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Polyaniline (PANI), with merits of high electronic conductivity and capacity, is a promising material for zinc
(Zn)-ion batteries. However, its redox window in Zn batteries is often limited, mainly due to the oxidative
degradation at high potentials—in which imine groups can be attacked by water molecules. Here, we
introduce phytic acid, a kind of supermolecule acid radical ion, as a dopant and electrolyte additive.
Various in/ex situ analyses and theoretical calculations prove that the steric hindrance effect can prevent

electroactive sites from the attack by water molecules. Meanwhile, the redox reaction can be stabilized
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Accepted 20th October 2023 y an even distribution of electron clou ue to the conjugated structure of phenazine groups.
Accordingly, the assembled Zn—PANI battery can allow stable and long-term charge—discharge reactions

DOI: 10.1035/d35c04766k to occur at a potential as high as 2.0 V with a discharged plateau of 1.5V, and it also shows high rate
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Introduction

As the most widely used electrochemical energy storage systems
at present, the inherent safety and environment issues of
lithium-ion batteries are the primary concerns in their practical
applications.’” Among the alternative batteries beyond lithium,
aqueous zinc (Zn) batteries have shown great potential for
future safe energy storage applications due to the intrinsic
advantages of Zn,**® including high theoretical specific capacity
(820 mA h g™ ), low redox potential (—0.76 V vs. SHE), and good
compatibility with water.”® However, the bottleneck that limits
the practical applications of Zn-ion batteries (ZIBs) is the lack of
suitable cathode materials with simultaneously high specific
capacity and stability after extended cycling.”'® The inherent
merits of organic materials, such as abundant sources, tailor-
able structures, and environmental friendliness, make them
superior to their inorganic counterparts.”** Among them,
conductive polymers, e.g., polyaniline (PANI), that possess both
a highly conjugated and porous structure for efficient electron
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performance and stable long cycle life (75% capacity retention after 1000 cycles at 10 A g™%).

and ion transport are of broad interest as potential cathode
materials.*

The unique doping mechanism makes the anion species
crucial to the charge storage mechanism of PANL." Moreover,
the stability of PANI as the ZIB cathode is highly influenced by
the operating voltage. Notably, PANI typically exhibits poor
stability under extended cycles at high potentials. This is mainly
due to the over-oxidation-induced degradation of PANI when
the potential exceeds a certain threshold.'*'” Such degradation
is primarily caused by the reaction between PANI and water,
which continuously breaks down the polymer's long chain and
forms soluble short-chain oligomers."® The shortage of
protons and irreversible redox process of PANI synergistically
cause a rapid decline in capacity. To this end, extensive efforts
have been devoted to stabilizing PANI at various length scales,
by derivatization, copolymer formation, self-doping engi-
neering, and three-dimensional (3D) micro/nano struc-
turing.”>* In particular, self-doped species can function as an
internal proton reservoir to maintain a highly acidic local
environment for excellent electrical conductivity.”>* In addition
to molecular structure designs, other strategies have been
proposed to prevent PANI degradation by establishing a stable
electrode-electrolyte interface. For example, intermolecular
hydrogen bonds can be formed between the gel electrolyte and
PANI.** Additionally, in order to broaden the voltage window of
aqueous batteries, equally important is to inhibit water
decomposition. For example, by introducing diethylenetri-
amine (DETA) into the electrolyte, Gong et al. formed a protec-
tive interlayer on a Zn negative electrode surface, inhibiting
water molecules from entering the electrode surface to mitigate
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hydrogen evolution.* It is worth noting that most reported cells
in the literature are cycled within a voltage range of 0.5-1.5 V;**
with very few cases where the initial discharge plateau exceeds
1.5 V.

In addition, the benzene, quinone, and phenazine moieties
on PANI polymer chains can all contribute to its redox reaction.
These units, particularly the phenazine structure, are reported
to be electrochemically reactive for Zn-ion storage. Shim et al.
demonstrated the reversible redox of phenazine in PANI.>*
Wang et al. studied ZIBs using monomeric phenazine with an
output potential of 0.6 V.?”*® However, there are still no relevant
studies at high voltages.

