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The present work focuses on the non-conventional design and operation of micro fuel cells. Two different
kinds of fuel cells, Proton Exchange Membrane (PEM) and Biological Fenton (BF) based fuel cells, are
fabricated to harvest energy. For the PEM fuel cell, H, and O, are generated by Mg/HCl reaction and
Fenton's reaction respectively, and are subsequently fed into two terminals of the PEM fuel cell. For the
BF fuel cell, the reaction product of hemoglobin (Hb) with hydrogen peroxide (H,O,) is used as a source
of chemical fuel to generate electrical energy within the fuel cell. An array of PEM microscale fuel cells is
fabricated to scale up the reaction which can be used for MEMS/NEMS applications. Furthermore, the
application of this adhesive and flexible PEM fuel cell as a hydrogen leakage sensor is demonstrated. In

) the BF fuel cell, an electronic imbalance across a carbon tape is generated owing to the formation of
iig:g&% 22%12 I;\;:::gsrgoé(121 reactive hydroxyl radicals and concurrent electrons in the system. The generation of a highly oxidizing
hydroxyl radical is also utilized to degrade Methylene Blue (MB) dye along with energy harvesting. This

DOI: 10.1035/d1ra01378e multi-purpose fuel cell can be synergistically used in industrial applications of waste treatment as well as
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1. Introduction

In recent times, the harvesting of clean energy“* and waste
treatments** have been two issues needed to be addressed with
utmost seriousness. A plethora of literature is available for clean
energy harvesting exploiting non-conventional energy sources
like seawater chemical energy,>® solar energy,”® wind energy,**°
tidal energy,"'* electrochemical water splitting’® among others.
Studies have also been made for the development of efficient
electrodes for hydrogen™ or oxygen evolution.” While contin-
uous energy production from green sources is gaining impor-
tance, at the same time, waste management from the
adaptation of already existing conventional energy, as well as
from industrial and biochemical plants is becoming a crucial
topic to sustain. Extensive research has already been devoted to
wastewater treatment,'®"” industrial effluent,’®'® nuclear
waste,”>** metal contamination,” and biological waste treat-
ment.”*** Advanced oxidation processes, including Fenton's
reaction,” Photo Fenton reaction,”® and electro Fenton
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reaction” are a few of the most important technologies
currently being followed for waste treatments. Of late,
researchers have come up with innovative ideas where energy
harvesting and waste treatments are being done synergistically.
Microbial fuel cell,” fuel cells involving Fenton® and electro
Fenton reaction,® enzymatic fuel cell** are to name a few where
waste treatment and energy harvesting are operational in
concurrent mode.

Fuel cells are suitable candidates for energy harvesting due
to their high energy density. Among various kinds of fuel cells,
proton exchange membrane (PEM)** is the most common type
of fuel cell, where H, and O, are fed at two terminals of the fuel
cell separated by a proton exchange membrane. PEM fuel cell
has two electrodes, and a proton exchange membrane sepa-
rating the two electrode chambers. Proton is generated from
hydrogen gas at the anode. The proton then moves through the
membrane while developing a potential difference across the
two electrodes. Eventually, during the generation of protons
from hydrogen gas, excess electrons build up at the anode and
the same develops the potential difference.

Among the PEM fuel cell, Nafion (Nf) membrane is a widely
used one. H, being a clean fuel, researchers have targeted
production of H, by electrochemical,®® photochemical,** and
heterogeneous catalysis based water splitting,* although the
processes are a complicated and costly affair. Apart from PEM
fuel cells, other types of fuel cells are direct methanol fuel
cells,* alkaline fuel cells,*® phosphoric acid fuel cells,*” molten
carbonate fuel cells,®® solid oxide fuel cells,* and reversible fuel

© 2021 The Author(s). Published by the Royal Society of Chemistry
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cells.* Recent developments in this direction are microbial fuel
cell, membrane-less liquid fuel cell,* solid oxide fuel cell, etc.
In the most recent development, people have also exploited
micro-bots*® as a generation source for enhanced efficiency in
fuel cells. Flexible devices including fuel cells are becoming
popular in recent times for a host of reasons including ease of
installation, adjustment of installation area, applicability in
harsh environment, material cost of design and fabrication
among others.****

