Volume 15
Number 20

28 May 2023
Pages 8889-9230

Nanoscale

rsc.li/nanoscale

’,{ F B e

N & » a2 v
/ \ ~. 8
'\\ -
\ 65;.
\ -
LS 4 o
-
\ ,_. QQ”-. .- . .
.- . »
" ® - v -
"'.J- édd éev

ISSN 2040-3372

N\
PAPER
ggYéIlI_ESSICS:LF-Rr¥ Soorathep Kheawhom et al. t] N C N ST
N

Stabilizing a zinc anode via a tunable covalent organic
framework-based solid electrolyte interphase



7® ROYAL SOCIETY

Nanoscale s OF CHEMISTRY

View Article Online

View Journal | View Issue

Stabilizing a zinc anode via a tunable covalent
organic framework-based solid electrolyte
interphaset

{ '.) Check for updates ‘

Cite this: Nanoscale, 2023, 15, 9003

Vipada Aupama, (2 ® Wathanyu Kao-ian, a

Gopalakrishnan Mohan,
Ahmad Azmin Mohamad,
Chakrit Sriprachuabwong,

@ Jinnawat Sangsawang,
2 Suttipong Wannapaiboon, (2 °

€ Prasit Pattananuwat, (2 ¢¢

" Wei-Ren Liu @9 and Soorathep Kheawhom (2 *@<n
Zinc (Zn) is an excellent material for use as an anode for rechargeable batteries in water-based electro-
lytes. Nevertheless, the high activity of water leads to Zn corrosion and hydrogen evolution, along with
the formation of dendrites on the Zn surface during repeated charge—discharge (CD) cycles. To protect
the Zn anode and limit parasitic side reactions, an artificial solid electrolyte interphase (ASEIl) protective
layer is an effective strategy. Herein, an ASEl made of a covalent organic framework (COFs: HqTp and
BpTp) was fabricated on the surface of a Zn anode via Schiff base reactions of aldehyde and amine
linkers. It is seen that COFs can regulate the Zn-ion flux, resulting in dendritic-free Zn. COFs can also miti-
gate the formation of an irreversible passive layer and the hydrogen evolution reaction (HER). Zn plating/
stripping tests using a symmetrical cell suggest that HgTpCOF@Zn shows superior stability and greater
coulombic efficiency (CE) compared to bare Zn. The full cell having COFs@Zn also displays much
improved cyclability. As a result, the COF proves to be a promising ASEI material to enhance the stability
of the Zn anode in aqueous media.
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1. Introduction

Due to their cost-effectiveness, eco-friendliness, and intrinsic
safety, aqueous zinc-ion batteries (AZIBs) are promising
alternatives for grid-scale energy storage systems (ESSs)."?
AZIBs store and convert energy by relocating Zn>" between the
cathode and the anode. As for the electrolyte, AZIBs typically
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employ an aqueous solution containing Zn** ions.>* Zn is an
ideal anode material showing a high theoretical specific
capacity (5851 mA h cm™ and 820 mA h g™*), and a low redox
potential (—0.76 V SHE).> A metallic Zn anode can be used in
conjunction with different cathode materials such as manga-
nese oxides and vanadium oxides. In terms of performance
and cyclability, a number of recently proposed AZIBs are
thought to be very promising, specifically those with a specific
capacity of more than 200 mA h g™ and those with thousands
of cycles of repeated charge-discharge capabilities. As yet, no
ZIBs have been suggested for commercialization. According to
the literature, there are many obstacles that restrict their prac-
tical application:

(I) Hydrogen evolution reaction (HER): water is a protic
solvent that can dissociate and provide protons (H'), thus the
contribution of H" upon charging is inevitable.® As a result,
the reduction of H', producing H, gas is regarded as a com-
petitive reaction that lowers charging efficiency and increases
pressure inside the battery cell.

(I) Formation of dendrites: dendritic growth is not a new
problem in battery research, particularly in systems utilizing
metallic anodes. Due to the non-uniform Zn-ion flux and elec-
tric field on the Zn anode, Zn dendrites can grow in AZIBs and
induce short-circuits. In addition, operational parameters such
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as current density and areal capacity can influence the devel-
opment of the Zn morphology and may even contribute to the
emergence of dendritic structures during prolonged cycling.”