In this paper, the phytic acid radical was utilized as both
a dopant and an electrolyte additive to stabilize the electro-
chemical redox reaction of aqueous ZIBs and expand their
potential window. After doping, the introduced macromolec-
ular phytate creates a steric hindrance effect—preventing water
molecules from attacking the long chain of PANI—to inhibit
peroxidative degradation. By such means, the discharge plat-
form of ZIBs can be expanded and their energy density can be
further improved. Furthermore, the incorporation of phenazine
groups into PANI results in a more uniform distribution of
electron clouds, enhancing the system's endurance and stabi-
lizing redox peaks at higher potentials. This allows for the
utilization of the redox activities of phenazine and safranine
groups at elevated potentials. Moreover, zinc phytate is added
as an additive to the commonly used zinc sulfate electrolyte. It
can also bind water molecules through other phosphate groups
with hydrogen bonding and inhibit the hydrogen evolution
reaction of the negative electrode. In this paper, the voltage
range of the PANI-based ZIB has been expanded to 0.5-2.0 V,
showing an average initial discharge voltage as high as 1.7 Vand
a specific capacity of 140 mAh g ' at 10 Ag™ .

Results and discussion

Protic acid doping plays a crucial role in the synthesis of PANI,
exerting significant influence on both its conductivity and
morphology.*® The doping reaction of PANI occurs in the imine
moiety of its extended chain, and the acid dissociation
constants (pK,) of the imines at the terminal positions of PANI's
quinone ring structure are 1.05 (pK,;) and 2.55 (pKa,), respec-
tively. These pK, values fall within a range that enables disso-
ciation of protons bound to the imine group, thereby meeting
the doping requirements of PANL>* Considering sulfuric acid
(pKaz = 1.99) and phytic acid (pK,; = 1.13), they both meet the
doping conditions for PANI, and thus PANI can be protonated
by the acid doping effect to effectively increase its electrical
conductivity (Fig. 1a). However, there is a significant difference
in morphology between PANI doped with these acids, as char-
acterized by scanning electron microscopy (SEM) (Fig. 1b and c).
The phytate doped PANI (PANI-P) (Fig. 1b) shows a sponge-like
structure composed of a homogeneous 3D nanowire network
with hierarchical micro/nanopores. The porous structure leaves
an open space between the electrolyte and active materials,
facilitating ion transport kinetics and enhancing cycle stability.
The morphologies of various proportions of polyaniline doped
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Fig. 1 (a) Microscopic schematic diagram of different PANI doped
acids; scanning electron microscopy images of different PANI doped
acids: (b) doped phytic acid; (c) doped sulfuric acid; cyclic voltammetry
curve (CV curve) sweep rate of 10 mV s~* for different PANI doped
acids: (d) PANI doped phytic acid electrode in 1 M zinc sulfate elec-
trolyte with addition of zinc phytate (1%); (e) PANI doped sulfate
electrode in 1 M zinc sulfate electrolyte.

with phytic acid showed no significant differences (Fig. S11). In
contrast, the morphology of PANI by sulfuric acid doping (PANI-
S) shows irregular and tightly stacked nanowires (Fig. 1c). The
dense stacking of PANI-S makes it more difficult for the charge
transfer process to occur at the electrode-electrolyte interface.
PANI doped with other acids, such as hydrochloric acid,
exhibits similar morphological characteristics to PANI-S
(Fig. S27).

From the Fourier-transform infrared (FTIR) spectra of the
two acid-doped PANI (Fig. S3b¥), peaks located at 1602, 1459,
1305, and 1139 cm ™" represent the C=C stretching vibration on
the quinone ring, C=C stretching vibration of the benzene ring
backbone, C-N bonding vibration in the structure of the ben-
zoquinone unit, and C-H stretching vibration on the conju-
gated benzene ring, respectively. Such results indicate that the
phytic acid and sulfuric acid doped PANI backbones are
consistent with the regularly synthesized one.** PANI-P (red
spectral line) shows higher peak intensity at the wavenumber of
1143 cm ™', which means more Q = NH'-B and B-NH'-B frag-
ments, indicating that PANI-P has more effective proton doping.
This is very helpful for cathode conductivity enhancement and
optimization of electrode reactivity. Furthermore, by Raman
analysis of different doped PANI (Fig. S3at), C-H bond out-of-
plane vibrations in the quinone ring and its stretching vibra-
tions in the benzene ring at 974 and 1181 em™*,**% C-N bond
stretching vibrations in the benzene ring at 1257 em™", C-N*
stretching vibrations at 1337 cm ™", and C=N bond stretching

