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1. Introduction

Electrochemical performance enhancement of
MnO, nanowires through silver incorporation
for next-generation supercapacitors
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Imran Shakir,” Muhammad Farooq Warsi

Increased demand for effective energy storage systems emphasizes the urgency to overcome the
bottlenecks of existing technology. Supercapacitors (SCs), owing to their high specific power and
fast charging/discharging capabilities, are perfect candidates for future energy applications but their
low energy density makes them impractical for commercial applications. Because of their high energy
density and variable oxidation states, transition metal oxides (TMOs) have great potential as super-
capacitor electrode materials. But for practical applications, their poor intrinsic conductivity needs to be
improved. Noble metal doping offers a compelling method to raise the conductivity and structural
stability of TMOs. Herein, we have prepared Ag,MnO, (x = 0.05, 0.10, and 0.15) to improve the
conductivity and structural stability of the electro-active material. FESEM micrographs exhibit cracks on
the nanowire (NW) surface by Ag doping, proposing less dead volume. Ag doping also fortified electrode
pulverization during charging/discharging cycles by imparting structural stability. These properties
enabled AggosMnO, NWs to demonstrate a specific capacitance of 1027 F g~* at a current density of
1 A g7t The electrode also retained a capacitance of 93.16% after 10 000 GCD cycles@l12 A g~* along
with 86% rate capability at 9 A g% By tackling critical difficulties such as poor conductivity and
structural stability, this study advances energy storage technologies and lays the groundwork for the
creation of high-performance supercapacitors for future energy applications.

energy storage systems to meet the ever-increasing energy
demands. Modern devices, such as portable electronics, med-

Addressing the escalating environmental pollution concerns
resulting from increased fossil fuel consumption highlights the
growing importance of renewable energy storage devices to
fulfill next-generation energy demands.’™ Fossil fuel burning
produces almost 35 billion tons of CO, per annum, which is
adversely affecting the air quality index.>® The combustion of
fossil fuels is also damaging soil and water sources. Materials
scientists and researchers are trying to develop green and
sustainable energy production systems such as hydro-power,
solar cells, and windmills.”® However, these energy sources are
climate dependent. Therefore, it is challenging to construct
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ical equipment, smartphones, load-managing systems, and
hybrid vehicles, necessitate immediate access to high power.
This requirement presents a barrier that rechargeable batteries
cannot adequately meet.

Supercapacitors are excellent rechargeable energy storage
systems that can power up modern electronics and electrical
gadgets.”™® They have superior power density than recharge-
able batteries.'* Supercapacitors have received a lot of interest
for their potential as replacements to conventional capacitors
and rechargeable batteries. They have remarkable characteris-
tics such as high specific power, extended cycle life, outstand-
ing rate capability, and quick charging/discharging capabilities.
These distinct properties make supercapacitors ideal candi-
dates for applications in new energy systems such as wearable
electronic gadgets, load management systems, and powering
off-grid homes. Furthermore, supercapacitors provide energy to
power up electric vehicles through increased specific power.
However, supercapacitors have low energy density as compared
to rechargeable batteries. The energy density is related to the
specific capacitance and potential window of a supercapacitor

© 2024 The Author(s). Published by the Royal Society of Chemistry
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by the equation E ZECVz. So, the energy density could be

improved either by increasing specific capacitance or by extend-
ing the voltage window. Recent research in the domain of
supercapacitors has witnessed substantial advances in the use
of transition metal oxides and sulfides as electrode materials.
Studies by Vilhal et al, Prabhu et al., Jiang et al, Sun et al.,
Pappu et al., and Van et al. have shown that NiO, CuO, and
Cu doped ceria, manganese oxide/carbon composite cobalt
manganese oxide, and Ni-Co binary sulfides have potential
electrochemical characteristics for improving energy storage
performance in supercapacitors.'>™*” Furthermore, comprehen-
sive studies by Melkiyur et al. and Imran et al. have summarized
the existing state-of-the-art and future prospects of transition
metal oxides/sulfides and manganese oxide/sulfide in super-
capacitor technology respectively.'®"?