In what follows, it is understood that despite the availability
of ample literature, the emphasis is not given in micro energy
harvesting, especially on non-conventional pathways. In this
study, we focused on designing a PEM fuel cell on a flexible
carbon tape surface with a single embodiment. On the other
hand, non-conventional energy harvesting is considered using
the Biological Fenton reaction. In hemoglobin, there is
a central ferrous (Fe**) ion that can undergo a biological
Fenton reaction and get oxidized (Fe*") to produce hydroxyl
radical in the H,O, medium. BF based fuel cell prototype was
developed to show its potential to generate energy on the
micro scale. In this regard, it is to be noted that the fuel cell for
large-scale energy production was not targeted. We have
addressed the following topics in this paper: (a) generation of
energy in PEM and BF type fuel cells, (b) integration of micro
PEM fuel cells for adding up potentials, (c) use of flexible fuel
cell in making a hydrogen leakage sensor, (d) exploitation of
hydroxyl radical generation in BF fuel cell for the methylene
blue dye degradation.

2. Materials and methods

2.1. Materials

Nafion (Nf), ferrous sulphate (FeSO,), hydrogen peroxide
(H,0,), hemoglobin (Hb), methylene blue (MB), hydrochloric
acid (HCI) were obtained from Sigma Aldrich India. Magnesium
turnings (~99.5% purity), connecting pipes, dropper, crocodile
clips, and carbon tape (Make: G nano) were procured from local
vendors. Glass vials and glass slides were also procured from
Sigma Aldrich India.

2.2. Instruments

Multimeter (Mastech, MAS 830L), weighing balance, hotplate,
desiccator (Lablink), and vacuum pump were used. Raman
spectroscopy (Horiba, LabRAM HR Evolution), and UV-Vis
spectroscopy (Shimadzu, UV 2700), were used for characteriza-
tions of the surface. Goniometer (Holmarc) was used for the
measurement of the contact angle on the carbon tape and
Nafion coated carbon tape.

2.3. Methods

2.3.1. Carbon tape based Nafion membrane preparation.
To prepare carbon tape-based Nf membrane, 100 pL of Nf was
dispensed uniformly on a carbon tape film of ~5 cm length and
~2 cm width, affixed on a glass slide. It was then allowed to dry
inside a vacuumed desiccator for 30 minutes.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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2.3.2. Generation of hydrogen fuel for PEM fuel cell. H,
fuel was prepared by mixing different amounts of magnesium
turnings with the required volume of HCI.

2.3.3. Generation of oxygen fuel for PEM fuel cell. H,0,
was dispensed on solid FeSO, to generate O, fuel by exploiting
Fenton's reaction.

2.3.4. Fabrication of PEM fuel cell. Two setups of PEM fuel
cell arrangements were studied for energy production. To
prepare the first setup of the PEM fuel cell, we call it fuel cell of
kind 1, H, fuel baths were prepared. H, fuel baths were
designed by adding ~40 mg of magnesium turnings with 1 mL
of 1 NHCl in 5 mL glass vials. In this case, Nf coated carbon tape
of ~5 cm length and ~2 cm width, attached on a glass slide was
used as a membrane. It is to be noted that Nf was present at the
middle part of the carbon tape covering ~1.5 cm length and
~2 cm width, and the two ends were kept as bare carbon tape.
To the one end of the carbon tape (where Nf was absent),
~15 mg of FeSO, was deposited. The other end of the carbon
tape was wrapped on the openings of the pipes, connected to
the H, fuel baths. This completes the formation of the first
setup of the PEM fuel cell, as shown in Fig. 1(a).

In the second setup, we termed it as fuel cell of kind 2,
instead of the H, fuel bath, ~40 mg of Mg turnings were
deposited on one end of the carbon tape (where Nf film was
absent). To the other end of the carbon tape, FeSO, of ~15 mg
was deposited similar to the fuel cell of kind 1. This second
setup of the PEM fuel cell is shown in Fig. 1(b). It is to be
mentioned that unlike conventional PEM fuel cells, no catalyst
was used for the fabrication of the PEM fuel cells. It was found
that the heterogeneous surface of the Nf coated carbon tape is
capable of converting hydrogen gas into protons and the same
is evident from the generation of the potential. Further, as the
PEM fuel cell of kind 1 is used for hydrogen gas sensing
purpose, no platinum catalyst is used to augment the rate of
potential generation.

