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B-FeOOH is among the most prevalent anode materials used in lithium-ion batteries (LIBs) due to its high
theoretical specific capacity. However, the practical use of such anodes is severely constrained by their
limited electrical conductivity and mechanical damage resulting from volume changes during
electrochemical cycling. Herein, to circumvent these issues, an environmentally benign synthesis of
FeOOH nanorods on graphite sheets encapsulated in a graphene oxide (GO) layer was designed.
Graphite mitigated the agglomeration of FeOOH nanorods and provided a conductive network. In
addition, GO alleviated volume expansion and established a denser solid-electrolyte interface during the
initial cycle, which prevents excessive consumption of Li-ions and maintains cycle life and capacity. The
resultant GO@Gr-FeOOH anode demonstrated outstanding electrochemical properties, with an
extended lifespan and superior Li-ion diffusion coefficient. Accordingly, the GO@Gr-FeOOH sample
retained a capacity of 716 mAh g™t at 0.2 C after 50 cycles and 428.7 mAh gt at 0.5 C after 150 cycles.
Therefore, this study presents an effective and practical approach to address the constraints of FeOOH-
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Introduction

Lithium-ion batteries (LIBs) are widely recognized as promising
energy storage devices in the sectors of electric vehicles and
portable electronic devices due to their high operation voltage,
minimal self-discharge, high energy density and eco-
friendliness."™ In recent years, new electrode materials have
been studied to satisfy the increasing demand for higher
capacity.*® Transition metal oxides are regarded as potential
contenders for high-performance LIB anodes based on their
high theoretical capacity (700-1000 mA h g ").° One of the
materials, B-FEOOH (FeOOH), has the qualities of cost-
effectiveness, non-toxicity and high theoretical capacity
(905 mAh g~').”® Ever since Amine and his colleagues reported
the use of tunnel-structured FeOOH in LIBs in 1999,° numerous
studies have explored its potential as a high-performance anode
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based anode materials using hybridization with diverse carbon component strategies.

for LIBs."** Nevertheless, poor electrical conductivity, sluggish
reaction kinetics and the volume fluctuation of FeOOH
throughout the lithiation/delithiation processes result in the
unavoidable deterioration of its structure and consequently, low
capacity retention. The combination of structural collapse and
the low conductivity of FeOOH leads to a significant decrease in
capacity over extended cycles.****

Several modification strategies have been devised to achieve
high-performance anodes based on FeOOH. Nanostructuring
has been an extensively esteemed approach to enhance the
electrochemical performance of FeOOH." The Li" transport
distance can be shortened and the volume variation can be
reduced through the use of nanostructure design, resulting in
FeOOH electrodes with enhanced Li storage performance.*
Compositing with conductive carbon-based materials is the
main approach to enhance the lithium storage
performance."”* The hybridization of nanostructured FeOOH
with carbon components is another effective method that can
be utilized to resolve concerns such as inadequate cycle life and
rate capability.”?® Such carbon materials can provide networks
that are both flexible and conductive and effectively inhibit the
aggregation of particles and boost the electrical conductivity of
FeOOH. Consequently, FeOOH-carbon hybrids demonstrate
a significant improvement in cycling and rate capabilities.**

To date, several types of carbon materials have been coated
with an FEOOH anode for use in LIBs. By synthesizing FeOOH
on functionalized porous carbon, Zhu and co-workers achieved

This journal is © The Royal Society of Chemistry 2025
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a reversible capacity of 446.1 mAh g~ at 1 A g~ after 1000
cycles.” In addition, pine-biomass carbon-adhered FeOOH
nanorods (NRs) retained a specific capacity of 660 mAh g~ " at
0.2 C after 450 cycles.” Graphite, in particular, is widely utilized
as an additive for LIB anodes as it possesses good electrical
conductivity and mechanical potential. For example, Beletskii
et al. fabricated an atmospheric plasma-assisted FeOOH/
graphite composite.” However, to the best of our knowledge,
no research has been performed on FeOOH NRs grown on
graphite by hydrothermal synthesis. The inclusion of only
graphite could not enhance the charge conductivity of pure
FeOOH to facilitate its high rate operating efficiency in LIBs.