© 2023 The Author(s). Published by the Royal Society of Chemistry
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vibrations in the quinone ring at 1469 cm " were detected.*®
These peaks also indicate that the main chain of PANI with acid
doping is similar to that of the regular one.** It is noteworthy
that among them, characteristic peaks of phenazine were
observed at 974, 1257, 1337, 1469, 1559 and 1634 cm ™', while
there were other types of fragmentary groups produced in the
acid-doped synthesis of PANI (Fig. S47).*

To investigate the performance of PANI-based ZIBs, we
assembled various Zn-PANI cells utilizing PANI-S and PANI-P as
positive electrodes and Zn foil as the negative electrode. The
electrolytes of PANI-P and PANI-S cells are 1 M zinc sulfate
solution with zinc phytate (1%) and 1 M zinc sulfate, respec-
tively, and the cyclic voltammetry (CV) curves were tested in the
voltage range of 0.5-2.0 V (Fig. 1d and e). We found that
different acid-doped PANIs in different electrolytes show two

View Article Online
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pairs of redox peaks, but their peak position shifts and intensity
decay behaviours are significantly different. From the first cycle
in CV curves, it is evident that both PANI-S and PANI-P display
two oxidation peaks at 1.4 V and 1.9 V, as well as two reduction
peaks at 1.5 V and 0.8 V, representing the intrinsic properties of
PANI. However, anionic dopants show different effects on the
size and retention of the reduction peaks with extended cycles.
Starting from the second cycle, the reduction peak of PANI-S at
1.5 V gradually decreases and disappears at the seventh cycle. In
contrast, PANI-P shows good peak retention. In fact, the elec-
trolyte additive also does matter. By comparing the CV curves of
different acid-doped PANIs in different electrolytes (Fig. S51), it
can be observed that PANI-S exhibits the poorest retention in
zinc sulfate electrolyte, while its performance shows some
improvement when using the electrolyte with zinc phytate. For
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(a) Charging and discharging curves of Zn//PANI cells and in situ Raman sampling points at different voltages; in situ Raman spectra for

different anodes: (b) Zn//PANI-S cell, (c) Zn//PANI-P cell. (d) Chemical equations for the degradation of polyaniline by water attack. (e) Molecular
electrostatic potential (eV) on the surface of the oligomer and polymer, where the white, gray and blue balls indicate H, C and N atoms,

respectively, and Vs is the minimum value of MEP; (f—h) variation of th
50 turns.
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PANI-P, good peak retention can be achieved in various elec-
trolytes, especially the one with the zinc phytate additive. The
slow decay rate suggests that protons dope into the long chain
of PANI through continuous dissociation of phytate molecules
to stabilize the doping and de-doping reactions at high poten-
tials, thereby maintaining the electrical conductivity of PANI.
Meanwhile, phytic acid molecules act at the surface of PANI and
reinforce the interaction between its long chains, which greatly
contributes to the stability of the molecular structure.

The synthesis of PANI by chemical methods produces
different types of fragments, as demonstrated in Fig. S4.f Our
FTIR and Raman characterizations reveal the existence of
fragment structures such as phenazine and safranine in the
synthesized PANI. Although these fragment structures have
been reported as cathode materials in ZIBs, their discharge
voltage plateau is generally lower than 1.0 V.*