2.3.5. Preparation of Hb solution. To prepare the required
concentration of Hb solution, ie. 3 mg dL™', a high
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Fig.1 (a) Schematics of carbon tape-based PEM fuel cell, where H; is
generated inside vials and fed to the PEM membrane through con-
necting pipes. (b) Depicts PEM fuel cell on carbon tape with proximate
open sources of H, and O,. (c) Represents prototype of BF fuel cell. (d)
Shows MB dye degradation in the presence of Bio Fenton's reaction.
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concentration of 60 mg dL ™' Hb solution was first prepared by
mixing 6 mg of Hb granules to 10 mL of distilled water, and
then it was subsequently diluted to 3 mg dL™" with distilled
water.

2.3.6. Fabrication of BF fuel cell. An electrode system was
made by pasting a carbon tape of ~5 cm in length and ~2 cm in
width on a glass slide. One side of the carbon tape was drop cast
with 40 pL of 3 mg dL " Hb solution to make it cathode, and the
other side is left as the anode. This electrode set up was kept in
a vacuum desiccator for ~30 min or until completely dry before
use. The electrode set up was then dipped into H,0O, solution,
which generates a potential difference between the two termi-
nals across the carbon tape due to the bio-Fenton reaction. The
schematic of the Hb coated electrode setup is shown in Fig. 1(c).

3. Characterizations

In general, carbon tape is highly hydrophobic, and hence it does
not allow the wetting of water molecules on its surface.
However, for the smooth operation of the PEM fuel cell, the
wetting surface was mandatory for assisting the permeation of
protons through the Nf membrane. The contact angle on bare
carbon tape surface was found to be in the range of ~92° to
~98° (Fig. 2(a)), whereas, the contact angle on Nf coated carbon
tape was in the range of ~54° to ~66° (Fig. 2(b)). This shows that
the Nf coated surface becomes more hydrophilic compared to
untreated carbon tape.

The formation of the gases that were fed at the two ends of
the PEM fuel cell was ensured using Gas Chromatographic (GC)
study. It was mentioned in the previous section that the H, and
O, gases which were fed in the PEM fuel cell were generated by
Mg/HCI and Fenton's reaction, respectively. In a closed vial, the
Mg and HCI were allowed to react, and after some time with
a GC syringe, gas was collected from the free space and subse-
quently injected into the GC instrument. Fig. 3(a) shows the
retention time plot, which clearly shows the peak for H,. Simi-
larly, Fenton's reaction was also allowed to happen in a closed
vial, and gas was collected with a syringe for GC analysis.
Fig. 3(b) shows the retention time plot for the same, which has
the peak of O,.

4. Results and discussion
4.1. PEM fuel cells

In the present work, two prototype setups of the fuel cell of kind
1 and fuel cell of kind 2, of PEM fuel cells were developed on
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Fig. 3 Plot (a) shows the GC peak of H, obtained from Mg and HCl
reaction. Plot (b) shows the GC of O, obtained from Fenton's reaction.
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Fig. 4 (a) Shows the arrangement of PEM fuel cell of kind 1. (b) Shows
the configuration of PEM fuel cell of kind 2.

a single platform using Nf coated carbon tape deposited on top
of a glass slide base for energy harvesting. The fabrication of
both the setups is discussed in Section 2.3.4. In the first setup,
as shown in Fig. 4(a), a separate H, fuel bath was taken, and the
generated H, gas was then supplied to the one end of the PEM
fuel cell membrane. On the other end, O, was generated in the
electrode’s proximity by the reaction of ~15 mg FeSO, with ~50
uL of 10% H,0,. The reason for such an arrangement was to
utilize the maximum amount of H, generated due to the reac-
tion. It is to be noted that the rate of generation of O, was kept

Fig. 2

Image of a sessile water drop on (a) an untreated carbon tape and on (b) an Nf coated carbon tape captured using a goniometer. The water

contact angles are mentioned in the figures. Inset at the top right corner of each figure shows photographs of the same.
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higher than the rate of generation of H,, in this case. The one
end of the carbon tape was connected to the H, fuel bath using
connecting pipes, the other end, O, was formed directly and fed
into the PEM cell. Both the electrodes were connected to the
Multimeter using crocodile clips. The Nf membrane surface was
made wet with distilled water, which allowed the permeation of
the gases generated at the two ends of the carbon tape, which
subsequently created a potential drop. A fuel cell setup without
Nf showed no potential generation. In the absence of Nf, there
was minimal scope for proton permeation, and the hydropho-
bicity of the carbon tape also hindered the formation of the
liquid film.

