#® ROYAL SOCIETY

Journal of
PPN OF CHEMISTRY

Materials Chemistry A

View Article Online

View Journal

Ultrafast cation insertion-selected zinc
hexacyanoferrate for 1.9 V K-Zn hybrid aqueous
batteriesT

i '.) Check for updates ‘

Cite this: DOI: 10.1039/c9ta13497b

Meng Huang,? Jiashen Meng,? Zijian Huang,? Xuanpeng Wang ©°
and Ligiang Mai @ *2

The low energy/power density of aqueous rechargeable batteries (ARBs) have limited their further
development and application because of their voltage limitation of 1.23 V. Herein, K-Zn hybrid ARBs with
a high discharge voltage of 1.937 V are reported for the first time. The selective ionic insertion/extraction
mechanism into/from the zinc hexacyanoferrate (ZnHCF) cathode in the hybrid electrolyte was clearly
revealed by in situ X-ray diffraction. The cathode material displays an outstanding rate capability of 300C
and a high capacity of 78.7 mA h g~1. The constructed K—Zn hybrid ARBs exhibit an energy density of
67 W h kg’l, a high power density of 4.76 kW kg*1 and excellent rate performance with 67.6% capacity
retention from 2C to 60C. These excellent performances contribute to the selected K* insertion
mechanism. These exciting results can offer an alternative path for the development of hybrid aqueous

Received 10th December 2019
Accepted 12th February 2020

DOI: 10.1039/c9tal3497b

Published on 25 March 2020. Downloaded by WUHAN UNIVERSITY OF TECHNOLOGY on 4/7/2020 9:41:20 AM.

rsc.li/materials-a

1. Introduction

The global energy crisis is growing and the abuse of fossil fuel
aggravates climate change.” Thus, countries have spark plugged
the large-scale usage of green and renewable energy from wind
and solar power but the efficient storage and transport of green
energy is a significant challenge.>® For massive energy storage
apparatuses, safe operation matters most and low cost, long
service life and high efficiency should also be considered.**
Non-aqueous lithium-ion batteries (LIBs) and sodium-ion
batteries (SIBs) possess considerable energy densities and
exhibit high energy efficiency, while they suffer from hidden
safety concerns from flammable organic electrolytes and
dendrite formation.”® Besides, the relatively high cost also
limits their applications in large-scale energy storage.>'® As for
high market-share lead-acid cells, although cost-saving, they
exhibit undesirable cyclability and poor rate performance.™ In
contrast, aqueous rechargeable batteries (ARBs) arise as alter-
native candidates for massive energy storage because of their
preponderances: (1) high safety, (2) low cost, and (3) environ-
mental benignity.">*
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batteries for stable and high energy/power density energy storage techniques.

From their first introduction in 1994, ARBs have received
increasing attention.' Due to the electrolysis of H,O molecules,
the feasible working voltage window for ARBs is limited to
approximately 1.23 V, meaning low energy/power density."* To
break this limitation, the electrolysis of H,O at the interface of
the electrode and electrolyte must be suppressed.'®'” A fabri-
cated TiO,//LiMn,0O, battery exhibited a discharge plateau at
2.09 V because of the effectively suppressed hydrogen and
oxygen evolution, but it performed poorly at a low rate for the
increased hydrogen evolution during cycling.*®* Prussian blue
analogues (PBAs) with stable three-dimensional ionic channels
have shown superiority as cathode materials for aqueous
rechargeable SIBs and potassium ion batteries (PIBs).">>* Cai
et al. found that high-quality iron hexacyanoferrate nanotubes
as cathode materials showed capacity retention of 96.3% after
200 cycles at 1.25 A g~ for aqueous SIBs.?* Impressively, Ren
et al. achieved ultrafast potassium-ion insertion/extraction into/
from the K-rich mesoporous nickel ferrocyanide cathode in 1 M
KNO; aqueous electrolytes.”® This cathode could complete one
charge or discharge within 4.1 s, corresponding to an extraor-
dinary rate of 500C, and it presented a long lifetime (>5000
cycles) with a capacity retention of 98.6%. It was also found that
PBAs were promising hosts for the insertion/extraction of
multivalent cations. A 1.7 V high-voltage aqueous zinc ion
battery has been developed® and an aqueous magnesium ion
battery with a maximum cell voltage of 1.5 V has been con-
structed;*® PBAs also show that they are promising hosts for
aluminum ions in aqueous electrolytes.*”