The aforementioned issue may be resolved through the use
of a graphene-based matrix system, as several studies have
demonstrated that active-material/graphene composites can
significantly improve the charge conductivity and ion diffusion
of Li ions in electrodes.”®** Likewise, FeOOH derives advantages
from composite systems employing materials based on gra-
phene oxide (GO). For instance, microwave-treated GO-FeOOH
retained a specific capacity of 304 mAh g~ after undergoing
1000 cycles at 5 A g~ *.2° Moreover, Chen et al. reported that the
FeOOH/GO anode retained 93.35% of its initial stability after
100 cycles at 1 A g~ *.*® This findings demonstrate the potential
of GO to enhance both conductivity and stability. With the
knowledge gained from these studies, we believe that the
incorporation of nanostructuring, graphite and GO hybridiza-
tion could significantly augment the Li storage and Li" diffusion
kinetics of FeOOH-based anodes.

Accordingly, the purpose of this research was to develop
a novel GO-encapsulated FeOOH/graphite anode material for
use in an LIB. FEOOH NRs were affixed to graphite sheets using
a simple hydrothermal approach. GO was subsequently ground
with an FeOOH/graphite material to affect the kinetics of elec-
trochemical reactions and structural regulation. The rationally
constructed GO@Gr-FeOOH anode ensured conductive chan-
nels and effectively mitigated the volume expansion of FeOOH.
In comparison to bare FeOOH (206.7 mAh g™ '), the GO@Gr-
FeOOH composite delivered an enhanced cyclability, retaining
a capacity of 428.7 mAh g™" at 0.5 C after 150 cycles.

Experimental

2.0 g of graphite powder (60 wt%) (purchased from POSCO;
particle size of 16 um) was dispersed in deionized water (DIW)
by ultrasonication for 30 min prior to adding precursors. A
solution of 150 mM FeCl;-6H,0 and 1 M NaNO; in 100 mL
deionized water (DIW) was added, and the mixture was adjusted
to a pH of 1.5. The aforementioned mixture was transferred to
an oil bath for hydrothermal treatment, with continuous
agitation at 75 °C for 6 h, after 10 mL of ethanol was added.
Once cooled to room temperature, the precursor was filtered,
rinsed several times with DIW and dried overnight at 80 °C to
obtain 60%Gr-FeEOOH. The GO coating was achieved by mixing
0.70 g Gr-FeOOH and 0.125 g GO (purchased from Graphene
Supermarket; single-layer GO; particle size of ~0.7 um) and
grinding in ethanol. The sample obtained is referred to as
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Scheme 1 Schematic representation for the fabrication of GO@Gr-
FeOOH.

GO@Gr-FeOOH. Scheme 1 represents the fabrication process of
the GO@Gr-FeOOH sample.

Results and discussion

The optimized parameters of graphite modification and GO
loading are depicted in Fig. S1 and S2,f respectively. The
structural features of the materials were examined using X-ray
diffraction (XRD), as depicted in Fig. 1a, proving the presence
of B-FeOOH with the corresponding diffraction peaks (JCPDS
No. 34-1266).2° In addition, the peak intensity at 26.5° increased
for the Gr-FeOOH and GO@Gr-FeOOH samples compared to
bare FeOOH because the graphite peak at the (002) plane is
more prominent.** The existence of two peaks at 44.4 and 54.6°,
belonging to (101) and (004) planes, respectively (JCPDS No. 41-
1487), substantiated the graphitic nature of the samples.””
Fig. S3t1 depicts the XRD pattern of graphite. The elemental
composition and valence state of the as-prepared anode mate-
rials were investigated using XPS. The XPS spectra of Fe 2p
exhibited two prominent peaks, accompanied by two shake-up
satellite peaks (sat.) at 711.6 (Fe 2ps.,), 725.2 (Fe 2pys), 719.2
(Fe 2ps/, sat.) and 733.3 eV (Fe 2py, sat.) (Fig. S47), representing
the +3 chemical state of Fe in the synthesized FeOOH.*® More-
over, Fe 2p XPS spectra revealed satellite peaks at 719.2 and
733.3 eV, indicative of Fe®'. Besides, there are no observable
satellite peaks at around 716 and 730 eV, confirming the
absence of Fe®'. Additionally, the Fe 2ps, satellite peak is
positioned almost 8 eV higher than the foremost peak, which
also further attests to the Fe**.>>3! As shown in Fig. 1b, the O 1s
spectra contained peaks at 530.3, 531.5, 532 and 532.9 eV, which
were assigned to lattice oxygen (Fe-0O), surface-adsorbed OH ™,

C-0, and surface-adsorbed  water, respectively.’>*

[GO%Gr-FeOOH = Cis

=

Tntensity (a.u.)

