules on the Zn anode. The insets show the corresponding

adsorption models. (b) Binding energies of Zn?* ions with H,O, DMSO and PAN molecules from DFT calculations. (c) Vertical views of the charge
density differences for H,O, DMSO and PAN on the Zn anode. (d) Raman and (e) FTIR spectra of the pristine aqueous (blue line), DMSO-H,O (red
line) and PAN-DMSO-H,O (black line) electrolytes. (i NMR spectra of 7Zn in three different electrolytes.

the addition of PAN did not continually cause a chemical shift
in the ®’Zn spectrum in the NMR test (Fig. 2f). This result is
consistent with the low degree of complexation between the CN
group and Zn*" ions, as reported in a previous study.” There-
fore, by combining the different and effective roles of PAN and
DMSO, the PAN-DMSO-H,O electrolyte can effectively suppress
both Zn dendrite growth and side reactions during Zn plating,
as shown in Fig. 1.

Because the formed dendrites are easily separated from the
Zn anode (i.e. they become dead Zn), they can further intensify
the side reactions and cause performance degradation. To verify
this, we investigated the Tafel curves of the Zn anodes with the
three electrolytes after resting for one day, and then evaluated

© 2023 The Author(s). Published by the Royal Society of Chemistry

their resistance to side reactions as shown in Fig. S9a.f The
anode using the PAN-DMSO-H,0 electrolyte exhibits a reduced
corrosion current density compared with those when using the
other two electrolytes. This indicates that the smooth anode
surface resulting from the synergistic effects of PAN and DMSO
can better impede the corrosion reaction and benefit the
cyclability of AZIBs. In addition, the by-products (e.g. ZnO)
resulting from the corrosion reaction will further impede the
transport of Zn>" ions. Thus, we believe the Zn anode in the
PAN-DMSO-H,O electrolyte should have a better ion transport
capability. This inference can be proved by electrochemical
impedance spectroscopy (EIS) as shown in Fig. S9b,T in which

Chem. Sci., 2023, 14, 214-2122 | 2117
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the interfacial impedance of the Zn anode in the PAN-DMSO-
H,O electrolyte is lower than in the other electrolytes.

We then assembled Zn-Ti batteries to further explore the
sustainability, reversibility and average coulombic efficiency of
Zn plating/stripping with different electrolytes. As shown in
Fig. S10a,} the cyclic voltammetry (CV) curves of the PAN-
DMSO-H,0 electrolyte remain almost unchanged, while the
curve shapes of the pristine aqueous and DMSO-H,O electro-
lytes deteriorate severely. The distinct differences in the CV
curves signify that the addition of PAN can prohibit side reac-
tions and improve the reversibility of Zn plating/stripping.
Significantly, the nucleation overpotential in the PAN-DMSO-
H,O0 electrolyte decreases by approximately 120 mV compared
to that of the pristine aqueous electrolyte (Fig. 3a), indicating
faster reaction kinetics for Zn** deposition on the Zn anode.
Similar phenomena can be observed for the Zn-Zn symmetric
battery (Fig. 3b), owing to a lower Zn deposition barrier in PAN-
DMSO-H,0. Additionally, chronoamperometry characteriza-
tion confirms the positive effects of the PAN additive on Zn
nucleation and growth (Fig. 3c). In the pristine aqueous elec-
trolyte, the current density continuously increases, suggesting
rampant 2D diffusion along the Zn surface.>* This will lead to
the production of Zn dendrites, because so many Zn** ions
preferentially accumulate at the energetically favorable sites. By
contrast, in the PAN-DMSO-H,0 electrolyte, the 2D diffusion
on the Zn anode surface is quickly disrupted due to the
adsorption of DMSO and PAN, resulting in constant 3D diffu-
sion. In this case, the Zn*>* ions on the zincophilic sites are
locally and rapidly reduced to Zn, forming a dendrite-free
surface,®® which is beneficial to improve the Coulomb
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efficiency and stability of the Zn anode. As observed in Fig. 3d
and S10b,T the batteries with the pristine aqueous and DMSO-
H,0 electrolytes soon experience unstable cycles of plating/
stripping and are eventually short-circuited after 11 and 207
cycles, respectively. In comparison, the battery with the PAN-
DMSO-H,O0 electrolyte remains stable for over 600 cycles and
achieves a higher average coulombic efficiency of 99.18%. This
improved coulombic efficiency is attributed to the decreased
dendrite growth and side reactions at the Zn anode-electrolyte
interface.