To investigate the reaction mechanism of PANI, we con-
ducted in situ Raman spectroscopy analysis on both PANI-S and
PANI-P cathodes, with charge-discharge voltage profiles and
data points collected at each voltage shown in Fig. 2a. Detailed
Raman spectra of the PANI-S and PANI-P at different voltages
are plotted in Fig. 2b and c respectively. The peak located at
1594 cm ' (refs. 37 and 38) corresponds to the stretching
vibration of the C=C bond in the quinone ring. It is noteworthy
that peak intensity is higher at O;, indicating an increase in
quinone ring content with increasing voltage. This observation
aligns with the redox reaction mechanism of PANI. The peak at
1491 cm™ ' (ref. 33) represents the stretching vibration of the
C=N bond in the quinone ring, which is found to shift toward
1480 cm ™' at high potentials. Such a peak shift is caused by the
exposed C=N bond due to the breakage of the main chain when
the degradation of PANI-S occurs (Fig. 2d); however, the peak
shift can barely be observed in PANI-P, which is due to the
inhibition of PANI degradation by the phytic acid molecules
around PANI-P. The peaks at 1337 and 1368 cm ™" are related to
the C-N stretching vibrations in phenazine and safranine,***
respectively, and the decrease of C-N at O, can be attributed to
the oxidation of C-N bonds to C=N" bonds in phenazine and
safranine at high potentials. The stretching vibration of the C-N
bond in the benzene ring and the characteristic peak of phen-
azine are at 1270 cm~ *.*' The peak position at O is obviously
shifted to a lower wavenumber, which is due to the oxidation
reaction of the benzene ring connected to the C-N bond, leaving
decreased electron cloud density. As a result, the bonding
between the benzene ring and N atom is weakened and causes
the peak shift. However, when discharge was carried out, the
peak shift could return to its original position. This indicates
that the redox process is still reversible. Through the in situ
Raman spectroscopy analysis of the PANI positive electrodes, we
found that the oxidation reaction of phenazine and safranine
fragments took place at O,. It can be observed in Fig. S6af that
with the increase of the cycle number, the trend of each peak
intensity in PANI-S did not change, but the rate of peak intensity
alteration at each voltage did change, indicating that the
degradation reaction of the PANI cathode occurred after long
cycling, along with the reduced reaction activity. The change in
PANI-P was not obvious (Fig. S6bt), which indicates that the
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doped phytate root has a certain protective effect on the PANI
cathode and inhibits its degradation reaction.

We investigated the electrophilic and nucleophilic sites of
the polymer and its monomers by density functional theory
(DFT) to calculate the molecular electrostatic potential (MEP) to
predict the reaction sites. The optimized structures and their
MEP values are shown in Fig. 2e, where the polymer consists of
three monomer fragments (n = 3). The monomeric phenazine
fragment exhibits a uniform distribution of electron cloud
density due to its molecular symmetry. The electron cloud
density around the N atom in phenazine is higher because of
the attractive effect of the amino group on electrons. When an
aniline fragment is present around the phenazine fragment, it
alters the electron cloud distribution around both N atoms,
resulting in a decrease in electron cloud density at one side and
making it harder to oxidize. This feature increases the voltage
plateau of the phenazine fragment in the PANI electrode, and
the activity of the phenazine fragment in PANI at higher
potentials can be observed in Fig. 2b and c¢. We performed FTIR
spectroscopy analysis of the changes occurring in each frag-
ment (Fig. S71). The peak at 1616 cm™" represents the C=N
bond stretching vibration in phenazine. It is evident that the
peak intensity increases when the battery passes through Oy,
indicating that the oxidation of the C-N bond in phenazine to
the C=N bond occurs in Oy, which is consistent with the in situ
Raman spectroscopy results. To further demonstrate the
changes of PANI during charging and discharging, we analyzed
the peaks within the wavenumber range of 1300-1600 cm ™" in
ex situ FTIR spectra and identified four distinct stretching
modes for fragments. Among them, 1605, 1570, 1490 and
1530 cm ™! are assigned to the phenazine (Phz), quinone (Qn),
benzene (Bzn), and safranine (Sfr) fragments, respectively.>**>
The peak distribution of PANI at different states (before Oy,
after O,, and after R,) in the 50th cycle is shown in Fig. 2f-h. A
comparison of the changes in the content of each fragment as it
undergoes the first oxidation peak (0;) and the first reduction
peak (R;) in the PANI-P reveals that, in addition to the changes
in the conventional active units such as benzene and quinone,
the changes in phenazine and safranine fragments are also
evident. Similarly, these fragments also show high activity in
PANI-S (Fig. S81). The analysis reveals that the phenazine and
safranine fragments are active in the long chain of PANI and
possess good electrochemical reversibility.