Fig.1 (a) XRD patterns, (b) XPS spectra of O 1s for FeFOOH, Gr-FeOOH
and GO@Gr-FeOOH samples, (c) XPS spectra of C 1s for the GO@Gr-
FeOOH sample; HR FE-SEM top view images of (d) FeOOH, (e) Gr-
FeOOH and (f) GO@Gr-FeOOH samples.
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Deconvolution of the C 1s spectra for the GO@Gr-FeOOH
sample was executed using four Gaussian curves (Fig. 1c), rep-
resenting C=C (283.8 eV), C-C (284.8 eV), C-O (285.3 eV), and
C=0 (287.9 eV).3+%

The morphological features of FeOOH, Gr-FeOOH and
GO@Gr-FeOOH were assessed by FE-SEM (Fig. 1d-f and S57),
and all samples exhibited a rod-like structure. The bare-FeOOH
NRs were agglomerated (Fig. S5af), while the presence of
graphite inhibited such agglomeration and maintained greater
surface area (Fig. S5bt). Furthermore, as can be seen from
Fig. 1f, S5c and f, GO coated the surfaces of the NRs and
facilitated interconnections among the FeOOH NRs. Fig. S6T
shows the morphology of graphite. The compositional studies
of the anode materials have been done based on the SEM-EDS
(Fig. S7-S9 and Table S1t) and semi-quantitative analysis
(SQX), which is an application of wavelength-dispersive X-ray
fluorescence (XRF) spectrometry (Table S2+). The SQX analysis
revealed an O/Fe atomic ratio of approximately 1.38, which is
significantly lower than the stoichiometric ratio expected for
FeOOH (2.0). Combined with the observation of an intense
background in the XRD pattern, these results suggest that the
majority of the samples consist of an X-ray-amorphous, oxygen-
deficient oxyhydroxide phase. Therefore, it is speculated that
the synthesized material primarily comprises a highly disor-
dered, low-oxygen iron-based phase, rather than pure, crystal-
line FeOOH.

Fig. 2a displays the Fourier transform infrared (FT-IR)
spectra of FeOOH, Gr-FeEOOH and GO@Gr-FeOOH. The broad
peaks at ~3360 and 1615 cm™ ' arose from the stretching and
bending vibrations of O-H, respectively, in FeOOH.*® The
detected FT-IR absorption bands in the range of 670 and
~850 cm " were attributed to Fe-O symmetric stretching and
O-H bending vibrations, respectively.*”*® The band observed at
1580 cm™ " belongs to the C=C (sp” carbon). Specifically, the
peak intensity at 1580 cm ™' increased for GO@Gr-FeOOH,
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Fig. 2 (a) FT-IR spectra of FeOOH, Gr-FeOOH and GO@Gr-FeOOH
samples; and (b) TEM, (c and d) HR-TEM images, (e) EDS elemental
mapping images and (f) EDS line scanning of the GO@Gr-FeOOH
sample.
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explicitly indicating the GO modification. Furthermore, it was
shown that the distinctive peaks for GO at 1720 and 2850-
2920 cm™~ " were related to the stretching vibrations of C=0 and
C-H, respectively.”**** Transmission electron microscopy
(TEM) images were acquired to identify the microstructure of
GO®@Gr-FeOOH. As shown in Fig. 2b, GO@Gr-FeOOH exhibited
a rod-like shape. The indicated lattice fringe with a d-spacing of
0.259 nm belongs to the (400) lattice plane of FeOOH (Fig. 2c),
which is consistent with the above XRD data. Moreover, it is
evident that the FeOOH rods were conformally coated with GO
with a thickness of ~15 nm (Fig. 2d). The corresponding
elemental mapping and spectral analysis verified the presence
of Fe, O and C (Fig. 2e and S107). Furthermore, as can be seen
from Fig. 2f and S11, the EDS line scanning revealed the
homogeneous distribution of Fe and O throughout the NR. Also,
carbon is conspicuously observed on the exterior of the NR,
validating the GO encapsulation on the surface of the FeOOH
(Fig. S127).