Benefiting from such a dendrite-free Zn anode, the Zn-Zn
symmetric batteries in the PAN-DMSO-H,O electrolyte exhibit
a long cycle stability (more than 1200 h) and a small polariza-
tion voltage (less than 0.08 V) at a current density of 5.0 mA
em™?, as shown in Fig. 3e. In contrast, the symmetric batteries
in both the pristine aqueous and DMSO-H,O electrolytes
exhibit poor cycle stability (less than 200 h), and either are
suddenly short-circuited or experience an increasing voltage
polarization during the cycling test. When the current density is
decreased to 2.5 mA cm 2, these symmetric batteries exhibit
similar trends (Fig. S117), suggesting the dendrite growth and
side reactions seriously damage the cycle stability of the
batteries as usual. The Zn anodes in the Zn-Zn symmetric
batteries after 100 cycles of plating/stripping under 5.0 mA
cm ? were examined using SEM in order to investigate their
structural changes. With the pristine aqueous electrolyte, the
Zn anode surface is covered with numerous large and sharp
protrusions (Fig. 4a and S12at), while discontinuous fragments
and large local hollows are seen for the Zn anode when using
the DMSO-H,0 electrolyte (Fig. 4b and S12b¥). In comparison,

a _ dg =
E 20 - Short circiut Short circiut
S 10{ 0.12V /L 2100 )
< ol 3 Ave. 89.16 % Ave. 95.07 % Ave. 99.18 %
=-10 —H,0 £ 80
= [}
g 20 —— DMSO-H,0 ©
3 —— PAN-DMSO-H,0 £ 60 © H0 @ DMSO-H,0 @ PAN-DMSO-H,0
02 00 02 04 b5 | . . . . , ,
_ Potential (V vs. Zn/Zn?") § 0 100 200 300 400 500 600
b‘:s' 0.0 Cycle number
IS -
N.g2y——————e 04 "V 1 /] pBomAcm? 1.0 mAh cm?
] —_ ! .
L K:’H;O'/_ & 02 ;‘ 2} i 0 [
= —— DMSO-H,0 S 0.0 ﬂﬂﬂ — [ I B ‘
5| Tl SO MMM W HNNHHTV LV WWY
ol B N V. | \ \
§ 00 02 04 06 08 10 404 % g B0 L bt | [
Capacity (mAh cm?) = i 30 36 _4 1944 19501956 ~-183.8 1184.4 1185,0
c & 2D Diffusion - II T ==
€ 0{=<. 3D Diffusion © 047 -7 kiTo--
o -—
< 5 € 02
1S 8
=-10 5 !(l) 0.0
c —H, N
2-151 __ pmson,0 0.2 L
3 20| — PAN-DMSO-H,0 -044 — H, ——DMSO0-H,0 —— PAN-DMSO-H,0
0 50 100 150 200 0 200 400 600 800 1000 1200
Time (s .
® Time (h)

Fig.3

(a) Cyclic voltammetry curves for Zn plating/stripping in different electrolytes at a scan rate of L0 mV's

~1 (b) Nucleation over-potential for

Zn—-Zn symmetric batteries and (c) potentiostatic current—time transient curves of the Zn electrodes in different electrolytes measured at
—150 mV. (d) coulombic efficiency of Zn—Ti batteries in different electrolytes. (e) Cycling performance of Zn—-Zn symmetric batteries containing
different electrolytes at a current density of 5.0 mA cm™2 and an areal capacity of 1.0 mA h cm™2. The blue, red and black lines represent the
pristine agueous, DMSO—-H,0O and PAN-DMSO-H,0 electrolytes, respectively.
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Fig. 4 SEM images of the Zn anode in the (a) pristine aqueous, (b) DMSO-H,0O and (c) PAN-DMSO-H,O electrolyte, respectively. (d) XRD
patterns and (e and f) Zn 2p and (g) N 1s XPS spectra of the cycled Zn anodes. The Zn anodes harvested from the Zn—-Zn symmetric batteries were
cycled at 5.0 mA cm~2 for 100 cycles. (h) TEM image of a Zn particle that was peeled off from the Zn anode cycled in the PAN-DMSO-H,0O
electrolyte, and the corresponding energy dispersive X-ray mapping of the Zn and N elements.

the Zn anode can achieve a uniform and neat interface with the
PAN-DMSO-H,0 electrolyte (Fig. 4c and S12cf). When
combined with the cycling test results presented in Fig. 3e, it is
convincing that the cycle stability of the Zn anode-electrolyte
interface has been greatly enhanced under the synergistic
effects of PAN and DMSO.

