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Abstract: In this work, novel phosphate materials based on bimetallic character (Fe and Ni) were
introduced by different chemical fabrication methods, the reflux method (FeNiP-R) and the sol–gel
technique (FeNiP-S), and evaluated as non-precious electrodes for methanol electrooxidation in
KOH electrolytes. The designed FeNiP-R and FeNiP-S samples were investigated using different
characterization techniques, namely TEM, SEM, XPS, BET, DLS, and FT-IR, to describe the impact
of the fabrication technique on the chemistry, morphology, and surface area. The characterization
techniques indicate the successful fabrication of nanoscale-sized particles with higher agglomeration
by the sol–gel technique compared with the reflux strategy. After that, the electrochemical efficiency
of the fabricated FeNiP-R and FeNiP-S as electrodes for electrocatalytic methanol oxidation was
studied through cyclic voltammetry (CV) at different methanol concentrations and scan rates in
addition to impedance analysis and chronoamperometric techniques. From electrochemical analyses,
a sharp improvement in the obtained current values was observed in both electrodes, FeNiP-R
and FeNiP-S. During the MeOH electrooxidation over FeNiP-S, the current value was improved
from 0.14 mA/cm2 at 0.402 V to 2.67 mA/cm2 at 0.619 V, which is around 109 times the current
density value (0.0243 mA/cm2 at 0.62 V) found in the absence of MeOH. The designed FeNiP-R
electrode showed an improved electrocatalytic character compared with FeNiP-S at different methanol
concentrations up to 80 mmol/L. The enhancement of the anodic current density and charge transfer
resistance indicates the methanol electrooxidation over the designed bimetallic Fe/Ni-phosphates.

Keywords: biphosphates; methanol electrooxidation; electrocatalysis; sol–gel; Fe/Ni

1. Introduction

At the lab scale, the reported high-performance materials based on Pt or Pd metals
are attractive candidates for electrochemical cells to produce energy from the stored chem-
ical energy of renewable fuels, including ethanol [1], methanol [2,3], and formic acid [4].
However, the expected commercial cost and scarcity of these precious metals restrict their
industrial applications on a large scale. Enormous efforts have been carried out for the
electrode design of cost-effective, electrochemically stable electrochemical cells [5]. Recently,
several electrodes based on non-precious materials have been reported for electrochemical
fuel cells, such as 3D Hierarchical Graphitic C–Co NPs [6], polyaniline–Cu composites [7],
CoCr-C nanofibers [8], Ni-ferrites [9], and Ni-phosphates [10]. Mono phosphates were
studied to design effective electrodes having desired cost and performance [11,12]. For
instance, nickel phosphate (Ni-P) was reported as an electrode material for formalde-
hyde oxidation [13], oxygen evolution reaction (OER) [14], hydrogen evolution reaction
(HER) [15], water splitting [16,17], oxidation of glucose [18], urea oxidation [12,19], and
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methanol oxidation [10]. From these Ni-P materials, biphosphates were also studied as
electrodes in electrochemical cells [13,16,17,20,21]. Ni was united with Co, Mn, Cr, or Fe to
improve electrocatalytic behavior and stability. Thus, the chemical design of biphosphates
is an attractive strategy in electrocatalysis to introduce non-precious and high-efficiency
electrode materials.

With the updated technology and depletion of fossil fuels, environmental issues and
energy overuse are considered among the most significant global issues. Electrochemical
methods for the production of hydrogen fuels and electrical energy such as fuel cells are
efficient and clean methods [22]. Among the different reported fuel cells, fuel cells based
on methanol are the best suited for commercialization because methanol can provide some
advantages as a utilized fuel, such as easy handling, transportation, and storage, being
miscible with aqueous electrolytes, along with renewability and expected high power with
high chemical rates, as methanol fuel lacks C-C bonds, and the cell could be started at low
temperatures compared with other fuel cells [2,3,23]. However, the manufacturing cost still
needs more research, and is related to the usage of Pt-based electrodes for the reduction
of oxygen in the cathodic part and methanol electrooxidation in the anodic part [24]. The
development of non-precious or Pt-free electrocatalysts for methanol electrooxidation is
thus a key point to overcome the cost issue in fuel cells based on methanol. Among the
reported metal electrocatalysts, nickel-based electrodes are potential electrodes due to their
strong electrochemical activity through surface oxidation [8,11,25,26].

Compared to the reported noble metals such as Pt, other metals including Fe, Cu, and
Ni, in addition to not having the carbon monoxide poisoning issue, are low-cost and exist in
great quantities. Many researchers reported that these metals have acceptable and desired
electrocatalytic efficiency towards fuel oxidation [27–30]. Although many studies reported
that nickel-based electrodes have the desired electrocatalytic activity in many chemical
applications, it could be improved by combination with iron [31,32]. Nickel has been
combined with other metals including Pd [25], Co [26], Cr [8], Pt [33], Fe [34], and Sn [23]
in order to enhance the electrocatalytic behavior. Compared to the cost of most transition
metals, nickel is relatively inexpensive and electrochemically active and could be used for
alcohol (including methanol and ethanol) electrooxidation, especially if incorporated with
other metals.