Similarly, in the second kind of fuel cell, as shown in
Fig. 4(b), the magnesium turnings were deposited at one end of
the carbon tape, where Nf was absent, and FeSO, to the other
end. These two ends (electrodes) were then connected to the
Multimeter to record the change in potential. At first, the Nf
coated carbon tape was made wet with a few drops of distilled
water to channelize the permeation of ions through the Nf
membrane placed between the electrodes. After that, at the one
side of the carbon tape, ~50 pL of 1 N HCIl was added in
a dropwise manner on the Mg turnings, and on the other
terminal, ~50 pL of 10% H,0, was added to the FeSO, using
a micropipette, simultaneously. Mg turnings on reaction with
HCI generated H,, and FeSO, on reaction with H,0, generated
0O,. Permeation of these gases through the Nf membrane
created a potential difference between the two electrodes, as
observed in the Multimeter, thus generating energy. In this
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case, a direct reaction was performed to enhance the potential
difference by direct feeding of both the gases.

It was observed that the energy generated in the first
arrangement of the PEM fuel cell, as discussed above, was lower
as compared to the second set up of the PEM fuel cell. However,
the potential in the first case was observed to be stable for
a longer time than in the second case, where the potential
dropped suddenly. The reason for low potential and longer
duration was the slow rate of generation of H, in the glass vials,
less partial pressure accumulation, and the time taken for the
transportation of H, generated in the glass vials to the fuel cell
membrane. These reasons made the H, permeation slower and
hence, a slow increase in potential, which became constant
after a specific time, and therefore a constant potential was
observed. Moreover, as the reaction went to the completion
stage in the vials, the rate of H, generation decreased, and thus
the potential also decreased over time. Furthermore, the
amount of potential generated can be increased by increasing
H, generation in the vials.

To decipher proton's working mechanism, especially trans-
fer kinetics through the Nf coated carbon tape membrane,
Raman characterization was performed for bare carbon tape,
and Nf coated carbon tape before and after protonation of the
surface. For this Raman characterization, Horiba LabRAM HR
Evolution Raman Spectrometer was used with the laser wave-
length, accumulation time, acquisition time, modulation,
optical magnification, and a grating of 532 nm, 10 s, 4 s, 10%,
20x, and 1800 g mm ™, respectively.
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Fig. 5 Plot (a) shows Raman spectra of pristine carbon tape. Plot (b) shows Raman spectra of Nf coated carbon tape before protonation (green
line) and after protonation at three arbitrary different locations on the membrane.
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In case of bare carbon tape, two characteristics peaks of
carbon, (Fig. 5 (a)), 1323 cm™ " (D band), and 1584 cm ' (G
band) were obtained.” Raman spectroscopy for Nf coated
carbon tape, as shown by the traffic green line in Fig. 5(b), was
recorded. The same indicates few new peaks at ~1355, 1208,
1053, 995, 727, 338 cm™ ' corresponding to the presence of
Nf.*~* The acidic moiety of Nf may protonate the m-electron
cloud of the carbon tape, thus diminishes the characteristic
peak at ~1584 cm ' (G band). We further studied the Raman
spectroscopy of the Nf membrane after the PEM fuel cell oper-
ation, i.e. after protonation from an external hydrogen source.
The spectra were taken at different locations (denoted by L; and
L,, and L3), and in all the locations, the peaks for Nf were
reduced indicating the interaction between Nf and protons. As
the Nf polymer itself has acidic protons on its surface, in the
presence of proton permeation no significant change in the
carbon tape/Nf was observed except a slight change in intensity.

Next, the integration of PEM fuel cells was studied to show
the scaling up of the energy when more fuel cells were con-
nected in series. For this, two PEM fuel cells of the second kind,
the Fuel cell 1 and Fuel cell 2 were connected in a series
configuration. Two Multimeters were connected across each
fuel cell, the Fuel cell 1 and Fuel cell 2 separately, whereas
a third Multimeter was connected across the two fuel cells
connected in series, as shown in Fig. 6(a) and ESI Video 1.1 It
was observed that the amount of potential generated in the
third Multimeter, connected across the series connection of two
fuel cells, was higher and approximately equal to the summa-
tion of the potential generated from the individual fuel cell i.e.