Hybrid ion batteries can combine the respective advantages
of two electrode materials with different electrochemistry. Lu
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et al. constructed a Na-Zn hybrid aqueous battery that showed
a working voltage of approximately 1.5 V and an energy density
of 62.9 W h kg™ '.>® To further improve the energy/power and
rate performance of the aqueous batteries, new electrochemical
energy storage systems need to be studied. It is known that K*
has greater insertion potential than Na' and the zinc anode
possesses a low redox potential at approximately —0.78 V.>*2%31
Moreover, compared with hydrated sodium ions, the smaller
Stokes radius of hydrated potassium ions endows aqueous PIBs
with better rate performance.*” Thus, it is supposed that a K-Zn
hybrid ion battery possesses a high working voltage and
considerable rate ability.

In this work, we propose a high energy/power density K-Zn
hybrid ion battery via controlled ionic insertion for the first
time, based on a zinc hexacyanoferrate (ZnHCF) cathode and
a zinc foil anode. In the discharge process at 2C (1C =
86 mA g '), the ZnHCF cathode shows a flat and long plateau at
0.928 V and a short one at 0.749 V vs. the saturated calomel
electrode (SCE) derived from K" insertion. The insertion of K*
contributes a capacity of 78.7 mA h g~" of which 60% was
maintained at an extraordinarily high rate of 300C. Based on the
low redox potential of the zinc anode, the constructed ZnHCF//
Zn cell presents high discharge plateaus of 1.937 V at 2C and
1.80 V at 60C. Furthermore, the ZnHCF//Zn cell (the mass ratio
of ZnHCF to Zn is ~1:1) showed a high energy density of
67 W h kg ', and the highest power density can reach 4.76 kW
kg '. This new energy storage chemistry system shows much
promise for large-scale energy storage applications.

2. Experimental section
2.1 Material synthesis

In the synthesis of ZnHCF, 50 mL of solution containing
1.8903 g Zn(NOs),-6H,0 was added to a 100 mL solution con-
taining 1.27 g KsFe(CN)s-H,0, drop by drop under stirring at
60 °C for 2 h.* After the reaction was complete, the obtained
solution was aged for several hours. The precipitate was
collected by centrifugation and washed three times with water
and pure ethanol, respectively. The washed solid product was
dried at 100 °C for over 12 h.

2.2 Material characterization

The morphology was observed by using field emission scanning
electron microscopy (SEM, JEOL JSM-7100F, acceleration
voltage: 15 kV). Transmission electron microscopy (TEM), high-
resolution TEM (HRTEM) images and high angle annular dark-
field (HAADF) images were collected by using a Titan G2 60-300
instrument with image corrector. The powder X-ray diffraction
(XRD) and in situ XRD experiments were performed using
a Bruker D8 Discover X-ray diffractometer with a non-
monochromated Cu Ka X-ray source. For in situ XRD measure-
ments, the positive electrode was covered by a titanium foil with
a small hole that was covered with tape. The signals were
received by the planar detector in still mode during the testing
process. The positive electrodes were fresh and each pattern
took 90 s to acquire at 2C charge and 1C discharge. TGA was
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performed on an STA-449C Thermobalance in an Ar atmo-
sphere with a temperature ramp of 10 °C min~". Inductively
coupled plasma-optical emission spectroscopy (ICP-OES) was
performed on a PerkinElmer Optima 4300DV spectrometer.