Regarding Ni-based phosphate materials, it has HPO4
2− or PO4

3−, which could im-
prove the charge transfer during the electrooxidation process [35]. The Ni-alloys phosphate
materials were reported as outstanding electrocatalysts in different electrochemical applica-
tions such as Fe/Ni-P for oxygen evolution reaction [36], water splitting [37], hydrogen
evolution in alkaline or acidic media [38], and electrooxidation of methanol [39]. Ni3(PO4)2
working electrode was applied for electrooxidation of glucose [40], alcohol [11,41], and
formaldehyde [42] in addition to overall water electrolysis [43]. Additionally, Fe-doped
Ni-P material was reported as a synergistic electrocatalyst for water oxidation [44] as well
as an electroactive catalyst for H2 evolution reaction [45]. Three-dimensional hierarchical
Ni-P nanosheet arrays exhibit superior electrochemical capacitance [46]. Therefore, Ni-P
could be considered a promising material to design working electrodes because of its easy
design, low cost, and acceptable electrical conductivity in addition to significant faradaic
pseudo capacitance [11]. The bimetallic character of Ni-based phosphate compounds could
improve the electrochemical characteristics by enhancement of the Ni sites’ response to
form the activated NiOOH [26].

In this work, bimetallic Fe/Ni-biphosphates were designed by two different chemical
methods, sol–gel (FeNiP-S) and reflux (FeNiP-R), and investigated as electrode materials for
methanol oxidation in KOH electrolytes. The impact of synthetic methods on morphology,
chemistry, and surface area was studied via SEM, XPS, and BET. Furthermore, the electro-
catalytic behavior of the fabricated FeNiP-S and FeNiP-R was extensively studied via cyclic
voltammetry (CV) at different scan rates and fuel contents, along with chronoamperometric
investigations and electrochemical impedance spectroscopy (EIS). The fabricated FeNiP-R
material has an improved electrocatalytic performance for methanol oxidation.
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2. Materials and Methods
2.1. Chemicals and Solutions

The utilized chemicals in this study are nickel (II) nitrate hexahydrate, iron (III) nitrate
nonahydrate (≥99.95%), hexadecylpyridinium chloride surfactant, ammonium mono hydro-
gen phosphate (NH4)2HPO4, urea, and nitric acid (ACS reagent, 70%, Barcelona, Spain). All
reagents were of analytical grade and were supplied by Sigma-Aldrich (Darmstadt, Germany).
The used chemicals were pure and utilized as purchased, devoid of further purification.

2.2. Chemical Fabrication of FeNiP-R and FeNiP-S Materials
2.2.1. Fabrication of FeNiP Based on Reflux Methodology (FeNiP-R)

The metallic (Fe and Ni) precursors were dissolved in water and refluxed at 90 ◦C for
6 h with concentrated nitric acid and urea aqueous solution, resulting in the formation of
phosphates. The obtained blend was filtered, washed, and dried overnight. The obtained
phosphate sample by reflux was coded as FeNiP-R.

2.2.2. Fabrication of FeNiP Based on Sol–Gel Strategy (FeNiP-S)

The metallic precursors of Ni and Fe were dissolved in a mixture of double-distilled
water/absolute ethanol (100:50 v/v%), keeping the Fe/Ni molar ratios as 1:1. Then, 1.8 g
of HDPCl surfactant was dissolved well in 10 mL of deionized H2O and absolute ethanol.
After, the surfactant solution was added dropwise to the Fe/Ni precursor solution, followed
by the gradual addition of 1.0 M of urea solution, and stirring was continued for another
15 min. Urea was used as a capping agent, which stabilized the formation of small-size
particles by inhibiting the over-growth of the formed particles or decreasing the rate of
growth in addition to decreasing aggregation during material synthesis. The capping
agent could stabilize the interface where nanoparticles interact with their parent solution
(preparation medium). Then, the formed sol blend was added dropwise to 0.2 mol/L of
ammonium phosphate and stirred well for 15 min. The pH of the obtained solution was
fixed at around 6.5–7.5 using ammonia solution and stirred for 2.5 h at 40 ◦C. Then, the
formed sol phosphate was sonicated for 0.5 h and aged overnight. The resulting precipitate
was filtrated and washed by H2O and alcohol to remove any further adsorbed impurities,
then dried. The formed Fe/Ni-phosphate was coded as FeNiP-S.

2.3. Physicochemical Characterization

The morphology of the designed FeNiP-R and FeNiP-S samples was investigated using
a scanning electron microscope (FE-SEM/EDX, JSM-5410-Model-JEOL, Tokyo, Japan) and
a transmission electron microscope (TEM) in a Jeol-1230 electron microscope operating at
200 KeV. The BET surface area of the fabricated FeNiP-R and FeNiP-S samples was derived
from nitrogen adsorption–desorption measurements (Micro metrics ASAP2010) using the
Brunauer–Emmett–Teller (BET) method. The FeNiP-R and FeNiP-S samples were degassed at
313 K before measurement in the degas pot of the adsorption analyzer. FTIR characterization
was carried out on the BRUKER FTIR spectrometer in the range of 400–4000 cm−1.