Cyclic voltammetry (CV) tests were conducted at a scan rate
of 0.1 mV s to examine the lithiation/delithiation behavior,
with comparative data provided in Fig. 3a-c. The initial
discharge curve has three peaks at 1.59, 1.05 and 0.64 V. The
cathodic peaks at 1.59 and 1.05 V are associated with the
insertion of Li" into FeOOH to generate Li,FeOOH, and the
phase transformation and structural changes of FeOOH during
Li" intercalation, respectively.**® Furthermore, the noticeable
cathodic peak at 0.64 V is linked to the formation of the solid-
electrolyte interface (SEI) as well as the conversion reaction
resulting in metallic Fe®.'**° During the subsequent first anodic
scan, a distinct peak at 1.07 V was assigned to the deformation
of the SEI and a broad peak at 1.5-1.75 V is ascribed to the
deconversion reaction of Fe® to Fe*".**2 As the number of cycles
increases, the peak currents significantly diminish, leading to
irreversible capacity loss due to the unstable characteristics of
the FeOOH electrode.” After the second cycle, however, the peak
currents begin to overlap. This phenomenon can be related to
the influence that graphite and GO have on the stabilization of
the SEI layers (Fig. 3b and c). Also, the SEI deformation peak
almost disappeared after the fifth cycle for graphite-modified
samples, substantiating the establishment of a stable SEL.*
Moreover, noticeable cathodic and anodic peaks were observed
at 0.17 and 0.24 V for Gr-FeOOH and GO@Gr-FeOOH anodes.
These peaks are responsible for the intercalation of Li* into
graphite and the deintercalation of Li' from graphite,
respectively.*

Galvanostatic cycling experiments of the synthesized
FeOOH, Gr-FeOOH and GO@Gr-FeOOH anodes were conducted
at 0.1 C, as depicted in Fig. 3d, with the initial five cycles pre-
sented in Fig. S13.T The discharge/charge capacities of FeOOH,
Gr-FeOOH and GO®@Gr-FeOOH in the first cycle were 1390/
1140, 790/643 and 1183/850 mA h g™, with initial coulombic
efficiencies (ICEs) of 82.2, 81.7 and 71.7%, respectively. Two
plateaus are noted during the first discharge at ~1.85 V, indi-
cating Li" intercalation to generate Li,FeOOH and at ~0.8 V,
attributed to the SEI formation and the conversion reaction
yielding Fe®. The ICE of GO@Gr-FeOOH was inferior to that of
the other two anodes. This could be ascribed to the

This journal is © The Royal Society of Chemistry 2025
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! of (a) FeOOH, (b) Gr-FeOOH and (c) GO@Gr-FeOOH: (d) initial discharge—charge profiles at 0.1 C,

(e) rate performance from 0.1to 4.0 C, (f) cycle performance at 0.2 C, (g) long-cycle stability test at 0.5 C (after activation at 0.1 C for 5 cycles) of

FeOOH, Gr-FeOOH and GO@Gr-FeOOH samples; and (h) long-cycle
FeOOH anode.

development of a denser organic SEI, leading to a marginally
reduced ICE. This thicker SEI layer formed in the GO@Gr-
FeOOH may result from the incorporation of GO, which offers
an expanded contact area with the electrolyte. It is noteworthy
that the initial discharge capacities of both FeOOH and GO@Gr-
FeOOH are higher than the theoretical capacity of FeOOH. This
might be due to the irreversible and partially irreversible reac-
tions that transpired during the initial discharge process as
a result of the formation of the SEI. The formation of the SEI
may elicit reactions that enable further lithium storage. Besides,
the electrolyte may decompose during cycling to generate the
SEI, leading to the formation of additional lithium-containing
species that can contribute to charge storage. Furthermore,
transition metal oxides or carbon-based materials can store
lithium through surface or near-surface reactions, which can
result in additional capacity (pseudocapacitive).?®*>* In
contrast, Gr-FeOOH exhibited a lower initial discharge capacity,
which arose from graphite.