Especially, transition metal oxides have gained substantial
interest as supercapacitor electrode materials because of their
faradaic redox nature to store charge, which improves the
energy density of the supercapacitor. Sana et al. demonstrated
that Ag-V,05 exhibited a specific capacitance of 516.6 F g’l@
1 A g ! current density.”® Wang et al. reported that Co;0,
nanowires demonstrated a specific capacitance of 880.2 F g '@
1 A g ' current density with a rate capability of 70%@
20 A g "> Liu et al. reported that the Ag-MnO,/rGO composite
exhibited a specific capacitance of 804.6@1 A g~ *.>*> Ozoemena
et al. demonstrated that K'/Na" pre-intercalated MnO, NWs
exhibited a specific capacitance of 124 F g ' in KOH
electrolyte.>®> Among TMOs, manganese dioxide (MnO,) nano-
structures have attracted great attraction as electrode materials
for supercapacitors, thanks to their economic and environmen-
tally friendly nature, theoretical capacitance (1370 F g~ '), and
non-toxicity. MnO, nanostructures exist in a variety of crystal-
lographic forms (o, B, v, and §).>* These crystallographic forms
are distinct from each other by the linkage of basic [MnOg]
octahedra. In o, B, and y MnO,, [MnO¢] octahedron links in
such a way that it forms (2 x 2 and 1 x 1), (1 x 1), and (2 x 1)
tunnels respectively. a-MnO, is regarded as a potential candi-
date for supercapacitor applications due to a larger tunnel
structure of 4.62 A.*° The larger tunnel structure makes electro-
lyte ion insertion and de-insertion quite easy resulting in fast
charging/discharging rates. However, the o-phase of MnO,
suffers from stability issues and transforms into other phases
of Mn0O,.2**” Previous studies have shown that the o phase of
MnO, is stabilized by doping with larger ions.”**° MnO, also
has poor electronic conductivity like other transition metal
oxides.* Ag doping in MnO, has been proved to be beneficial
due to excellent conductivity of silver which contributes to the
overall conductivity enhancement of the electrode material. Ag"
ions have larger ionic radii (1.15 A) due to which they are able to
stabilize 0-MnO,. Additionally, hybridization between Ag 4d
and O 2p induces new states between conduction and valence
bands. The p-d repulsion is so high that it moves the Fermi
level towards the conduction band resulting in an ease in
electron transfer to the conduction band. Oxygen and interstitial
defects produced by silver doping also induce new occupied states
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between conduction and valence band resulting in an upward
movement of the Fermi level. Silver doping also induced n-type
characteristics in p-type MnO,.** Consequently, silver is expected
to induce structural stability to maintain the lifespan of SCs over
longer charging/discharging cycles along with improvement in
conductivity. Structural stability could also be obtained by doping
alkali metal ions but Ag 4d and O 2p hybridization which
contributes towards conductivity improvement makes Ag prefer-
able over alkali metal ions and transition metal ions. Moreover,
silver is the most conductive metal in the periodic table.*® Addi-
tionally, silver being a redox active material could introduce more
redox active sites in the electrode material contributing to
improved pseudocapacitance, leading to enhanced energy density.
Owing to these characteristics, silver is considered as an excellent
dopant for MnO,. The synergistic effect of silver’s excellent con-
ductivity and o-MnO,’s pseudocapacitance and large tunnel struc-
ture could improve energy density along with power density,
enabling supercapacitors applicable where quick and longer
energy discharge is needed. Rahman et al. prepared silver doped
MnO,@carbon cloth for supercapacitor applications. The elec-
trode demonstrated a capacitance of 350 F ¢~ '@1 A g~ current
density. They also reported the performance of a Ag-MnO,/acti-
vated carbon asymmetric supercapacitor device. The device
demonstrated an energy density of 54 W h kg™ in a 0-2 V
potential window.>® Zhang et al. assessed the supercapacitor
performance of silver nanoparticle loaded MnO, nanosheets. Ag-
MnO, exhibited a capacitance of 272 F ¢ '@10 mV s~ ', which is
three times higher than that of the undoped MnO, (90 F g ') in
1 M Na,SO, electrolyte.®® Dai et al. prepared silver nanoparticles
embedded in MnO, nanowires and studied their electrochemical
supercapacitor properties. The electrode material demonstrated
a specific capacitance of 1230 F ¢~ '@1 mV s~ ' scan rate along with
a capacitance retention of almost 91% after 10 K charging/
discharging cycles.*®

In this research, we have studied the consequences of
varying the amount of silver on the structural and supercapa-
citor performance of MnO,. Ag doping in MnO, is believed to
demonstrate better structural stability and electrochemical
performance. Ag doping has tuned the structure of MnO, which
is confirmed through characterization techniques like XRD,
XPS, and FTIR. FESEM micrographs have shown that the NW
surface becomes rough after Ag doping, which is expected to
provide more redox active sites for electrolyte ions. Ag doping in
MnO, NWs showed an increase in surface area as confirmed by
BET analysis. It was observed that the electrochemical perfor-
mance of MnO, NWs showed an improvement with an opti-
mum silver concentration of 0.05, therefore, MnO, doping with
an optimum dopant concentration can improve electrochemi-
cal performance.

2. Experimental
2.1. Materials

Potassium permanganate (KMnO,, Daejung, 98%), ammonium
persulfate [(NH,4),S,0g, Merck, 98%], nitric acid (HNO;, Merck,
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70%), silver nitrate (AgNO;, Merck, 98%), absolute ethanol
(C,H50H, Merck, 98%) and deionized (DI) water.