2.4. Electrochemical Investigation

Electrochemical analysis including CV, CA, and EIS experiments were carried out
using the Gamry instrument Potentiostat/Galvanostat/ZRA. The Gamry instrument in-
cludes the Echem software package, version ES260 Analyst 6.0 for data fitting and EIS-300
software for EIS measurements (Warminster, USA). The analyses were accomplished via
the 3-electrode cell as reported before and by the use of common deposition at GCE [8,47].
The design of the working electrode was realized according to the previous study [9,10,48].
Pt-sheet and Ag/AgCl were utilized as auxiliary or counter and reference electrodes, re-
spectively. The alkaline electrolyte was prepared by dissolving the solid KOH or methanol
mix using bi-distilled ionized water to investigate the CA, CV, and EIS analyses at various
methanol contents from 2 mM to 80 mM and at different scan rates. Cyclic voltammetry
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experiments were recorded from -0.2 V to 0.6 V. EIS experiments were examined in the
frequency range from 0.1 Hz to 100 KHz.

3. Results and Discussion
3.1. Morphological and Chemical Analyses

In this study, Fe and Ni bimetallic phosphate (FeNiP) was chemically fabricated by
different preparation strategies, namely reflux (FeNiP-R) and sol–gel (FeNiP-S), to study
this biphosphates material as a working electrode for methanol electrooxidation in alkaline
medium for methanol fuel cells. The morphological analysis of the designed FeNiP-R and
FeNiP-S was studied via SEM and TEM analyses. Figure 1A,B shows the SEM images of
the FeNiP-R at different magnifications (Figure 1A at 15 KX and 1B at 60 KX). The SEM
images exhibit nano-scale particles with size around 40 nm. The scale size of the formed
phosphate particles was found to be between 35.25 nm and 51.27 nm, as shown in Figure 1B.
In the case of FeNiP-S material (Figure 1C,D), the formed nanoparticles (NPs) have more
aggregation compared with FeNiP-R NPs. The size of the formed FeNiP-S NPs was in the
same range of the prepared FeNiP-R and found between 32.42 nm and 66.39 nm. The NPs
of FeNiP-S materials are aggregated, which could be due to the decrease in the surface free
energy during the sol–gel step, which will increase the bonding between nanoparticles and
adhesion between the formed FeNiP-S NPs. The morphology character of the prepared
FeNiP-R was confirmed through TEM, as displayed in Figure 2A,B. The TEM images of the
FeNiP-R display particles connected together and mostly particles within nano-scale size.
The FeNiP-S material was analyzed by TEM, as shown in Figure 2C,D. The aggregation
difference in the morphology character between the prepared FeNiP-S and FeNiP-R could
be attributed to the synthetic methodology and affirmed in the TEM images in addition to
SEM images. The selected area diffraction (SAED) image of the FeNiP-S was supported, as
displayed in Figure S1 (Supplementary Materials). The SAED shows gaps between lattice
fringes, which indicate the monoclinic FeNiP phase.

Figure 1. SEM images of the fabricated FeNiP-R at two different magnifications (A,B); FeNiP-S
material at different magnifications (C,D).
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Figure 2. TEM images of the introduced FeNiP-R at two different magnifications (A,B); FeNiP-S
material at different magnifications (C,D).

The surface chemistry of the designed FeNiP-R and FeNiP-S was studied by XPS
analysis, and the found data are displayed in Figure 3 and Table 1. The XPS survey scans of
FeNiP-S and FeNiP-R are presented in Figure 3A and Figure S2 (Supplementary Materials),
respectively, which indicated the presence of Fe 2p, O 1s, Ni 2p, and P 2p at 713.92 eV,
532.78 eV, 857.82 eV, and 134.73 eV, respectively. For FeNiP-S, the peaks of Fe, O, Ni, and P
were found at 714.08 eV, 532.96 eV, 858.10 eV, and 134.82 eV, respectively. The difference in
surface chemistry of the prepared FeNiP-R and FeNiP-S samples is nearly the same, which
is due to the similar chemical content and the change in focus on the preparation strategy.
The fine spectra XPS at a low scan rate of the prepared FeNiP-R and FeNiP-S samples in the
binding energy range of P-2p, Fe-2p, O-1s, and Ni-2p are displayed in Figure 3B–D, and
Figure S3 (Supplementary Materials), respectively. Figure 3B displays the P-2p core-level
peak at 133.83 eV and 133.81 eV for the designed FeNiP-R and FeNiP-S, which could be
due to the (PO4)3− group [49]. The presence of only one peak indicates the presence of only
one type of phosphate. The chemistry of phosphates in both FeNiP-R and FeNiP-S samples
is similar, which indicates the successful preparation of phosphates by both preparation
methods, reflux and sol–gel. In the XPS spectrum of Fe-2p (Figure 3C), the found peaks
at binding energies 707.29 eV (Fe 2p3/2) and 722.05 eV (Fe 2p1/2) correspond to ferrous
ions and the observed peaks at high binding energies 712.65 eV (Fe 2p3/2) and 726.22 eV
(Fe 2p1/2) are attributed to the presence of ferric in FeNiP-R, which presents two spin–orbit
doublets in the prepared FeNiP-R material [50,51]. In the case of FeNiP-S material, the
ferrous peaks were found at binding energies 707.33 eV (Fe 2p3/2) and 721.80 eV (Fe 2p1/2)
and the ferric peaks at binding energies 712.43 eV (Fe 2p3/2) and 725.93 eV (Fe 2p1/2), which
present the existence of a ferrous ferric mixture in the FeNiP-S. The mixed valence state
of iron metal in the FeNiP-R and FeNiP-S structure could enhance the oxidase catalytic
behavior by enhancement of the electron transfer pathways [50,52]. The O 1s XPS spectra
shown in Figure 3D affirms the presence of P-O bonds. The deconvoluted peaks in the
range of the O 1s spectrum seen at 531.36 eV and 532.75 eV are indexed to P−OH and
P−O, respectively [20,53]. For Ni XPS analysis, there are two main peaks observed at
861.83 eV and 857.82 eV in the Ni 2p, corresponding to Ni 2p1/2 and Ni 2p3/2, respectively
(Figure S3, Supplementary Materials) [21]. Other satellite peaks were also seen at 874.47 eV
and 865.34 eV around the previously mentioned Ni 2p peaks. All these peaks indicate the
existence of Ni as Ni2+ in the prepared FeNiP materials.
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Figure 3. XPS analysis of the prepared FeNiP-S (A); fine XPS analysis of P-2p region (B); fine XPS
analysis of Fe-2p region (C); fine XPS analysis of O-1s region (D).

