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Herein, we developed a facile method for the gram-scale production of high-quality vertically aligned

graphene nanosheet arrays (VAGNAs) named as hydrothermal/salt-assisted pyrolysis (HSP) for

constructing high-performance redox supercapacitors. VAGNAs were fabricated on a large scale

using HSP from low-cost, green and renewable biomass instead of fossil gas precursors; no

expensive instrument or extra substrate was required. The key fabrication process parameters were

screened and optimized, including the pretreatment method, selected salts and pyrolysis

temperature. The as-fabricated VAGNAs exhibit outstanding properties, including high graphitization

degree, thin nanosheets, good hydrophilicity and a hierarchically porous structure. The as-fabricated
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VAGNAs were employed as electrodes to construct redox supercapacitors. The VAGNA electrodes
possess an ultrahigh specific capacitance of 3148 F g in 1.0 M KOH electrolyte with the addition of

0.10 M KsFe(CN)g. The assembled symmetrical redox supercapacitor based on VAGNA-L-1000
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delivers a high specific capacitance of 92.8 F g~* at 1 A g~* under a wide operation potential window
of 2.0 V and high energy density of 36.7 W h kg™t at a power density of 712 W kg™*. The present
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study highlights the large-scale synthesis of high-value added nanocarbons derived from renewable
biomass for developing high-performance supercapacitors with high energy density in an

economical way.

1. Introduction

Supercapacitors (SCs) exhibit significant advantages as energy
storage devices, such as high specific power capability, rapid
charge/discharge processes and long lifetimes."*> However, SCs
often suffer from their relatively low energy density, which is
determined by the energy storage mechanism and restricts their
further application as independent devices.>* In particular, the
energy storage in electrical double-layer capacitors (EDLCs)
occurs primarily via electrostatic charge accumulation at the
electrode/electrolyte interface; thus, their energy densities
essentially depend on the specific surface area (SSA) of active
materials. Thus, an ideal electrode material should have a high
SSA to achieve enhanced capacitance together with good
conductivity to ensure efficient ion and electron transport for
charge storage.® Along this line, porous carbon materials such
as activated carbon, carbon nanofibers, carbon aerogels and
graphene have been explored as SC electrode materials owing to
their large SSA, high electrical conductivity and chemical
stability.®® Among these carbon materials, graphene is recog-
nized as a promising electrode material because of its excellent
conductivity and theoretically high SSA.° Nevertheless, the
practical performance of graphene-based SCs is not satisfactory
because of the following reasons: (1) the inevitable - aggre-
gation and restacking of graphene sheets lead to a low ion-
accessible surface area; (2) the randomly oriented and parallel
graphene structure results in a limited accessible surface area
and transport pathways for electrolyte ions.*>**

Recently, some studies have demonstrated that electrode
materials with three-dimensional (3D) structures exhibit
markedly enhanced supercapacitor performance because their
inherent non-stacking structure can provide a large SSA
favoring ion diffusion and storage. Vertically arranged graphene
nanosheet arrays (VAGNASs) as a type of emerging 3D graphene
have attracted great interest from researchers owing to their
unique nanostructures, excellent properties and wide range of
potential applications.”” Structurally, VAGNAs are mainly
composed of vertically independent few-layer (1-10-layer)
graphene-containing carbon nanosheets (CNSs) with an inter-
layer spacing of about 0.34 nm." Compared with horizontal
graphene, VAGNAs have higher active open-edge densities,
larger surface-to-volume ratios, specific orientations, and non-
stacking properties. Due to the vertically aligned few-layer gra-
phene structure, in addition to the basic properties of graphene,
VAGNAs have other advantages: (1) the array structure prevents
the aggregation of graphene nanosheets and confers structural
stability; (2) the vertical graphene nanosheets ensure efficient
electrical conductivity of the graphene/electrolyte interface; (3)
a large number of sharp and exposed graphene edges facilitate
electrode reaction kinetics and mass transfer; (4) VAGNAs can
be easily and uniformly modified with other active components,
making it an ideal electrode material in the field of
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supercapacitors.**” However, the vast majority of VAGNASs re-
ported so far have been prepared by various chemical vapor
deposition (CVD) methods, such as plasma-enhanced chemical
vapor deposition (PECVD),"® atmospheric high voltage PECVD
(AHV-PECVD)," magnetron sputtering and thermal hot wire
chemical vapor deposition (HWCVD),*® and microwave plasma-
enhanced chemical vapor deposition (MPCVD).>* These CVD-
based growth methods always involve a series of complex
steps, starting from the deposition of a thin layer of carbon
atoms on the substrate, and the structure and properties of the
grown VAGNAs are affected by a number of factors, such as the
substrate, the composition of the gas, and the applied power
and pressure.” These methods also suffer from other disad-
vantages, such as expensive instrumentation, unsustainable
carbon sources (CH4/H,, C,H,/H,, etc.), and required substrate,
time-consuming processes, and low efficiency. These drawbacks
severely restrict the large-scale production of VAGNAs and its
practical applications.

Bio-renewable materials (biomass waste and its derivatives)
have become alternative feedstocks for various carbon materials
due to their renewable, green, abundant, and inexpensive
features.” Wang et al.>*** prepared VAGNAs using rice husk and
polyimide as precursors via the MPCVD method, which
demonstrated that biomass can be converted to VAGNAs
through a “bottom-up” strategy. Liu et al.? prepared VAGNAs by
hydrothermal carbonization (HTC)-potassium hydroxide (KOH)
activation using spruce bark biowaste as a precursor. Compared
with the CVD-based method, the HTC-KOH method does not
require any expensive and sophisticated instruments,
substrates or catalysts; thus, large-scale production is feasible.
On the other hand, the HTC-KOH method has some disadvan-
tages due to the use of a strong base, KOH, as an activator. KOH
is known to be corrosive and destroys tube furnaces during
high-temperature pyrolysis, while the yield of VAGNAs remains
low (8.9% at 900 °C). Therefore, the development of a facile,
reproducible and green VAGNA strategy from renewable
precursors is still urgently needed. In recent years, salt-assisted
pyrolysis has been used to prepare a variety of heteroatom-
doped carbons, such as oxygen-nitrogen co-doped carbons®
and lignin-derived Fe, N, P, and S co-doped porous carbons.*®
Salt-assisted pyrolysis has been shown to be an effective strategy
for designing carbon materials, but there are no reports on the
preparation of VAGNA using this method.

To achieve ideal energy density, efficient carbon-based elec-
trode materials alone are not enough as they are limited by the
storage mechanism. The energy density of the currently re-
ported non-functionalized VAGNAs-based SCs was less than
10 W h kg™ !> which is far from the practical requirement.
Besides electrode materials, the electrolyte also plays a crucial
role in the supercapacitor performance. According to the
equation of E = 0.5CAV?, the energy density (E) can be improved
by increasing the capacitance (C, F g ') and voltage (V). An

This journal is © The Royal Society of Chemistry 2024
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effective strategy is to add active additives into basic electrolytes
(KOH, H,S0,, etc.) to construct the redox electrolyte, which not
only increases the capacitance, but also widens the potential
window.** K3Fe(CN)g is an ideal redox-active additive®*>* due to
its high activity and the reversibility of the redox ion pair
(Fe(CN)s*>~/Fe(CN)s"* ") produced during the reduction/oxidation
process. So far, there is no literature available on a VAGNA-
based supercapacitor with redox electrolyte.

Herein, the gram-scale production of high-quality VAGNA
from a variety of renewable biomasses was successfully per-
formed via a two-step strategy consisting of a hydrothermal
step, followed by a salt-assisted pyrolysis step (HSP). The as-
fabricated VAGNA was used as electrode materials to
assemble high-energy-density supercapacitors with the redox
electrolyte. The method uses a variety of biomass (including
bark, shells and pollen) that can be used as a carbon source, and
uses a variety of salts (K,CO3;, CH3COOK, Na,COj3, etc.) for the
production of VAGNAs via the HSP method without the need for
any substrate or catalyst. The preparation process is green and
facilitates the large-scale production of high-quality VAGNAs
from renewable precursors. K;Fe(CN)s was employed as a redox-
active additive, which was added to KOH to form the redox
electrolyte. The electrochemical performance of the as-
fabricated VAGNA-based supercapacitors was then investi-
gated. The specific capacitance of the optimized electrode
material can reach 3148 Fg ™" in 1.0 M KOH + 0.10 M K;Fe(CN)
electrolyte. The assembled VAGNA-based symmetrical redox
supercapacitor delivered a high energy density of 36.7 W h Kg ™"
under a power density of 712 W Kg~* with a large potential
window of 2 V, which is superior to the electrochemical
performance reported for the VAGNA-based supercapacitor.