Integration of
Micro Fuel Cells for
Voltage Scale up

a3
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Fuel cell 1 and Fuel cell 2, respectively with minimal losses.
Thus, the integration of these micro fuel cells in series can be
thought of for large-scale micro energy generation.

We extended our work to determine the potential growth
kinetics of the PEM fuel cells. We recorded videos for the
potential generation, and the same was further analyzed to get
the kinetic data. Fig. 6(b) shows the potential generation
kinetics (as a function of time) in Fuel cell 1, Fuel cell 2, and the
addition of potentials obtained in two different fuel cells. In this
particular arrangement, a potential shoot-up till ~11 s, after
which, a nearly stable plateau region with a slight decrease in
potential was observed. The square symbols in black, and the
circular symbols in red in Fig. 6(b), indicate the potential
generation in the Fuel cell 1 and Fuel cell 2, respectively,
whereas the delta symbols in blue indicate the change in
potential across the two fuel cells with time. In this regard, it is
to be noted that the growth rate might change based on the H,
and O, flux into the PEM fuel cell membrane and thereby on the
rate of inputs of reagents.

The fabricated fuel cell is an excellent candidate for
hydrogen leakage sensor because of its adhesion and flexible
properties. PEM fuel cell of kind 1, as shown previously in
Fig. 4(a), was exploited to develop a leakage sensor. On a carbon
tape, Nf was dispensed to make it a proton permeable
membrane. Both the ends of the carbon tape were kept bare for
higher conductivity purposes as those ends were used as elec-
trodes. For a prototype, we made an arrangement where two
culture bottles were connected to the two ends of a polymer tube
of ~0.5 cm by making holes in the caps of the culture bottle.
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0.4 AA
’ i V1+V2
= A FC1 FC2
& 03t s .
@ (e _
g = .d' ) +| |' +| |
= A
S o2f o | | |
>
s N“-_
© um . .
0.1 4o - V1 Series Connection of Fuel Cells
-
0.0 -&
0 5§ 10 15 20 25 30 35 40 45
Time (s)

Fig. 6

(a) Photograph shows the integration of two PEM fuel cells of kind 2 in series connection to add the electric potentials. Plot (b) shows the

potential growth with time for the fuel cells shown in plot (a) and the electrical connection of the two fuel cells.

12724 | RSC Adv, 2021, 11, 12720-12728

© 2021 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra01378e

Open Access Article. Published on 01 April 2021. Downloaded on 11/1/2025 5:29:29 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

View Article Online

RSC Advances

Bio-Fenton

Hydrogen Peroxide
Fuel Cell

Haemoglobin Fuel cell and
electrode arrangement

<

Haemoglobin Film
on Carbon Tape

(b)
140 |
120 | M
100 / o
= [ o
2 " w
o
D
¥ oof *
°
S Wl e
20 |
0l
1 1 1 1 1
0 50 100 150 200
Time (s)

Fig. 7 Plot (a) shows the BF fuel cell setup. Plot (b) shows the potential growth kinetics in BF cell.

Inside the culture bottle, 0.1 N HCI and Mg turning were kept to
generate hydrogen gas. Thus, the generated hydrogen gas was
free to pass through the connected tubes. In an experiment, as
shown in ESI Video 2,T we deliberately made a small leak on the
connected pipe, and Nf coated carbon tape was wrapped around
it. After wrapping, both the ends of the carbon tape were con-
nected with a Multimeter. It was observed that when hydrogen
leaked through the hole, a potential up to ~20 mV generated
across the ends of the tape, and the same indicated leakage of
hydrogen (see Video 2 in ESIt). One interesting thing is that the
amount of available oxygen in the air was abundant to create
a potential drop. In a second experiment on the opposite end of
the leakage, we generated oxygen by Fenton's reaction, and
a similar setup showed a potential generation of up to ~200 mvV.
Hence, additional oxygen flux enhances the sensor's sensitivity.
However, as mentioned earlier, the ambient oxygen was also
capable enough to detect the leakage. This kind of flexible and
adhesive fuel cell can be used in process industries for instant