(I) Zn corrosion: the HER is different from the self-cor-
rosion of Zn. Since protons (H'), which have a greater standard
potential than Zn>', are always present in aqueous mild-acid
electrolytes, these protons can accept electrons from metallic
Zn. Hence, H, is generated so Zn corrodes, changing into
Zn**, and pressure builds up inside the cell. Such a result is
possible even in an inactive state.®’

(IV) Passivation: production of a passive layer, which
impairs AZIB’s performance over prolonged cycling, is of
much concern. Zinc hydroxysulfate (ZHS) is discovered to be
the primary passivation species in most commonly used elec-
trolytes, ie., aqueous ZnSO, electrolytes. Because of the redox
reaction, which includes the HER and H' intercalation, ZHS
can develop effectively at the specific location where H' is con-
sumed. In this situation, hydroxide ions (OH™) build up and
combine with Zn®>" and SO,>” to create ZHS, which adversely
affects the performance of ZIBs."”

These problems have been addressed using different strat-
egies, including electrolyte engineering, 3D structures of Zn
anodes,"" modification of separators,’*'* and modification of
surface." To regulate the Zn”" flux, as well as decrease nuclea-
tion overpotential and suppress side reactions, the implemen-
tation of a solid electrolyte interphase on Zn anodes is seen to
overcome this issue.">'° To date, several artificial SEIs gener-
ated from metal-organic frameworks (MOFs)'” or covalent
organic frameworks (COFs) have been investigated.'%*?

Recently, COFs have been examined as potential candidates
for ASEI materials because of their robust framework, perfectly
tunable porous morphology, and fully active sites that are suit-
able channels for metal ion transfer (Li*, Na*, Mg>*, Zn*", etc.),
and also variable molecular configurations for improving
electrochemical performance.”*>* These features have attrac-
tive applicability in batteries such as a host material in the
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cathode, and a
coating layer on the anode.

Many reversible organic reactions have been used to syn-
thesize COF structures, namely, trimerization of nitriles,
boronic acid trimerization, boronate ester formation, and
especially the Schiff base reaction, which can generate a stable
form of the structure of COFs.>® The Schiff base reaction has
been used for the synthesis of COFs whereby emerging crystal-
line porous materials linked via covalent bonding can be
adjusted and modified for suitable and efficient use for any
application.”® Banerjee et al?>® demonstrated that the
B-ketonimine form of a COF was synthesized via condensation
between an aldehyde linker and an amine linker in AZIBs.
This COF provided excellent nucleophilic sites, which can
bind with Zn** during the CD process. In addition, the inter-
layer interaction between Zn>* along with C=0 and N-H moi-
eties from the neighboring layers brought about an improve-
ment in the capacity. Both C=0O/Zn and N-H/Zn interactions
are reversible in nature during the electrochemical redox
process. Subsequently, Park et al.'® indicated that the func-
tional group of C=0 enabled a more uniform flux of Zn>",
facilitating uniform Zn nucleation and Zn deposition using a
COF film as a coating layer on the Zn anode.

Little research has been conducted using COFs as layers to
form an ASEI on the Zn anode in ZIBs. In this work, we
propose a COF structure, which provides a uniform flux of
Zn*" and limits Zn dendritic growth. The COF’s layer consists
of ketone (C=O) and imine (N-H) functional groups. The
COF’s layer is coated on the surface of the Zn anode as a pro-
tective layer between the Zn metal and the electrolyte. In
Fig. 1, it is seen that the COF layers are generated by a con-
densed reaction between 2,4,6-triformylphloroglucinol (Tp),
2,5-diaminohydroquinone (Hq) and 4,4'-diaminobenzophe-
none (Bp). The two COFs (denoted as HqTpCOF and
BpTpCOF) in this work provide suitable coating films, which
have the following advantages: (1) C=0 and N-H in the struc-

a selective membrane as a separator,
15,19

COFs-Zn

Fig. 1 Scheme of structures and the preparation of COF layers: HQTpCOF and BpTpCOF as ASEIs on the Zn anode in AZIBs.
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ture of COF films can be coordinated with Zn>", resulting in
uniform Zn deposition on the surface of an anode to suppress
dendritic growth, leading to cyclability. (2) A COF layer can
reduce Zn>" de-solvation energy, decreasing the Zn activation
energy on the anode. (3) A COF film can suppress side reac-
tions: Zn corrosion, HER, and ZHS that occur on the Zn
anode.