2.2. Synthesis of Ag,MnO, nanowires

MnO, NWs were synthesized through a low temperature hydro-
thermal treatment. A uniform aqueous solution of KMnO, was
prepared by dissolving it (4 g) in DI water with continuous
stirring. Subsequently, aqueous solution of ammonium persul-
fate was prepared by dissolving it (2 g) in a separate beaker.
This solution was slowly added to the aqueous solution of
KMnO,. After that, 1 cm? of nitric acid was added to the above
mixture. The total volume of the mixture was made up to
80 ecm® by the addition of some more DI water. The resulting
mixture was then transferred to a Teflon-lined autoclave for
heat treatment at 180 °C for 16 h. Afterwards, the mixture was
washed multiple times with DI water and ethanol to eliminate
impurities and neutralize the solution. Finally, the precipitates
were dried overnight at 100 °C. The resulting nanowires were
finely ground into powder and stored for further characteriza-
tion and potential application. To introduce Ag into MnO,, the
same protocol was employed with different Mn : Ag molar ratios
(1:0.05, 1:0.1, 1:0.15). Ag,MnO, NWs grow via Ostwald
ripening.*”*® A schematic illustration for the formation mecha-
nism of Ag,MnO, NWs is depicted in Fig. 1.

2.3. Electrode preparation

Sonication was used to prepare binder-free electrodes of MnO,
NWs and Ag,MnO, NWs on the nickel foam. In a typical
synthesis procedure, MnO, NW paste in DI water was created
by sonication for 60 min. The homogenized paste was then
transferred on HCI treated and washed nickel foam using a
micropipette. The electroactive material-loaded nickel foam
was then placed in an oven at 50 °C for complete removal of
DI water. Subsequent evaluation of electrochemical supercapa-
citor performance was done using the prepared electrode.

2.4. Electrochemical studies

Electrochemical performance of MnO, NWs and Ag,MnO, NWs
was tested in a half-cell configuration using 1 M Na,SO,. Cyclic
voltammetric (CV) response was assessed in a potential range
0-0.6 V. GCD measurements were performed in order to assess
the charging/discharging behavior of the electrodes. Addition-
ally, the effect of various current densities on Agy 0sMnO, was
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also studied. Measurements using electrochemical impedance
spectroscopy (EIS) were conducted between 0.1 Hz and 100 kHz
frequency.

2.5. Characterization

Structural investigations of Ag,MnO, NWs were conducted on a
LabX XRD-6100 X-ray diffractometer. Functional group identifi-
cation was performed using an IR Affnity-1S spectrophot-
ometer. Studies on morphology were executed using a ZEISS
LEO SUPRA 55 field emission scanning electron microscope.
Elemental presence was evaluated using a JEOL JCM-6000Plus
SEM. Transmission electron microscopy (TEM) was performed
using a JEOL JSM 2100 transmission electron microscope
operating at 200 kv. The XPS measurements were carried out
using a Kratos Amicus/ESCA 3400 instrument. A DuPont type
analyzer was used to examine the energy of photoelectrons that
were emitted at 0° from the surface normal after the sample
was exposed to 240 W unmonochromated Mg Ko X-rays at a
pass energy of 150 eV. Using the Micromeritics ASAP 2020
Physisorption analyzer, the BET surface area of the samples
was determined. Electrochemical performance of the as synthe-
sized electrodes was tested on GAMRY interface 5000E.

3. Results and discussion

3.1. X-ray diffraction (XRD)

Structural investigations and crystallite size determination of
bare and doped MnO, NWs have been carried out by XRD
analysis.>® The XRD spectra of Ag,MnO, NWs are shown in
Fig. 2(a). All the diffraction peaks are generated by (220), (310),
(400), (211), (330), (420), (301), (510), (411), (600), (521), (002),
(541), and (312) diffraction planes of tetragonal MnO, accord-
ing to ICDD card # 00-044-0141.%° The intense diffraction peaks
indicated good crystallinity and the intensity was observed to
decrease through Ag doping. This decrease in intensity showed
that the crystallinity is disturbed by doping. This could be
attributed to the insertion of Ag” ions into the MnO, lattice.**
This intensity reduction may be associated with the fact that
doping can induce defects and dislocations in the crystal
lattice. Defects, such as vacancies or interstitials, introduce
local atomic rearrangements, while dislocations are line defects
caused by lattice mismatch. Both defects and dislocations
scatter X-rays, leading to a decrease in peak intensity. Moreover,

Mn?* ions

o

MnO, Octahedron

a-MnO, unit cell formation

Nucleation

Nanowi res/

Fig. 1 A schematic illustration for the formation mechanism of Ag,MnO, NWs.
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doping can lead to the formation of amorphous or poorly
crystalline regions within the material. Fig. 2(b) shows the
magnified view of the diffraction peak associated with the
(211) plane. With silver doping, the diffraction peak was shifted
towards a lower angle. This shifting is attributed to ionic radii
difference between Ag" (1.15 A) and Mn*" (0.53 A).*> When Ag
atoms substitute Mn atoms in the MnO, lattice, the average
atomic size increases. This increase in atomic size can cause
lattice expansion, leading to a shift in the XRD peaks towards
lower diffraction angles.”*™> The average crystallite size “D”
was calculated using the Debye Scherrer equation.*®*”

D = KJ/Bcos0 (1)

The calculated crystallite sizes for Ag,MnO, NWs (x = 0, 0.05,
0.10, and 0.15) were found to be 13.65 nm, 13.20 nm, 12.80 nm,
and 12.50 nm, respectively. Upon increasing the Ag concen-
tration, the crystallite size decreased, and is well consistent
with the previous literature.”® The surface area of all the
samples was calculated from XRD data using the eqn (2).**°

S =6000/(D x p,) )

The calculated surface area of MnO,, Ag, osMnO,, Ag, 1oMnO,,
and Ag, ;sMnO, NWs was found to be 57.2 m* g™ !, 73.1 m* g,
68.3 m> g ', and 63.7 m”> g, respectively.