Cells with different C-rates were assessed to determine their
rate capability and the results are depicted in Fig. 3e. Despite
the fact that Gr-FeOOH showed lower capacities at low C-rates,

This journal is © The Royal Society of Chemistry 2025

stability test at 1 C (after activation at 0.1 C for 5 cycles) of the GO@Gr-

the discharge capacity rapidly recuperates to 510 mAh g~ when
the current density reverts to 0.1 C. It should be noted, on the
other hand, that bare FeOOH was only able to keep 48.6% of its
discharge capacity after the rate cycles were completed. This
result indicates that graphite has the potential to enhance the
stability of FeOOH. The GO-modified Gr-FeOOH demonstrated
superior capacity across all current rates. It is noteworthy that,
even at a high current density of 2 C, the GO@Gr-FeOOH elec-
trode retained 35% of the initial reversible capacity at 0.1 C.
This outcome indicates that the GO@Gr-FeOOH anode exhibi-
ted exceptional kinetics. We presume that this is a consequence
of the inclusion of GO around and interlinking individual
FeOOH NRs, which increased the electrical conductivity of the
electrode. Additionally, we tested the cycling stability at a rate of
0.2 C. As can be observed in Fig. 3f, the FeOOH, Gr-FeOOH and
GO@Gr-FeOOH samples retained 21.2, 70.9 and 83.5%
capacity, respectively, after the 50" cycle relative to the 2
cycle. The cycling performance of the as-prepared anodes at 0.5
C is illustrated in Fig. 3g. Following activation at 0.1 C for five
cycles, GO@Gr-FeOOH demonstrated a reversible specific
capacity of 428.7 mAh g™, with a capacity retention of 61.7% at

Sustainable Energy Fuels, 2025, 9, 3404-3411 | 3407
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0.5 C after 150 cycles, accompanied by an average CE of 98%
(Fig. S14f). Conversely, FeOOH and Gr-FeOOH displayed
reversible specific capacity values of 206.7 and 319.7 mAh g,
respectively, with capacity retentions of 32.2 and 60.5% at 0.5 C
after 150 cycles. The low capacity of FeOOH is attributable to its
low conductivity and poor structural stability. The continuous
volume fluctuations during lithiation and delithiation caused
structural instability in FeOOH, resulting in pulverization and
rapid capacity loss. The improved capacity and stability of the
graphite/FeOOH composite can be attributed to the conductive
graphite network that aids electron transmission, while simul-
taneously preventing FeOOH aggregation, offering increased
active sites for Li-ion storage. The well-designed GO-coated
structure was the reason for the exceptional cycling perfor-
mance of GO@Gr-FeOOH, where the GO@Gr-FeOOH anode
showed 388.6 mAh g~ of reversible specific capacity after 200
cycles at 1 C (Fig. 3h), with a capacity retention of 67.8% (from
the 6™ cycle). The GO modification resulted in a thicker SEI
during the initial cycle (as we discussed earlier). This thick SEI
layer can effectively passivate the surface of the anode and
prevent further electrolyte decomposition. It led to minimizing
Li-ion consumption, ultimately improving cycling stability.
Electrochemical impedance spectroscopy (EIS) measure-
ments were conducted before cycling to gain a more compre-
hensive understanding of the electrochemical reaction of the
as-fabricated anode samples. Nyquist plots were simulated
based on the equivalent circuit model (inset of Fig. 4a) to derive
the parameters associated with electrolyte resistance (Ry),
charge transfer resistance at the electrode/electrolyte interface
(Ret) and Warburg impedance (Zy). Fig. 4a illustrates that Gr-
FeOOH somewhat reduced R.; from 293.6 to 270.4 Q before
cycling. Furthermore, R, dramatically decreased for the
GO®@Gr-FeOOH anode (91 Q), implying that the GO wrapping
facilitated an acceleration of the charge transfer rate between
the electrode and electrolyte, which is advantageous for the

Q400 b 800
——FeOOH R, R, Zy ) ——FeOOH =221.6 Q5™
o— Gr-FeOOH y ~ 700 49— Gr-FeOOH O /‘{://4:
3004~ GO@Gr-FeOOH pe 600 -— GO@Gr-FeOOH Q/:fa/"’ c
N e, 4%./ 0,=176.2 s’
_ P &S o 500"
<) 4 S A <)
g 200 b S ", 400
§ 3 o N
\ 5 «" N 300
1004 \\/ 200 e e e e—e— e
100 o= 39.8 Qs
0 100 200 300 400 500 600 1.0 1.2 14 16 18 20 22 24
z (Q) 0-045 (S-O..‘)
C GO@Gr-FeOOH d 0.2 GO@Gr-FeoOH
i Cathodic peak
T b=0.65
- 0.0
<
£
= 04 = -0.2
g & Anodic peak
E / -0.44 b=0.60
= —0.1 mV/s
U.] ——03mV/s
’\_/'/; 0.5mVi/s -0.6
0.8 mV/s bs
— 1 mV/s
-2 -0.8
0.0 0.5 1.0 1.5 2.0 100 -0.75 -0.50 -0.25 0.00
Voltage (V vs. Li/Li") log v