2. Materials and methods
2.1. Materials

All chemicals and materials were commercially available and
used as such without any further purification, including 2,4,6-
triformylphloroglucinol (Tp) (>98.0% (GC), TCI) as an aldehyde
linker, and 2,5-diaminohydroquinone dihydrochloride (Hq)
(>97%, Alfa Aesar) and 4,4-diaminobenzophenone (Bp)
(>98.0% (T)(HPLC), TCI) as amine linkers. Mesitylene (98%,
Sigma Aldrich), 1,4-dioxane (ACS Reagent, >99.0%, Sigma
Aldrich), and dimethylformamide (DMF) (99.8+%, ACS Grade,
Alfa Aesar) were used as solvents of reactions. Zinc sulfate hep-
tahydrate (ZnSO,4-7H,0) (>99.0%, Kemaus) and manganese(1)
sulfate monohydrate (MnSO,-xH,0) (>99.0%, QREC) were
used as metal salts for the battery electrolyte. Zinc foil (thick-
ness 0.1 mm) and copper foil (thickness 0.05 mm) were used
as substrates.

2.2. Methods

2.2.1. Preparation of COF solutions. COF solutions were
synthesized by dissolving 2,5-diaminohydroquinone dihy-
drochloride (Hq) (9.4 mg, 0.044 mmol) and 2,4,6-triformylph-
loroglucinol (Tp) (3 mg, 0.014 mmol) in 40 ml of solvent con-
sisting of  mesitylene: 1,4-dioxane : dimethylformamide
(1:1:2, v/v) for HqTpCOF. 4,4-Diaminobenzophenone (Bp)
(9 mg, 0.042 mmol) and 2,4,6-triformylphloroglucinol (Tp)
(5 mg, 0.024 mmol) were dissolved in 40 ml of solvent consist-
ing of mesitylene : 1,4-dioxane : dimethylformamide (1 : 1 : 2,
v/v) for obtaining BpTpCOF. Then, the solutions were soni-
cated for 15 min to form homogeneous solutions.
Subsequently, polished Zn foils were placed into the solutions
and kept for 24 h. The COF layer can grow on the surface of
the Zn surface in nature without binders." After immersing
the Zn foils in the COF solutions for 24 h, the thickness of
COF layers was observed by FE-SEM (Fig. S8t). The HqTpCOF
and BpTpCOF layers were about 300-400 nm thick. The thick-
ness of layers affected bulk resistance and charge transfer re-
sistance (Fig. S97).

2.2.2. Preparation of 8-MnO,. First, 3-MnO, was syn-
thesized by dissolving 0.948 g of KMnO, in 35 mL of DI water.
Then, 0.169 g of MnSO,-H,0 was added to the solution. Next,
after stirring for 30 min, the solution was placed in an auto-
clave and heated at 160 °C for 12 h in an oil bath.
Subsequently, the autoclave was left to cool at ambient temp-
erature for around 3 h. The resulting product was filtered
using cellulose filter paper no. 1 and then washed continually

This journal is © The Royal Society of Chemistry 2023
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with DI water, followed by ethanol. Finally, the §-MnO,
product was dried in a vacuum oven at 60 °C overnight.***"

2.2.3. Preparation of battery cells for electrochemical tests

Symmetrical cells. CR2025 coin cells were assembled with
COFs coated on Zn foil; HQTpCOF@Zn and BpTpCOF@Zn for
both electrodes. A GF/A filter (Whatman®) was used as a
separator. An aqueous solution (2 M ZnSO, + 0.2 M MnSO,)
was used as an electrolyte. The COFs coated on copper foil;
HqTpCOF@Cu and BpTpCOF@Cu were used as anodes for
obtaining coulombic efficiency (CE). Separators and electro-
Iytes were all used under the same conditions in the symmetri-
cal cells and for battery testing.

