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Batteries that can be directly recharged by light would offer a new
approach to balancing the unpredictable energy surpluses and deficits
associated with solar energy. Here, we present a new aqueous zinc-ion
battery (photo-ZIB) that can directly harvest sunlight to recharge
without the need for external solar cells. The light charging process is
driven by photo-active cathodes consisting of a mixture of vanadium
oxide (V,0s) nanofibers, poly(3-hexylthiophene-2,5-diyl) and reduced
graphene oxide, which provide the desired charge separation and
storage mechanism. This process is studied using photodetectors,
transient absorption spectroscopy and electrochemical analysis in dark
and light conditions. The V,05 cathodes have gravimetric capacities of
~190 mA hg *and ~370 mA h g * in dark and illuminated conditions
respectively and photo-conversion efficiencies of ~1.2%. Finally, we
demonstrate a fully functional photo-ZIB with a ~64 cm? optical
window in pouch cell format.

Introduction

Development of reliable off-grid power supplies are essential to
fight energy poverty in developing rural communities, as well as
to power autonomous integrated devices (e.g. internet of things
and smart city devices).'™ Off-grid solar systems have been
identified by the World Bank® as a key technology for universal
electricity access, yet solar energy is intermittent, and therefore
solar cells are typically connected to rechargeable batteries or
capacitors.” '" This approach often requires additional electro-
nics to match the voltage output of the energy harvester to the
input voltage requirements of the energy storage units.”'>"?
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Broader context

The development of reliable off-grid power supplies is essential to fight energy
poverty in developing rural communities. Solar systems have been identified by
the World Bank as a key technology for universal electricity access, yet solar
energy is intermittent, and therefore solar cells usually have to be connected to
rechargeable batteries or electrochemical capacitors. This increases the cost and
complexity of these solutions. To address this issue, we propose a new cathode
material for zinc-ion battery that can be recharged directly by light without the
need for external solar cells. Instead, the light charging process in these
batteries relies on a novel cathode formulation consisting of a mixture of
vanadium pentoxide nanofibers mixed with poly(3-hexylthiophene-2,5-diyl) and
reduced graphene oxide. These materials offer a good separation of charges as
well as ion storage, which allows for direct light charging of the battery. In
addition, the proposed zinc-ion batteries are using an aqueous electrolyte
resulting in a cost effective and safe solution. This makes these systems
suited for the intended deployment in rural communities. Finally, the
fabrication of these electrodes is relatively straight forward, which we have
demonstrated by fabricating a 100 cm” pouch cell.

This adds to the cost and energy losses in the system.'® There-
fore, a material that is capable of harvesting and storing energy
simultaneously could provide significant cost reduction while
reducing the unpredictability of energy availability associated
with solar technologies. It is therefore not surprising that in the
past few years, a number of publications have started exploring
photo-active battery electrodes that can be recharged directly by
light. A Li-ion battery (LIB) electrode consisting of a physical
mixture of photovoltaic and battery materials for harvesting
solar energy and simultaneous energy storage has been
reported,” but such photo-rechargeable devices suffer from
inefficient photo-induced charge carrier separation due to
energy level mismatch between energy harvester and storage
components, and blocking of light by the energy storage
material. Alternatively, we proposed a LIB with a 2D perovskite
chemistry that can simultaneously store energy and drive solar
recharging, but unfortunately it offers only limited lifetime and
low efficiency."*

In this paper, we present the first photo-rechargeable zinc-
ion battery (photo-ZIB) with a much improved efficiency relative

This journal is © The Royal Society of Chemistry 2020
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Fig. 1

(@) Schematic illustration of the photo-charging mechanism of photo-ZIBs. (b) SEM image of V,Os nanofibers (scale bar ~2 um) and inset

showing a high-resolution TEM image. (c) UV-Vis spectrum of V,O5 nanofibers with optical energy band edge of ~2.2 eV. (d) XRD pattern showing the
V,0s nanofibers have an orthorhombic crystal structure (space group: Pmmn (59); JCPDS card no: 03-065-0131).