2.3 Electrochemical measurements

The cathode electrode paste film was prepared by the mixing of
active materials, Ketjen black, and polyvinylidene fluoride
(7 : 2 : 1). The paste film was dried for at least 12 h at 70 °C and
pressed onto the Ti mesh. The mass loading of the active
material was 4-5 mg cm ™~ >, The electrochemical measurements
of the individual electrode samples and full cell were carried out
in a three-electrode cell setup (the paste film on Ti mesh as the
working electrode, SCE as the reference electrode and a Pt plate
as the counter-electrode) and a two-electrode cell setup (the
paste film on Ti mesh as the working electrode and a Zn plate as
the counter and reference electrode) in ZnSO,/K,SO, series
hybrid electrolytes using an electrochemical workstation (CHI
760E/605E). Galvanostatic charge/discharge tests of the assem-
bled ZnHCF//Zn coin cell with a mass ratio of active materials of
1:1 with 2016 coin cells were conducted by using the LAND
CT2001A multichannel battery testing system. The Whatman
glass microfiber filter (Grade GF/A) was used as the separator.
The electrochemical impedance spectroscopy was evaluated by
using an electrochemical workstation (CHI 760E).

3. Results and discussion

ZnHCF was synthesized via a simple coprecipitation method
and the crystal structure was confirmed by powder X-ray Riet-
veld refinement (Fig. 1a).** The crystal structure of ZnHCF is
rhombohedral in the group of R-3C and with lattice parameters
of @ = 12.6148 A and ¢ = 33.0495 A. Fig. S1t displays the final

Fe2p3/2

nnnnnnnn

Fe2p1/2

Intensity (a.u.)

i N\
b} W, oy
7 YA -

€
H
3
L
F-3
%
2
£
z

Y D

1 20 3 40 S 60 70
2Theta (degree, Cu Ka)

T 7 10 Té0
Binding energy (6V)

Qo

Zn2p3/2

Zn2p1/2

Intensity (counts)

w0 0 00
Binding energy (eV)