2. Experimental section
2.1 Biomass raw materials and chemicals

The renewable precursors, including spruce bark, grapefruit
bark, tamarind fruit shell, pecan shell, lotus pollen and rape
pollen, were collected from Hubei province, P. R. China. Before
use, the raw biomass was firstly rinsed with deionized (DI)
water, and dried in an oven at 105 °C overnight. In each
experiment, the weight of the cleaned raw biomass was around
5 g. The chemical reagents, K,CO3, CH;COOK, Na,COj3, Li,COs3,
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KCl, K3PO, and K;Fe(CN)g were purchased from Sinopharm
Chemical Reagent Co., Ltd, and all reagents were of analytical
grade and used without further purification.

2.2 Fabrication of VAGNAs

The biomass-derived gram-scale VAGNAs were fabricated via
a facile and green hydrothermal procedure, followed by salt-
assisted pyrolysis (HSP method), shown in Fig. 1. In a typical
fabrication experiment, the cleaned and dried raw biomass was
first ground into a powder, and dispersed into 60 mL DI water
under stirring. The resulting suspension was transferred into
a 100 mL Teflon hydrothermal reactor, which was heated to
180 °C and maintained at this temperature for 12 hours, fol-
lowed by cooling down naturally to room temperature. The
hydrothermal products were washed with DI water to neutral
condition, and dried at 105 °C overnight. Salts were then added
to the hydrothermal products with a weight ratio of 3:1, and
mixed by grinding in an agate crucible. Six kinds of salts were
examined in fabricating the VAGNAs, including K,CO;z;, CH;-
COOK, Na,COs3, Li,CO;, KCl and K3PO,. After grinding and
mixing, the grinding blender with salt was dried again at 80 °C
before pyrolysis. The dried mixture was annealed at the desired
temperature (800-1000 °C) for 2 hours under N, or Ar flow in
a tube furnace, and the heating rate was controlled at 5 ©
C min~" from room temperature to the set temperature. During
the salt-assisted pyrolysis process at higher temperature under
an inert atmosphere, the hydrothermal biochar was carbonized
and activated. The resulting black powder was immersed in
diluted HCI acid several times and washed with DI water until
pH = 7, followed by drying at 105 °C for 12 hours. Finally, the as-
obtained VAGNAs derived from spruce bark (S), grapefruit bark
(G), tamarind fruit shell (T), pecan shell (P), lotus pollen (L) and
rape pollen (R) at different temperatures were denoted as
VAGNA-S/G/T/P/L/R-t, where t indicates the pyrolysis tempera-
ture. The yield of VAGNA is ca. 20% relative to the hydrothermal
treated samples.

2.3 Electrode fabrication and its electrochemical testing

The prepared VAGNA was used as the SC electrode material.
VAGNA (80 wt%), acetylene black (10 wt%) and polytetra-
fluoroethylene (PTFE, 10 wt%) were mixed to form a slurry and
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Fig. 1 Schematic of the fabrication process for the gram-scale production of the vertically aligned graphene nanosheet array (VAGNA) from
multiple renewable biomasses via the hydrothermal/salt-assisted pyrolysis (HSP) method.
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coated on 1 cm? of nickel foam, which was then dried in
a vacuum oven at 80 °C for 12 h. Finally, a nickel foam loaded
with the electrode material was pressed at 10 MPa to obtain the
electrodes, and the active electrode material (VAGNA) weighed
3-4 mg. Different electrolyte concentrations of K;Fe(CN)s were
added into 1 M KOH and 1 M KOH. Symmetric capacitors were
assembled using two identical VAGNA-based electrodes with
the above electrolytes. All electrochemical measurements were
made at an electrochemical workstation (CHI760E). In the
three-electrode system, the prepared VAGNA electrode was the
working electrode, and the Pt and Hg/HgO electrodes were used
as the counting and reference electrodes, respectively. The
electrochemical performance of the electrode was evaluated by
cyclic voltammetry (CV) and constant current charge/discharge
(GCD) tests at different scan rates. The same tests were per-
formed in a two-electrode system to evaluate the performance of
the assembled capacitor. Electrochemical impedance spectros-
copy (EIS) measurements were performed in the frequency
range of 0.01-100 kHz, and used to study the resistance and ion
transport behavior of the supercapacitor. The specific capaci-
tances of a single VAGNA electrode (Cp, F g') and VAGNA-
based supercapacitor (Ceen, F g ') were calculated from the
discharge curve of the GCD curve, according to eqn (1) and (2),
and the energy density (E, W h kg~ ') and power density (P, W
kg™ ") of the VAGNA-based supercapacitors were calculated
based on eqn (3) and (4) as follows:

Cn = % (1)
Coar = % 2)
Een = % 3)

Py = XX Eet @

where, I (A) is the discharge current (A), At (s) is the discharge
time, m (g) and M (g) are the mass of the active substance of
a single and both electrodes, and AV(V) is the potential charge (V).

2.4 Material characterization

Field emission scanning electron microscopy (FESEM, Gemini
SEM 300), transmission electron microscopy (TEM, JEOL JEM-
2100), and atomic force microscopy (AFM, NanoMan VS
microscope, tapping mode) were employed to investigate the
microstructure and surface morphology of the as-obtained
VAGNAs. An automatic contact angle measuring instrument
(CA, Dataphysics OCA20, Germany) was used to measure the
contact angle of the materials for evaluating the wettability of
the carbon materials. Raman spectra were recorded on
a Renishaw inVia Raman spectrometer using a 532 nm laser
beam in the wavelength range from 100 to 3500 cm™'. The
crystalline structures of the VAGNAs were examined by X-ray
diffractometer (Rigaku SmartLab SE, Japan) at a scan rate of
5°min . The nitrogen adsorption/desorption isotherm profiles
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at 77 K were acquired on an ASAP 2460 gas adsorption instru-
ment, and the specific surface area (SSA) and pore size distri-
butions (PSDs) of the carbon materials were calculated based on
the Brunauer-Emmett-Teller (BET) equation and nonlocal
density functional theory (NLDFT) model, respectively.

3. Results and discussion

3.1 VAGNAs derived from multiple biomasses under
optimized conditions

To fabricate VAGNAs by the HSP method, we chose six kinds of
biomass as the carbon source, including spruce bark (S),
grapefruit bark (G), tamarind fruit shell (T), pecan shell (P),
lotus pollen (L) and rape pollen (R). We found that VAGNAs can
be successfully fabricated from all of the biomasses by this HSP
method under optimized conditions, demonstrating its
universality for various biomasses. The optimal salt-assisted
pyrolysis temperature is 1000 °C, and the most suitable salt is
K,CO;. The as-fabricated VAGNAs derived from these chosen
biomasses were designated as VAGNA-S-1000, VAGNA-G-1000,
VAGNA-T-1000, VAGNA-P-1000, VAGNA-L-1000 and VAGNA-R-
1000, respectively. The morphology, microstructure and
surface wettability of these VAGNAs were characterized.

The top-view FESEM images of the as-obtained products are
shown in Fig. 2. Obviously, all of the pyrolysis products from
different biomasses obtained via this HSP method show the
typical characteristics of VAGNAs. These images show that the
two-dimensional (2D) carbon nanosheets stand almost verti-
cally, and an open structure with large and detached channels
can be distinctly observed. In addition, the detached nano-
sheets possess extended edges, and they partly connect with
each other, forming a continuously interconnected porous
network. The porous honeycomb structure consists of carbon
nanosheets with a thickness of 1-10 nm, which is far thinner
than the VAGNAs prepared by PECVD.* It should also be noted
that there are some curvatures and wrinkles in these VAGNAs
due to their thin, large sheets. These sheets will transfer from
a 2D to 3D structure to reduce the surface energy under the
released stress during the thermal shrinkage process.?*¢

Upon closer inspection of these biomass-derived VAGNAs by
HSP method, there is a certain degree of differences in their
morphologies. As can be seen, the VAGNAs prepared from barks
(Fig. 2a and b) display the highest vertical alignment with
regular edges and large space among the carbon nanosheets.
Meanwhile, those from pollens (Fig. 2e and f) are observed to
have lower vertical alignhment and highest density of sheets, and
the VAGNAs from shells (Fig. 2¢ and d) show medial regularity
and vertical alignment. The increase in the disorder and
curvature of VAGNAs originate from the diversity of the intrinsic
structure and complexity of the chemical composition of these
biomass precursors. Generally speaking, barks have a denser
structure than shell and pollen,*”** which will affect the
VAGNAs growth during the salt-assisted pyrolysis process. As
shown in Fig. S1,f the lotus pollen was almost entirely trans-
formed into VAGNAs, whereas part of the bark and shell were
converted into VAGNAs. As a result, VAGNAs can be observed
easily in the whole range for lotus pollen-derived VAGNAs, while

This journal is © The Royal Society of Chemistry 2024
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Fig.2 FE-SEM images of VAGNAs from the pyrolysis of different biomasses with K,COz at 1000 °C: (a) VAGNA-S-1000, (b) VAGNA-G-1000, (c)
VAGNA-T-1000, (d) VAGNA-P-1000, (e) VAGNA-L-1000 and (f) VAGNA-R-1000.

it was observed locally in the spruce bark-derived VAGNAs.
These results indicated that pollen is a relatively ideal precursor
for preparing VAGNAs compared with the other two precursors
under the same fabrication conditions.