to previously reported systems (~1.2% in this work compared to
0.06% for LiFePO,~Ru dye LIB photo-cathode system,"® and 0.034%
for 2D perovskite LIB system'*). This system is using an aqueous
electrolyte and Zn metal electrodes, which are cost effective as
compared to other battery technologies.'®"® In addition, Zn
metal has a high theoretical capacity (~820 mA h g* or
~5855 mA h cm®)'*?® and has a redox potential making it a
suitable anode for aqueous electrolyte (Zn**/Zn —0.76 V vs.
standard hydrogen electrode).?"*> The cathode is the photo-
active part of our design, which consists of vanadium pentoxide
(V,05) nanofibers mixed with poly(3-hexylthiophene-2,5-diyl)
(P3HT) and reduced graphene oxide (rGO) which allows for both
solar energy harvesting and charge storage in the same electrode as
depicted in the energy band diagram of Fig. 1a (the photo-charging
mechanism is discussed further on). V,Os is selected here because
of its high reversible capacity (~375 mA h g *)* and suitable
bandgap energy for light harvesting in the visible light spectrum
(~2.2 eV).** Further, V,05 nanofibers allow charge conduction
along the nanofiber length,” resulting in lower recombination
probabilities of photo-excited carriers before extraction.

Fig. 1b shows an SEM image of the V,0s nanofibers used in this
work, which have a typical diameters of 50 to 100 nm (see synthesis
process in methods section) and the TEM inset shows an inter-
planar spacing of ~0.204 nm, which corresponds to (202) planes.
The absorption spectrum of the V,05 nanofibers in Fig. 1c shows
an optical energy band edge of ~2.2 eV and XRD data in Fig. 1d
confirms the expected orthorhombic crystal structure (space group:
Pmmn (59); JCPDS card no: 03-065-0131). Finally, the specific sur-
face area of the V,05 nanofibers is ~44.8 m*> g~ ' with the BET N,
adsorption/desorption isotherms shown in Fig. S1 (ESIY).

As depicted in Fig. 1a, the energy levels of P3HT and rGO can
support the transport of photo-excited electrons from V,Os

This journal is © The Royal Society of Chemistry 2020

nanofibers to the current collector. On the other hand, unpaired
photo-induced holes are blocked by P3HT and accumulate in the
photo-cathode. To confirm this photo-charge generation and
separation process, we measure the photo-current of a photo-
detector with a layer-by-layer fluorine doped tin oxide coated
glass substrate (FTO)/rGO/P3HT/V,0s/Ag structure. An increase
in the response current of the photodetector under illumination
(A ~ 455 nm, intensity ~2 mW cm™?) in absence of an external
bias voltage is observed (see Fig. 2a, AI = Lijgn¢ — Igark; Where Igari
and Ijjgp represent currents in dark and illuminated conditions).
This confirms that processes internally drive the separation of
photo-excited electrons from V,05 into FTO through P3HT and
rGO. At the same time, P3HT blocks the photo-excited holes to
prevent recombination. We verified this by photo-current
measurement of a layer-by-layer FTO/P3HT/V,05/rGO/Ag photo-
detector (Fig. 2b), where no distinct increase in response current
is detected under illumination of light (1 ~ 455 nm, intensity
~2 mW cm?) at 0 V bias voltage. This indicates that permuta-
tion of the order of the layers, such that the energies do not align
as shown in Fig. 1a, results in no photo-current. Blocking photo-
excited holes is important for photo-rechargeable ZIBs as we
anticipate they help drive the de-intercalation of Zn>" ions from
the cathode (see further).

Practical photo-battery electrodes are prepared by mixing
V,0s5, P3HT, rGO and polyvinylidene fluoride (PVDF) binder in
a93:1:1:5 ratio, followed by drop-casting on a carbon felt (CF)
current collector (Fig. S2 shows SEM image, ESIT) rather than
using the above layer-by-layer process (see methods). The form
factor of photo-batteries inherently needs to be different from
thick classic battery electrodes and instead require large sur-
face area to collect light, akin to solar cells, and therefore have
a low areal loading, which is 0.8-1.2 mg em™? in this work.