Full cells. CR2025 coin cells were assembled with COFs
coated on Zn foil; HTpCOF@Zn and BpTpCOF@Zn as the
anodes of the electrode and 8-MnO, as the cathode of the elec-
trode. The cathode material consisted of 80 wt% 6-MnQO,,
10 wt% super-P, and 10 wt% binder CMC for testing the rate
capability and cycling stability of the battery.

2.3. Characterization and measurement

2.3.1. Chemical and structural characterization. Fourier
transform nuclear magnetic resonance (FT-NMR)(BRUKER
AVANCE III HD/Ascend 400 WB, Bruker, USA) and X-ray photo-
electron spectroscopy (XPS) (Axis Ultra DLD, Kratos, UK) were
used to confirm the structure of the COFs. A field emission
scanning electron microscope (FE-SEM) (Quanta-250 FEG, FEI,
USA) was used to investigate the morphology on the surface of
the samples. Ex situ X-ray absorption spectroscopy (XAS),
including Zn K-edge and X-ray diffraction (XRD) within grazing
incidence mode at beamline BL1.2 (Synchrotron Light
Research Institute, Thailand), was conducted to identify the
structure of COFs, which are coated on the Zn samples to
investigate the side reactions that occur on the Zn anode after
cycling.

2.3.2. Electrochemical measurement. Galvanostatic
charge-discharge (GCD) was carried out for both the sym-
metrical cells and asymmetrical cells using a battery tester
(CT-4008-5V20 mA; Neware Technology, China). Cyclic voltam-
metry (CV), electrochemical impedance spectroscopy (EIS),
and linear sweep voltammetry (LSV) were carried out to
measure the electrochemical properties (Squidstat Plus;
Admiral Instruments, USA).

3. Results and discussion
3.1. Characterization of COF layers

COF layers, HqTp and BpTp, were synthesized via the Schiff
base reaction as a condensed reaction. Subsequently, 2,4,6 tri-
formylphoroglucinol (Tp) as an aldehyde linker was condensed
with 2,5-diaminohydroquinone (Hq) and 4,4-diaminobenzo-
phenone (Bp) as amine linkers in 1:1:2 1,4-dioxane:
mesitylene : dimethylformamide. In Fig. 2a and b, the '*C
solid-state NMR spectra show signals at 183, 145, and
120 ppm, corresponding to the carbonyl carbon (C=O0),
enamine carbon (=C-NH), and a-enamine carbon of the keto
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Fig. 2 Structural characterization of the COF structure: (a) **C CP-MAS solid-state NMR spectra of HqTpCOF and (b) *C CP-MAS solid-state NMR

spectra of BpTpCOF.

form, respectively. The formation of an imine group was con-
firmed by the NMR spectra. The chemical shift values were
evaluated and compared with the literature.'®>> Moreover, in
Fig. S4 and S5,1 the characterization of the ketonimine form
via XPS shows binding energies adsorbed at 288.5 eV and
399.1 eV, which confirms the presence of carbonyl carbon
(C=0) and enamine carbon (=C-NH) in the structure of
COFs. In the deconvoluted C 1s spectra, HQTpCOFs show four
peaks correspond to C=C (285 eV, 47.72%), C-N (286.5 eV,
36%), C=0 (288.5 eV, 13.76%), and n-m (290.79, 2.52%),
respectively. These results suggest that the COFs were success-
fully synthesized.

After Zn was deposited on the anode at a current density of
1 mA cm™ for 1 h, ex situ GIXAS was employed to specifically
characterize the Zn speciation on the electrode surface.
Herein, GIXAS was carried out by using the incident X-rays on
the electrode surface at a grazing incident angle of 0.3°.
Consequently, the corresponding fluorescence signal related to
the Zn speciation was detected to measure the XANES and
EXAFS spectra at the Zn K-edge. According to XANES and
EXAFS data, it is seen that the Zn species deposited on the