The morphology and microstructure of lotus pollen-derived
VAGNAs were also investigated by TEM and high-resolution
TEM (HRTEM) technique. The TEM images in Fig. 3a and
b display the honeycomb-like and discontinuous lattice fringes
of carbon, which is consistent with the SEM observations. Based
on the matrix, the maximal height of the vertical nanosheet can
reach several microns. The HRTEM image in Fig. 3c clearly
shows the lattice information of the as-prepared VAGNA, which
consisted of 2-4 layers of graphene nanosheet with smooth,
exposed and highly extended edges. According to the Bragg
equation: 2dsinf = nA, the calculated interlayer spacing
between the layers was 0.343 nm, which is very close to the
graphite layer spacing (0.334 nm). These indicated that the as-
prepared VAGNA was highly graphitized. The selected electron
diffraction (SAED) pattern that is displayed presents a typical
ring feature of (002) and (100) crystal planes of graphene
(Fig. 3d), which arises from the few layers of scrolled/fold gra-
phene sheets,”®* confirming the formation of the graphitic
structure and curved shape. The few-layer nature of the as-
fabricated VAGNAs was further confirmed by atomic force
microscopy (AFM) and height analysis. Fig. 3e shows a typical
AFM topographic image of VAGNA-L-1000. It can be observed
that the VAGNA had a smooth surface, and the nanoflake
dimensions indicated that they averaged several nm in size.
Fig. 3f displays the height profile, corresponding to the solid
line in Fig. 3e. The height and root mean square roughness
(RMS) value of VAGNA were 2.850 nm and 0.905 nm, respec-
tively, which were consistent with the results observed by TEM.

Raman spectroscopy, a fast and effective technique to iden-
tify the carbon materials while offering structural information,
was employed to characterize the VAGNAs. The Raman spectra

This journal is © The Royal Society of Chemistry 2024

of VAGNA-L-1000, VAGNA-T-1000 and VAGNA-S-1000 are pre-
sented in Fig. 4a. Two pronounced bands located at 2694 cm™*
(2D-band) and 1577 cm ™" (G-band), and a very weak band at
1342 cm™ ' (D-band) are found in all of the Raman spectra of
VAGNAs. The D-band is correlated with the defects and disor-
ders in carbon materials,* while the G-band stems from the in-
plane sp> phonon vibration.*' The intensity ratio of the D and G
bands (Ip/l) is generally used to evaluate the degree of crys-
tallization or defect density of carbon materials.*»** The 2D
band is the second order D band corresponding to the two
phonon lattice vibrations, which is a characteristic peak of the
graphene structure.**** The number of graphene layers can be
inferred from the ratio of the 2D/G band intensities (I,p/Is), as
well as the shape and position of these bands.*® A bigger I,p/Ig
value and sharper 2D band indicate that there are fewer layers.
As seen from Fig. 4a, the G and 2D bands are both sharper with
a narrow full-width at half-maximum (FWHM), and their
intensities are much larger than that of the D band for all three
samples. As listed in Table 1, the calculated I,/I; values are 0.18,
0.10 and 0.55 for VAGNA-L-1000, VAGNA-S-1000 and VAGNA-T-
1000, and the corresponding I,p/I; values are 1.66, 1.65 and
0.89, respectively. These results indicated that these VAGNAs
were composed of graphene sheets with several layers with high
graphitization, which agree well with the TEM observations. By
contrast, the VAGNAs prepared by PECVD method were
observed to have a more random arrangement and thicker
layers in Fig. S2.7 Thus, it can be said that the HSP method is
effective in fabricating VAGNAs with few defects and high
purity. These indicated that the as-developed HSP method can
easily produce good-crystallinity biomass-derived graphene
materials.

Generally, VAGNAs prepared from PECVD have a specific
surface area of about 1000 m?® g~ *,** while the VAGNAs obtained
from the as-developed HSP method have a much bigger specific
surface area and pore volume, which were evaluated by N,
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Fig. 3 (a) TEM images, (b) enlarged image of (a) and (c) HRTEM images and (d) SAED images of VAGNA-L-1000, (e) AFM images and (f) the
corresponding cross-section profiles.
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Fig. 4 (a) Raman spectra, (b) nitrogen adsorption—desorption isotherms and (c) pore size distributions (PSDs) of VAGNA-L-1000, VAGNA-S-
1000 and VAGNA-T-1000.
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Table 1 Pore structural parameters and Raman values (Ip/lg and I2p/lg) of typical VAGNAs

VAGNAs SBET (mz gil) Viotal (Cm3 gil) Viicro (Cm3 gil) Vineso (Cms gil) Vmicro/Vtotal (0/0) ID/IG IZD/IG
VAGNA-L-1000 1997 1.28 0.61 0.67 47.76 0.18 1.66
VAGNA-S-1000 1088 1.12 0.25 0.87 22.32 0.10 1.65
VAGNA-T-1000 883 0.69 0.23 0.46 33.33 0.55 0.89

adsorption/desorption measurements. The N, adsorption/
desorption isotherms of all VAGNAs in Fig. 4b exhibit
a combined I/IV type isotherm,*” which has a sharp adsorption
knee at low relative pressure (P/P, < 0.01) and a distinct
hysteresis loop in the P/P, range from 0.4 to 1.0. This kind of
isotherm indicated that the measured samples consisted of
both micropores and mesopores, because the sharp adsorption
and hysteresis loop resulted from the micropore filling and
capillary condensation in mesopores.*®

The PSDs shown in Fig. 4c confirms the presence of micro-
pores and mesorpores in all of the VAGNAs. The calculated SSA
and pore volume are listed in Table 1. It can be observed that
the SSA of VAGNA-L-1000 can reach 1997 m” g~ ', which is
almost twice that of VAGNAs prepared by PECVD, and the total
pore volume is up to 1.28 cm® g~ . The SSA of the VAGNA-S-1000
and VAGNA-T-1000 samples are 1088 and 883 m”> g, respec-
tively. This demonstrated that the VAGNAs prepared via HSP
method have developed a hierarchical pore structure, which is
ascribed to the pore-forming capability of the salt (K,COs,
Na,COg3, etc.) beyond its facilitation of the vertical alignment of
the carbon sheet. The differences of the SSA and pore volume
among the VAGNAs originate from the diverse structure of the
raw biomass. Comparatively speaking, pollen is an ideal

29.9°

(b) 0s ) 0.5s

biomass raw material for preparing VAGNAs with a developed
pore structure.

The surface wettability is a critical property of carbon
materials that will influence their applications.* To assess the
wetting behavior of the VAGNAs, the water contact angles
(WCAs) were measured. In the WCAs tests, the sample was first
pressed into a sheet under 10 MPa, and the contact angle
between the sheet and DI water were detected. Fig. 5 shows the
WCAs of the typical VAGNAs by HSP method and the control
sample by PECVD method. It is clear that the as-fabricated
VAGNAs by HSP method show much better hydrophilicity
than the control sample. As seen from Fig. 5, the instantaneous
contact angles measured upon immediate water droplet
formation are 68.2°, 52.6° and 73.8° for VAGNA-S-1000, VAGNA-
T-1000 and VAGNA-L-1000, respectively, which are much lower
than that of the control sample. Moreover, the contact angles of
the as-fabricated VAGNAs decreased rapidly with the time
elapsing, and the droplets completely disappeared within 2
seconds. In contrast, the contact angle of the control sample
hardly decreased over time, and the contact angle almost
remained constant even when the time was extended to 2
minutes. The excellent wettability of the as-fabricated VAGNAs

(@) 0.8s (") 1.6s

122.6°

Fig. 5 Wettability measurements: dynamic contact angle for the water droplet on (a—-a”) VAGNA-S-1000, (b—b") VAGNA-T-1000, (c-c”)
VAGNA-L-1000, and (d-d”) the control sample-VAGNA via the PECVD method.
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with water is attributed to the hydrothermal pre-treatment and
the salt-assisted pyrolysis process.