Energy Environ. Sci., 2020, 13, 2414-2421 | 2415


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d0ee01392g

Open Access Article. Published on 23 June 2020. Downloaded on 4/17/2026 6:14:42 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Energy & Environmental Science

1]
—_
=3
S

' | ' I
FTO/rGO/P3HT/V,05/Ag 1

80

[} B [N
(=] (=] (=] (=}
Light 4
Dark

T
-

= =<
o 8
= A

Response current (nA) & Response current (nA)
=3
(=}

-50
L FTO/P3HT/V,05/rGO/Ag
100 " | " 1 " 1
0 100 200 300
Time (s)
€ T T ! T T T
QIO - ":é Photo-electrode//Zn N
3 A
< 8 | -
§ 6 J
8 4r ]
g2 2 ]
]
% 0 ) 1 " 1 ) |
£ 0 4000 8000 12000
Time (s)

View Article Online

Communication

10°

~
S W
(=R

DN 3
W
(=]

[=3
(=}

W
o W
oS O

S
wn
(=3

Probe wavelength (nm) .

'
LS}

-1 0 1 100 10 10
Pump-Probe decay (ns)

(¢
/-.\
:
N2 . E
& : o3
-~
= o V,0+4GO o]
< 0 V,0P3HT :
0.01 B © V,0,+rGO+P3HT r
A T R R
0 500 1000 1500 2000
Time (ns)
f LS T oo | T T T
1.0 o°
~0.8 ¥
p [ o
50.6 = o
N2 [ o v, ° ]
g 04 [© 0 v,0.4GO ]
= . ]
O
2 0.2 | © V.OP3HT -
b0 0 V,0,4GO+P3HT | E
00 0 15 20

10
Time (ps)

Fig. 2 Cyclic response current plots of (a) FTO/rGO/P3HT/V,0s/Ag and (b) FTO/P3HT/V,Os/rGO/Ag (layer-by-layer structure) photodetectors at 0 V
bias voltage under periodic illumination (4 ~ 455 nm, intensity ~2 mW cm™2). (c) Absolute response current plot of the photo-ZIB (photo-electrode//Zn)

under dark and light illuminated (1 ~ 455 nm, intensity ~12 mW cm™2)

conditions at 0 V applied voltage. (d) TA map of a pristine V,Os film, excited with a

400 nm pump pulse. (e) Normalised TA kinetics of the main ground state bleach region compared to different combinations of pristine V,0s, V,0s5 + rGO
(V205 and rGO ina 98: 2 ratio), V,O0s + P3HT (V,0s5 and P3HT ina 98: 2 ratio) and V,0s5 + rGO + P3HT (V,0s, rGO and P3HT ina 98:1: 1 ratio), indicating
an enhanced charge carrier lifetime in the photo-electrode composition containing rGO. (f) Ultrafast normalised kinetics integrated spectrally over the

same region, taken at the same fluence as in Fig. 2d and Fig S4b, c (ESI¥).

The device configuration is depicted in Fig. S3 (ESIT). As shown
in Fig. 2c, chronoamperometry measurements of these mixed
electrodes against a Zn metal anode in dark and light conditions
show the response current increases consistently from 0 pA to
~9 pA when illuminated (4 ~ 455 nm). This demonstrates that
the desired charge transport properties are maintained in the mixed
electrodes. Note that the higher response current in the electro-
chemical cell test (Fig. 2c) as compared to that of electrical
measurement test (Fig. 2a and b) is due to a difference in
illuminated light intensity (2 mW cm™> vs. 12 mW cm ™ °) and
the difference in conductivity of the current collector (CF vs. FTO).