Fig.1 (a) Powder X-ray Rietveld refinement profile for ZnHCF at 25 °C
(red points, experimental pattern; green line, calculated pattern; black
bars, Bragg positions; blue line, difference between the experimental
and calculated patterns). (b) SEM image of the as-prepared ZnHCF
powder. (c) Fe 2p and (d) Zn 2p XPS spectra of ZnHCF. (e) HAADF
image of the as-prepared ZnHCF powder (inset is SAED pattern). (f—i)
The corresponding EDS mapping images of ZnHCF.
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refined structure and the structural parameters are summarized
in Table S1.7 Through ICP-OES, the molar ratio of K : Zn : Fe in
the as-prepared ZnHCF sample was detected to be
0.336 : 2.486 : 2.000 (Table S2t). Thus, the chemical formula of
the ZnHCF sample can be assumed to be Kg336Z15 456]-
Fe(CN)g],-xH,O. Thermal gravimetric analysis (TGA) was per-
formed to determine the water content in the ZnHCF sample as
Ko.336Z15 486[Fe(CN)g]»-3.09H,O (Fig. S21). The SEM image
(Fig. 1b) reveals the ZnHCF has a particle size in the range of
0.5-1.0 pm. From the TEM image (Fig. 1e), the nanoparticles
present an irregular shape, indicating the unintegrated char-
acteristics of the crystals. The selected area electron diffraction
(SAED) pattern (inset of Fig. 1e) further revealed that the as-
prepared ZnHCF sample has a polycrystalline characteristic.®*
The energy-dispersive X-ray (EDX) spectrum (Fig. S31) and
HAADF images (Fig. 1f-i) of the ZnHCF sample show the exis-
tence and uniform distribution of N, Fe, Zn, and K elements. X-
ray photoelectron spectroscopy (XPS) was further utilized to
confirm the presence and valence of Fe and Zn elements. In the
high-resolution XPS spectrum (Fig. 1c), the binding energies of
Fe 2p;), and Fe 2py), are situated at approximately 709.7 and
723.3 eV, respectively, indicating that the chemical state of Fe in
ZnHCF is the +3 oxidation state, while the two peaks observed at
708.0 and 721.1 eV are derived from [Fe"(CN)s]* 2% Zn 2ps),
and Zn 2p,, peaks located at approximately 1021.4 and
1044.5 eV (Fig. 1d) reveal the presence of Zn** in ZnHCF.*®
Additionally, according to the integrated counts calculated from
the curves of Zn 2p3,, and Fe 2pj3),, the atomic ratio for Zn : Fe is
1.263 : 1, which coincides with the results of ICP-OES.
Electrochemical behaviors of the ZnHCF cathode in various
electrolytes were studied by cyclic voltammetry (CV) (Fig. 2a). In
0.05 M ZnSO, + 0.5 M K,SO, hybrid electrolyte, the ZnHCF
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cathode presents a strong and sharp cathodic peak at 1.93 Vand
two small ones at 1.82 and 1.79 V (black curve). During the
anodic process, a strong and sharp peak at 2.07 V and a small
one at 1.81 V were observed. It is obvious that the peak at 1.79 V
pairs that at 1.81 V, while the one at 1.93 V pairs with that at
2.07 V. The anodic peak pairing the cathodic peak at 1.79 V is
probably located at 2.01 V. With the increase in ZnSO,
concentration from 0.05 to 0.25 M, the ZnHCF cathode presents
a strong and sharp cathodic peak at 1.90 V and two small ones at
1.80 and 1.77 V (magenta curve). During the anodic process, the
main peak at 2.05 V and a small peak at 1.78 V were observed. In
the 0.25 M ZnSO, + 0.25 M K,SO, hybrid electrolytes, the ZnHCF
cathode shows a couple of strong and sharp redox peaks at 1.87/
2.05 V and a small couple at 1.74/1.77 V (dark yellow curve).
Wwith the 0.5 M ZnSO, + 0.25 M K,SO, hybrid electrolytes
(electrolyte I), two strong peaks at 1.88 and 1.79 V and a small
one at 1.62 V were present during the cathodic process (dark
cyan curve). A strong and sharp peak at 2.04 V and a small peak
at 1.77 V appeared during the anodic process. It was found that
with the concentration of ZnSO, increasing to 0.5 M and greater
than that of K,SO,, the second cathodic peak showed enhanced
intensity and area. When the concentration of ZnSO, was fixed
at 0.5 M, decreasing the concentration of K,SO, to 0.05 M
resulted in the decrease of the first cathodic peak intensity/area
at 1.86 V and the increase of the second one at 1.74 V (red curve).
The third cathodic peak appeared at 1.55 V, and only one
obvious anodic peak at 2.04 V was seen. In the systematic
analysis, as the ratio of ZnSO, to K,SO, increased, the intensity
and position of the first cathodic peak weakened and shifted to
a lower voltage, while the second cathodic peak became
stronger and larger; the anodic peak appeared weaker in
intensity, with greater width and at a lower position. The third
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Fig. 2 (a) Cyclic voltammetry curves of ZnHCF in different electrolytes using a three-electrode cell setup (Zn plates were employed as the
reference and counter electrodes). (b) EIS and (c) cycling performance of ZnHCF in different electrolytes using a two-electrode cell setup (a Zn
plate was employed as the anode). (d) Cyclic voltammetry curves and (e) discharge profiles of ZnHCF in electrolyte | using a three-electrode cell
setup (saturated calomel electrode and a Zn plate were employed as the reference and counter electrodes, respectively). (f) Cyclic voltammetry
curve of ZnHCF in electrolyte | using a two-electrode cell setup (Zn plate was employed as the anode).
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cathodic peak, showed negligible changes as the ratio of ZnSO,
to K,SO, increased. The electrochemical behaviors were,
therefore, greatly influenced by the composition of the elec-
trolytes. In addition, it was inferred that the K' insertion was
supposed to introduce the first cathodic peak, and the second
anodic peak at 1.74 V was possibly derived from the Zn>*
insertion.>>?*%”

