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Abstract: In this work, iron oxide nanoparticle loaded carbon fibers were prepared by
electrohydrodynamic co-casting a polymer and particle mixture followed by carbonization.
The precursor used to generate carbon fibers was a linear molecular chain polymer: polyacrylonitrile
(PAN). A solution containing iron (I, III) oxide (Fe3O4) particles and the PAN polymer dissolved
in dimethylformamide (DMF) was electrohydrodynamically co-cast into fibers. The fibers were
stabilized in air and carbonized in hydrogen at elevated temperatures. The microstructure and
composition of the fibers were analyzed using scanning electron microscopy (SEM). A quantitative
metallographic analysis method was used to determine the fiber size. It was found that the iron
(II, III) oxide particles distributed uniformly within the carbonized fibers. Photosensitivity of the
particle containing fibers was characterized through measuring the open circuit potential of the fiber
samples under the visible light illumination. Potential applications of the fibers for photovoltaics and
photonic sensing were discussed.

Keywords: electrohydrodynamic co-casting; composite fiber; iron oxide nanoparticles; carbon fiber;
photovoltaics; photonic sensor

1. Introduction

Iron oxide has been considered as a low-cost material with high energy storage capacity. Zhu et
al. [1] made iron oxide/porous carbon nanofibers by electrospinning polyvinylpyrrolidone (PVP)
and iron acetate and heat treating at 500 °C in nitrogen. The prepared porous nanofibers contain
a carbon content of 12.5 wt.%. The iron oxide particles were coated with the carbon derived from
PVP. The lithium ion battery anode made from the fibers showed improved cycling performance and
rate capability. There are many other researchers who reported their work on this application [2-7].
For example, in the work performed by Xu et al. [4], iron oxide/carbon nanofibers (FeOx/CNFs) were
prepared by electrospinning the FeCls-6H,O-polyacrylonitrile (PAN) precursors and heat treating
at different temperatures. The iron oxide particles were embedded into the carbon nanofibers and
used as the anodic electrode for rechargeable batteries. It was found that the oxidation states of iron
in FeOx/CNFs changed from Fe;O3 to FeO and Fe with an improvement of capacity retention and
an extra reversible capacity catalyzed by Fe.

In order to make high performance composite materials for supercapacitors, a solution containing
polyacrylonitrile (PAN), polymethylmethacrylate (PMMA), and iron acetylacetonate (FeAcAc) was
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spun and followed by carbonizing the PAN [8]. The PMMA was pyrolyzed to form pores. Iron oxide
nanoparticles were generated from FeAcAc. The elements Fe and O distributed throughout the carbon
nanofibers. The pore formation due to the removal of the PMMA in the high temperature annealing
process significantly shortens the diffusion path for ion transport at the electrode/electrolyte surface,
which is considered as the reason for the high retention rate and high current density of the iron
oxide/carbon fibers.

Carbon nanofibers decorated with iron oxide are also very effective in the removal of pollution
contaminants from water [9-14]. The embedded iron oxide nanoparticles or iron-transition metal
binary oxides play the important roles as poisoning metal sorbents. The heavy metals such as mercury
and chromium can be effectively removed by the iron oxide/carbon fibers. Yang et al. [9] demonstrated
the removal of Hg? from coal combustion flue gas by the magnetic iron-manganese binary oxide
supported on carbon nanofiber (Fe3.xMn,O4/CNF). Iron oxide containing nanofibers are capable of
removing arsenic compounds from water [12]. The fibers can be incorporated into filtration devices
for metal oxyanions (arsenic- and chromium-containing compounds) removal [12]. In addition to
eliminating poisoning metals from water, other compounds such as phosphate [13] and phenol [14]
can be cleaned or removed from water by iron oxide modified oxides embedded into activated
carbon fibers.

There are also reports on using iron oxide loaded carbon nanofibers for bio-sensing
applications [15,16]. Porous carbon fibers with iron nanoparticles were used as the support for the
Pt catalyst in direct methanol fuel cells [17]. It has been shown that some super-active sites can
be introduced into carbon fibers with iron or nickel additives to achieve the high electrocatalytic
performance [14,18]. Oxide-containing carbon fibers have demonstrated the potential for the
photocatalytic application [19]. An electrostatic attraction approach using a green and facile solution
was used to decorate carbon fibers with nanoparticles. The enhanced magnetic property was found in
elastomer matrix composite materials containing the iron oxide decorated carbon fibers [20].