Photoluminesence (PL) emissions and transient absorption
(TA) spectroscopy measurements of the photo-cathodes are
used to understand photo-charge carrier dynamics. The steady
state PL emission spectra of pure V,0s as well as different
mixtures with P3HT and rGO are shown in Fig. S4a (ESI{). The
spectra show emission at ~720 nm from the oxygen deficiency
state, which may originate from charge channeling, i.e. photo-
excited charges generated across the bandgap of V,0s at
~520 nm relaxing to lower energy state at ~720 nm where
they recombine radiatively resulting in a PL enhancement at that
energy.”® A small enhancement of the lower energy emission is

2416 | Energy Environ. Sci., 2020, 13, 2414-2421

observed upon the addition of P3HT - this is due to P3HT’s
inherent PL at this wavelength bolstering the aggregate signal.
TA spectroscopy was used to probe the charge carrier dynamics
of the various electrode compositions to investigate the transport
properties between the various components. Fig. 2d shows the
TA map of a pristine V,Os film, with the prominent ground-state
bleach around 500 nm present. The absorption spectra are
shown in more detail at various pump-probe time delays in
Fig. S4b (ESIt) which also displays a small bleach feature at
~720 nm corresponding to oxygen deficiency states.”® The
extraction of the relative charge carrier dynamics and absorption
strength is demonstrated for the two states in Fig. S4c (ESIT).
Similar data sets are obtained for thin films comprising the V,05
with rGO and P3HT both individually and combined. The
corresponding charge carrier dynamics are shown in Fig. 2e
for the various compositions over micro-second timescales.
Fig. 2f shows the same TA at ultrafast timescales over the first
20 ps after the pump pulse (in all cases 400 nm). On both the
ultrafast and micro-second timescales the addition of rGO
results in an increase in the observed charge carrier lifetime
due to efficient photo-excited charge carrier transport from the
V,05 to the rGO, as depicted in Fig. 1a. This confirms the

This journal is © The Royal Society of Chemistry 2020
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effectiveness of rGO as a conductive additive in the final
electrode composition in transporting photo-excited electrons
throughout the electrode and to the current collector. In con-
trast, the addition of P3HT alone has the opposite effect. The
slight reduction of the TA lifetime in the V,05 with P3HT sample
indicates poor charge transfer between the V,05 and the P3HT
and helps to confirm its role as an effective hole-blocking layer
between the V,05 and the current collector. The full electrode
composition (photo-cathode), comprising V,0s5, rGO and P3HT
exhibits similar TA lifetimes to the V,05 with P3HT sample,
implying that the P3HT effectively coats the V,05 and/or rGO -
preventing effective hole transfer between the two materials.
Similar results are demonstrated at ultrafast timescales, shown
in Fig. 2f, except that the TA lifetime for the photo-cathode is
observed to be slightly longer than the pure V,05 or V,05 with
P3HT samples at these timescales - indicating that the electron
transfer from the V,O5 to the rGO is present at these timescales
but is obscured by other processes at longer timescales. Note
that in addition to an effective hole-blocking layer, P3HT it is
also capable of contributing to additional photo-excited charges.
Photons of insufficient energy to excite charges in the V,05 may
still be absorbed by the P3HT (bandgap of ~2.0 eV) and transfer
to the rGO (electrons) and V,0;5 (holes), increasing the overall
device performance.
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Next, the electrochemical responses of the photo-ZIBs are
analyzed using cyclic voltammetry (CV) and galvanostatic
charge discharge (GCD) techniques in dark and illuminated
conditions. As shown in Fig. 3a, the CV curves at different scan
rates (0.1 mV s™' to 1.0 mV s~ ') over the potential window of
0.2-1.6 V show two pairs of reduction/oxidation peaks at 0.52/
0.72 V (weak peaks) and 0.85/1.1 V (strong peaks), which are caused
by the Zn>" intercalation/de-intercalation reactions.>**”*® Fig. S5a
(ESI) shows CV curves of the initial five cycles at scan of 0.5 mV s~
in dark. CV tests of the photo-ZIB in dark and light show an
increase in current in illuminated conditions as well as a slight
reduction in over potentials (Fig. S5b, ESI, shows CVs at 0.5 mV s~
in dark and illuminated). The CV profiles (Fig. 3b) at scan rate of
1.0 mV s~ show an increase of ~54% in the swept CV area when
illuminating the cell (1 ~ 455 nm, intensity ~12 mW cm™2). From
the current peak position at different scan rates, we calculate that
light increases the diffusion constant of this system by ~43%
and ~32% for intercalation and de-intercalation respectively
(see calculations in ESIT).29 This increase in the diffusion constant
under illumination is in agreement with rate enhancements
observed in LIBs under illumination.** CV curves taken at different
light intensities (4 ~ 455 nm, 5 mW cm™> and 12 mW cm™ ) show
that current increases with light intensity (Fig. S5c, ESIT) because of
the increasing numbers of photo-charge charge carriers available to
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Fig. 3 (a) CV curves at scan rates of 0.1 to 1.0 mV s~* over a working voltage range of 0.2-1.6 V. (b) CV curves at 1.0 mV s~* in dark and illuminated
(4 ~ 455 nm, intensity ~12 mW cm™2) conditions. (c and d) GCD profiles at low (50 mA g%, 5th GCD cycles) and high (1000 mA g™, 19th GCD cycles)
specific currents in dark and illuminated conditions (A ~ 455 nm, intensity ~12 mW cm2). (e) Rate capacity tests of the photo-ZIB in dark and illuminated