a
3 — ZnSO,
" m——_ Zn-acetate
o — Zn@ss
=) e BpTpCOF@Zn@SS
7 e HqTpCOF@Zn@S$
= 1
o
N
= |
<
E sl
=
Z |
0 0
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anode without COF layers (Zn@sSS) exhibited Zn(0) character-
istics. The addition of COF layers, HQTpCOF@Zn@SS and
BpTpCOF@Zn@SS, enabled the absorption edge of XANES
spectra at the Zn K-edge to shift to a higher energy, which is
relatively close to the absorption edge of Zn>* species in stan-
dard compounds ZnSO, and (CH3;COO),Zn. This observation
indicates the coordination of Zn>" on the COF structures. It is
reported that the hydrated ZnSO, and (CH;COO),Zn have a
coordination number of 6.3* Thus, via the XANES white-line
intensities, the coordination number of COF layers are seen to
be less than 6. In Fig. 3, analysis of the local structure regard-
ing the EXAFS data, plotted in the radial distance distribution
(R-space), indicates the alteration of the first-shell scattering of
Zn species. Herein, the first-shell scattering of
BpTpCOF@Zn@SS and HqTpCOF@Zn@SS was observed at
around 1.5 A, which can be assigned to the characteristic
Zn**-0 distance in a similar fashion with the standard com-
pounds ZnSO, and (CH3COO),Zn. EXAFS data confirm that
Zn*" could be bound with the COF structure before the Zn
deposition process occurred on the Zn surface. In Fig. S6 and
7,7 the bonding between Zn** and the C=0 and N-H func-

— ZnSO,
e 7n-acetate
— IN(@SS
BpTpCOF@Zn@SS
o ——— HqTpCOF@Zn@S$|
&
—
&
—
]
—
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Fig. 3 (a) Zn K-edge XANES spectra at the surface of different zinc electrodes and (b) EXAFS spectra in the R-space for different zinc electrodes at

1 mA h cm™2 charged in a symmetrical cell.
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tional groups in the structure of COFs was confirmed via XPS;
the COF powder was soaked in a 2 M ZnSO,4 + 0.2 M MnSO,
electrolyte. It is significant that the binding energies adsorbed
around 1023 eV and 1045 eV for Zn 2p indicated the Zn**
binding on the COF structure. In Tables S1 and S2,f to
compare COF pristine and COF soaked, the deconvoluted C 1s
spectra, both HqTpCOF and BpTpCOF after soaking in the
electrolyte indicated the % C=—O decreased. In contrast, the
percentage of quaternary nitrogen in the N 1s spectra (C—N*—
H;, 401.75 eV) increased, thus the interaction between Zn**
and the C=O0 and N-H functional groups in the COF structure
was confirmed.

3.2. Performance of ZIBs in a symmetrical configuration

To evaluate the electrochemical performance of the electrodes,
GCD tests were carried out. In Fig. 4a, long-term GCD at a
current density of 1 mA cm™ and a capacity of 1 mA h cm™>
was implemented. After 120 h, the bare Zn electrode is seen to
a short-circuit due to the growth of dendrites. As for the
BpTpCOF@Zn anode, after 370 h, the battery failed because
the hydrogen gas present in the battery caused excessive
pressure within the battery cell (Fig. S2f). In contrast, the
HqTpCOF@Zn anode ran longer than 700 h without any
problem. After the battery failed, the coil cell was dis-
assembled and observed. In Fig. 4b, it is clearly seen that the
battery failed owing to the accumulation of Zn on the bare Zn
electrode. The Zn deposited on HqTpCOF@Zn was more dis-
tributed than that on bare Zn. The conjugated ligands to build-
ing the COF structure provide from n-n stacking, which can
significantly promote the conductivity by inducing the deloca-
lization and distributed electrons resulting in a decrease in the
accumulation of Zn on the anode.?

In Fig. 5a, the voltage profile of bare Zn and the COF layer
coated on the Zn foil (COFs@Zn) for the first plating at a
current density of 1 mA em™? and a capacity of 1 mA h cm™? is
shown. The overpotentials of bare Zn, BpTpCOF@Zn, and

View Article Online
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HqTpCOF@Zn were found to be 95, 55, and 39 mV, respect-
ively. Consequently, it is seen that the effect of COFs@Zn
(BpTp@Zn and HqTp@Zn) reduced the nucleation overpoten-
tial of Zn deposition. In general, nucleation overpotential
refers to the difference between the lowest position (sharp
potential drop) and the plateau line (equilibrium potential) in
the following plating process, which relates to a lower energy
barrier for Zn deposition.'® In Fig. 5a, both the tip and plateau
potentials clarify Zn nucleation and Zn growth. The sharp pro-
files induce rapid formation of Zn nuclei in the range of
0-0.4 mA h cm™ and contribute to the subsequent aggrega-
tion into dendrites of 0.01-0.4 mA h cm™>. It is noted that the
COFs@Zn electrode exhibits a reduced voltage gap between
the tip and plateau potential compared to the bare Zn elec-
trode, which demonstrates more favorable and spontaneous
Zn*" transport through the COF layer.