To uncover the chemical composition changes of the cycled
Zn anode, we further examined representative samples using
XRD (Fig. 4d) and X-ray photoelectron spectroscopy (XPS,
Fig. 4e-g). The characteristic peaks of ZnO are clearly observed
in the XRD profiles for both the pristine aqueous and DMSO-
H,O0 electrolytes, which is due to the partial corrosion of the Zn
anode from severe side reactions, as indicated in Fig. S9a.f
Nevertheless, there is hardly any evidence of ZnO diffraction
peaks in the PAN-DMSO-H,O0 electrolyte sample. However, as
shown in the XPS data in Fig. 4e, the Zn 2p spectrum of the Zn
anode cycled in the PAN-DMSO-H,O0 electrolyte exhibits two
peaks at 1021.6 and 1044.7 eV, which are ascribed to Zn 2ps,
and Zn 2p;,, of Zn*", respectively.?%%

After Ar* etching at a depth of 60 nm, these two peaks shifted
to 1022.1 and 1045.3 eV, revealing the metallic state of Zn°
(Fig. 4e).*®* Thus, we assume that due to the protection by PAN,

© 2023 The Author(s). Published by the Royal Society of Chemistry

only a shallow layer of the Zn anode is oxidized from the side
reactions during repeated plating/stripping. In comparison, the
Zn 2p spectrum of the anode cycled in the pristine aqueous or
DMSO-H,0 electrolyte either exhibits no differences or fewer
variations before and after Ar" etching (Fig. 4f and S137), indi-
cating a deeper growth of ZnO resulting from the severe corro-
sion by the side reactions. More importantly, as shown in the N
1s spectra of the anode cycled in the PAN-DMSO-H,O electro-
Iyte (Fig. 4g), a strong N peak appears at 398.5 eV.* This could
be a clear signature of the chemical adsorption of PAN on the Zn
anode, considering that PAN is stable during Zn plating/
stripping (Fig. S141). After deep Ar' etching of 60 nm, a sim-
ilar N peak still exists, as shown in Fig. 4g, suggesting that PAN
not only simply adsorbs on the Zn anode but also strongly
integrates into the plated Zn. The existence of N is further
confirmed by the energy dispersive X-ray (EDS) mapping of the
Zn particles that have peeled off from the corresponding Zn
anode. The N signals are widely distributed across the sample,
as are the Zn signals (Fig. 4h). The above results illustrate that
PAN can strongly bond with the Zn anode via its N-sites, which
is favorable for inhibiting the dendrite growth as discussed
below.
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In light of the above theoretical and experimental results, we
propose the specific roles of the PAN-DMSO-H,0 electrolyte in
suppressing Zn dendrite growth and side reactions as shown in
Fig. 5a. In the pristine aqueous electrolyte, more water mole-
cules are dissociated in a free state with high activity, which can
result in close contact with the Zn anode and induce serious
corrosion reactions. Meanwhile, Zn** ions in the electrolyte will
readily accumulate at the tip on the rough Zn anode due to
a nonuniform electric field, resulting in the rapid growth of Zn
dendrites as shown in the left diagram of Fig. 5a. In contrast,
thanks to the synergistic effects of PAN and DMSO, a smooth
and dendrite-free Zn anode can be achieved in the PAN-DMSO-
H,O0 electrolyte. First, the adsorbed PAN can realize a balanced
electric field on the anode surface and further relieve the tip
effects (as shown in the right diagram of Fig. 5a), due to its
strong interaction with the Zn anode via the N-Zn bond, as
shown in Fig. 5b. Second, the adsorbed PAN can act as zinco-
philic sites for guiding the uniform deposition during the
following nucleation process, owing to the high binding energy
between the PAN and Zn** ions. The presence of these abundant
zincophilic sites facilitates lateral growth rather than longitu-
dinal growth of Zn, leading to a smooth plating surface. Third,
the concurrent addition of DMSO can regulate the solvation