Table 1. XPS analysis of the prepared FeNiP-S material.

Peak Start BE Peak BE End BE Height
CPS FWHM eV Atomic %

O1s 539.08 532.96 523.08 95,796.76 3.41 44.35

Ni2p 871.08 858.1 843.08 16,208.02 4.62 22.18

P2p 140.58 134.82 129.08 11,595.97 3.22 1.192

Fe2p 736.08 714.08 702.08 11,659.48 6.66 16.42

3.2. Surface Area, DLS, FT-IR, XRD Analyses

The BET surface area analysis of the designed FeNiP-R and FeNiP-S biphosphate
materials was performed through nitrogen adsorption (ads.)/desorption (des.) isotherm at
77 K, as displayed in Figure 4A. The N2-adsorption/desorption. curves of the prepared
FeNiP-R and FeNiP-S samples coincide with type (IV) behavior, suggesting the presence of
meso- and macropores [54]. The BET surface area of FeNiP-R and FeNiP-S samples was
estimated and found to be 11.14 m2/g and 23.52 m2/g. Furthermore, the pore volume of
FeNiP-R and FeNiP-S samples was found at 0.016 cm3/g and 0.049 cm3/g, and 7.72 m2/g.
Therefore, the FeNiP-S sample has a better pore volume and surface area than the FeNiP-R
sample, which could be due to the synthetic methodology, as the sol–gel technique allows
the mesopores to form more easily than the reflux method. After that, the prepared FeNiP-
R and FeNiP-S samples were investigated by dynamic light scattering (DLS) to describe
and analyze particle scale size and provide the particle size distribution of the prepared
materials. The observed particle size by DLS is larger than that previously seen via TEM,
which could be attributed to the nature of DLS analysis, which describes the hydrodynamic
diameter. This hydrodynamic diameter comprises the particles size and the electric dipole
that sticks to the particle’s surface. The DLS analyses of FeNiP-R and FeNiP-S materials
are shown in Figure 4B. The most common particle sizes were 1734.28 nm and 2455.04 nm
for FeNiP-R and FeNiP-S, respectively. The larger particle size was found in the case of
FeNiP-S compared to FeNiP-R. This could be attributed to the aggregation of particles in
FeNiP-S, which was confirmed by SEM and TEM analyses (Figures 1 and 2, respectively).
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Figure 4. Nitrogen adsorption/desorption isotherm of FeNiP-R and FeNiP-S (A) and their DLS
analysis (B), FT-IR spectroscopy (C), and XRD analysis (D).

The FT-IR analysis of the prepared FeNiP-R and FeNiP-S samples was carried out
and is organized in Figure 4C. IR spectra were utilized to indicate the function groups or
chemical bonds, and the found FT-IR has broad peaks of the O-H bond at 3216.69 cm−1 and
3214.83 cm−1 for FeNiP-R and FeNiP-S samples, respectively, attributed to the crystallized
water of metal phosphate, as reported before [55]. The broad peaks at 1332.52 cm−1 and
1433.16 cm−1 indicate the chemical bonds of the P = O bond of the PO4

3− function group in
the case of FeNiP-R. For FeNiP-S, the vibrations of the PO4

3− function group were found at
1338.11 cm−1 and 1407.07 cm−1. Moreover, the clear phosphate peaks at 969.108 cm−1 and
1010.11 cm−1 for FeNiP-R and FeNiP-S, respectively, were ascribed to P-O stretching [56,57].
By another two bands in the 400–700 cm−1 range, it was confirmed that both FeNiP-R and
FeNiP-S samples have oxide bonds (M(Fe or Ni)−O) plus an anionic PO4

3− group [58].
The FT-IR spectra indicate the existence of −OH, P-O, P = O, and M (Fe or Ni)-P for both
FeNiP-R and FeNiP-S samples, affirming the successful preparation of M-phosphate by
both chemical methods, reflux and sol–gel. Additionally, XRD analysis is introduced in
Figure 4D to describe the crystallinity of the prepared FeNiP-R and FeNiP-S. The XRD
analysis shows that the prepared phosphate materials have an amorphous character with
no clear sharp or crystalline peaks. The amorphous character of Fe/Ni-phosphate was
reported before [36]. The prepared Fe/Ni-phosphate materials are amorphous because no
detectable crystal structure could be seen in XRD. Amorphous phosphate materials could
be prepared when there is not enough mobility to form crystalline structures. In short, the
physicochemical characterizations indicate the successful synthesis of amorphous FeNi-P
by reflux and sol–gel.