The reaction mechanism of the electrodes was studied by
analyzing the X-ray photoelectron spectroscopy (XPS) in two
different electrolytes. The imine group in PANI is the main
reactive site,* so we analyzed the N 1s spectra of PANI cathodes
in the cell at four points of the redox process to understand the
evolution of N-containing chemical bonds (Fig. 3a-d). Since the
synthesized PANI is in a semi-oxidized and semi-reduced state
(emerald green imine salt state) at the beginning,** the poten-
tials of the first cycle in Fig. 1d and e start at 1.25 V, which is also
the starting point (point 4) in this XPS analysis. PANI can be
found in the first stage of reaction (O;) with -N = content
increased, while -NH'- and -NH- content decreases, proving
that the main reactions occurring in this process are the de-
doping reaction of -NH'= and the oxidation of -NH- to -N=

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 In situ XPS analysis of N 1s in Zn//PANI cells at different voltages
during the second cycle and the electron gain/loss process: (a) point 4;
(b) point 1; (c) point 2; (d) point 3.

(point 4 to point 1). In the second stage (R,), it is clearly
observed that the contents of -NH- and -NH'= are increased,
while the content of -N= decreases (point 1 to point 2) due to
the reduction of -N= to -NH-and the increase in the content of
-NH'= is due to the partial doping reactions. In the third stage
of the reaction (R,), a significant decrease of -N= fragments
and an increase of -NH- can be observed (point 2 to point 3),
indicating that the reaction in this process is mainly the
reduction of -N= to -NH-. In the fourth stage of the reaction
(0,) the -N= content increases and the -NH- content decreases
significantly (point 3 to point 4). The reaction on the positive
electrode of PANI at this stage is mainly the initial oxidation
stage, and the changes that occur are mainly the oxidation of -
NH- to -N= and the partial doping to -NH"-.

The general pattern of the changes in the bonding content of
the N element in PANI after 50 cycles reveals that the trend is
similar to that of the 2nd loop (Fig. S91), which indicates that
the main reaction does not change after a long time of cycling,
but the retention of the peak position is not optimistic in PANI,
which proves that the decay of the reduction peak of PANI
occurs at high potentials during cycling. Fig. S101 shows the
XPS full spectrum information of PANI-S and PANI-P at different
voltages, at 1022/1024 eV for the characteristic peak of Zn 2p,
which indicates that Zn>" is also involved in the reaction.** In
particular, the content change is obvious when discharging
from 1.1 V to 0.5 V and charging from 0.5 V to 1.6 V, which
indicates that the Zn>" de-embedding at the cathode mainly
occurs at the lower voltage platform. After cycling, we observed
a decrease in pH value for the zinc sulfate electrolyte, while an
increase was noted for the zinc phytate (1%) electrolyte (Table
S17). This suggests that during de-doping of the PANI-S surface,
sulfate anions and H' ions enter the electrolyte resulting in poor

© 2023 The Author(s). Published by the Royal Society of Chemistry
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reversibility upon subsequent doping reactions. Moreover,
oxygen evolution is more prone to occur at elevated potentials in
zinc sulfate electrolytes, leading to a decreased pH level within
the electrolyte. PANI-P not only exhibits reversible doping/de-
doping reactions, but also benefits from continuous phytate-
assisted doping by absorbing excess H'.** Moreover, PANI-P
maintains excellent redox activity in zinc phytate-doped elec-
trolytes even after prolonged cycling.

The peak position of (Fig. 1d) O; and R; in PANI-S shifts
rapidly to a lower potential with an increase in the number of
cycles due to PANI's susceptibility to degradation during high
voltage oxidation, resulting in poor cycling performance. For
the PANI, the imine group next to its quinone ring is easily
degraded by oxidation at high potentials to form p-benzoqui-
none (Fig. S11f), which eventually forms quinones with
a smaller molecular weight.” The presence of free p-benzoqui-
none fragments in the electrolyte renders them electrochemi-
cally inactive, thereby reducing the overall electrochemical
activity of the PANI.

From Fig. 4a, it is evident that the introduction of phytic acid
doping results in a significant proliferation of phytic acid
clusters surrounding PANI-P. Due to their large molecular
weight, these phytic acids prevent water molecules in the elec-
trolyte from attacking imine groups due to the steric hindrance
effect. At the same time, phytic acid could form hydrogen bonds
with water molecules in the electrolyte to further inhibit water
molecules from attacking PANI long chains. In contrast, for
PANI-S, sulfuric acid, as a small molecule doped acid, did not
play a significant role in inhibiting the degradation of PANI.