3.2 Screening and optimization of the fabrication process
conditions

According to the fabrication process of VAGNAs shown in Fig. 1,
the process involves the pretreatment of raw biomass and the
salt-assisted pyrolysis at a certain temperature. It is found that
the quality of the final products mainly depends on the
pretreatment method, salt used, pyrolysis temperature and
other parameters. To obtain high-quality VAGNAs, we screened
and optimized these process conditions, such as adopting
several pretreatment methods, selecting different salts, and
adjusting the pyrolysis temperature. Their effects on the final
VAGNAs were investigated in detail.
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3.2.1 Pretreatment method. The raw biomass was firstly
pretreated prior to pyrolysis by the following methods: (1)
hydrothermal treatment at 180 °C for 12 hours, (2) soaking in
1 M alkali (NaOH) or (3) soaking in 1 M acid (H,SO,) for 2 hours
under slight stirring, and (4) soaking in 1 M ammonia for 2
hours under ultrasonication at room temperature. As a control,
the dried raw material without any pretreatment was used as the
precursor. All of the samples were then mixed with salt (K,COj3)
and sintered at 1000 °C. The FE-SEM images of the final prod-
ucts are shown in Fig. 6. It is clear that VAGNAs were success-
fully fabricated only when the raw lotus pollen was pretreated
with hydrothermal treatment (Fig. 6a and a’); other forms of
carbon materials were produced with the other pretreatments.
Upon undergoing the alkali or acid soaking of raw materials,
honeycomb-like porous carbons were obtained (Fig. 6b and c).

Fig. 6 FE-SEM images of lotus pollen-derived carbons (VAGNA) from pretreated precursors with different methods. (a and @'): hydrothermal
treatment, (b) NaOH soaking, (c) H,SO,4 soaking, (d) ammonia soaking and (e) without pretreatment.
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No obvious graphene nanosheet can be observed while the
carbon skeleton still basically remained. As shown in Fig. 6d,
fragments were observed in the final products as the raw
materials were pretreated with ammonia soaking under ultra-
sonication, suggesting that the carbon skeletons were
destroyed. When the dried lotus pollen was directly pyrolyzed
with salt (K,CO;) without any pretreatment, carbon micro-
spheres with a smooth surface were formed (Fig. 6e).

The above results demonstrated that the hydrothermal
pretreatment played a crucial role in the formation of nano-
sheets from raw biomass. During the mild hydrothermal
process, part of lignin, and most of the semicellulose and
protein are transformed into soluble organic compounds,***
while the crystalline cellulose is partially carbonized.** Subse-
quently, they will be converted into carbon sheets in the
following pyrolysis step at higher temperature in the presence of
salt. On the contrary, under the soaking process with strong
alkali (KOH) or acid (H,SO,) and ammonia, some of the
components will react with the alkali or acid.>*** The carbon
skeleton will be inevitably damaged in the etching process of
these agents, resulting in the failure of the formation of carbon
sheets. This indicates the importance of selecting a suitable
pretreatment method for the formation of versatile carbon
materials with a desirable microstructure. The mechanism for
the formation of VAGNAs will be further discussed later.

3.2.2 Salts selected. In the HSP method, the hydrothermal
pretreatment and the salt-assisted pyrolysis are two critical
steps for obtaining VAGNAs. According to a previous study,>®
KOH acted as the necessary activator to prepare VAGNAs.
Inspired by this study, we attempted to fabricate VAGNAs using
other raw biomass as the carbon source and KOH as activator.
Unfortunately, we found that VAGNAs were difficult to produce
in most cases, probably because of the strong activation effect of
KOH. To develop a universal and more effective activator for
preparing VAGNAs, we adopted salts in place of KOH. Six kinds

View Article Online
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of salts, such as K,CO;, CH;COOK, Na,CO;, Li,CO3;, KCl and
K3;PO, were examined in the production of VAGNAs by HSP
method, in which the raw biomass was pretreated with hydro-
thermal treatment and then pyrolyzed at 1000 °C.

Characterization of the morphology and structure verifies that
salt plays a vital role in the formation of the final products by
pyrolysis of biomass. Fig. 7 shows the FE-SEM images of lotus
pollen-derived carbons undergoing hydrothermal treatment and
pyrolysis at 1000 °C in the presence of different salts. As seen in
Fig. 7a, the samples prepared by pyrolyzing the mixture of lotus
pollen and K,CO; show an ideal carbon sheet structure with
a smooth surface, and the continuous 2D carbon nanosheets are
aligned vertically to form a unique 3D architecture. Interestingly,
the samples prepared in the existence of CH;COOK also show
a similar structure of VAGNAs prepared in the presence of K,CO3
(Fig. 7b), in which nanosheets with the thickness of about tens of
nanometers were clearly observed. Relatively, when lotus pollen
was pyrolyzed with Na,CO; (Fig. 7c), neither nanosheet were
formed nor were they aligned vertically. Only irregular and thick
lamellar structures were observed with a disordered arrange-
ment. In sharp contrast with the K,CO3;, CH;COOK and Na,COs-
assisted pyrolysis samples, the samples prepared in the presence
of Li,CO;z;, KCl and K3PO, (Fig. 7d-f) show totally different
structure from VAGNAs. There were hardly any sheets or frag-
ments to be found in these samples. Instead, there were some
blocks with particles on the surface.

The morphologies fully confirm that the cation and anion
ions of the salt both synergistically determine the final micro-
structure of the products. In view of the formation of VAGNAs,
the priority obeys the following order: K,CO; = CH3;COOK >
Na,CO; >> Li,CO; > KCl > K3PO,. The outstanding perfor-
mance of K,CO; and CH;COOK in fabricating VAGNAs results
from the excellent catalytic graphitization and intercalation
capability of the potassium ion and the released gas (CO,) from
the anion ions during the reaction with the carbon matrix. It is

Fig.7 FE-SEM images of lotus pollen-derived carbons via HSP method using different salts at 1000 °C: (a) K,COs3, (b) CHzCOOK, (c) Na,COs, (d)

LiCOs, (e) KCl and (f) KsPOa.
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recognized that K,CO; can be used as an activating agent to
prepare porous carbons. During the salt-assisted pyrolysis
process under an inert atmosphere, K,CO; reacts with carbon
via the following reactions indicated by eqn (5)—(8):

K,CO; + 2C — 2K + 3CO (5)
K,CO; — K,0 + CO, (6)
K,O +2C — 2K + CO (7)

CO, + C — 2CO (8)

According to reactions (5) and (7), metallic element (K) will
be generated,* which is the key to the formation of VAGNAs,
due to the catalytic graphitization and intercalation role of K.
Generally speaking, biomass-derived carbon belongs to hard
carbon, which is difficult to convert into ordered carbon even at
a high temperature of 2500 °C.*® Having said that, the biomass-
derived carbons by HSP method in this study have a remarkably
high graphitization, as confirmed by the above Raman spectra
and morphological characterizations. This is because the
generated metal (K) acts as a catalyst, facilitating the graphiti-
zation of the biomass-derived carbon. Specifically, the metal (K)
can react with the highly active sp® hybrid carbon to yield
double bonded carbon (C=C, sp®) at higher temperature,” thus
promoting the formation of the graphite structure. Moreover,
the intercalated metal element (K) can break the interlayer van
der Waals bonds without breaking the covalent bonds within
the layers, which increases the graphene lattice spacing to form
a thinner graphene sheet. Simultaneously, a climb-glide type
dislocation motion occurs in the internal lattice of graphene,
which increases the ductility and plasticity of graphene.*®* On
the other hand, the released gases (CO and CO,) from reactions
(5)—(8) are beneficial to the continuous upward peeling effect,
leading to the vertical displacement of the graphene sheet.®
Finally, VAGNAs were successfully obtained.

Compared to K,CO3;, CH;COOK has the same cation ion (K")
and an analogous anion ion (CH3;COO™). Similar reactions as
those indicated by eqn (5)—(8) will occur during the salt-assisted
pyrolysis process. Thus, nearly identical VAGNAs can be ob-
tained when CH;COOK is employed. As for Na,COs3, it just
begins to decompose at 1000 °C.** The similar reactions (6) and
(7) will not occur at this temperature, and Na' has a weaker
intercalation capability into the graphene layer. Thus, only thick
lamellar structures were obtained under this condition. For
Li,CO3, although the reaction between it and C (Li,CO; + C=
Li,O + 2CO) can occur, Li,O is so stable that the lithium metal
(Li) will not be formed by carbothermic reduction under the
inert gas condition.® Thus, the intercalation stripping is weak
and no sheets are formed. When KCI or K;PO, was used as
activator, blocks were observed with some pores or particles on
the surface. This is because neither metal (K) nor gas can be
generated. K;PO, has a slight etching effect, in that phosphate
crystallization can inhibit the etching of molten salt.®® Another
biomass (Spruce bark) was chosen as the precursor to examine
the influence of salt. Nearly identical fine products were also
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achieved and are shown in Fig. S3,f which further confirmed
the role of salt. The priority also obeyed the following order:
K,CO; > Na,CO; > Li,CO; > KCIl > K;PO,. Even so, it does not
mean that salts including Li,CO;z;, KCl and K;PO, are not
appropriate for the fabrication of VAGNAs, as VAGNAs also can
be fabricated by adjusting the pretreatment method and/or
temperature.