In the electrochemical impedance spectroscopy (EIS) test in
different electrolytes, the same ZnHCF cathode and Zn plate
anode were used to ensure the compatibility of the data. A much
lower charge transfer resistance (R..) of 39 Q was observed for
ZnHCF in electrolyte I as compared to other electrolytes
(Fig. 2b). Thus, the ZnHCF cathode is expected to present
superior electrochemical performance in electrolyte 1.** In
a two-electrode setup, where ZnHCF and a Zn plate were used as
the cathode and anode materials, respectively, the cycling
stability of the ZnHCF cathode was tested at 20C in different
electrolytes (Fig. 2¢). The second cycle cathodic capacities of the
ZnHCF cathode in 0.05 M ZnSO, + 0.5 M K,SO,, 0.25 M ZnSO, +
0.5 M K,SO,, 0.25 M ZnSO, + 0.25 M K,SO,, 0.5 M ZnSO, +
0.25 M K,SO4, and 0.5 M ZnSO, + 0.05 M K,SO, hybrid elec-
trolytes were 60.9, 56.9, 68.0, 61.1 and 64.9 mA h g7, respec-
tively. After 100 cycles, the corresponding capacity retentions
were 49.7%, 76.6%, 82.0%, 88.8% and 82.4%, respectively. The
electrolytes at the initial state were clean and transparent, after
100 cycles at 20C, the colors of the 0.05 M ZnSO, + 0.5 M K,SO,
and 0.5 M ZnSO, + 0.25 M K,SO, changed negligibly (Fig. S4 and
S57). After cycling for 1000 cycles at 50C, the color of the 0.05 M
ZnSO, + 0.5 M K,SO, changed to light yellow while that of 0.5 M
ZnSO, + 0.25 M K,SO, remained almost colorless (Fig. S67). It
was found that the R, values of the electrode in the three-
electrode setup changed negligibly after cycling, even in the
case of severe capacity decay (Fig. S4 and Sé6at). The ZnHCF
phase was well kept and no new phase was detected after cycling
(Fig. S77). In addition, the ZnHCF electrode exhibited more
stable cyclability in hybrid electrolytes with 0.5 M ZnSO, than in
other electrolytes. Thus, the slow capacity fading of ZnHCF in
the ZnS0,/K,SO, hybrid electrolytes mainly resulted from the
dissociation of ZnCHF. We assumed that the capacity fade has
a linear relationship with the dissolution of ZnHCF. Therefore,
according to the capacity fade rate (Fig. S6a and bf), the
dissolution rate of ZnHCF was approximately 0.0690% per cycle
in 0.05 M ZnSO, + 0.5 M K,SO,, which is 1.91 times as high as
that in 0.5 M ZnSO, + 0.25 M K,SO, (0.0361% per cycle). The
above results demonstrate that the ZnHCF cathode performs
best in electrolyte I with a high concentration of ZnSO,.

In a three-electrode setup with electrolyte I, CV and
discharge testing of the ZnHCF cathode at different scan rates
were conducted (Fig. 2d and e). At 0.5 mV s~ ', the coupled peaks
of 0.97/0.89 V showed a low polarization of 40 mV and at 20 mV
s, the polarization reached 210 mV (1.16/0.74 V), indicating
that the K' insertion/extraction has fast kinetics.* The electro-
chemical kinetic process was analyzed through the general
equation as follows:*°

i=a’ (1)
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The anodic b value is 0.5416 and the cathodic value is 0.5450,
indicating that the K" insertion/extraction behaviors are deter-
mined by the faradaic process (Fig. S8at). The chemical diffu-
sion coefficients of K* calculated by CV tests are 1.12 x 10~
em® s~" and 1.41 x 107" em? 57" for the anodic and cathodic
process, respectively (Fig. S8bt), demonstrating the fast diffu-
sion kinetics of K' for the ZnHCF cathode.®* During the
discharge process at 2C, the ZnHCF cathode showed a flat and
long plateau at 0.928 V and a short one at a 0.749 V, both derived
from K* insertion and a high specific capacity of 78.7 mAh g™*
was obtained (Fig. 2e). At the extraordinarily high rate of 300C,
the capacity was maintained at 47.1 mA h g™, corresponding to
a high capacity retention of 60%. This super high rate capability
probably benefited from the fast-ionic diffusion kinetics and
the low R (Fig. S8 and S91).>***** When the ZnHCF cathode
was paired with the zinc plate anode as a full cell, the CV curve
resembled that in the three-electrode test (Fig. 2f).