conditions. (f) AC impedance spectra of the photo-ZIB in dark and illuminated (2 ~ 455 nm, intensity ~12 mW cm

This journal is © The Royal Society of Chemistry 2020
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contribute to the photo-charging mechanism and CV curves as well
as electrical photo-responses measured at different wavelengths
(420 nm, 455 nm, 470 nm, 528 nm and white light) confirm the
photo-response over a large wavelength range (Fig. S5d and S6,
ESIt). Finally, CV responses of V,05-rGO (V,0s, rGO and PVDF
in a 93:2:5 ratio) photo-cathodes without P3HT in dark and
illuminated conditions show a lesser increase in CV swept area of
~12% (Fig. S7, ESIt) and hence, the low photo-charge response also
confirm the benefits of P3HT as a hole blocking layer in the
proposed photo-charging mechanism.

The GCD curves Fig. 3c and d show that the capacity of photo-
ZIBs almost doubles from ~190 mAh g ' to ~370 mA h g™*
when exposed to light (1 ~ 455 nm, intensity ~12 mW cm ) at
a discharge specific current of 50 mA g~ and increases from
~103 mA h g ' to ~137 mA h g ' at faster discharge rates of
1000 mA h g™, which leave less time for photo harvesting. For
completeness, Fig. S8a-c (ESIT) shows the GCDs at 100 mA g,
200 mA g ' and 500 mA g in dark and light. Fig. 3e shows the
rate capacities of the photo-ZIB in dark and light, demonstrating
that even at very high specific currents of 2000 mA g *, illumina-
tion still results in a ~60% of capacity increase. Electrochemical
impedance spectroscopy (EIS 10 mHz to 100 kHz at voltage
amplitude of 10 mV) was carried out after the second galvano-
static discharge cycle to 1.0 V with 1 h rest, and in dark and light
(A ~ 455 nm, intensity ~12 mW cm™?). As shown in Fig. 3f the
charge transfer resistance (R.;) decreases from ~446 Q cm” to
~123 Q cm® when illuminated, whereas the high frequency
series resistance decreases only from 67 Q cm” to ~65.5 Q cm”.
Further, ex situ XRD (Fig. S9b, ESIt) and Raman (Fig. S9c, ESIY)
at different states of discharge and charge confirm the charge
storage reversibility of the photo-electrode during cycling. More-
over, Fig. 4a shows the long-term cycling measurement at a
specific current of 500 mA g~ '. The increase in the capacity at
initial few cycles could be due to the activation of photo-cathode
material, where similar characteristics are also observed in
previous reports of V,05 based ZIBs.””*' Moreover, the subse-
quent capacity fading after 30 cycles could be due to direct drop
casting of the photo-cathode material on the CF current collector
without used of standard battery electrode conductive additive
(e.g- SuperP). Moreover, the lower coulombic efficiencies at
initial few cycles (~98% in the first cycle) could be attributed
from severe dendrite growth and self-corrosion of the Zn anode
in aqueous electrolyte.>>