3.2.3 Pyrolysis temperature. Besides the pretreatment
method and salt used, the pyrolysis temperature has an effect
on the final products. Thus, the mixture of hydrothermal
treated lotus pollen with K,CO; was pyrolyzed at different
temperatures (800, 850, 900 and 1000 °C) under N, atmosphere
for 2 hours in a tube furnace. The morphologies, crystallo-
graphic structures and porosities of the resultant products were
investigated systematically by FE-SEM, Raman, XRD and N,
adsorption/desorption measurements.

As seen in the FE-SEM images (Fig. 8), the morphology of the
lotus pollen-derived carbons changed significantly with the
increase of the pyrolysis temperature. The carbon materials
synthesized at 800 °C show a pristine spherical structure
(Fig. 8a). The higher magnification images further confirm that
the structure has a very smooth surface with few detachable
particles (Fig. 8a'). When the pyrolysis temperature was 850 °C,
the spherical structure was still maintained in the material
(Fig. 8b). However, the surface showed irregular pits and some
nanosheets can be observed (Fig. 8b"), which demonstrated that
the graphene sheets began to form at this temperature. Never-
theless, the formed nanosheets were disconnected and thin
with a lower height. As the pyrolysis temperature further
increased up to 900 °C, more dense and continuous carbon
sheets were observed, although they were not vertically aligned
(Fig. 8c and ¢'). Fig. 8d and d' shows the VAGNA-L-1000
prepared at 1000 °C. A fluffy 3D interconnection framework
consisting of smooth carbon nanosheets was formed, and the
nanosheets were much bigger than those at lower temperatures.
In order to further validate the synergistic influences of the
pretreatment, salt and temperature, the raw biomass (LP) was
directly pyrolyzed without hydrothermal pretreatment at higher
temperature (1100 °C) in the presence of K,COs. Unfortunately,
no VAGNA can be formed, as shown in Fig. S4.7 This confirmed
that the hydrothermal pretreatment was indispensable for the
formation of the ideal VAGNA, and merely raising the temper-
ature could not produce VAGNA.

To gain more insight on the effect of the pyrolysis tempera-
ture on the final products, another precursor (spruce bark) was
also pyrolyzed with the aid of K,CO; at various temperatures
(850, 900 and 1000 °C), and the FE-SEM images are displayed in
Fig. S5.7 It is clear that the morphologies of the samples show
a similar evolution trend with the increase of pyrolysis
temperature. With higher temperature, the formation of
VAGNAs becomes easier. This may be ascribed to the
temperature-dependent reaction of salt and the intercalation
capability of the metal (K). K,CO; begins to decompose at 850 °
C when reaction (2) occurs to yield metal (K),** so carbon sheets
are just starting to be generated, which in turn confirms the key
role of the metal in the formation of VAGNAs. Moreover, the
intercalation capability of metal (K) increases with the rise of
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800°C

Fig. 8 Low- and high-magnification FE-SEM images of hydrothermal-treated lotus pollen-derived VAGNAs pyrolyzed with K,COs3 at different
temperatures: (a and a’) 800 °C, (b and b’) 850 °C, (c and c¢’) 900 °C and (d and d’) 1000 °C.

temperature. Thus, VAGNAs were successfully obtained at
higher temperature (1000 °C). Notably, carbon sheets began to
form at 850 °C in the lotus pollen-derived carbons. Meanwhile,
the sheets just began to form until 900 °C for the spruce bark-
derived carbons, and they only formed in local regions such
as the crevices and breakages in the matrix. This variation was
caused by the difference of the natural structure of the
precursor. Fig. S6f shows the FE-SEM images of the hydro-
thermal products of spruce bark and lotus pollen. It is seen that
spruce bark displays a large and dense strip-like structure, while

lotus pollen displays a small and loose ellipsoidal structure,
which determine the difficulty of the formation of VAGNAs.
aman spectra and XRD patterns were employed to investigate
the phase evolution of the VAGNAs with the pyrolysis tempera-
ture. As displayed in Fig. 9a, the sample (AC-L-800) prepared at
800 °C only shows the two common bands for the carbon
materials, including the broad and strong D band at 1327 cm ™"
and weak G band at 1582 cm™".°*%” Meanwhile, the typical 2D
band belonging to graphene is completely invisible, suggesting
that no graphene sheet has been formed at 800 °C. When the
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Fig. 9
pollen-derived carbons fabricated at different temperatures.
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pyrolysis temperature rose to 850, 900 and 1000 °C, the D band
became increasingly weaker. Meanwhile, the G band became
increasingly stronger. In addition, the typical 2D band started to
emerge at 850 °C and grew sharper with the increase of the
pyrolysis temperature. As seen from Table 2, the calculated I/l
value decreased from 1.84 to 0.18, whereas the I,/I; increased
from 0.42 to 1.66. These results confirmed that carbon sheets
were formed from 850 °C and the degree of graphitization was
also enhanced. Thus, ideal VAGNAs with good crystallinity and
thin sheets were obtained at 1000 °C. Fig. 9b shows the XRD
patterns of these samples. It is clear that no sharp peaks can be
found in the AC-L-800, indicative of its amorphous nature. The
characteristic graphitic peaks oriented around 26 = 26.0° and
43.2°, which correspond to the (002) and (100) planes, respec-
tively,” can be distinctly observed in the XRD patterns of the as-
prepared VAGNAs with increasing pyrolysis temperature. Espe-
cially, the peak of the (002) plane became very sharp in VAGNA-L-
1000, indicating the existence of the graphene sheet.*

The variation of the pore structure for the as-prepared
VAGNAs at different pyrolysis temperatures was also character-
ized by nitrogen adsorption/desorption measurements. The
isotherms, PSDs plots and the corresponding textural parameters
are displayed in Fig. 9¢c, d and Table 2. It is seen that AC-L-800
exhibits the typical type-I isotherm with a very sharp adsorption
knee at low relative pressure and standard plateau at higher
pressure, suggesting that its porosity is mainly composed of
micropores.” The calculated SSA of AC-L-800 is 1856 m* g%, in
which the micropore SSA (SSAmicro) is 1560 m? g~ *. Furthermore,
the micropore volume accounts for 95.71% of the total volume,
verifying the predominance of micropores. When the tempera-
ture rose to 850 and 900 °C, small hysteresis loops beginning at P/
Py = 0.4 appeared in the isotherms of VAGNAL-850 and VAGNAL-
900, representing the presence of a small number of mesopores.”™
The PSDs curve in Fig. 9d clearly confirms the existence of mes-
opores, and the micropore volume declines to 76.67% and
82.57% (Table 2). As the pyrolysis temperature further increased
to 1000 °C, the hysteresis loops became obvious and bigger, while
the total adsorption amount did not increase significantly. This
indicated that more mesopores were generated by enlarging the
micropores. The total SSA of VAGNA-L-1000 is only 1997 m* g™,
even is less than that of VAGNA-L-900 with 2250 m” g~*. The
change tendency of pores with pyrolysis temperature was close to
the previous study, in which spruce bark was used as a carbon
source with KOH as the activator.”® Taking into account the
morphology change, microcrystalline and pore structure evolu-
tion, 1000 °C is the optimal temperature.
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3.3 Electrochemical performance of VAGNAs

3.3.1 Supercapacitor performance in pristine KOH elec-
trolyte. As described above, the final products (VAGNA-L-1000)
prepared at 1000 °C using lotus pollen as a carbon source in
the presence of K,COj; exhibited the optimal 3D vertically
aligned structure, which had the highest graphitization degree,
the best wettability with water and higher specific surface area.
Thus, VAGNA-L-1000 was used as electrode materials to evaluate
the electrochemical performance of VAGNA obtained by this
HSP method. Fig. 10a and b shows the CV and GCD curves of
the VAGNA-L-1000 based electrode in 1 M KOH electrolyte. It
can be seen that the CV curve exhibits a quasi-rectangle shape at
scan rates from 5 to 50 mV s~ '. Furthermore, the GCD curves
are all close to isosceles triangles at different current densities,
which indicate that the VAGNA-based electrode exhibits an
ideal storage energy performance with excellent electro-
chemical reversibility.”” According to the GCD curves, the
calculated mass specific capacitance of VAGNA-L-1000 is 105.7 F
g " at a current density of 1 A g~ (Fig. 10c), and still maintains
63.3% capacitance at a current density of 10 A g~ with nearly
100% Coulomb efficiency. The cycling performance of VAGNA-
L-1000 was also examined and is shown in Fig. 10d. The
capacitance retention slightly rose to 105.8% after 5000 cycles at
10 A g7, indicative of the good cycling performance.