(a) i
1.2F Hb
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5 08 Hb +3%H,0,
St o,
= 0.6} Hb + 4% H,0,
2 i ——— Hb+5%H,0,
< 04
0.2
400 500 6
Wavelength (nm)

hydrogen leakage detection. Moreover, the leaked gas was
exhausted during the operation of the fuel cell and offers safety
at least for initial micro leakage and provide sufficient time to
take necessary measure to avoid a disaster. The detailed
description of the repeatability and shelf life study done to
check the reusability of the developed PEM fuel cell of kind 2, is
given in Section S2 of the ESL

4.2. Bio-Fenton fuel cell

Next, a proof-of-concept prototype of BF fuel cell, as shown in
Fig. 7(a), was developed to harvest energy from Hb and H,O0,.
The ferrous (Fe®) ion entrapped in the Hb molecule was
responsible for the bio-Fenton reaction, which generated highly
reactive hydroxyl radicals. A few of the previous articles also
elaborated similar phenomenon of bio-Fenton reaction.>® The
setup for the BF fuel cell prototype was described in Section
2.3.6. In this setup, both the electrodes were placed on the same
glass slide. A carbon tape was pasted on the glass slide, and one

(b) a

Abs. (a.u.)

0t ! L ! L
0 1 2 3 4 5

Conc. H,0,( % v/v)

Fig.8 Plot (a) shows UV-Vis spectroscopy of Hb, Hb in 1% H,O,, Hb in 2% H,O,, Hb in 3% H,0,, Hb in 4% H,0O,, and Hb in 5% H,0O,, respectively.
Plot (b) shows maximum absorption in UV-Vis spectroscopy at wavelength ~420 nm against (v/v)% concentration of H,O,, in terms of peak

absorption.
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side of the same was coated with ~40 pL of Hb solution (conc.
3 mg dL™ "), and that place was only responsible for the bio-
Fenton reaction. The electrode set up was then dipped into
a vessel containing 1% (v/v) H,O, solution. After dipping the
electrode system into the vessel, the Hb rich portion of the
electrode system remained electron enriched zone as the bio-
Fenton reaction generated electrons along with hydroxyl
radical formation. Hence, Hb-rich zone served as a cathode due
to electrons’ presence and on the other part of the electrode set
up, where bare carbon tape was present, served as the anode of
the fuel cell. As long as the bio-Fenton reaction persisted, the
cathode remained as a source of excess electrons, and a differ-
ence in potential across the two electrodes was maintained. The
potential difference across the two ends of the electrode setup
was recorded with the help of a Multimeter. In this case,
a potential value of as much as ~135 mV was obtained across
the two ends. The entire operation of this BF fuel cell is shown
in ESI Video 3.1

Fig. 7(b) shows the growth kinetics of developed potential
inside BF fuel cell. In this present setup, it was observed that an
initial rise time to reach a potential of ~133 mV was ~58 s and
subsequently, the potential gradually started diminishing with
occasional fluctuations. However, for a longer duration ie.
more than 40 min (not shown here), the potential difference
between two electrodes persisted, indicating a high lifetime of
bio-Fenton reaction. Of course, this lifetime depends on the Hb
concentration on the electrode and the concentration of H,0,
in the medium. This proof of concept prototype uncovered an
important pathway to harvest energy using medical waste
materials that contain blood.

In relevance, it is to be noted that the present article explored
the initial development of the model BF fuel cell and deci-
phered the chemical reactions that took place during the
process of energy harvesting from the BF fuel cell. Bio-Fenton
reaction, i.e. the reaction between H,O, and Hb, served the
conversion of chemical energy to electrical energy. In a set of
experiments, as shown in Fig. 8(a), Hb solution of 0.3 mg dL "
was allowed to react with different concentrations of peroxide
solutions, and UV-Vis absorption spectra were recorded. As
intuitive, it was observed that with the increase in the concen-
tration of H,0,, the absorption of the Hb solution gradually
decreased, signifying an increase in the extent of reaction and

—MB

~———MB + Hb

MB + Hb+ H,0, @ 0 min
MB + Hb+ H,0, @ 3 min
o MB+ Hb+ H,0, @ 6 min
MB + Hb + H,0, @ 9 min

200 500 600 700
Wavelength (nm)

800

View Article Online

Paper

conversion from Fe*" to Fe®*. The extent of conversion as
a function of the concentration of H,0, is shown with the help
of Fig. 8(b). Here, the extent of reaction is represented by the
decrease in the intensity of the maximum absorption peak
against the concentration of H,O,. The same shows a nonlinear
decay of absorption value signifying decay of Hb conc. due to
reaction.