Finally, in addition to the above CV and GCD measure-
ments, we charge the photo-ZIBs by light only (i.e. without
applied current) and discharge with fixed specific currents.
Fig. 4b shows the photo-charging process (4 ~455 nm, inten-
sity ~12 mW cm ?) as well as the discharge at a specific
current of 100 mA m™>. Moreover, we can increase the capacity
by illuminating the device with light while discharging
(Fig. 4b). As shown in Fig. 4b, the voltage of the photo-
charged photo-ZIB very slowly drops from 0.95 V to 0.715 V
when discharged under light. This is due to the simultaneous
actions of photo-charging and potentiostatic discharging.
A nearly constant voltage response can be achieved when the
photo-charge and discharge current rates are in equilibrium

2418 | Energy Environ. Sci., 2020, 13, 2414-2421
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Fig. 4 (a) Long-term photo-ZIB cycling in the dark at a specific current of
500 mA g~*. The GCDs are measured between 0.4-1.6 V in a coin cell.
(b) Photo-charge (A ~ 455 nm, intensity ~12 mW cm™2) and galvanostatic
discharge of the photo-ZIB (specific current of 100 mA m~2) in dark and
illuminated conditions. (c) Photograph showing a 1.5 V Thermo-hygrometer
powered by two photo-ZIBs charged by light. (d and e) Photograph of a
photo-ZIB pouch cell (~100 cm™2) with a ~64 cm~2 optical window and a
photo-charge (4 ~ 455 nm, intensity ~12 mW cm™2) and discharge of the
pouch cell.
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under illumination. Once the light is turned off, the voltage
reduces to 0.2 V, following the discharge curve expected from
the dark measurements. Fig. S10 (ESIt) shows the discharge
curves at different specific currents in dark condition. The
photo-conversion efficiency of the photo-ZIB is 1.2% using
1 = EpA1/P;tA, (wWhere, E, is the areal energy density, P;, the
light intensity, ¢ is photo-charging time, A, is the surface area of
the photo-ZIB and 4, is the illuminated surface area).>* This value
is higher than the previously reported efficiencies of 0.03-0.06% for
photo-rechargeable LIBs."*"* In addition, Fig. 4c shows that photo-
ZIBs charged only by light can power a commercial sensor and its
display (here a 1.5 V Digital Thermo-Hygrometer TFA, MPN:
30.5005). Finally, we demonstrate a larger scale implementation
of photo-ZIBs in a ~100 em? pouch cell with a ~64 ecm?” optical

This journal is © The Royal Society of Chemistry 2020
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window (see Fig. 4d and photo-charging and discharge profiles in
Fig. 4e).

This report demonstrates a high-performance photo-
rechargeable aqueous photo-ZIB, which can be charged by light
and whose capacity can almost be doubled under illumination.
The photo-active cathodes of these photo-ZIBs consist of V,05
nanofibers mixed with P3HT and rGO. These cathodes have a
good absorption in the visible spectrum and allow for the
separation and storage of charges needed for direct light
charging without the use of solar cells. This mechanism is
studied by testing photo-detectors, TA measurements, as well
as GCD and CV measurements in dark and light conditions.
The proposed photo-ZIBs achieve light conversion efficiencies
of 1.2%, which is the highest reported for photo batteries to our
knowledge, and we demonstrate that they can be implemented
in both small coin cells and large pouch cells.

Experimental section
Material synthesis and characterization

For the synthesis of V,05 nanofibers, we start from commercial
V,05 powder (Sigma-Aldrich). SEM images (Fig. Sila and b,
ESIT) of the V,05 precursor shows it consists of micrometer
sized aggregates of nanoparticles (~200-600 nm), EDS maps of
V and O are shown in Fig. S11c-e (ESIt). Fig. S11f (ESIT) shows the
XRD pattern of the V,05 powder, which exhibits an orthorhombic
structure. Further, the Raman spectrum of the V,05 powder
(Fig. S11g, ESIt) shows the characteristic peaks at 987 cm ™,
474 em™ ! and 398 ecm ! related to V=0 stretching vibration of
the vanadyl bond, V-O;-V symmetric stretching, and angle-
bending of V-0O;-V.>® The characteristic peaks belong to stretching
of V-0-V bonds (~694 ¢cm™ "), V5O, triply coordinated oxygen
(~521 ecm™"), bending vibrational mode of V-O, (~299 cm ™),
bending vibrations of O.V-Op, bonds (~278 cm %), and
vibration mode of V-OV chains (~142 cm™ "), respectively of
V,05 powder are also observed.>®> EDS mappings and Raman
spectrum of the synthesized V,0s nanofibers are shown in
Fig. $12 and S13 (ESIY).