3.3.2 Supercapacitor performance in the redox electrolyte.
As stated above, the electrochemical performance of VAGNA in
1 M KOH is not outstanding, which may be due to the thin
graphene nanosheet. VAGNA with a 3D structure and high
conductivity could be a promising candidate for an electrode in
a redox supercapacitor. To confirm the effect of the redox-
electrolyte on the enhanced capacitance, K;Fe(CN)s was added
to KOH (basic electrolyte) to form the redox electrolyte. Then,
the electrochemical performance of VAGNA in different
concentrations of the KOH-K;Fe(CN); electrolyte under various
measurement conditions was investigated. Firstly, the electro-
chemical measurement in a three-electrode system was carried
out to test the qualification of K;Fe(CN)s as an effective redox
additive, and validate its electrochemical kinetics performance.
To shed light on whether the capacitance was concentration-
dependent, the electrochemical performances of the VAGNA
electrodes in KOH electrolyte with the addition of various
concentrations of K;Fe(CN)s were investigated thoroughly.
Fig. 11a shows the CV curves in a redox electrolyte consisting of
1 M KOH and different concentrations of K;Fe(CN)g from
0.04 M to 0.12 M at a scan rate of 30 mV s~ . A quasi-rectangular
capacitive curve with two pairs of prominent redox features were
observed at around 0.37 V and 0.45 V in all the CV curves. The

Table 2 Textural parameters and Raman values (Ip/lg, I>p/lg) of lotus pollen-derived VAGNAs at different temperatures

SSABET SSAmicr() SSAmeso Viotal Vimicro Vimeso Vmicr()/Vt()tal
Samples (mg™) (Mg  (m’gh)  (em’gh)  (em’g)  (em’g™) (%) In/ls Lollg
AC-L-800 1856 1560 296 0.70 0.67 0.03 95.71 2.29 —
VAGNA-L-850 1980 1288 692 0.90 0.69 0.21 76.67 1.84 0.42
VAGNA-L-900 2250 1756 494 1.09 0.90 0.19 82.57 1.09 1.08
VAGNA-L-1000 1997 1055 942 1.28 0.61 0.67 47.66 0.18 1.66
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Fig. 10 Electrochemical performance of VAGNA-L-1000 in 1 M KOH electrolyte: (a) CV curves at different scanning rates, (b) GCD curves at
different current densities, (c) variation of the magnification curve and Coulomb efficiency curve with current density. (d) The cycling perfor-

mance of VAGNA-L-1000 at a current density of 10 A g™,

CV covering area is far greater than that in the pristine 1 M KOH
(Fig. 10a). It first increased after declining with the increase of
the K;Fe(CN)s concentration, and reached its maximum at
0.10 M. From the GCD profiles in Fig. 11b and a serious devi-
ation from the ideal triangular shape is found. These indicated
that both EDLC and pseudocapacitance were involved in the
capacitance. The energy storage of the redox electrolyte is
ascribed to the pseudocapacitive nature obtained from the
redox reactions of K;Fe(CN), as follows:

[Fe(CN)g]*~ + e — [Fe(CN)¢]*" 9)

The observed oxidation peak is correlated with the charging
process of [Fe(CN)]*~ to [Fe(CN)q]*~, while the reduction peak
is attributed to the reverse process. It is proved that the
[Fe(CN)e]> /[Fe(CN)e]*~ redox couple distinctly offers a pseudo-
capacitance contribution to the VAGNA-based electrode, but
VAGNA in traditional electrolytes (KOH solution) has dominant
electric double-layer capacitance.

Fig. 11c shows the CV curves in 1 M KOH + 0.10 M K;Fe(CN)s
under different scan rates from 5 to 30 mV s~ '. With the
increase of the scan rate, the oxidation peak shifted slightly to
the positive potential, while the reduction peak gradually

This journal is © The Royal Society of Chemistry 2024

shifted to the negative potential. This is due to the polarization
effect and internal resistance.”” Meanwhile, the intensities of
the redox peaks increased with increasing scan rate, which is
indicative of the higher electrochemical activity and better
charge/discharge reversibility. Moreover, the shape of the CV
curves showed minimal change as the scan rate increased from
5 to 30 mV s~ !, which demonstrated that the VAGNA-K;Fe(CN)s
supercapacitors were excellent electron conductors with a small
equivalent series resistance. Fig. 11d shows the GCD curves at
various current densities in the electrolyte of 1 M KOH + 0.10 M
K;Fe(CN)s aqueous solutions. The charge/discharge curves are
nonlinear, and the discharge time is much longer than the
charge time. Furthermore, the calculated Coulomb efficiency
reached high values of 341.6%, 227.1%, 143.9%, 133.6% and
101.5% for the current densities of 2, 3, 5, 8 and 10 A g *,
respectively. The greater Coulomb efficiency above 100% was
also found in the redox supercapacitors,*”*”® which can be
interpreted by the initial addition of the redox additives (e.g:,
Fe(CN),*"). Based on eqn (5), in the charging process, Fe(CN)s"~
loses an electron and is oxidized completely into Fe(CN)¢>~. By
contrast, in the discharging process, not all Fe(CN)s®>~ gain
electrons. Thus, only part of Fe(CN)s>~ will be reduced into
Fe(CN)g*~. Accordingly, the released charges contain both dis-
charging and non-discharging Fe(CN)s*~, which can be much
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more than the reserved charges in the charging process. Thus,
the coulombic efficiency will be larger than 100%.

The specific capacitance was calculated according to the
discharge branch, and the calculated values are depicted in
Fig. 11e. As the concentration of K;Fe(CN)g is 0.04, 0.06, 0.08,
0.10 and 0.12 M, the specific capacitances calculated at the
current density of 2 A g~ " are 537, 1974, 2370, 3148, 942 F g,
respectively. Compared with the specific capacitance (102.2 F
g7 ') in pristine 1 M KOH at the same current density, the
capacitance increased significantly with the addition of redox
additives into aqueous KOH electrolytes. When the concentra-
tion is 0.10 M, the maximal increase amplitude is about 30
times. In addition, the high capacitance can be maintained at
higher current density, and the specific capacitances are 3148,
1854, 798.8, 558, and 333 F g ' at 2, 3, 5, 8, and 10 A g,
respectively. The resulting capacitance at a higher concentra-
tion of K3Fe(CN)s is actually comparable with those of nitrogen-

26700 | J Mater. Chem. A, 2024, 12, 26687-26706

doped VAGNA films and RuO,-decorating VAGNA structures.>*
To better understand the advantage of VAGNA in energy
storage, the electrochemical performance of a commercial
activated carbon (AC) electrode was also investigated in the
same electrochemical system. Fig. S7f shows the electro-
chemical results of the AC-based electrode in a three-electrode
system including the CV, GCD and EIS measurements. The
CV curves were similar with those of VAGNA-L-1000 either in the
pristine 1 M KOH or 1 M KOH + K3Fe(CN)s. The calculated
specific capacitance in 1 M KOH was only 52.9 F g™' at the
current density of 1 A g¢”', which was in accordance with the
reported values in the previous study.** In the 1 M KOH + 0.10 M
K;Fe(CN), redox electrolyte, the specific capacitance was 625.5 F
g 'at2 Ag ' It decreased to 90 F g~ ' at 10 A g ', which was far
less than that of VAGNA.