Because the degradation of PANI produces p-benzoquinone,
the degree of oxidative degradation of the two positive elec-
trodes is determined by the number of oxygen-containing
functional groups in the electrolyte. In the ultraviolet (UV)
spectral analysis, the absorption peaks of p-benzoquinone and
other C=0 bond-containing groups generally exist between 200
and 300 nm. The functional groups containing C=0 bonds
such as p-benzoquinone detected in the electrolyte were all
products formed by the anodic peroxidative degradation of
PANI.* The UV spectrum analysis results of PANI=P in ZnSO,
with/without zinc phytate (ZnPA) within 50 cycles are compared
in Fig. 4b and c, respectively. It can be observed that the
absorption peak of the C=0 double bond increases with the
cycle of the battery in zinc sulfate electrolyte. However, in the
electrolyte doped with zinc phytic acid, there was no significant
change in the absorbance as the cycles increased. This indicates
that the attack and hydrolysis of PANI fragments in zinc sulfate
electrolyte result in the production of p-benzoquinone, which
enhances the C=0 double bond absorbance. After doping with
phytic acid, due to the steric hindrance effect and binding effect
of the phytic root on water molecules, PANI can be protected
from the attack by water in the zinc phytic electrolyte, and the
content of C=0 double bond does not change significantly.
Furthermore, a comparison was made between the changes in
the C=0 content of PANI and PANI-S during cycling in elec-
trolytes with and without additives (Fig. S12t). The study
revealed that in the absence of additives, there is a varying
degree of degradation of additives, which effectively suppresses
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(a) Schematic diagrams of PANI-S and PANI-P in different electrolytes: PANI-S in 1 M Zn sulfate, PANI-P in Zn phytate doped electrolyte;

quasi-in situ UV spectral profiles of PANI-S and PANI-P in different electrolytes: (b) PANI-P in 1 M Zn sulfate; (c) PANI-P in Zn phytate doped
electrolyte; (d) deposition potential of Zn and electrochemical windows of two different electrolytes; XPS fractionation results of C 1s on the
surface of PANI-S and PANI-P at the 50th cell cycle in different electrolytes at point 4: (e) PANI-P in Zn-doped phytate electrolyte, (f) PANI-S in 1
M ZnSO,. (g) Comparison of hydrogen evolution overpotentials in ZnSO,4 and ZnPA : ZnSO4 of 1: 100, (h) pH values before and after 50 cycles of

electrolytes with different ratios of ZnSO,4 and ZnPA : ZnSOg.

the formation of C=0 and decelerates the degradation process.
In order to verify this view, we conducted ex situ XPS analysis on
polyaniline and carried out peak separation treatment on C 1s.
By analyzing the change of the C=0 bond content of PANI in
the electrolyte doped with zinc sulfate and zinc phytate at the
50th cycle, it was found that the content of C=0 in PANI-P in
zinc phytate electrolyte increased from 2.70% to 2.93% (Fig. 4e
and S13bt). The C=0 content of PANI-S in the zinc sulfate
electrolyte increased from 4.26% to 4.72% (Fig. 4f and S13af).
We investigated the impact of different electrolytes on the
hydrogen evolution reaction at the negative electrode. As shown
in Fig. 4g, the hydrogen evolution overpotential in the electro-
lyte with additives is 0.23 V larger than that of zinc sulfate
without additives, indicating that the addition of additives can
inhibit the occurrence of the hydrogen evolution reaction in the
electrolyte. Meanwhile, we also conducted an analysis on the pH
variations of PANI-S and PANI-P before and after 50 cycles in the
electrolyte with different concentrations of additives (Fig. 4h).
The limited solubility of zinc phytate in systems necessitates the
addition of a certain amount of phytate as a co-solvent.

12594 | Chem. Sci, 2023, 14, 12589-12597

However, it is crucial to avoid excessive acidity in the environ-
ment for zinc electrodes, thus the additives should be used
judiciously. The electrolyte with the additive exhibits a slight
increase in pH after the battery cycle, whereas a sharp decrease
in the pH of 1 M ZnSO,. This is due to the degradation-induced
release of doped protons into the electrolyte and generation of
hydrogen ions during the process, resulting in enhanced
acidity.