3.2. Fourier transform infrared (FTIR) spectroscopy

Functional groups of pristine, and Ag,MnO, NWs were con-
firmed by FTIR technique.® FTIR spectra of Ag,MnO, NWs are
given in Fig. 3. All the absorption bands are in good agreement
with the literature.?® The absorption bands below 1000 cm™*
(low frequency region) confirmed the successful synthesis of
MnOs octahedra.’? Briefly, the absorption bands located at
465 cm ' and 512 cm ' are ascribed to Mn-O stretching
vibration. The absorption band located at 702 cm ™' is attrib-
uted to the stretching vibration of Mn-O-Mn, suggesting the
formation of MnOg octahedra. These absorption bands were
located at slightly different positions for the Ag doped samples.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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(a) XRD patterns of bare and Ag doped MnO, NWs, (b) enlarged view of diffraction peak from (211) diffraction plane.
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Fig. 3 FTIR spectra of AgyMnO, NWs.

This illustrates that Ag has been successfully doped into MnO,.
The band at 1548 cm ' is due to Mn-O-H vibration.>® The
intensity decrease with doping indicated that oxygen vacancies
are produced. In addition, the band positioned at 3435 cm™ " is

due to the stretching vibration of the O-H bond.

3.3. Field emission scanning electron microscopy (FESEM)

Morphology of Ag,MnO, NWs was evaluated by FESEM
analysis.”® The FESEM micrograph of pristine MnO, showed
the nanowires morphology as depicted in Fig. 4(a). Pristine
nanowires are ultrathin as well as ultralong having a diameter
below 50 nm. Fig. 4(b)-(d) are the FESEM micrographs for
MnO, NWs doped with different concentrations of silver. Silver
doping has made the surface rough, and aggregation has also
taken place. The aggregation is resulted from high surface
charge.>*® The augmented surface charge could be attributed

Mater. Adv., 2024, 5, 6170-6184 | 6173
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to greater ion concentration and reduced pH, as AgNO; aqu-
eous solution is acidic. It is generally understood that a change
in pH value has a significant impact on surface charge (negative
or positive). Augmented ionic strength will decrease or remove
the repulsive energy barrier, resulting in fast aggregation.”’
Diameters of pristine nanowires are below 50 nm. For Ag doped
MnO, nanowires, the diameter ranges between 50 and 70 nm.

3.4. High resolution transmission electron microscopy
(HRTEM)

HRTEM analysis was performed to study the in-depth morpho-
logy and diameter of nanowires.”® HRTEM images of MnO, and
Ago0sMnO, are illustrated in Fig. 5(a) and (b). MnO,
and Ag,.0sMnO, nanowires average diameter measured using
Image] software was found to be 31 nm and 38 nm respectively.
TEM images of MnO, and Ag, (,sMnO, demonstrate that both
the samples have grown nanowires. The slight increase in
diameter for Ag, sMnO, is credited to the stronger diffusion
of Ag* ions in the MnO, structure.®® This diffusion is also
confirmed by the non-existence of silver particles on the
nanowire surface. Fig. 5(c) and (d) demonstrate the selected
area diffraction (SAD) pattern of MnO, and Ag, (sMnO,. It is
clear that both the samples are crystalline and are consistent
with the XRD diffractogram. Fig. 5(c) and (d) (inset) illustrate
the lattice fringes showing the interplanar spacing (d). MnO,
has well resolved lattice fringes with the interplanar distance
(d = 0.245 nm). While the inter-planar distance for Ag, ,sMnO,
is 0.249 nm. This increase is credited to the stress and lattice
expansion caused by the diffusion of Ag" ions in MnO, crystal

6174 | Mater. Adv,, 2024, 5, 6170-6184

as confirmed by XRD peak shifting towards lower angle.
The lattice fringes of Agy osMnO, (Fig. 5(d)) shows that crystal-
linity of MnO, NWs has reduced with Ag doping, which is also
confirmed by XRD diffractogram.