The charge transfer resistance and reaction kinetics were
also examined by EIS. Fig. 11f represents the EIS Nyquist for the

This journal is © The Royal Society of Chemistry 2024
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VAGNA-L-1000 electrode in 1 M KOH containing various
concentrations of KzFe(CN)s. All the Nyquist plots exhibit
a semicircle in the low frequency region and a straight line in
the high frequency region. Furthermore, their positions and
shapes show minimal change, indicating that the resistance
should be ascribed to the redox additives and affected by the
concentration. By analysing these Nyquist plots (Fig. 11f), the
values of the solution resistance (Ry), the electrolyte and elec-
trode interface of charge transfer resistance (R.) and equivalent
series resistance (ESR) can be obtained and are listed in Table 3.
The R, includes the intrinsic resistance of the electrode mate-
rial, ionic resistance of the electrolyte, and the contact resis-
tance between the electrode and current collector,”® and the ESR
is the sum of Ry and R..”” Notably, the R. values in every
concentrations are very small for the redox electrolyte and
VAGNA-based electrode. This is attributed to the formation of
Fe(CN)s> /Fe(CN)s'~ redox pairs, and the unique structure of
VAGNA with 3D vertically aligned graphene nanosheet being
beneficial to the charge transfer. As the concentration of the
redox additive increases, the ESR values firstly decreases and
then increases, and the lowest ESR value is 1.13 Q when 0.10 M
K;Fe(CN)s was added in 1 M KOH aqueous solution. Taking all
of the above together, the low concentration of Kz;Fe(CN)g
resulted in a low specific capacitance due to a lower contribu-
tion of the redox faradaic reaction from Kz;Fe(CN)4/K,Fe(CN)s.
By contrast, a high concentration of redox species can theoret-
ically lead to a high specific capacitance. However, this will
produce greater resistance, deteriorating the rate capacity and
chemical stability. Consequently, it is crucial to select an
appropriate concentration of redox species to assemble redox
supercapacitors with satisfactory electrochemical performance,
such as high capacitance, energy density, coulombic efficiency
and long cycle stability.

To further elucidate the kinetic process and capacitance
contribution of the VAGNA-based electrode in the redox elec-
trolyte, the capacitance from EDLC and pseudocapacitance was
evaluated according to Dunn's formula:" i = ab", i = kyv + kv"/2.
The total current response i is the sum of the surface-controlled
k,v and diffusion-controlled k,v*’* processes.”” In general, the
b value ranges from 0.5 to 1.0, indicating that the electrode
material possesses both diffusion-controlled and pseudocapa-
citive characteristics.® The b value can be obtained from the
slope of the line by plotting the logarithm of the measured peak
current (logI) and scan rate (log V) (logi = blogv + loga). As
displayed in Fig. S8, the calculated values of b, (anode peak)
and b, (cathode peak) were 0.5236 and 0.5875, respectively.
Both are close to 0.50, which means that the kinetic process is
a slow diffusion-controlled process, and the capacitance of

Table 3 R (Q), R (Q) and ESR (©) from EIS Nyquist plots in Fig. 11f

K;Fe(CN)g conc. (M) 0.04 0.06 0.08 0.10 0.12
R (Q) 1.36 1.16 1.13 1.06 1.10
Ret (@) 0.26 0.18 0.09 0.07 0.25
ESR (Q) 1.62 1.34 1.22 1.13 1.35

This journal is © The Royal Society of Chemistry 2024
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VAGNA in 1 M KOH + 0.10 M K;Fe(CN), electrolyte is contrib-
uted by EDLC and pseudocapacitance.

The capacitance contribution from EDLC and pseudocapa-
citance was further evaluated. Fig. 11g shows the distribution
diagram of capacitance at a scan rate of 30 mV s~ . It can be
observed that most of the capacitance resulted from the pseu-
docapacitance at a higher concentration of redox additives. The
quantitative results under different scan rates and various
concentrations of K;Fe(CN)g are plotted in Fig. 11h and i. The
ratio of pseudocapacitance decreases with the increase of the
scan rate, and the values are 72.37, 63.07, 45.75 and 32.79% at
a scan rate of 5, 10, 20 and 30 mV s, respectively. Apparently,
the pseudocapacitance accounted for an overwhelming
percentage of the total capacitance at lower scan rates, and also
contributed a certain percentage at higher scan rates because
the redox reaction requires some time. These indicate that the
pseudocapacitance from the redox reaction of K;Fe(CN)y/
K,Fe(CN)s plays a key role in enhancing the electrochemical
performance. From Fig. 11i, the ratio of the pseudocapacitance
at 5 mV s ' is 64.28, 65.68, 68.80, 72.37 and 67.51%, corre-
sponding to the concentrations of K;Fe(CN), of 0.04, 0.06, 0.08,
0.10 and 0.12 M, respectively. The ratio of pseudocapacitance
also firstly increased, and then decreased with the increasing
concentration of the redox additives, which is consistent with
the trend of the ESR value. Therefore, 0.10 M is a proper
concentration of K3Fe(CN)g in this electrode—-electrolyte system,
and was chosen as the target concentration for further
investigation.

Aside from the concentration of the redox additive, the
concentration of the supporting electrolyte also has an impor-
tant effect on the electrochemical performance of the redox
supercapacitor. Thus, different concentrations of KOH (0.30,
1.0 and 3.0 M) were used as supporting electrolytes to construct
the redox electrolyte, in which the concentration of KzFe(CN)s
was fixed at 0.10 M. The electrochemical performance of the
VAGNA-L-1000-based electrode in the prepared redox electro-
lytes was thoroughly investigated. Fig. 12a-c shows the CV
curves of VAGNA-L-1000 in ¥M KOH + 0.10 M K;Fe(CN)s (x =
0.30, 1.0 and 3.0). It is noticeable that the shape, area of CV
covering, and positions of redox peak pairs are greatly affected
by the concentration of KOH. When the concentration of KOH
is 1.0 M, the shapes of the CV curves under all scan rates were
basically symmetrical. Furthermore, a small distortion occurred
with increasing scan rate from 5 to 30 mV s '. Moreover, the
positions of the redox peaks were relatively fixed at around
0.37 Vand 0.45 V. In contrast, when the KOH concentration was
0.30 M or 3.0 M, the shape of the CV curves was not symmetrical
and obvious distortions occurred under different scan rates.
The positions of the redox peaks shifted significantly, and even
the redox peaks were inconspicuous. This demonstrated that
the redox electrolyte using 0.30 or 3.0 M KOH as a supporting
electrolyte was not stable, leading to poor electrochemical
performance. Fig. 12d compares the CV curves at all concen-
trations of KOH at a scan rate of 30 mV s~ . It can be found that
the CV curve in 1.0 M KOH had the largest area, while the CV
curve in 0.30 M KOH had the smallest area. In addition, the
position and intensity of the redox peaks varied significantly.
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The standard potential for the Fe(CN)s> /Fe(CN)s'~ pairs is
0.37 V.* The activity of Fe(CN)s> /Fe(CN)s*~ will gradually
increase with increasing pH, resulting in better electrochemical
performance. Nevertheless, under strongly alkaline condition,
the actual potential of the redox electron pair will increase. This
is due to the increase of the ionic strength and potential devi-
ation,®* resulting in a deterioration of the electrochemical
activity and energy storage performance.

Fig. 12e displays the GCD curves at a current density of
5 A g ', and the specific capacitances at different current
densities are illustrated in Fig. 12f. The discharge time in 1.0 M
KOH + 0.10 M K3Fe(CN) is greater than those in 0.30 and 3.0 M
KOH as the supporting electrolyte, indicating the optimal
specific capacitance among them. The calculated specific
capacitance at 2 A g ' is 413.5 Fg " and 1605 F g " for 0.30 M
KOH and 3.0 M KOH + 0.10 M K3Fe(CN)s redox electrolytes,
respectively, which are far below than that (3148 Fg~')in 1.0 M
KOH + 0.10 M K3Fe(CN),. At other current densities, the specific
capacitance in 1.0 M KOH + 0.10 M K;Fe(CN); is always greater
than those of others. Fig. 12g shows the Nyquist plots in the

26702 | J Mater. Chem. A, 2024, 12, 26687-26706

three systems with different KOH concentrations. When the
concentration of KOH was 1.0 M, the smallest semicircle was
measured compared with the other concentrations. The calcu-
lated R values are 1.30, 1.06 and 0.98 Q, corresponding to the
KOH concentration of 0.30, 1.0 and 3.0 M, respectively, while
the R values are 0.28, 0.07 and 0.16 Q. The smallest ESR is 1.13
Q measured in 1.0 M KOH + 0.10 M K;Fe(CN)s. KOH has an
activating effect on K3Fe(CN)g, leading to the enhancement of
the electrochemical performance. The low concentration of
KOH only improves the electrochemical performance to a small
extent due to the limited activation effect on the redox electro-
Iyte, while the high concentration of KOH can activate the redox
electrolyte performance more thoroughly. However, it will affect
the peak potential shift, resulting in an insufficient redox
reaction and ultimately lowering the electrochemical perfor-
mance. Therefore, the appropriate concentration of KOH is
essential for the selection of redox electrolytes involving
K;Fe(CN)e. Fig. 12h depicts the histogram of the capacitance
contribution in the three redox electrolytes. Under all of the
scan rates, the highest ratio of pseudocapacitance was obtained

This journal is © The Royal Society of Chemistry 2024
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in 1.0 M KOH + 0.10 M K3Fe(CN)s, demonstrating that the
maximal pseudocapacitance can be acquired in a moderate
concentration (1.0 M) of KOH as the supporting electrolyte.