At the same time, we observed the electrode surfaces of PANI-
S and PANI-P after 200 cycles of the battery (Fig. S147). Unsur-
prisingly, we found that PANI-S fell off seriously on the surface
of the collector after a long cycle, while PANI-P was more evenly
attached to the surface of the collector, showing a cross-linked
structure and maintaining better reactivity. Various character-
ization methods showed that phytic acid doping in PANI has
protective effects, which can effectively inhibit the degradation
of PANI. Also, doping in the electrolyte can make the positive
electrode of PANI maintain a long cycle life. Oxygen evolution
reaction (OER) test was conducted on PANI in the two electro-
Iytes (Fig. 4d), and it was found that it was more difficult for the

© 2023 The Author(s). Published by the Royal Society of Chemistry
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electrolyte doped with zinc phytate to precipitate oxygen at the
positive electrode. The addition of zinc phytate broadened the
electrochemical window of the electrolyte.

The side reactions occurring in the negative electrode of
a ZIB also have a great impact on its performance, including the
hydrogen evolution reaction on the surface of the negative
electrode of Zn, formation of insoluble zinc oxides and uneven
deposition leading to dendrite formation. Many problems are
closely related to the electrolyte. We observed the surface of Zn
negative electrode in different electrolytes and found that the
electrolyte with zinc sulfate was smooth after 200 cycles
(Fig. 5b), while the Zn negative electrode surface was severely
cracked after 200 cycles in the electrolyte without zinc phytate
(Fig. 5a). Phytic acid macromolecules on the negative surface of
zinc can effectively inhibit the proximity of water molecules due
to the steric hindrance effect (Fig. 5¢). Meanwhile, oxygen on the
phytic root can form hydrogen bonds with hydrogen atoms in
water molecules, which effectively inhibits negative side reac-
tions by restricting the proximity of water molecules to the
negative surface of Zn. We prepared Zn//Zn symmetric batteries
to test the constant current polarization in different electrolytes
(Fig. 5g). The addition of zinc phytate to the electrolyte resulted
in a smaller and more stable polarization of the Zn negative
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electrode. This suggests that the doped electrolyte created an
environment conducive to stable deposition and precipitation,
leading to a more ordered and stable reaction at the surface of
the Zn electrode. The charge and discharge curves of PANI-S and
PANI-P electrodes in different electrolytes are respectively
shown in Fig. 5d and e. It was obvious that the discharge plat-
form of PANI-S at high potentials attenuated rapidly. However,
a plateau can still be observed at high potentials in PANI-P after
a long cycle (200 cycles), indicating that PANI-P shows better
cycling performance in the electrolyte doped with zinc phytate.

It is found that PANI-P exhibits better rate performance
(Fig. 5f), and the capacity of PANI-P remains more stable when
the current density is changed, while the capacity will suddenly
decrease when the current density is increased suddenly in
PANI-S, especially when the current density is increased from
0.5 to 1.0 A g~ *. The same conclusion was also verified in the
long-cycle performance of two different positive electrodes in
different electrolytes: The PANI-P electrode showed better long-
term cycle stability in the doped zinc phytate electrolyte. Fig. 5Sh
shows the cycling performance plots of PANI-P in 1 M zinc
sulfate added zinc phytate electrolyte and PANI-S in 1 M zinc
sulfate electrolyte at a high current density (10 A g~ *). Fig. S151
shows the long-cycle test of PANI-S and PANI-P in the electrolyte

c Zinc Sulfate

> 4 )