Although previous studies confirmed the promising applications of iron oxide
nanoparticles/carbon fibers in energy storage, environment protection, and various other
fields, there is little work on the photonic sensing and photovoltaic usages. It is the objective of
this work to understand the photosensitive behaviour of the iron oxide/carbon composite fibers.
We have used an electrohydrodynamic co-casting approach to prepare the precursor fibers (PAN-based
fibers) first. Iron (II, III) oxide nanoparticles were embedded into the PAN fiber during the co-casting
process. Then, a high temperature heat treatment procedure was carried out by converting the PAN
fibers into partially carbonized fibers. To prevent the fully oxidation of the Fe3Oy iron oxide and the
burning of carbon fibers, hydrogen gas was used to generate a protective atmosphere during the high
temperature heat treatment. Finally, the photosensitivity of the iron oxide-containing carbon fibers
was characterized.

2. Materials and Methods

2.1. Materials and Instruments

A reusable stainless-steel dispensing needle with the gauge size of 20 (inside diameter of 0.6 mm),
purchased from McMaster Carr Inc. (Santa Fe Spring, CA, USA), was used as the nozzle for the
electrohydrodynamic casting of the polyacrylonitrile (PAN) polymer solution into fibers. The PAN
polymer was procured from the company named Scientific Polymer Products, Inc. (Ontario, NY, USA).
Its average molecular weight is about 150,000. The organic compound dimethylformamide (DMF) as
a polar solvent, was purchased from Alfa Aesar (Ward Hills, MA, USA). It was used for the dissolution
of the PAN polymer to form a uniform solution. The Fe3O,4 nanoparticles used in this study with
a nominal diameter of 500 nm were purchased online from the chemical provider: Alpha Chemicals
(Cape Girardeau, MO, USA). A direct current power supply with the highest output voltage of 30 kV
was brought from Spellman High Voltage Electronics Corporation (Hauppauge, NY, USA). The Fusion
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200 modular syringe pump used for polymer injection was purchased from Chemyx, Inc. (Stafford,
TX, USA). A GSL-1100X tube furnace brought from MTI Corp (Richmond, CA, USA) was used for the
two-stage high temperature treatment on the processed PAN fibers. In the initial stage of the treatment
at 275 °C, PAN was oxidized and/or stabilized. The continued stage of treatment at 500 °C converted
the PAN polymer fibers into partially carbonized fibers.

2.2. Electrohydrodynamic (EHD) Co-Casting

To prepare the PAN polymer solution for electrohydrodynamic (EHD) co-casting, 0.5 g of polymer
powder was weighed by the use of a Model 311 OHAUS scale and about 5.0 mL of solvent, DMFE,
was fetched from the glassy storage bottle using a 10 mL plastic syringe. The 5.0 mL DMF was
injected into a small beaker. Then, the PAN powder was added to the DMF to form a mixture with
an approximate 10 wt.% content of PAN. The mixture was put into an ultrasonic machine to assist the
dissolution of the PAN powder into DMF. To obtain a uniform solution of PAN in the DMF solvent,
the beaker was set on a heating platform and kept at 45-50 °C for about half an hour. In addition,
0.05 g of iron (II, III) oxide was added into the solution. After that, the solution was poured into a PVC
syringe. This syringe attached to a gauge 20 blunt metallic needle was placed into the rack of the
precision pump. The electrohydrodynamic (EHD) co-casting was conducted under the fluidic pressure
delivered by the precision pump and the static charge force due to the imposed high direct current
(DC) potential at the tip of the needle. The pump injection rate was kept at 0.02 mL/min. The DC
potential applied at the needle tip was 15 kV. The composite fibers came out from the needle and were
co-cast onto a soft tissue paper. This paper was attached to a grounded aluminium plate. Once the
EHD co-casting was done, the collected fibers were cut into samples for the subsequent processing.
The oxidation of the PAN fiber and stabilization of its structure were carried out via heat treatment
at 275 °C in air for 2 h. After that, the carbonization treatment was conducted at 500 °C in hydrogen
atmosphere for 2 h. Figure 1 is the plot showing the time-temperature profile during the multiple stage
high temperature treatment.
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Figure 1. Temperature vs. time profile for heat treating the particle loaded fibers.

2.3. Microstructure Analysis

A JEOL JSM-6010PLUS/LA scanning electron microscope (SEM) (San Jose, CA, USA) was
employed to examine the morphological features of the composite fiber. This SEM has an energy
dispersive X-ray diffraction spectroscopy attachment. Analysis of elements in the fiber was done on
the SEM via energy dispersive X-ray diffraction spectroscopy (EDS). A model 440C electrochemical
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workstation, purchased from CH Instruments, Inc. (Austin, TX, USA), was employed for measuring
the open circuit voltage or potential of the fiber when it was exposed to visible light illumination.
The voltage vs. time data were obtained. The data were plotted to reveal the photosensitivity of the
particle-containing fiber.

3. Results

This section is divided into two parts. The first part is on the morphological features and the
chemical composition of the particle-containing fiber. The second part deals with the photosensitivity
of the fiber under the visible light illumination.