3.3. Electrochemical Analyses

The electrochemical analyses of simple fuels including methanol through novel low-cost
materials as electrodes or anodes were studied by the use of Fe/Ni-biphosphates as the
electrode material for renewable fuel cell devices. The electrochemical analyses including
cyclic voltammetry, impedance studies, and chronoamperometric investigations were studied
over Fe/Ni-biphosphates prepared by two simple methods, as discussed before.
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3.3.1. Cyclic Voltammetry (CV) Studies

The CV technique was studied at different fuel contents and scan rates in the presence
of KOH alone and KOH/MeOH solution. Figure 5A,B describes the CV characteristics of
FeNiP-R and FeNiP-S GCE electrodes in KOH electrolytes with and without active fuel,
20 mM MeOH. For CV without MeOH, the peaks of reduction and oxidation could be easily
observed at a voltage of 450 mV and 390 mV for the cathodic and anodic parts, respectively,
for the sample of FeNiP-R (Figure 5A), and at 480 mV and 390 mV for the reduction and
oxidation parts, respectively, for the sample of FeNiP-S (Figure 5B). These redox parts are
traditionally expected in the characteristics of CV analysis when the working electrode
material has Ni content, as in this study on FeNiP-R or FeNiP-S, and could be related to
the reversible transformation of Ni ions, Ni (II)/Ni(III). The oxidation part was indicated by
increasing the current density, which could be attributed to the electrochemical formation
NiOOH from nickel hydroxide, and the reduction character is attributed to the formation
of nickel hydroxide [25,59]. Interestingly, the oxidation part characteristics in the studied
CV analysis in the case of 20 mM MeOH has an interesting increase in current values
from 0.187 mA/cm2 at 0.409 V to 5.12 mA/cm2 at 0.549 V, which is around 59 times the
highest current density value found in the absence of MeOH (0.0093 mA/cm2 at 0.45 V).
The current density improvement confirms the interesting performance of the electrodes
based on FeNiP-R for MeOH electrooxidation in high-pH environments. The observed
electrooxidation of MeOH begins at 0.409 V vs. Ag/AgCl and 0.402 V for FeNiP-R and
FeNiP-S, respectively. After that, a sharp improvement in current values was observed
in both electrodes, FeNiP-R and FeNiP-S. During the MeOH oxidation over FeNiP-S, the
current value was improved from 0.14 mA/cm2 at 0.402 V to 2.67 mA/cm2 at 0.619 V,
which is around 109 times the current density value (0.0243 mA/cm2 at 0.62 V) found in
the absence of MeOH. The CV analyses were repeated at a higher scan rate of 100 mV/s
for FeNiP-R and FeNiP-S, as shown in Figures S4 and S5, respectively. The same trends
and conclusions were found, and there was no considerable difference between what was
found by high and low scan rates. The electrooxidation mechanism of MeOH has two parts:
oxyhydroxide formation (OOH) and bond breakage to electrons [25,60,61]. The current
density values increase because of MeOH oxidation over the synthesized FeNiP-R and
FeNiP-S electrodes; then, after reaching the highest point, the current density started to
stabilize. Therefore, the CV should be carried out in only KOH as alkaline media, which is
discussed later.
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Figure 5. (A) Cyclic voltammograms of the FeNiP-R working electrode in KOH medium with and
without 20 mM methanol. (B) Cyclic voltammograms of the FeNiP-S working electrode in KOH
medium with and without 20 mM methanol. (C) Cyclic voltammograms of the FeNiP-R working
electrode at different scan rates from 10 mV/s to 1200 mV/s using KOH aqueous solution as the
electrolyte. (D) Cyclic voltammograms of the FeNiP-S working electrode at different scan rates from
5 mV/s to 400 mV/s using KOH aqueous solution as the electrolyte. (E) The variation in the peak
current (Ip) vs. square root of the scan rate of the FeNiP-R working electrode. (F) The variation in the
peak current (Ip) vs. square root of the scan rate of the FeNiP-S working electrode.

The catalytic MeOH electrooxidation over the prepared FeNiP-R and FeNiP-S elec-
trodes starts with Ni oxidation from +2 to +3 states as oxyhydroxide. Thus, the electrochem-
ical activation of the prepared working electrodes was studied in only KOH media and
is shown in Figure 5C,D for FeNiP-R and FeNiP-S, respectively. There are clear oxidation
and reduction peaks of Ni at the voltages of 0.47 V and 0.38 V, respectively, in the case of
FeNiP-R (Figure 5C). This redox character appeared because of the Ni +2 and +3 transfor-
mations. As the applied rate from 10 mV/s to 1.2 V/s increased, the current density values
were enhanced in cathodic and anodic characteristics for both FeNiP-R and FeNiP-S cells.
The Ni electrochemical activation in KOH electrolytes was executed in steps and initiated
by the production of traditional nickel (II) hydroxide from Ni positions [62,63]. The nickel
(II) hydroxide crystallinity has two forms, α-form and β-form. The latter is more stable
and could be converted to β-NiOOH, which would be γ-NiOOH, and easily gathered in
the KOH electrolyte at the active sites [64]. Figure 5 shows the Randles–Sevcik relation
and Figure 5E displays the variation in the peak current (Ip) vs. square root of the scan
rate based on the FeNiP-R working electrode [65,66]. Additionally, Figure 5F displays the
variation in the peak current (Ip) vs. square root of the scan rate based on the FeNiP-S
working electrode. The linear fit was applied for both figures, as represented inside the
figure, and the R2 was found at 0.9735 and 0.9834 for FeNiP-R and FeNiP-S, respectively.
From the slopes of the fitted straight lines of FeNiP-R (Figure 5E) and FeNiP-S (Figure 5F),
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the diffusion coefficient in cm2/s could be estimated and was found at 7.15 × 10−6 and
1.53 × 10−6 cm2/s for FeNiP-R and FeNiP-S, respectively. In short, the improvement of
current density values at the anodic/cathodic peaks with the scan rate and the linear fitting
indicate that the rate-determining step (RDS) for the presented FeNiP-R and FeNi-S of
Ni-alkaline activation has diffusion behavior.