3.5. Energy dispersive X-ray (EDX) spectroscopy

Elemental detection of Ag,MnO, NWs was done by EDX
technique®® and the results are presented in Fig. 6. The EDX
analysis of MnO, NWs revealed de-excitation peaks corres-
ponding to the manganese and oxygen atoms. This confirms
that the pristine MnO, sample is free from any impurities since
the detected peaks exclusively correspond to the elemental
composition of Mn and O. However, an unlabeled peak is
observed in the spectrum positioned between 3-4 keV. It is
attributed to the de-excitation of potassium atoms. The potas-
sium peak originated from the precursor salt used in the
synthesis of the MnO, NWs. These atoms are believed to reside
within the tunnel structure of the nanowires, indicating that
they are incorporated into the material during the synthesis
process to stabilize the a-phase of MnO,. The EDX analysis of
Ag-doped MnO, NWs samples presented in Fig. 6(b)-(d) show
the presence of both manganese and oxygen, similar to the
pristine sample. However, in addition to peaks associated with
manganese and oxygen, de-excitation peaks corresponding to
silver atoms are also observed. These peaks indicate the suc-
cessful incorporation of silver as a dopant into the MnO, matrix
during the synthesis process. The presence of varied intensity
de-excitation peaks for Ag in the EDX spectra was observed
by varying the dopant concentration. This confirms that the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5

amount of silver incorporated in the MnO, matrix can be varied
and controlled by adjusting the dopant concentration during
the synthesis process.

3.6. X-ray photoelectron spectroscopy (XPS)

The elemental composition of Ag,,sMnO, NWs was further
confirmed by XPS studies.®® XPS spectra of the sample are
depicted in Fig. 7. Fig. 7(a) shows the XPS spectrum of Mn 2p in
Ago.0sMnO,. There has been observed a peak at 642.2 eV that is
associated with Mn 2p3/,. The other peak located at 653.9 eV is
associated with Mn 2p,,,. Spin energy separation of almost
11.7 eV between spin-orbit doublet suggests that Mn exists in
+4 oxidation state.®*"°® Fig. 7(b) and (c) show the XPS spectra of
O 1s and K 2p in Agp s MnO,. The XPS spectrum of O 1s
showed a peak at 529.9 eV along with a shoulder peak around
530.7 eV. The peak at 529.9 eV is ascribed to the structural
oxygen while the peak around 530.68 eV is associated with the
oxygen of the hydroxyl group.®” Fig. 7(c) reveals that K atoms
from precursor KMnO, residing in «-MnO, tunnels were also
detected by the XPS spectrum of K 2p.°® Fig. 7(d) displays the
XPS spectrum of Ag 3d. There has been observed a peak located
at 367.5 eV and is associated with Ag 3ds,, which clearly
suggests that Ag exists as an Ag" ion.*® The other peak located
at 373.7 eV is ascribed to Ag 3d;,.”° This shows that Ag has
been successfully doped in MnO, NWs. The theoretical doping
concentration of Ag for Ag, sMnO, was 9.58 wt%, while the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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(a) HRTEM image of MnO,, (b) HRTEM image of Ago.0sMnO,, (c) SAD pattern of MnO,, (d) SAD pattern of Agg osMnO,.

actual doping concentration calculated by XPS and EDX spectra
was found to be 8.71 wt%.

3.7. Current-voltage (I-V) studies

By applying voltage (V) we observed the current (I) response of
bare and doped MnO, NWs. I-V profiles are depicted in Fig. 8.
Conductivity of bare and doped MnO, NWs has been calculated
using eqn (3).

0=— (3)

It is also clear from I-V profile that with Ag doping, the I-V
curve becomes more vertical suggesting an increased current
under applied voltage. Conductivity values of bare and doped
samples are shown in Table 1. An increase in the conductivity
of MnO, is observed with Ag doping. This increase is ascribed
to defects (oxygen vacancies) which are generated to balance
the charge. Generation of oxygen vacancies left behind elec-
trons. Consequently, charge carrier concentration increases
which is confirmed by Mott-Schottky analysis, giving rise to
an increase in the conductivity of MnO, NWs. However, at
higher doping concentrations, a large number of defects are
generated which leads to increased charge scattering. Thus,
giving rise to a decrease in conductivity.”*

Mater. Adv., 2024, 5, 6170-6184 | 6175
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3.8. Physisorption analysis

The effect of doping and composite formation on the specific
surface area was investigated through BET analysis.”> BET
measurements were carried out with nitrogen at 77 K. BET
isotherms of pristine MnO, NWs, and Ag,,sMnO, NWs are
shown in Fig. 9. Pristine and doped samples exhibited the
isotherms that resemble the type III isotherm of IUPAC having
a H3 hysteresis loop. Rapid higher adsorption at higher relative
pressure indicates the presence of small pores in the samples.
Both the samples displayed the same type of adsorption/
desorption trend, however, the amount of gas adsorbed in Ag
doped MnO, sample is higher than the pristine MnO, NWs.
This showed that doping MnO, with noble metal is a good
way to improve the surface area. The BET surface area of
Ago.0sMnO, NWs is 74 m” g~ ', which is superior to the surface
area of pristine MnO, NWs. During the synthesis process, the
introduction of noble metal (Ag) can influence the growth and
arrangement of the material’s microstructure, resulting in the
formation of pores or voids. These pores contribute to the
increased surface area as they provide additional sites for
reactant molecules to interact with the material.