The assembled cells with the ZnHCF cathode and zinc plate
anode were also tested to evaluate the electrochemical perfor-
mance of the K-Zn hybrid aqueous batteries. At 10C rate, the
cell showed a high specific capacity of 67.8 mA h g™, which
maintained 86.4% after 100 cycles (coulombic efficiency > 97%)
(Fig. 3a). At 20C, the cell initially released a capacity of
55.6 mA h g~ (coulombic efficiency > 96%), of which 74.1% was
maintained after 500 cycles (Fig. 3b). At various current densi-
ties of 2, 5, 10, 20, 30, 50 and 60C, the corresponding discharge
capacities are 69.1, 66.7, 63.5, 59.5, 56.1, 50.1 and
46.7 mA h g7, respectively (Fig. 3c). From 2C to 60C, the
capacity retention was as high as 67.6%, and when the cycling
rate returned to 2C, 96.7% capacity was retained (Fig. S107),
indicating the excellent rate performance of the ZnHCF//Zn
cell.” During the discharge process, the cell showed a high
discharge plateau of 1.94 V at 2C rate and 1.80 V at 60C rate. The
ZnHCF//Zn full battery showed superior capability and a higher
discharge plateau as compared to other K and Zn ion aqueous
batteries (Table S31). Based on the charge/discharge profile, the
ZnHCF//Zn cell (mass ratio of ZnHCF to Zn is ~1 : 1) exhibited
a high energy density of 67 W h kg™" at the power density of
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165 W kg™ " and the highest power density of 4.76 kW kg " at the
energy density of 41 W h kg™, which are superior to those re-
ported for Li-Na,*® Li-K,*” Na-K*® and Na-Zn*® aqueous hybrid
ion batteries (Fig. 3d).

The energy storage mechanisms in different electrolytes were
further revealed via in situ XRD characterizations (Fig. 4). In
pure K,SO, electrolyte, the (116) and (211) diffraction peaks
shifted in three stages to higher angles because of the formation
of [Fe"(CN)e]*~ during the constant K" insertion process (Fig. 4a
and c).*** In stage I, the shifting slope was constant and the
corresponding discharge profile varied in the same mode
(Fig. 4a and b). Particularly, in the enlarged stacked diffraction
patterns of Fig. 4c, the intensities of the (116) and (211)
diffraction peaks shifted to higher angles. The inserted K* and
the formation of [Fe"(CN)s]*~ caused lattice distortion and in
stage II, a larger lattice distortion was induced, which resulted
in the increase in the activation energy of K" insertion.*” The two
diffraction peaks slowly shifted to higher angles with the
insertion of K' in stage III. After two integrated charge/
discharge cycles, the major diffraction peaks recovered to
their original positions, indicating the high reversibility of the
insertion/extraction of K' (Fig. 4a).°>*' When tested in pure
ZnSO, electrolyte, the ZnCHF electrode showed different elec-
trochemical behaviors and phase evolution processes (Fig. 4d—
f). In stage I, the (116) and (211) diffraction peaks slowly shifted
to higher angles (Fig. 4f) due to the lattice distortion caused by
Zn** insertion and the formation of [Fe"(CN)s]*".> The
discharge voltage difference between stage II and I also revealed
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Fig. 4 (a—c) 0.5 M K,SO4 electrolyte, (d-f) 0.5 M ZnSO, electrolyte,
(g—i) 0.5M ZnSO4 + 0.05 M K,SO4 electrolyte and (j—1) 0.5 M ZnSO4 +
0.25 M K,SO4, electrolyte. (a, d, g and j) 2D XRD patterns; (b, e, h and k)
corresponding charge/discharge profiles at a charge rate of 2C and
discharge rate of 1C; (c, f, i and ) 1D XRD patterns.
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the increased activation energy of Zn*" insertion (Fig. 4e). In
stage II, the (116) and (211) diffraction peaks shifted to higher
angles and gradually disappeared, while diffraction peaks (1-
16) and (2-11) grew and dominated, indicating the crystal
structure evolution from rhombohedral to cubic. In stage III,
the newly generated diffraction peaks remained in position
while the intensity grew stronger with the sustained insertion of
Zn>" during further discharge (Fig. 4d). The (116) and (211)
diffraction peaks exhibited little offset to lower angles after two
cycles, revealing irreversible structural evolution on the
insertion/extraction of Zn**. On comparing the results in pure
K,SO, and ZnSO, electrolytes, it was found that Zn>* with larger
charge density introduced phase transformation to ZnCHF
while the K' insertion process involves a solid-solution inter-
calation mechanism, which might be caused by the larger
charge density of Zn** as compared to K.