The commercial application of methanol fuel cells could be improved by the utilized
fuel volume and thus the concentration of methanol. As the methanol concentration rises,
the utilized cell volume could decrease and be easier to use. Using small cells could provide
an advantage as it will be simply transported or stored. Previously, the electrical power
increased from 10.0 to 20.0 mW.cm−2 because of only higher content from methanol [67].
Therefore, the MeOH content factor was investigated by CV at different MeOH concentra-
tions from 20 mM to 80 mM for both FeNiP-R and FeNiP-S electrodes. Figure 6A and 6B
show the CV of the introduced FeNiP-R and FeNiP-S working electrodes at various MeOH
concentrations, e.g., 20 mM, 40 mM, 60 mM, and 80 mM. The found peak values are orga-
nized in Table 2. The optimum methanol content was found at 80 mM according to the data
obtained for both FeNiP-R and FeNiP-S electrodes. The methanol electrocatalytic oxidation
is significantly enhanced with more methanol content at all investigated contents from
20 mM to 80 mM in the KOH electrolyte. The peak of FeNiP-R was detected at 0.458 V for
20 mM methanol and slightly increased to 0.472 V for higher methanol content of 80 mM.
This small shift in the voltage of the oxidation peak could be due to the relative decrease
in the hydroxide’s percentage at the electrode. The methanol electrochemical oxidation
peak of FeNiP-S was observed at 0.465 V for 20 mM methanol and increased to 0.486 V for
the high methanol concentration of 80 mM. Both FeNiP-R and FeNiP-S electrodes have
an interesting performance for methanol electrooxidation, especially at 80 mM methanol,
and FeNiP-R has a better performance than FeNiP-S, which was observed by the better
current density values and lower required voltage values. Because of their electrochemical
importance in the evaluation of the novel electrode materials, the electrochemically active
surface area (ECSA) values of FeNiP-R and FeNiP-S electrodes were estimated from the
cyclic voltammetric analysis according to the previous electrocatalysis study [68]. The
ESCA values of the prepared FeNiP-R and FeNiP-S were found at 20.65 and 12.24 cm2. The
higher ESCA for FeNiP-R over another phosphate material (FeNiP-S) confirms the superior
electrocatalytic oxidation of methanol over FeNiP-R than FeNiP-S, in accordance with the
direct peak current densities for the same methanol content.
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Figure 6. Cyclic voltammograms of FeNiP-R (A) and FeNiP-S (B) at different methanol concentrations
from 20 mM to 80 mM. Cyclic voltammograms of the FeNiP-R working electrode (C) and the FeNiP-S
working electrode (D) at different scan rates from 10 mV/s to 400 mV/s using 5 mM methanol in
KOH aqueous solution as the electrolyte.

Table 2. Current densities and their voltages of the FeNiP-R and FeNiP-S working electrodes at the
anodic peak of CV analyses.

No. Material MeOH
in KOH

Current Density,
mA/cm2 Peak Potential, V

1
FeNiP-R

20 mM 15.60 0.458

2 40 mM 23.40 0.458

3 60 mM 31.80 0.458

4 80 mM 40.25 0.472

5

FeNiP-S

20 mM 16.40 0.465

6 40 mM 19.25 0.472

7 60 mM 21.65 0.479

8 80 mM 27.39 0.486

The CV measurements were studied at different rates from 10 mV/s to 400 mV/s
for the designed FeNiP-R and FeNiP-S electrodes using 20 mM methanol and 1 M KOH
as the applied electrolyte, displayed in Figures 6C and 6D, respectively. The redox peaks
were remarkably enhanced and became wider between the reduction and oxidation curves
as the applied scan rate grew. The cathodic peak was observed only at a high scan rate
(>50 mV/s) and a sharp increase in the anodic peak was detected, which indicates the
successful electrochemical oxidation of methanol with enhanced electrochemical kinetics.
The improvement of CV area confirms the diffusion behavior of the rate-determining step
during methanol electrooxidation [59,69]. These data suggest that the designed working
electrodes based on FeNiP-R and FeNiP-S have an interesting electrocatalytic methanol
oxidation with better electrochemical character in the case of the designed FeNiP-R com-
pared with FeNiP-S. Table 3 gives a comparison between some low-cost materials (free from
precious metals such as Pt or Au) that were recently reported for methanol electrocatalytic
oxidation in alkaline medium. From this table, it can be deduced that the prepared FeNiP-R
and FeNiP-S are efficient electrocatalysts for methanol electrooxidation at high pH.
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Table 3. Comparison of the activity of some reported electrocatalysts for methanol oxidation in
alkaline media.