3 g of the V,05 powder (Sigma-Aldrich) is mixed with a 2 M
aqueous NaCl solution (100 ml) while stirring (300 rpm) at
room temperature for 72 h. In this process, dissolution and
recrystallization of V,05 take place to form nanofibers.”® The
resulting brownish suspension was washed with deionized
water and ethanol followed by centrifugation and finally dried
at ~80 °C for 12 h in a vacuum oven.

The rGO was obtained by direct reduction of graphene oxide
(Graphenea) at ~350 °C (~3 h) in hydrogen gas (~ 100 sccm)
and helium gas (~ 100 sccm) environment using tubular atmo-
spheric pressure CVD furnace.

Morphologies and crystal structures of the materials are
characterized by SEM (FEI Magellan 400L with an acceleration
voltage of 5 kV) and XRD (Bruker D8 Advance, Cu Ko radiation).
Further, Raman spectroscopy and Brunauer-Emmett-Teller (BET)
surface area characterizations are employed using Renishaw InVia
and Micromeritics 3Flex (under nitrogen environment). The optical
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absorbance of the materials are studied using PerkinElmer UV/VIS/
NIR Spectrometer (Lambda 750).

Preparation of electrodes

First, 1 mg rGO was dissolved into 2 ml N-methyl-2-pyrrolidone
(NMP, Sigma-Aldrich) followed by ultra-sonication and mixing
(VWR Analog Vortex Mister) processes. Then, 1 mg P3HT (Sigma-
Aldrich) was added in the same solution and continued the dissol-
ving processes. Thereafter, 93 mg V,05 nanofibers was added
followed by sonication and mixing for another 5 h. Finally, the
photo-cathode solution was obtained by adding 5 mg PVDF (Solef
6020) binder followed by mixing for another 2 h. The photo-cathode
is obtained by drop casting the electrode solution on CF current
collector (Sigracet GDL 39 AA carbon graphite paper, SGL Carbon)
followed by drying at ~120 °C in a vacuum oven. For P3HT free
photo-cathode, we added 93 mg V,0s nanofibers to a 2 mg rGO
solution (2 ml NMP) and then, 5 mg PVDF binder followed
the same ultra-sonication and mixing processes. The active
material mass (mass of V,0;) loading of the electrodes ranges

from 0.8-1.2 mg cm 2.

Designing of photo-batteries

First, we machined a hole on case of CR2450 coin cell with a
~8 mm diameter followed by mounting optical glass using
EPOXY (EVO-STIK) to allow for illumination. The photo-
cathode is placed on the side of the coin cell having the optical
window. The separator (Whatman glass microfiber filter paper)
is placed on the top side of photo-cathode followed by adding
~150 ul of 3 M Zn(CF;S0;), (Sigma-Aldrich) aqueous electro-
Iyte. Then, the metallic Zn (Alfa Aesar, 0.25 mm thick) anode is
placed on top of the separator. Finally, the optical coin cell is
assembled by placing a stainless steel disk spacer with a spring
on Zn anode side.

Characterization of the photo-ZIBs

Electrochemical measurements of all the photo-ZIBs are measured
by using a Biologic VMP-3 galvanostat. CV and GCDs are tested in
dark and by illuminating light of wavelength of 455 nm (intensities
~12 mW cm > and ~5 mW cm™?) at equivalent scan rates and
specific currents. Further, CV and GCD measurements are
extended to dark and illuminated conditions with different light
wavelengths of 420 nm, 470 nm, 528 nm, and white light. The AC
impedance (EIS) measurement of the photo-ZIB is acquired in the
frequency range 10 mHz to 100 kHz both in dark and illuminated
conditions with voltage amplitude of 10 mV. The photo-charging
performance of the photo-ZIBs are measured by recording open
circuit voltage responses, and discharged by applying different
currents.