a H,0

$ z» @ HO 424 DMSO M PAN

View Article Online

Edge Article

sheath of the Zn®*" ions and enhance the ion transport at the
anode-electrolyte interface, which not only reduces the side
reactions but also ensures uniform nucleation and growth of
the Zn plating. As a result, the Zn anode could exhibit
a dendrite-free surface during repeated stripping/plating in the
PAN-DMSO-H,O electrolyte.

In order to demonstrate the practicability of the PAN-
DMSO-H,0 electrolyte, a full battery was assembled using NVO
as the cathode. Before assembling the Zn-NVO full battery, we
first examined the electrochemical stabilization window of the
electrolytes using linear sweep voltammetry, as shown in
Fig. S15.7 The onset voltage of the H, evolution reaction and the
corresponding current response suggest that the PAN-DMSO-
H,O0 electrolyte can effectively inhibit the production of H,. As
shown in Fig. 5¢, the Zn-NVO full batteries exhibited similar CV
curves in different electrolytes, but a negative shift of the
reduction peaks occurs in the DMSO-H,O electrolyte due to the
strong solvation of DMSO.*** Fig. 5d and e show the cycling
performance of the full batteries at a current density of 1.0 Ag™"
and the corresponding galvanostatic charge-discharge curves.
The full battery with the PAN-DMSO-H,O electrolyte can realize
an initial capacity of 189.8 mA h g~ ' and a high capacity
retention rate (81.1%) after 300 cycles. In contrast, the full

PAN-DMSO-H,0 b Zincophilic Sites

"8
°
T ¢ o ¥ N-Zn
e > -
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Fig. 5

(a) Schematic illustration of Zn deposition with the pristine aqueous (left) and PAN-DMSO-H,0O (right) electrolytes. (b) Side view of the

charge density difference at the Zn—PAN interface. (c) CV profiles at a scan rate of 0.1 mV st in different electrolytes. (d) Cycling performance at
a current density of 1 A g~* and (e) the corresponding galvanostatic charge—discharge curves. (f) Cycling performance at a current density of

2Ag L
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batteries either experience sudden failure or demonstrate
a lower capacity in the pristine aqueous (Fig. S16at) and DMSO-
H,O (Fig. S16b¥) electrolytes during cycling. We believe such
instabilities are mainly due to the failure of the Zn anode, since
the performance of the Zn-NVO battery can be restored, and the
cycling test continued, after replacement by a new anode, as
shown in Fig. Si6c.t As expected, with the help of the PAN-
DMSO-H,O0 electrolyte in inhibiting dendrite growth, the Zn-
NVO battery can realize an outstanding cycling stability over 400
cycles at a current density of 2.0 A g~ ' (Fig. 5f), which is
comparable with many AZIBs.*>%

Conclusion

In summary, a novel aqueous electrolyte containing PAN and
DMSO has been developed to protect a Zn anode from corrosion
and dendrite growth, enabling the construction of high-
performance AZIBs. After its solubilization by the DMSO in
the electrolyte, the PAN can preferentially adsorb on the Zn
anode surface and provide zincophilic sites to realize a uniform
electric field. This is favorable for homogeneous Zn plating/
stripping, leading to a smooth and dendrite-free anode
surface. Moreover, the DMSO can regulate the solvation struc-
ture of the Zn>" ions, which concurrently inhibits the side
reactions and enhances the ion transport, further ensuring
a dendrite-free Zn anode. Thanks to the synergistic effects of the
PAN-DMSO-H,0 electrolyte, the Zn-Zn symmetric battery
achieves enhanced coulombic efficiency (99.18%) and cycle life
(more than 1200 h) at a current density of 5.0 mA cm 2
Moreover, a Zn-NVO full battery with this PAN-DMSO-H,O
electrolyte exhibits an excellent capacity retention of 81.1%
after 300 cycles. The results reported herein will inspire the
development of other multifunctional electrolytes for dendrite-
free Zn anodes in AZIBs.
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