Bio-Fenton reaction generates hydroxyl radical, and the
same is a strong oxidizing agent.>* The strong oxidizing char-
acteristics of the hydroxyl radicals made it eligible for degra-
dation of waste materials and dyes.>> Here, we exploited the
same oxidizing nature of the hydroxyl radical and used the bio-
Fenton reaction to demonstrate a proof of concept that Hb can
simultaneously exhibit dual operations, — energy generation,
and dye degradation. The addition of Methylene Blue (MB) to
the bio-Fenton fuel cell, shows discoloration of MB in bio-
Fenton fuel cell set up.

A detail UV-Vis spectrophotometric analysis was made to
justify the phenomenon. In Fig. 9(a), UV-Vis spectroscopy of MB
and Hb individually, and with H,0, at different time intervals is
represented. The red colored solid line in the plot indicates the
UV-Vis spectra of pure MB and the same has absorption maxima
at ~670 nm, whereas the traffic green colored solid line indi-
cates UV-Vis spectra taking MB and Hb together, and the same
showed an additional peak at ~420 nm. Other four spectra,
shown in navy blue, sky blue, circular symbols, and dark green
show the absorption peaks at different time intervals; 0 min,
3 min, 6 min, and 9 min, on the addition of H,O, to the MB and
Hb solution. It was observed that up to 6 min the absorption
peaks for both MB and Hb were reduced, indicating both the
components' decay. The bio-Fenton reaction generated the
hydroxyl radical with the concurrent generation of electrons
and was responsible for creating electrical potential. Fig. 9(b)
showed the maximum absorption intensities at wavelength
~420 nm and at ~670 nm, a decrease of which indicates the
progression of the reaction and the degradation of the dye. The
intensity values against time for MB (circular symbols in navy
blue) and Hb (delta symbols in red) characteristic peaks are
depicted. The hydroxyl radical, thus generated in the bio-Fenton
reaction, causes degradation of MB, and the same was observed
in this UV-Vis study.

b
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e 0.7
=
5', 0.6F V¥V Hb420
B’ 0.5_. x @® MB670
<
0.4} L : e o o
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0 15 3 45 6 175 9
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Fig. 9 Plot (a) shows UV-Vis spectroscopy of MB, MB with Hb, and solution of MB, Hb, and H,O, together at time intervals 0, 3, 6, 9 min,
respectively. Plot (b) shows UV-Vis degradation kinetics, in terms of peak absorption, of MB, and Hb in presence of H,O, which is undergoing
bio-Fenton reaction. Left and right inset in plot (b) shows color of MB before (t = 0) and after (t = 9 min) degradation.
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5. Conclusions

In this article, two non-conventional energy harvesting ways in
two different kinds of fuel cells were studied. The key findings
are summarized as follows:

e A 2D PEM fuel cell was developed on a single carbon tape-
based platform, where cathode, anode, and proton-exchange
membrane all are housed on a single embodiment. The depo-
sition of Nf on the carbon tape made the permeation of protons
possible. Also, the Nf made the carbon tape hydrophilic surface
and thereby facilitated the flow of an aqueous proton solution.

e A hassle-free methodology was adopted to integrate
multiple fuel cells for adding up the potentials to scale up the
energy output. The adhesive property and flexibility of the
carbon tapes made the integration process easy and simple.
This special kind of flexible fuel cell can be applied for the
detection of leakage in the H, line system and is demonstrated
in this paper.

e In another type of fuel cell, the bio-Fenton reaction was
exploited to harvest electrical energy. It opens up the possibility
of the use of medical waste to harvest energy.

o The biological-Fenton-based fuel cell was also exploited for
dye degradation, which is a challenging problem for industrial
waste treatment to date.

This study will be useful for future multi-dimensional
research in energy harvesting, gas sensors, waste manage-
ment, or a sustainable and synergistic combination of these
fields to address bigger challenges toward a green planet.
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