Fig. 4 (a) EIS spectra before cycling (inset: corresponding equivalent
circuit), (b) relation curve between Z,, and w~°= at low frequencies of
FeOOH, Gr-FeOOH and GO@Gr-FeOOH; (c) CV curves of GO@Gr-
FeOOH at different scan rates and (d) relation curve between logi and
log v of the GO@Gr-FeOOH anode.
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reduction of R... This can be attributed to the GO coating, which
can buffer volume changes of FeOOH, thereby retaining the
structural integrity and preventing the disruption of conductive
pathways. In addition, the functional groups of GO can interact
with Li-ions and facilitate their transport at the interface.*”
Additionally, in order to evaluate the effect of GO coating
amount on the charge transfer behaviour, we analyzed the EIS
and depicted it in Fig. S15.F As shown in Table S3,t the 0.125-
GO@Gr-FeOOH sample showed the lowest R, implying the
improved Li-ion insertion/transport. Moreover, we estimated
the Li" diffusion coefficient (D) prior to cycling through EIS
analysis utilizing the subsequent equation:**

2
Dy = 0.5 (RT / AP CO’W) (1)

Zpe = Ro+ Ry + oy ™2 (2)

where, R is the universal gas constant (8.314 J mol ™ K™"), T'is
the absolute temperature, A is the surface area of the electrode,
F is the Faraday constant (96485 C mol '), n is the number of
electrons transferred per reaction (1 per 1 Li-ion), C is the Li-ion
bulk concentration in the electrolyte (0.001 mol cm ) and oy is
the Warburg factor determined by Z,. and w °°. Fig. 4b
displays the linear correlation between Zg, and & *° and Gr-
FeOOH had a 1.5-times increase in Dy;, relative to bare-FeOOH
(Fig. S1671). Additionally, GO@Gr-FeOOH exhibited a 20-fold
improvement in Dp;, compared to Gr-FeEOOH. The enhance-
ment of the ion diffusion coefficient may result from the
oxygen-containing functional groups of GO created spacing that
provided channels for Li-ion transport. Additionally, GO
possessed a large surface area, augmenting the effective surface
area of the FeOOH, thereby increased the number of active sites
for Li-ion intercalation. Furthermore, by reducing the R, GO
contributed to a reduction in the electrochemical polarization
of the FeOOH electrode.*>*

In order to estimate the impact of the SEI layer, we per-
formed the EIS analysis of the FeOOH, Gr-FeOOH and GO@Gr-
FeOOH samples following the 150-cycle stability test. As shown
in Fig. S17,7 the Nyquist plots were fitted according to the
equivalent circuit model (inset of Fig. S171). Rsg; is the resis-
tance originating from the SEI. The fitted parameters are
provided in Table S4.f As can be seen from Fig. S17,t it is
obvious that the GO@Gr-FeOOH had the smallest semicircle,
signifying that its resistances are significantly lower than those
of other samples. It is evident that the Rg of FeOOH and Gr-
FeOOH anodes exhibited higher values. This rise in resistance
is primarily attributed to the accumulation of electrolyte
decomposition by-products and the thickening of the SEI layer.
The FeOOH anode, renowned for its high redox activity, can
facilitate parasitic side reactions, specifically under prolonged
cycling conditions, leading to the formation of resistive organic
and inorganic species such as LiF and RCO,Li. It is possible
that, with time, electrolyte depletion and increased viscosity
resulting from solvent breakdown may also impede efficient
lithium-ion transport, which would further elevate the electro-
Iyte resistance.* > Besides, the bare FeOOH sample showed an

This journal is © The Royal Society of Chemistry 2025


https://doi.org/10.1039/d5se00202h

Published on 19 maijs 2025. Downloaded on 14.10.2025 18:19:57.