In Fig. 5b, the Zn nucleation behavior is related to electro-
chemical impedance spectroscopy (EIS). EIS was performed at
the initial cycle and after 50 cycles. The results reveal that
charge transfer resistance is improved when compared with
bare Zn, accelerating the Zn>" transfer rate. The COF layer as a
solid zinc ion conductor interface can accelerate the Zn ion
transfer rate. During the transfer of Zn>* in the bulk electro-
lyte, Zn>** has six molecules of water (Zn(H,0),>*) surrounding
it. The de-solvation effect of Zn>" is significantly promoted by
the COF layer. To confirm the ability of the COF interface, the
activation energy (E,) can explain the de-solvation barrier to
Zn** transport. By performing EIS, fitted with an equivalent
circuit (Fig. S101) with ZSimpWin software, R, at different
temperatures (Table S5f) can calculate E,, which represents
the de-solvation energy barrier, according to the equation:**~®

E
In(Rt ') =InA——= 1
(k) = )
where R, A, E,, R, and T represent the charge transfer resis-
tance, pre-exponential factor, activation energy, molar gas con-

0.2 -
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Fig. 4 (a) Long-term GCD profiles of the bare Zn electrode and COF layer coated on the Zn electrode at a current density of 1 mA cm™ and a
capacity of 1 mA h cm™2 and (b) surfaces of different electrodes after battery failure.
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Fig. 5 Electrochemical performance of symmetrical and asymmetrical cells: (a) voltage profiles of bare Zn and the COF layer coated on Zn foil for
first plating at a current density of 1 mA cm™2 and a capacity of 1 mA h cm™2, (b) EIS plots of different electrodes at the initial state and after 50
cycles, (c) E, values of bare Zn and COFs@Zn, (d) CEs of the asymmetrical cells: COFs coated on copper (HqTpCOF@Cu and BpTpCOF@Cu) electro-
des versus a cell with bare Cu, (e) rate performance of the symmetrical cells at various current densities: 0.5, 1, 2, 3, and 5 mA cm™2, and (f) Tafel

plots of different electrodes.

stant, and absolute temperature. In Fig. 5c, the calculated E,
values for HQTpCOF@Zn and BptpCOF@Zn are 23.21 k] mol™*
and 37.63 k] mol™", respectively. In contrast, the E, value for
bare Zn proved to be larger: 52.95 k] mol™' from 6 (Zn
(H,0)6>") for bare Zn to less than that for the samples having
COFs.*”*® Thus, the use of COFs having C=0 and N-H func-
tional groups can facilitate Zn>" transport at the electrode-
electrolyte interface and reduce the energy loss in Zn deposit/
dissolution processes.

In Fig. 5d, to evaluate the Zn reversibility, CE was deter-
mined. The bare Cu electrode was found to be unstable (<98%
CE). It is seen that the CE of COFs@Cu provided more stability
than bare Cu, especially HQTpCOF@Cu (>99%). In Fig. 5e, the
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rate performance of the symmetrical cells at various current
densities of the COF layer demonstrates the stability of the
cycling performance, Zn nucleation decreased.

To investigate anode corrosion, Tafel plots were recorded.
In Fig. 5f, the results show that the corrosion potential (Ecorr)
of HQTpCOF®@Zn slightly shifted towards the positive side. In
general, a high E.,, value represents a good anticorrosion
property of the coating and a low i . value indicates a slow
corrosion rate.>®*° In Fig. S11,T the corrosion properties of the
COFs@Zn electrodes were determined via the values of the cor-
rosion potential (E.or;) and corrosion current (i.or,). During the
process of reduction, it is clearly seen that bubbles of gas
occurred on the surface of the electrodes. In the case of the

This journal is © The Royal Society of Chemistry 2023
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HqTpCOF@Zn electrode, the HqTpCOF layer was protected
from the HER. In Fig. S12,f different electrodes were
immersed in the electrolyte for 14 days. Similarly, bubbles of
gas formed on the surface of the electrodes except for the
HqTpCOF@Zn electrode, which confirms that HqTpCOF@Zn
not only reduced the HER but also decreased Zn corrosion.