Ex situ XRD and Raman characterizations

To understand the charge storage reversibility of the photo-
cathode, we assembled standard CR2450 coin cells (without
optical windows) following the same procedures used for
photo-ZIBs assembly. The photo-cathodes are cycled to differ-
ent states of discharge and charge under constant current
mode at 200 mA g '. Then, the cells are disassembled and
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the photo-cathodes are washed with deionized water followed
by drying at ~120 °C for 12 h in a vacuum oven. Thereafter,
Raman and XRD of these photo-electrodes are characterized by
using Renishaw Invia and Bruker D8 Advance (Cu Ko
radiation).

Fabrication of photodetectors and electrical characterizations

The photodetectors with layer-by-layer structures are obtained
by drop casting of pristine materials in sequence on FTO coated
glass substrates (received from Sigma-Aldrich, surface resistivity
~7 Q sq~ ") followed by drying at ~120 °C in a vacuum oven.
Silver conductive paste (Ag) was used as a top contact to measure
the current-time responses of the photodetectors in absence of
bias voltage (0 V) under periodic illumination (4 ~ 455 nm). The
electrical photo-responses are recorded using Agilent Source-
meter integrated to Suss MicroTec Probe Station.

The electrical photoresponses of V,05 nanofibers are studied
by drop casting the V,05 nanofibers on Gold (Au)/Chromium
(Cr) (40/10 nm) Inter Digitated Electrodes (IDEs) patterned on a
SizN,/Si wafer by standard UV lithographic technique. The
current-voltage measurements are recorded in the voltage range
—2 V to +2 V both in dark and illuminated conditions. Further,
current-time photo-responses are measured by applying a 2 V
bias voltage under periodic illumination of different light wave-
lengths of 455 nm, 528 nm, and white light.

Photoluminescence spectroscopy

PL spectra were recorded using a gated intensified CCD camera
(Andor Star DH740 CCI-010) connected to a grating spectro-
meter (Andor SR303i). The pulsed output from a mode-locked
Ti:Sapphire optical amplifier (Spectra-Physics Solstice, 1.55 eV
photon energy, 80 fs pulse width) was frequency-doubled to
400 nm via second harmonic generation in a f-barium borate
crystal and used as excitation source.

Transient absorption spectroscopy

The third harmonic of a pulsed Nd:YVO laser (Picolo-AOT
MoPa) was used as the pump beam (1 ns pulse width, 500 Hz
repetition rate, 355 nm) for the ns regime measurements. The
probe spectrum was generated using a white light quasi-continuum
generated through pumping a CaF, window with the 800 nm
fundamental of a Ti:Sapphire amplifier (Spectra-Physics Solstice).
A delay generator was used to electronically vary the pump-probe
delay. For the short time fs regime, the pump was the 400 nm
second harmonic generated by the 800 nm fundamental passing
through a B-barium borate crystal. Transmitted probe and refer-
ence pulses were recorded with an NMOS linear image sensor
(Hamamatsu S8381-1024Q) and processed by a customized PCI
interface from Entwicklungsbtiro Stresing.

Designing of pouch cell-based photo-ZIB

An optical pouch cell is fitted with a glass window in order to
illuminate a large area of the photo-cathode. The window was
sealed to an opening ~8 x 8 cm?® cut into the pouch foil
(aluminium laminated film, MTI). The photo-cathode material
was drop cast on a CF current collector (~100 cm?) and placed
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directly against the window. Separator (Whatman glass micro-
fiber filters paper) cut to size was soaked with 3 M Zn(CF;S03),
aqueous electrolyte. Zinc metal anode was placed against the
photo-cathode. Nickel pouch cell tabs (MTI) were used to make
direct electrical contact to the photo-cathode and zinc metal,
respectively.
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