Paper

increase in Rgg; as a result of the thick SEI, which impaired the
ion transfer. Moreover, it is apparent that the GO coating
diminished the Rgg; and R... The GO coating played a crucial
role in suppressing SEI growth and stabilizing the electrode/
electrolyte interface, causing a notable decrease in both Rggr
and R after long-term cycling compared to bare FeOOH. GO
formed an electrically conductive and chemically stable inter-
facial layer on the FeOOH surface. This layer served as a physical
barrier, preventing direct contact between FeOOH and the
electrolyte, thereby minimizing parasitic reactions and inhib-
iting continuous SEI formation. Additionally, the functional
groups of GO contributed to uniform and thinner SEI
formation.'**

In order to explore the capacitive features of the GO@Gr-
FeOOH anode, the CVs at various scan rates were obtained, as
seen in Fig. 4c. The Li" storage mechanism can be classified into
two components: the faradaic contribution arising from the
diffusion of Li" into the bulk of the material, which governs the
redox reaction as a battery process and the capacitive behavior,
which consists of the faradaic contribution from the charge-
transfer process at the surface, known as pseudocapacitance,
or the non-faradaic contribution from the double-layer capaci-
tive effect.> The following equation can be used to assess the
impact of capacitive behavior by plotting peak current (i)
against the scan rate (v):*®

i=ar’ (3)

The parameters a and b both are adjustable. The b value
denotes the different kinetic processes of the electrochemical
reaction (Li" storage mechanism of material): when the b value
is near 0.5, it signifies that charge transfer is primarily governed
by a diffusion-controlled process, whereas a b value approach-
ing 1 indicates that the system is predominantly controlled by
the capacitance process.*® As can be seen from Fig. 4d, the
values of b for the anodic and cathodic peaks are 0.60 and 0.65,
respectively. The fact that this result was obtained indicates that
the Li" storage mechanism in the GO@Gr-FeOOH anode is
a combination of processes that are controlled by diffusion and
capacitive regulation.

Based on our investigations, we suggested a plausible
mechanism for bare FeOOH, Gr-FeOOH and GO®@Gr-FeOOH
anodes during lithiation/delithiation processes (Scheme 2).
The FeOOH anode experienced continuous volume expansion
and contraction during the Li-ion intercalation and dein-
tercalation (as explained by CV), which led to formation of
cracks, particle pulverization, and serious capacity fading
(Scheme 2a). The sp>bonded carbon layers of graphite can
create a conductive matrix for FeOOH NRs. This markedly
enhanced the electron transport, improving the overall charge/
discharge kinetics of the anode (Scheme 2b). Besides, graphite
facilitated the dispersion of FeOOH particles and inhibited
their agglomeration. Through the consistent distribution of
FeOOH with the graphite matrix, a high active surface area was
maintained, which resulted in an increase in the number of Li-
ion storage sites and a more favourable interaction with the
electrolyte, ultimately leading to an increase in total capacity. In
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Scheme 2 Schematic illustrations for the lithiation/delithiation
mechanism of (a) FeOOH, (b) Gr-FeOOH and (c) GO@Gr-FeOOH
samples.

the case of the GO@Gr-FeEOOH anode (Scheme 2c¢), GO func-
tioned as a mechanical support for FeFOOH NRs, thereby sup-
pressing volume variations in the GO@Gr-FeOOH anode. This
resulted in improved cycle stability and reduced material
pulverization. Also, GO can promote the formation of a stable
and uniform SEI layer on the FeOOH surface, protecting it from
continuous degradation while allowing Li-ion transport. More-
over, the chemical interaction between FeOOH and GO
consistently stabilized the FeOOH NRs and afforded a path for
Li-ion transport.

Conclusions

In summary, GO-encapsulated FeOOH/graphite was success-
fully fabricated to address the intrinsic drawbacks of FeOOH
electrodes, including low electrical conductivity and volumetric
expansion during cycling. The GO@Gr-FeOOH anode showed
a remarkable capacity of 680 mAh g~ " at 0.1 C, despite cycling at
numerous current rates. This capacity is 90 and 33% better than
those of bare FeOOH and Gr-FeOOH, respectively. Furthermore,
a discharge capacity of 388.6 mAh g ' was sustained by the
GO@Gr-FeOOH electrode even after 200 cycles at 1 C. The
synergistic effect of the graphite sheet and GO wrapping was
responsible for the high stability of the GO@Gr-FeOOH anode.
Graphite acted as a conductive matrix to accelerate ion trans-
mission. In addition, the conformally enveloped GO layer
offered an increased number of active sites for Li-ion interca-
lation, while GO accommodated the volumetric fluctuations of
FeOOH, ensuring structural integrity. The suggested
approaches for the FeOOH anode in this study can be employed
for other transition metal oxide-based anode materials to tackle
identical issues and optimize their performance.
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