A COF layer is able to protect a Zn metal interface from
direct contact with water in the electrolyte. As a result, Zn cor-
rosion and the HER decreased. During the process of
reduction on the anode side, the mechanism can be expressed
as follows:

Zn — Zn** 4 2e” (2)
2H,0 + 2¢~ = H, + OH™ (3)

4Zn2+ + 60H + 50427 +xH20 - ZnSO4(OH)6 'xHZO (4)

when H,O molecules are oxidized at the anode-electrolyte
interface, they are transformed into H,. Thus, the amount of
OH™ in the system increased until OH™ reacted with Zn>" to
form a passivation layer (ZHS) on the surface of the Zn anode.
Hence, the process reduces the reversibility of the Zn anode.
As for the samples having COFs, the presence of Zn>" coordi-
nation with organic functional groups, i.e., Zn**/C=0 and N-
H, instead of 6 molecules of H,O is able to reduce the amount
of H,O molecules at the surface of the Zn anode upon Zn
deposition. Thus, both the HER and OH™ are reduced, and the
formation of ZHS is also alleviated.

In Fig. 6, the XRD results show that after 50 and 100 cycles,
the diffraction peaks at 8.068° refer to ZHS. The bare Zn
demonstrates a sharp passivation peak higher than HqTpCOF.
Such an outcome indicates that HqTpCOF not only reduces
the formation of dendrites and the Zn energy barrier but also
decreases the side reactions on the surface of the Zn anode.

To study the effect of the COF coating layer on the Zn elec-
trodes, the symmetrical cells were tested at various current
densities of 1 mA cm™2, 2 mA cm ™2 and 3 mA cm™> for 100
cycles. In Fig. 7, the FE-SEM images of the surface electrodes
after being disassembled at various current densities are illus-
trated. At 3 mA cm?, bare Zn reveals corrosion pits on the
bare Zn electrode caused by Zn corrosion. At 2 mA cm™?, the
surface of bare Zn is seen to have an accumulation of Zn. Over
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long-term cycling, Zn is transformed into Zn dendrites. It is
noted that dendrites can be formed if the current goes beyond
the ion diffusion limit; current densities can affect the Zn elec-
trodeposition behavior within the metal electrode.*’ In con-
trast, the surfaces of BpTpCOF@Zn and HqTpCOF@Zn
remained flat and dense, indicating that COFs can regulate Zn
deposition onto their structure at various current densities.
The morphologies of the above-mentioned electrodes are
related to the voltage profile behavior, as shown in Fig. 5a.

In Fig. 8, the function of COF-ASEISs, as a protective layer for
the Zn anode, is illustrated. The COFs improve the plating/
stripping kinetics of Zn and provide a uniform Zn** diffusion
flux by changing the surrounding of Zn”>* at the anode inter-
face, from the water-coordinated Zn>" to the bonding of Zn**
with the C=0 and N-H functional groups in COFs, resulting
in a reduction of desolvation penalty and limiting the activity
of water at the anode surface. As a result, side reactions, i.e.
HER, Zn-self corrosion, and ZHS, were minimized, providing
better stability of the Zn anode upon cycling. In Table S6, the
performance of the Zn anode having an organic framework
(ASEIs), as found in the literature, is shown. It is seen that
HqTpCOF@Zn showed outstanding stability (>700 h) and
exhibited lower overpotential (39 mvV) than that of several
systems listed in the table. Thus, it is evident that HqQTpCOF is
one of the most promising ASEI materials for aqueous Zn-
based batteries.