3.9. Electrochemical measurements

Electrochemical measurements of Ag,MnO, NWs were exe-
cuted to assess the supercapacitor performance of the as-
prepared samples. For electrochemical measurements the
electro-active material was deposited on 3-D nickel foam (NF).
Cyclic voltammetry (CV), galvanostatic charge/discharge (GCD),

6176 | Mater. Adv, 2024, 5, 6170-6184

and electrochemical impedance spectroscopy (EIS) were per-
formed to evaluate the supercapacitor performance of the
electrodes. CV measurements for Ag,MnO, (x = 0, 0.05, 0.10,
0.15) were performed to get a better understanding of the
electron transfer rate, and redox reactions involved at elec-
trode-electrolyte interface. CV is also used to get an estimation
of the appropriate potential window. CV measurements were
performed in a potential window 0-0.6 V in 1 M Na,SO, using
platinum as the counter electrode, and Ag/AgCl as the reference
electrode in a half-cell configuration.

CV profiles of Ag,MnO, are shown in Fig. 10. An anodic peak
is observed in the positive current region while the cathodic
peak is observed in the negative current region. The bumps in
CV curves confirmed the reversible faradaic reaction. The
possible electrode reaction may be explained by two different
pathways.

The first pathway is the adsorption/desorption of electrolyte
ions (Na') at the electrode-electrolyte interface and is repre-
sented below.

MnO, surface + Na" + e~ — (MnO, Na') surface

The second pathway involves the insertion/disinsertion of
electrolyte ions (Na*) and protons (H') in the bulk involving a
redox reaction and is represented below.

MnO, bulk + Na" + e~ — (MnOONa) bulk

Comparative CV measurements for Ag,MnO, NWs were
performed at 50 mV s ' scan rate and are displayed in

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 10(a). The Ago.sMnO, electrode showed the greatest inte-
gral area among all the samples. The amplified area under the
curve is credited to the improved conductivity, thanks to the

© 2024 The Author(s). Published by the Royal Society of Chemistry

Binding energy (eV)

Table 1 Electrical conductivity and charge carrier density of Ag,MnO,
NWs

Electrical conductivity Charge carrier

S. no. Sample name (Sem™) density (em™>)
1 MnO, 2.90 x 10°° 1.48 x 10%°
2 Ago.0sMnO, 1.5 x 103 1.20 x 10%
3 Ago.1sMNO, 5.2 x 1074 2.01 x 10%®

silver. The presence of silver imparts a new channel for rapid
electron transfer by lowering the intrinsic resistivity. In addition,
the amplified loop area may be credited to the increased
surface area, which will offer more active sites for electrolyte
ions to be adsorbed. It is evident from Fig. 10(a) that as the
silver concentration increases beyond 0.05 molar, the current
response of the electro-active material decreases at 50 mV s~ *
scan rate and is well consistent with the previous literature.!
Excessive doping can result in a higher concentration of charge
carriers. These carriers can screen the electric field, reducing
the effective electric field experienced by the remaining charges
and, consequently, the amount of charge that can be stored.

Mater. Adv, 2024, 5, 6170-6184 | 6177
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scan rate on the prominent charge storage process of Agg.0sMnO».

This phenomenon is known as charge screening and can lead
to a decrease in specific capacitance.

6178 |
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(a) CV profile of Ag,MnO, NWs, (b) CV profile of Agg.0sMnO; at various scan rates, (c) logi vs. log v graph of Agg 0sMnO,, and (d) impact of the

The effect of different scan rates on CV profile of Agy 0sMnO,
NWs was also studied. Fig. 10(b) displays the CV curves of

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Ago.0sMnO, at different scan rates. With an increase in scan
rate, loop area also increases resulting in an increase in specific
capacitance. The enlarged loop area is attributed to the fact that
increasing the sweep rate enables more current to flow through
the electrode material.

To conclude whether the prominent charge storage process
is a pseudocapacitive or electric double layer, the power law
relation was used.

i=a (4)

By taking logv on the x-axis, and logi on the y-axis, and
plotting its linear fit gives the value of the slope and intercept.
The slope value ranges between 0.5 and 1. For a perfect
pseudocapacitor, the slope is 0.5, and for an ideal EDLC
it is 1. The linear fit plot of logv vs. logi is given in Fig. 10(c).
The inset of Fig. 10(c) illustrates the slope value, which is
0.62. It shows that the prominent charge storage process is
pseudocapacitive.

Impact of scan rate on the charge storage mechanism was
also investigated by Dunn’s method given in eqn (5) and (6).”

View Article Online
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i)W = Ky + K, (6)

The results obtained by using the above relations are shown
in Fig. 10(d). By increasing the scan rate, the capacitive con-
tribution towards total capacitance increased from 27% to 45%.
This increase is due to the reduced time accessible for electro-
lyte ions to permeate the electrode material at a high scan rate.
However, the diffusion-controlled charge storage process is
prominent and its contribution towards total capacitance at
all the scan rates is dominant suggesting the pseudocapacitive
nature of the electro-active material.