No. Electrocatalyst
Material

MeOH
Concentration

Current Density,
mA/cm2 Reference

1 Co/Cu @CNFs 2 M 17.5 [70]

2
Co/CeO2-

decorated C
fibers

3 M 9.5 [71]

3 ZnO/CeO2
dots@CNFs 3 M 16.3 [72]

4 Co/SrCO3
nanorods 3 M 10.0 [73]

5 Ni/Polypyrrole/RGO 1 M 32.94 [74]

6 Ni/PdCNFs 1 M 7.15 [75]

7 FeNiP-R 0.08 M 40.25
This work

8 FeNiP-S 0.08 M 27.39

3.3.2. Chronoamperometric (CA) Studies

CA analyses were conducted for the designed FeNiP-R and FeNiP-S working elec-
trodes at different MeOH contents (0.0 mM, 20 mM, 40 mM, and 80 mM), as presented in
Figure 7A,B, respectively. The obtained current values of FeNiP-R and FeNiP-S working
electrodes after 1016 s are given in Figure S6 (Supplementary Materials). The current density
value after 1016 s increased as the investigated methanol concentration rose. For the FeNiP-
R electrode, the current density was found at 8.173 mA/cm2 for 0.02 mol/L MeOH/KOH
and 0.17 mA/cm2 for the 1.0 M KOH electrolyte without methanol. The current density
of the FeNiP-S electrode was found at 5.26 mA/cm2 for 0.02 mol/l MeOH/KOH and
0.46 mA/cm2 for the 1.0 M KOH electrolyte without methanol. Hence, the anodic current
was improved because of the methanol content, which indicates the significant electro-
catalytic character of FeNiP-R and FeNiP-S electrodes for methanol electrooxidation. The
deactivation rate of the obtained current could be calculated via CA data at 600 s and 60 s
by the use of the reported equation: ((J60s− J600s)/J60s)) [25,76]. The deactivation rate was
estimated as 6.16% and 7.61% for FeNiP-R and FeNiP-S working electrodes, respectively,
indicating the high electrochemical stability of the designed electrodes, and the difference
between them could be ignored (around 1.45%).

Figure 7. Chronoamperometric analysis in 0.0 M, 20 mM, 40 mM, 60 mM, and 80 mM methanol/KOH
aqueous electrolyte of the prepared FeNiP-R; (A), and FeNiP-S; (B).

3.3.3. Electrochemical Impedance Spectroscopic (EIS) Studies

The EIS investigations of the designed FeNiP-R and FeNiP-S working electrodes in
the absence and presence of 20 mM methanol in KOH solution are displayed in Figures
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8A and 8B, respectively. In the case of the electrolyte without methanol, the Nyquist plot
is displayed as a line behavior without a full semi-circle, which indicates the low charge
transfer process in the KOH electrolyte without methanol. The impedance imaginary part
in the EIS curve without methanol was increased and nearly a full semi-circle line emerged,
indicating that the fabricated biphosphates electrodes possess a capacitive behavior [77].
For 20 mM methanol/KOH electrolyte, a full semi-circle was observed, which confirms
the presence of an additional charge transfer process (methanol electrooxidation) [48,78].
Generally, the low impedance Z/ and Z// values indicate the presence of an efficient charge
transfer process with better conductivity [61,79] for both investigated FeNiP-R and FeNiP-S
electrodes and 20 mM methanol compared to electrolytes without methanol. In the exper-
imental cell, there are two expected charge transfer processes besides the series/ohmic
resistance for the alkaline solution, the first for the Ni-electrooxidation, and the second for
the methanol oxidation. The charge transfer process is better in the case of methanol, which
adopted the full semi-circle character in both FeNiP-R and FeNiP-S working electrodes.
The resistance of charge transfer could be studied via the fitting analysis by the use of
the presented equivalent circuit in the inset figure of Figure 8C [26,61,80]. The successful
fitting was affirmed by the ignored difference between the pristine and fitted data, as
shown in Figure 8C and 8D for FeNiP-R and FeNiP-S working electrodes, respectively.
Moreover, the effect of MeOH contents on the EIS character was studied, as shown in
Figure 9A, and the fitting parameters are organized in Table 4. The fitting parameters of
the applied electrical circuit have two Rct and one series Rh. The series resistance (Rh)
was slightly decreased with the increase in MeOH, which could be interpreted as the poor
conductivity of MeOH compared with the KOH solution. The other components of equiva-
lent circuit parameters (R1/CPE1 and R2/CPE2) are attributed to the oxidation processes,
Ni oxidation and MeOH oxidation, respectively. Interestingly, both Rct resistances (R1
and R2) were decreased after methanol was introduced to the electrolyte. The value of
R1 was changed from 10.63 ohm to 9.79 ohm after the change in methanol concentration
from 0.0 to 20 mM, which affirms the superior Ni oxidation. For R2, the resistance was
changed from 13,144 KΩ to 10.08 KΩ because of methanol, which indicates the existence
of a novel charge transfer process originating from methanol electrooxidation. Figure 9B
shows the total impedance behavior with bode phase character for FeNiP-R and FeNiP-S
electrodes in KOH solutions with and without 20 mM methanol. The total impedance
curves were shifted to lower values with methanol compared to curves without methanol
for both evaluated electrodes, FeNiP-R and FeNiP-S. For bode phase plots, both curves have
peak character with methanol, and no peaks could be detected in the bode phase without
methanol, demonstrating the electrochemical oxidation of methanol by the investigated
FeNiP-R and FeNiP-S electrodes. Generally, the charge transfer processes were improved in
the presence of methanol, as confirmed by Nyquist plots, fitting analysis, bode phase, and
total impedance data. Therefore, the introduced FeNiP-R and FeNiP-S working electrodes
are suitable electrodes for methanol oxidation at high pH to design novel non-precious
electrodes for methanol fuel cells.
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Figure 8. The Nyquist plots of the studied FeNiP-R (A) and FeNiP-S (B) in 0.0 M methanol and
20 mM urea in 1.0 M KOH. The difference between the fitted and experimental data of the prepared
FeNiP-R (C) and FeNiP-S (D) electrodes.