In the 0.5 M ZnSO, + 0.05 M K,SO, hybrid electrolyte, ZnCHF
showed two ionic storage mechanisms, the solid-solution
intercalation mechanism and two phase-transformation
mechanism. During the continuous charge/discharge
processes, the (1-16) and (2-11) diffraction peaks gradually
emerged, while (116) and (211) diffraction peaks exhibited the
same shifting mode as observed in the pure K,SO, electrolyte
(Fig. 4g-i). Combined with the CV results (Fig. 2a), it is probable
that the insertion of K" and the subsequent insertion of Zn**
occurred in the 0.5 M ZnSO, + 0.05 M K,SO, hybrid electrolyte.>
When the concentration of K* increased from 0.05 M to 0.25 M,
the shifting mode of the diffraction peaks resembled that in the
pure K,SO, electrolyte (Fig. 4j-1), revealing the selective K'
insertion/extraction mechanism of ZnCHF in electrolyte I. This
controlled K" insertion/extraction process was also observed in
the other three hybrid electrolytes (Fig. S11t). CV of the same
ZnHCF sample was conducted in the pure K,SO, electrolyte (red

curve) and ZnSO, electrolyte (blue curve) at 5 mV s ',

Electrolyte

Anode
(Zinc)

Separator
@ Zn* 9K

Scheme 1 Schematic illustration of the working principle of the
ZnHCF//Zn battery during the charge/discharge processes.
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respectively (Fig. S121). The CV curves showed a much higher
redox potential in the former electrolyte than the latter, indi-
cating that K" insertion/extraction occurred in thermodynamic
preference to Zn>*.>>3” Nevertheless, the Zn>" insertion occurred
in the 0.5 M ZnSO, + 0.05 M K,SO, hybrid electrolyte, revealing
that concentration also affects the ionic insertion/extraction
process and confirming the above conjecture. In conclusion,
kinetics and thermodynamics act in concert to select the K"
insertion/extraction and guarantee the better cyclability of the
ZnCHF cathode materials (Fig. 2c) and a high discharge voltage
of 1.937 V for the ZnHCF//Zn full cell (Fig. 2e). With the elec-
trochemical dissolution/redeposition of the Zn anode
(Fig. S13t), the working principle of the ZnHCF//Zn full cell in
the 0.5 M ZnSO, + 0.25 M K,SO, hybrid electrolyte is illustrated
in Scheme 1.

4. Conclusions

The ZnHCF cathode demonstrated ultrahigh rate performance
of 47 mA h g~ " at 300C in mild-hybrid aqueous electrolytes due
to fast ionic diffusion kinetics and low impedance, and better
cyclability in electrolytes with high concentrations of Zn>*. The
selective insertion/extraction of the K" mechanism was credibly
analyzed and demonstrated by an in situ XRD technique. The
controlled ionic insertion in hybrid electrochemical chemistry
rendered ZnHCF with a high specific capacity of 69 mA h g~*
and an excellent rate performance, and a high discharge voltage
of 1.937 V for the ZnHCF//Zn full cell. The constructed ZnHCF//
Zn cell with the mass ratio of active materials of 1 : 1 had a high
density energy of 67 W h kg™' and power density of 4.76 kW
kg ', showing a great potential for ARBs. This K-Zn hybrid
electrochemical storage system provides an alternative means
for developing high-performance and economical large-scale
energy systems.
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