The capacitance value for pristine and Ag doped MnO, NWs
was calculated from the galvanostatic charge discharge (GCD)
profile, which is obtained in the same range as that of CV.
Comparative GCD measurements of all the samples performed
at 1 A g ' current density are shown in Fig. 11(a). The highest
discharging time of 616 s was shown by Ag, (sMnO, among all
the samples. This suggests that the optimum concentration of
Ag into MnO, is 0.05. The discharging time showed by other
samples is 342 s, 400 s, and 480 s for MnO, NWs, Ag, 1sMnO,,

i(v) = Ky + Kyt? (5) and Ag, ,0MnO, NWs respectively. The specific capacitance was
0.6+ M0, 0.6+ N
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Fig. 11

(a) GCD curves of Ag,MnO,, (b) impact of varying current densities on GCD profile of Agp.0sMnO,, (c) capacitance retention after 10 000 GCD

cycles (inset: first and last 5 cycles during cyclic test of Agg.0sMNnO5), and (d) EIS profile of Ag,MnO,.
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determined from GCD profiles using eqn (7).

I x At
= x &V v)

Ago.0sMnO, exhibited the highest specific capacitance of
1027 F g7 '@1 A g ' current density. This improvement is
ascribed to the introduction of new gap states between the
conduction and the valence band induced by the hybridization
between Ag 4d with O 2p. Large size of Ag" ions and high energy
of Ag 4d orbitals result in a strong repulsion between Ag 4d and
O 2p which pushes energy levels upward causing fermi level to
shift closer to conduction band. Moreover, oxygen and inter-
stitial defects produced by silver doping also induced new
occupied states between the conduction and the valence band
resulting in an upward movement of the Fermi level. Thus,
silver doping induced n-type characteristics in MnO,.”* The
order of specific capacitance for different MnO, samples fol-
lows the order: AgposMnO, > Agp10MnO, > Ag,sMnO, >
MnO,. The specific capacitance of all the electro-active materi-
als is given in Table 2. It is observed that as the silver
concentration exceeds 0.05 molar, the specific capacitance
decreases by increasing the dopant concentration. Doping
introduces impurities into the material, which can create
defects or dislocations in the crystal lattice. At low doping
concentrations, these defects can enhance the electrochemical
surface area, thereby increasing the specific capacitance. How-
ever, at high doping concentrations, the excessive defects can
lead to increased charge scattering, decreased electrolyte pene-
tration, and increased resistance, resulting in a decrease in
specific capacitance. It is inferred from the GCD profile of all
the samples that MnO, showed an IR drop in the beginning of
the discharge curve, which almost disappeared for Ag, osMnO,.
However, this IR drop again increased for Ag,;oMnO, and
Ago.15sMnO,. This decrease in IR drop for Ag, ,sMnO, is ascribed
to the decreased resistivity of the electrode material.”>”® GCD
curve of MnO, is the characteristic curve of o-MnQ,.”” With Ag
doping, the GCD curve has become steeper and consistent with the
already reported GCD curves of o-MnO,.*””® It is due to the
improved reaction kinetics, increased conductivity and shorter
diffusion path of ions.

The impact of current densities on Ag,(sMnO, NWs was
also investigated. It can be assessed from Fig. 11(b) that
by increasing the current density specific capacitance was
decreased. However, the shape of the charging/discharging
curve remains virtually the same.

Table 2 Specific capacitance and resistance values for all the prepared
samples

S. Specific capaci- Charge transfer Solution resis-
no. Sample tance (F g~ ) resistance (R./Q2)  tance (Ry/Q)

1 MnoO, 570 70 5.97

2 AgysMnO, 1027 10 2.35

3 Ago10MnO, 800 20 4.16

4 Agy,sMnO, 667 40 5.58

6180 | Mater. Adv, 2024, 5, 6170-6184
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Table 3 Impact of varying current density on the specific capacitance of
A90‘05Mn02 NWs

Current density Specific capacitance Retention
S.mo.  (Ag) (Fg™) (%)
1 1 1027 100
2 3 998 97
3 5 950 93
4 7 920 89
5 9 890 86

It is inferred from Table 3 that an increase in current density
resulted in a decrease in specific capacitance. It might be
ascribed to slow redox reaction at elevated current densities.
Moreover, at lower current densities electrolyte ions not only
adsorb on the surface but also penetrate the bulk. Conse-
quently, more active sites are involved giving rise to an
improved capacitance. Specific capacitance decreases when
the current density is high because electrolyte ions are confined
to the surface and do not have enough time to permeate the
bulk. We also studied the cyclic stability of Ag, osMnO, NWs by
applying 10,000 GCD cycles@12 A g~'. The cyclic stability test
findings are given in Fig. 11(c). The Ag,,sMnO, electrode
retained 93.16% of its initial capacitance. Inset of Fig. 11(c)
shows the first five and last five GCD cycles. The excellent cyclic
stability proved that doping a noble metal into the MnO, matrix
is a good way to boost electrochemical performance of MnO,.
Table 4 compares the electrochemical performance of the
current electrode material with the recent literature.