3.3. Performance of the full cells

In Fig. 9a, CV curves at different anodes are shown. Both
reduction and oxidation have similar redox peaks. The COF
layers, HqTp and BpTp films, did not affect the mechanism of
redox reactions in the 8-MnO, cathode. However, when the
redox peaks of COFs slightly shifted towards the negative side,
Zn reversibility improved in comparison with bare Zn. In
Fig. 9b, the capacity of COFs@Zn//5-MnO, is seen to be greater
than bare Zn//5-MnO,, proving better redox reaction kinetic be-
havior in the COFs@Zn system. In Fig. 9c, self-discharge of the
batteries was examined. The batteries were charged to 1.75 V
and then rested 24 h after that discharged to 1 V. The results
revealed the effect of side reactions that occurred in the
system. The CEs of HqTp, BpTp, and bare Zn were found to be
97.09, 92.55, and 88.88% respectively, indicating that the COF

a b ¢
g BpTpCOF@Zn HqTpCOF@Zn
100 Cycles
N 100 Cycles " 100 Cycles i
£ . £ * * z
g l 50 Cycles gl L;"(““I‘l\ g1 1L l 50 Cycles
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Fig. 6 XRD patterns of different anodes: (a) bare Zn, (b) BpTpCOF@Zn, and (c) HQTpCOF@Zn.

This journal is © The Royal Society of Chemistry 2023

Nanoscale, 2023,15, 9003-9013 | 9009


https://doi.org/10.1039/d3nr00898c

Published on 17 2023. Downloaded on 06.02.26 17:48:46.

View Article Online

Paper Nanoscale

eSS0 Ly

MR

Fig. 7 Morphologies of Zn on the surface of bare Zn and morphologies of Zn underneath the COF layer: BpTpCOF@Zn and HqTpCOF@Zn from
symmetrical cells after 100 cycles at various current densities (1, 2, and 3 mA cm™2).

Bare Zn COFs@Zn

Fig. 8 Scheme illustrates the function of COFs as an ASEIl for the Zn anode.
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Fig. 9 Electrochemical performances of bare Zn//5-MnO,, BpTpCOF@Zn//5-MnO,, and HqTpCOF@Zn//5-MnO; full cells: (a) CV profiles at 0.2 mV
s7%, (b) rate capability at various current densities, (c) self-discharge performance of full cells, (d) charge—discharge profiles at 50 and 100 cycles,

and (e) cycling stability at a current density of 250 mA g™2.

layers can prevent both Zn corrosion and ZHS that formed on
the Zn surface. The CE of the full cells depends on both the
cathode and anode. To understand the properties of the
anode, a long cycling test is required. In Fig. 9d, it is seen that
from the start until the 100th cycle, the specific capacity of the
battery faded very fast, especially that of bare Zn//6-MnO,.
After 120 cycles, the bare Zn//5-MnO, battery failed because a
short-circuit occurred on the Zn anode side due to dendritic
corrosion. In Fig. 9¢, HqTpCOF@Zn//5-MnO, maintained the
specific capacity of the battery better than that of bare Zn. It is

This journal is © The Royal Society of Chemistry 2023

noted that the ASEI is one of the key parameters to improve
the stability of AZIBs and the overall battery performance.

4. Conclusion

In this work, two COFs, HqTpCOF and BpTpCOF, which were
synthesized via a condensation reaction between the aldehyde
linker and amine linkers, were examined. From the XANES
and EXAFS results, it was found that the COF-ASEI layer, as a
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protective layer for the Zn anode, can retard the coordination
of water at the electrolyte-Zn interface, signifying an improved
Zn plating/stripping kinetics. The use of COFs increases the
stability of the Zn anode by regulating the uniform Zn>*
diffusion flux, denoting a uniform Zn deposition at the
surface. In addition, side reactions such as HER, Zn corrosion,
and ZHS, which occurred due to the contribution of protons,
were found to be very minimal compared to that of the use of
bare Zn. The Zn anode having HqTpCOF possesses high CE
(>99%) and outstanding stability (can cycle at least 700 h at a
current density of 1 mA cm™? and a capacity of 1 mA h ecm™2).
The full cell (Zn/MnO,) test results showed that the samples
having COFs provide much improved cyclability (>1000 cycles
at 250 mA g~') and rate capability, which is in good agreement
with that of the half-cell test. Overall, the COFs show promis-
ing features as an ASEI material for aqueous Zn-based
batteries.
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