Figure 9. The Nyquist (Z/, -Z//) plots at different methanol concentrations from 20 mM to 80 mM
methanol (A); total impedance and bode phase plots of the FeNiP-R and FeNiP-S electrodes in the
presence and absence of methanol (B).

Table 4. Equivalent circuit parameters as derived from the fitted findings of the impedance data
based on the FeNiP-S working electrode.

No. Material Rh/Ω R1/Ω R2/kΩ
CPE1-T(+),

µF
CPE1-
P(+)/F

CPE2-
T(+)/µF

CPE2-
P(+)/F

1
0.0 mM

16.20 10.63 13144.00 59.16 0.92 49.59 0.90

Error, % 0.17 27.74 1.84 31.67 3.22 37.91 3.33

2
20.0 mM

16.71 9.79 10.08 50.08 0.96 53.81 0.94

Error, % 0.21 25.82 0.35 37.90 3.86 35.41 3.14
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Table 4. Cont.

No. Material Rh/Ω R1/Ω R2/kΩ
CPE1-T(+),

µF
CPE1-
P(+)/F

CPE2-
T(+)/µF

CPE2-
P(+)/F

3
40 mM

16.32 9.56 9.10 50.35 0.96 53.96 0.94

Error, % 0.21 25.21 0.48 36.93 3.75 34.58 3.07

4
60 mM

17.16 9.17 8.69 49.09 0.96 53.87 0.94

Error, % 0.22 26.81 0.48 40.21 4.06 36.77 3.26

5
80 mM

18.09 8.95 7.19 45.13 0.96 55.25 0.94

Error, % 0.24 31.21 0.51 52.03 5.28 43.01 3.69

4. Conclusions

Fe/Ni-biphosphates as novel electrocatalysts for methanol electrooxidation were fab-
ricated by two chemical techniques (FeNiP-R by reflux, and FeNiP-S using sol–gel). The
prepared FeNiP-R and FeNiP-S materials were characterized by SEM, XPS, TEM, FT-IR,
and BET to analyze their morphology, surface area, and chemical bonds. The scale size
of the formed phosphate particles was between 35.25 nm and 51.27 nm. In the case of
FeNiP-S material, the formed nanoparticles (NPs) have more aggregation than FeNiP-R NPs.
The electrochemical analysis of the prepared FeNiP-R and FeNiP-S materials as electrodes
for electrocatalytic oxidation of methanol was inspected through CV as well as CA and
EIS analyses to indicate the efficiency in terms of the obtained anodic current and charge
transfer. These analyses affirm the high performance of the methanol electrooxidation over
FeNiP-R and FeNiP-S electrodes. Interestingly, the obtained oxidation current improved as
methanol concentration increased to 2 mM. From the CV analysis, the electrooxidation in
the case of 20 mM MeOH had an interesting increase in current values from 0.187 mA/cm2

at 0.409 V to 5.12 mA/cm2 at 0.549 V, which is around 59 times the highest current density
value found in the absence of MeOH (0.0093 mA/cm2 at 0.45 V). Notably, both series and
charge transfer resistances decreased after methanol addition to the electrolyte. The value
of series resistance was changed from 10.63 ohm to 9.79 ohm after the change in methanol
concentration from 0.0 to 20 mM, which affirms the superior electrooxidation. The deacti-
vation rates of the anodic current density were estimated as 6.16% and 7.61% for FeNiP-R
and FeNiP-S working electrodes, respectively, indicating the high electrochemical stability
of the designed FeNiP-R and FeNiP-S electrodes. This study presents novel non-precious
Fe/Ni-biphosphates for the simple fabrication of electrodes in methanol fuel cells.

Supplementary Materials: The following supporting information can be downloaded at: https:
//www.mdpi.com/article/10.3390/nano12193429/s1, Figure S1: SAED of the synthesized FeNiP-R
material; Figure S2: Total survey XPS of the prepared FeNiP-R material in the range of 0–1400 eV;
Figure S3: XPS fine spectra of the fabricated FeNiP-R and FeNiP-S materials in the nickel region;
Figure S4: Cyclic voltammograms of the FeNiP-R working electrode in KOH medium with and
without 20 mM methanol at 100 mV/s; Figure S5: Cyclic voltammograms of the FeNiP-S working
electrode in KOH medium with and without 20 mM methanol at 100 mV/s; Figure S6: The obtained
current values of FeNiP-R and FeNiP-S working electrodes after 1016 s.
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