EIS measurements provide information about the mass
transfer resistance, internal resistance, and resistance present
at the electrode-electrolyte interface. EIS measurements for
Ag,MnO, NWs were performed in the frequency ranging
between 0.1 Hz and 100 kHz, and are illustrated in Fig. 11(d).
A typical EIS spectrum entails an x-intercept followed by a
semicircle and a linear line in a low frequency region represent-
ing electrode-electrolyte interfacial resistance, charge transfer
resistance (R.), and mass transfer resistance respectively.
Ago.0sMnO, NWs showed the smallest diameter indicating the
smallest charge transfer resistance. It can be credited to Ag
doping, which provided a new pathway for rapid electron
transfer. The introduction of silver provide ions in the tunnels
of MnO, leading to an improvement in conductivity. The
resistance values are depicted in Table 2. It is observed that
when doping concentration exceeds x = 0.05 the R, increases. It
is ascribed to the fact that heavy doping causes pinning of the
Fermi level near the surface of the electro-active material,
resulting in energy barrier change across the electrode-electro-
lyte interface, thus increasing resistance in charge transfer.®%%°
Additionally, high doping leads to more scattering centers
which also resists the charge transfer at the electrode-electro-
lyte interface.”®

3.10. Mott-Schottky (M-S) analysis

In order to assess the charge carrier density and flat band
potential M-S studies were performed. M-S profiles of
Ago.0sMnO, and Ag, 1sMnO, are illustrated in Fig. 12. The slope

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Table 4 Comparison of the current electrode material with previously reported studies

Electroactive material Specific capacitance (F g ') Retention (%) Cyclic activity (%)/cycles Ref.
F-MnO, 148/0.5 A g " 100@10 A g ! 82.80/10 000 79
Fe-MnO, 196/1 Ag ! 70@30 Ag ' 83.3/20 000 80
K-MnO, 283.7/1Ag " 66.9@20 A g ' 90.7/10 000 81
Na-MnO, 324.7/05 A g7 ! 56.1@50 A g 91/10 000 82
MnO,/MXene 457/1 Ag" — 102.5/1000 83
Eu-MnO, 362.1/1A g™ 63@10 Ag " 100/10 000 84
Zn-MnO, 392/1Ag" 70.4@20 A g ! 94.3/10 000 85
Ag-MnO, 520.8/0.5 A g~ — 90.6/2000 86
Ag-MnO,/GO 868/2 Ag " 491@5A¢g " 94.5/5000 87
Ago.0sMnO, 1027/1 A g " 86%@9 A g " 93.16%/10 000 This work
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Fig. 12 M-S profile of (a) MnO,, (b) Agp.0sMNO,, and (c) Ago 15MnO,.

of the M-S plot for MnO, is negative, which suggests the p-type
nature of the material,”* while the slope of Ag,osMnO, and
Ago.1sMnO, is positive, indicating that doping has induced n-
type character in MnO,.”>"** This transformation from p-type to
n-type is associated with the production of oxygen vacancies.
Production of oxygen vacancies is the result of charge balance
which is caused by doping silver in MnO, due to variation in
oxidation state of Ag" and Mn*". As a result of oxygen vacancy
generation, electrons (charge carriers) will be left behind. Thus,
the concentration of electrons will increase.”® The flat band

© 2024 The Author(s). Published by the Royal Society of Chemistry

potentials of MnO,, Ag, (sMn0O,, and Ag, 1sMn0O, are 0.042 V,
—0.07 V, and —0.04 V respectively. The charge carrier densities
of MnO,, Ago0sMnO, and Ag, 1sMnO, are given in Table 1. Charge
carrier density calculated from the M-S plot was found to increase
with an increase in the Ag content. Bappi et al. have reported that
doping induces scattering centers.”! Heavy doping induced more
scattering centers (increased charge carrier density) which increased
the energy barrier at the electrode-electrolyte interface giving rise to
an increase in R, and reduced mobility of charge carriers which is
also confirmed by EIS and I-V measurements respectively.
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4. Conclusions

In summary, a facile and low-temperature hydrothermal pro-
cess has been used to synthesize Ag,MnO, NWs. The effect of
Ag doping on the structure and morphology has been validated
by physico-chemical techniques. The influence of the dopant
amount on electrochemical performance was also studied. XRD
analysis showed a shift in the diffraction angle towards a lower
20 value. FESEM analysis displayed cracks on the NWs’ surface
by Ag doping in MnO, NWs. BET studies revealed an increase in
the surface area. Electrochemical investigations were carried
out using porous 3D nickel foam as a current collector. Cyclic
voltammetry investigations showed typical redox peaks in
positive and negative current regions suggesting a prominent
pseudocapacitive charge storage process. Agy osMnO, NWs had
a significantly higher specific capacitance of 1027 F g~ ' in
comparison to bare MnO,@1 A g~ '. Furthermore, Ag, ,sMnO,
showed lower resistance compared to other samples and excel-
lent capacitance maintenance (93.16% at 12 A g~ " after 10 000
cycles). Ago.0sMnO,’s superior electrochemical performance is
ascribed to increased conductivity, Ag intercalation into (2 x 2)
tunnels and a shorter diffusion path length for electrolyte ions.
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