Zinc phytate

1
|
1
I
I
I
1
I
!
I
I
1
|

P NH0 i
¢ zn { Zn substrate
d PANI-S — st PANI-P —st
20 ——20th | _ 201 —20th [ ~200 0“%\ 2000
= —50th | 3 —50th | ‘o0 0.1 98883, 0.1
N JR— &~ B — 0.2
S 100eh | - 100th g 00009\
= ———200th| —==200th| & 150 - 5 \
N ; ]
g 15 g 1S £ 90000 y /oooaa
ES > g 1.0 90000
E = £ 100 4 2.0 99000
= £ 3 5.0 90000
k-] £ py 10.1
§ 1o £ 104 ]
S ~ g 50
A 2
@« —o— PANI-P
Unit: A g! o PANI-S
05 ; : . . . 0.54— r . r r 0 T T T T T T T : T
200 250 300 350 400 200 250 300 350 400 0 5 10 15 20 25 30 35 40 45
Time (s) Time (s) h Cycle Number
g |
ol — oo 100
iso | g
. < 000, ] =
; 0.2 £ ,%“nn-nn.."““ 80 g
< : %oooo““” =4
= Z100 | 9000000000004,, E e
Z o o g “g
E H 9999000000050 &'
S S + PANLP 10
-02 . g 50t : 2
—— 1M Zinc sulfate Zz _: ZI:ZMPSANI P 20 3
o — = - o
. o/ : . B
od Zinc phytate (1%) in 1M Zinc sulfate & e CESPANLS Current density:10 A g
Sl | T T T 0 T 0
0 50 100 150 200 0 500 1000

Time (h)

Cycle Number

Fig.5 SEMimages of Zn negative electrode surface after 200 cycles in different electrolytes for Zn//PANI cells: (a) Zn//PANI-S cell in zinc sulfate

electrolyte; (b) Zn//PANI-P cell in zinc phytate doped electrolyte; (c)

schematic diagram of Zn negative electrode in different electrolytes.

Charge—discharge curves of the Zn//PANI cell in different electrolytes for 200 cycles: (d) Zn/PANI-S cell in zinc sulfate electrolyte, (e) Zn//PANI-P
cell in zinc phytate doped electrolyte; (f) multiplicity curves of Zn/PANI-P and Zn/PANI-S in different electrolytes; (g) constant current polari-
zation curves of Zn//Zn symmetric cells in different electrolytes (0.5 mA cm™~2); (h) cycling curves of Zn//PANI-S and Zn//PANI-P cells at a current

density of 10 A g% in different electrolytes.
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with and without additives at 0.2 A g~ . It can be observed that
PANI-P shows significantly better cycling performance than
PANI-S and achieves higher coulombic efficiency and better
reversibility of charge and discharge. The decay of PANI-S is
mainly due to the degradation of PANI. It can be seen that the
doping of phytic acid in PANI and the addition of zinc phytic
acid in the electrolyte are of great help to the overall protection
of the whole battery. Both the doping of PANI by phytic acid
near the positive electrode and the protection of zinc by phytic
acid at the surface of the negative electrode greatly improve the
battery performance.

Conclusions

We have presented a general strategy of enhancing the stability
and electrochemical performance of organic PANI cathodes in
Zn-ion aqueous batteries via utilizing steric hindrance and
electron cloud equalization. The reversible redox reaction exists
in the benzene ring of PANI at high potentials probed by in situ
Raman, and we demonstrated that this reaction exists in the
initial stage of PANI degradation. With phytic acid as a dopant
to PANI, the steric hindrance effect of phytic acid and the
formation of hydrogen bonds with water can protect PANI from
the attack of water molecules and inhibit its further degrada-
tion, and the semi-self-doping property of phytic acid makes
PANI maintain better electrical conductivity. In addition, we
analyzed the small molecule fragment phenazine produced
during the synthesis of PANI and the phenazine fragment in the
long chain of PANI by DFT calculation, and found that the
electron cloud density of the active unit is closer to the long
chain of PANI when the small molecule phenazine fragment is
present in the long chain of PANI, which improves the voltage of
n-type organics. On the other hand, the electrolyte after the
addition of zinc phytate formed a huge phytate network at the
surface of the Zn anode, which had a protective effect on the Zn
anode for favoring the uniform deposition of Zn ions. The
modified PANI cathode and electrolyte have a specific capacity
of 140 mA h g at a high current density of 10 A g~' and
a capacity retention of 75% after 1000 cycles and show high
energy density and power density (210 Wh kg™* and 15 000 W
kg™ ") in ZIBs. In conclusion, our work achieved the simulta-
neous protection of positive and negative electrodes by a simple
additive modification and electrolyte method. Meanwhile, this
study opens a new direction for improving the voltage platform
of n-type organic compounds, and this strategy will be appli-
cable to the design of other organic compounds for improving
the voltage platform of batteries.
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