From the above results, the electrochemical performance of
VAGNA-L-1000-based electrode was greatly enhanced in KOH +
K;Fe(CN)g redox electrolyte with proper concentrations. This is
mainly attributed to the addition of the redox-active additive
(K3Fe(CN)g), which has the capability to produce both an elec-
tric double layer and a surface redox activity due to the redox
activity provided by its own “electron shuttling effect”.®*
According to eqn (5), both reactions move forward (using it as
the cathode) upon discharging. [Fe(CN)g]*~ is generated by the
reduction of [Fe(CN)e]*~ on the anode and flows into the bank.*
At the same time, the oxidized species [Fe(CN)q]’~ circulates
back to the cell regenerate [Fe(CN)]*~, starting a new round of
reactions. During this process, K" ions are transported from the
counter electrode and are stored in VAGNA. Upon charging, the
above redox reactions are reversible. Moreover, the Density-
functional-theory (DFT) calculations on the redox system con-
taining K;Fe(CN)s show that the [Fe(CN)g]*~ presence increases
the Fermi energy level, and significantly reduces the work
function of the whole energy system.** The reversible reaction
between [Fe(CN)s]> /[Fe(CN)g]'~ and VAGNA transmits an
electron/charge, and the energy is then reversibly stored in the
electrode materials, thus significantly improving the electro-
chemical performance.

For testing the performance in practical applications, a two-
electrode symmetrical supercapacitor device was then assem-
bled, employing two identical VAGNA-L-1000 s as the capacitor

View Article Online
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electrodes. The electrochemical performance of the as-
assembled device was evaluated in the redox electrolyte of
1.0 M KOH + 0.10 M K;Fe(CN), using CV and GCD. CV
measurements were performed at different scan rates (5, 10, 20,
30, 50 and 100 mV s ') with an operation voltage of 2.0 V. As
observed from Fig. 13a, the CV curves exhibited a pair of
prominently well-defined peaks, similar shapes as those
measured in the three-electrode system, which doubtlessly
resulted from the redox reaction of [Fe(CN)e]* /[Fe(CN)q]* .
With increasing scan rate, a similar increase in the curve areas
occurred as those in the three-electrode system. To calculate the
specific capacitance at a constant current, GCD measurements
were also carried out. Fig. 13b shows the GCD profiles of the
VAGNA-based redox supercapacitor at current densities of 1, 2,
3,5, 8 and 10 A g . An evident charging/discharging plateau
occurs at a voltage of 0 V, relating to the redox reaction of
[Fe(CN)s > /[Fe(CN)e]*~, which greatly increases the electro-
chemical storage/release capacity. As shown in Fig. 13c, specific
capacitances of 92.8, 67.7, 55.8, 47.5, 34.8, and 30 F g~ were
achieved at current densities from 2 to 10 A g~ ".

It is interesting that the potential window is up to 2.0 V. This
potential window is higher than the previously reported value of
1.0 V using VG@NIi films* and 1.6 V using MnO,/rGO* as elec-
trodes with the same KOH + K;Fe(CN)g redox electrolyte. The
higher potential window is mainly attributed to the addition of
the redox additive and the electrode materials. K;Fe(CN), has
a redox potential near the window of H,O decomposition, and
the kinetics of the redox mediator is faster than that of water
electrolysis as an electrolyte additive, thus reducing the activity of
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water electrolysis.®**® Additionally, the decomposition voltage
between the Fe(CN)g> /Fe(CN)s'~ redox pairs is close to that
between water and electrolyte. The high solvation energy of the
Fe(CN)e*~/Fe(CN),*~ oxidation pairs leads to the tendency of the
energy in initiating the decomposition of conventional electro-
lytes to drive the redox reaction of the redox pairs, which protects
the solvent water from decomposition and widens the operating
voltage window.**® Besides the active additive, the unique
structure of VAGNA also plays a key role in widening the potential
window. This is due to the rapid ion/electron transfer originating
from the 3D structure with ultrathin nanosheet. The electro-
catalytic behavior of VAGNA towards Fe(CN)s®> /Fe(CN)s"~ indi-
cates the dominant contribution of graphene in the electron
transfer kinetics. Furthermore, it is recognized that the capacitive
behavior of VAGNAs is mainly derived from the surface graphene
layers® because ion adsorption/desorption generally occurs at/
near the surface of the electrode during the charge/discharge
process for both the EDLC and pseudocapacitor. The as-
fabricated VAGNA has an ultrathin graphene nanosheet and
aligns vertically with enough accessible surface area, which is
beneficial to the electrochemical process, leading to the excellent
electrochemical performance.

The facilitated Ion accessibility of the as-fabricated VAGNA-
based electrode was verified by EIS study. Fig. 13d exhibits the
EIS Nyquist of the device based on the as-fabricated VAGNA-L-
1000 and the redox electrolyte of 1.0 M KOH + 0.10 M
K;Fe(CN)g. The steeper slope in the low-frequency region for
VAGNA indicates a high ion diffusion nature, and the small
semicircle in the high-frequency region suggests low resistance.
The calculated ESR value is just 0.88 Q, which is less than that
measured in the three-electrode system, indicative of the
outstanding electric conductivity of VAGNA. The long-term
cycling stability of the VAGNA-L-1000-based device was further
examined using the GCD test at the current density of 10 Ag™"
and is shown in Fig. 13e. The device still retained 84.6% of its
initial specific capacitance after 2500 cycles. As described above,
the VAGNA-based redox supercapacitors have multiple merits,
such as ultrahigh specific capacitance, excellent rate capacity
and cycling stability. In addition, the energy density (Ecen,-
W h kg~ ") and power density (P, W kg~ ') are key parameters for
evaluating the supercapacitors. The Ragone plots of the as-
fabricated VAGNA-based redox supercapacitor are illustrated
in Fig. 13f, and compared with those of other supercapacitors.
The energy densities of the assembled device are 36.7, 27.7,
22.6, 19.5, 13.6 and 11.8 W h kg™ ' at power densities of 712,
1472,2187, 3702, 5628 and 7080 W kg™, respectively, which are
much higher than those of other reported VAGNAs or carbon-
based supercapacitors.”%

4. Conclusion

A novel method was developed for the gram-scale fabrication of
high-quality vertically aligned graphene nanosheets (VAGNAs)
from multifarious kinds of biomasses. This method consists of
a hydrothermal pretreatment step, followed by a salt-assisted
pyrolysis (HSP) step, under an inert atmosphere at higher
temperature. The key fabrication process parameters were
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screened and optimized, such as the pretreatment method,
selected salts and pyrolysis temperature. It was found that the
hydrothermal treatment of the biomass precursor was the
optimal pretreatment for obtaining VAGNAs. Both cation and
anion ions of the salt synergistically determine the structure of
the final products. K,CO; and CH3;COOK are ideal salts for
fabricating VAGNAs in the HSP process. Moreover, the pyrolysis
temperature has an obvious effect on the final products, with
1000 °C being an appropriate temperature for obtaining
VAGNAs. Compared with the well-established CVD methods for
fabricating VAGNAs, which require expensive instruments and
unsustainable gas (CH,/H,, C,H,/H,, etc.) as the carbon source
and additional substrates, the as-developed HSP method in this
study has obvious advantages, such as low-cost, green chem-
istry, universality and high-efficiency. VAGNAs can be fabricated
on a large scale by this HSP method from low-cost, green and
renewable biomass instead of fossil gas precursors. Further-
more, no expensive instrument or extra substrate is required.

In view of these advantages, we designed a novel redox
supercapacitor with the as-fabricated VAGNA electrodes in KOH
electrolyte with the redox additive of K;Fe(CN)s. The VAGNA
electrodes possess an ultrahigh specific capacitance of 3148 F
¢ ' in the 1.0 M KOH electrolyte with the addition of 0.10 M
K;3Fe(CN)e. The assembled symmetrical redox supercapacitor
based on VAGNA-L-1000 delivers a high specific capacitance of
92.8 Fg ' at1A g " under a wide operation potential window of
2.0 V, and high energy density of 36.7 W h kg™ * at the power
density of 712 W kg™ '. These outstanding electrochemical
performances were mainly attributed to the unique 3D structure
of the as-fabricated VAGNA materials, high electronic conduc-
tivity of the VAGNA-based electrode, faradaic properties of the
redox electrolyte and the synergistic effects between the VAGNA
and redox electrolyte. The as-fabricated VAGNAs exhibit
outstanding properties, including high graphitization degree,
thin nanosheet and good hydrophilicity, as well as a developed
hierarchically porous structure, rendering them as ideal elec-
trode materials. This study highlights the large-scale synthesis
of high-value nanomaterials derived from biomass for devel-
oping high-performance supercapacitors with high energy
density in an economical way.
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