3.1. Structure of the Composite Fiber

The morphological features of the EHD co-cast composite fibers were revealed through the SEM
by taking the secondary electron (SE) images. Both Figure 2a,b are the SEM images of the composite
fibers after the oxidation heat treatment followed by carbonization in hydrogen reductive atmosphere.
From the two images at different magnifications in Figure 2a,b, we can clearly see that the fibers are
aligned in a fairly regular way. Iron oxide (II, IIT) nanoparticles are distributed uniformly within the
fibers. In an image with a slightly higher magnification as illustrated by Figure 3a, the size of the
fibers can be estimated around 0.83 um. The method for determining the fiber size was based on
a quantitative metallographic analysis approach. We drew lines on the SEM micrograph and measured
the length of the line segments overlapped by the fibers to determine their diameters. In a typical
experiment, 103 samples were taken to measure the size of the fibers. It was found that the mean is
0.829 um and the standard deviation is 0.251 um. The results show that the standard deviation from
the measurement is fairly high. This is due to the fact that some fibers are very fine (at nanoscale),
while others are microfibers. Therefore, we simply called them fibers. The heat treatment in hydrogen
gas changed the physical property of the fibers. We found that, before any heat treatment, the precursor
PAN fibers are insulators. After the heat treatment, the PAN was partially carbonized. The composite
fibers are semiconducting. Therefore, no sputter coating of conductive thin metal layer was used for
the SEM observation.

(b)

Figure 2. SEM images of the iron oxide nanoparticle-containing carbon fibers: (a) 1000x; (b) 2000 x.

The elements contained in the composite fiber were determined by the energy dispersive X-ray
diffraction spectroscopy (EDS). In this study, the spot analysis of typical locations was carried out
to reveal the composition information about each feature examined. Two locations with particular
interest were chosen for the elemental analysis. One is at the fiber (Spot 001 as shown in Figure 3a;
the other is at the particle as shown by Spot 002 in Figure 3a. The qualitative result based on the
analysis of the fiber is shown in Figure 3b. Obviously, C, O, and N are the major elements found.
It is evident that the K« peak of carbon is located at 0.28 keV. For oxygen, the K peak is found at
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0.53 keV. The quantitative results are shown in the first three data columns of Table 1. The analysis
of the particle location, Spot 002, generated different result as revealed by Figure 3c. From Figure 3c,
we can see that O, C, and Fe are the major elements generating high peaks. Besides the N and O
characteristic peaks, more peaks belonging to the iron element can be observed. They are the K peak
of Fe found at 6.40 keV and Ky peak of Fe located near 7.06 keV. It must be noted that the L (0.71 keV),
Lo (0.60 keV), and Lg1 (0.79 keV) peaks for iron were also shown in Figure 3c. The quantitative results
associated with the analysis at Spot 002 are shown in data columns 4 to 8 of Table 1. It is found that
the atomic percentage of carbon (C) is still high. The oxygen (O) amount found at Spot 002 is slightly
lower than that found in the carbon fiber at Spot 001. Cu peak is also shown, but it is considered from
the impurity in iron (II, III) oxide. Na is the other impurity element.
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Figure 3. Image and composition analysis results of the iron (II, III) oxide nanoparticle-loaded
carbon fibers: (a) SEM image at 3000 x showing the two spots for energy dispersive X-ray diffraction
spectroscopy (EDS) analysis; (b) EDS obtained from Spot 001; (c) EDS obtained from Spot 002.
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Table 1. Composition analysis results of the Fe3O,/carbon fiber (CF) specimen.

Location Spot 001 Spot 002

Element C (@] N C (@] Na Fe Cu
Atom % 86.79 10.54 2.67 86.32 9.13 0.16 4.15 0.24

It is worthy of investigating the structure evolution of the fiber during the multi-stage heat
treatment. There are many early reports on the structure evolution of PAN from a linear molecular
chain polymer to a cross linked one during high temperature treatment [21]. Basically, in the initial
stage (Stage I) of the heat treatment, the oxygen from air caused the linear chains in PAN polymer
cyclized. Such a cyclization allows the PAN polymer to transform into a ladder structured compound
with better stability at elevated temperatures. In the temperature range from 200 °C to 300 °C,
both cyclization and oxidation reactions in PAN happened [22]. In addition to the oxygen gas from air,
some other inorganic oxidants, such as FeCls, are also found effective to trigger the oxidation reaction
in PAN even under room temperature conditions.

In the present study, we set the oxidation and stabilizing temperature at 275 °C. At this
temperature, the colour of the polymer changed from white into yellowish brown. This is an indication
that the linear structure of the PAN polymer was cyclized and converted into a non-meltable ladder
structure as reported earlier in several other papers [23-25]. Since the absorbed oxygen entered into
the PAN to form new functional groups, the initial stage of the treatment mainly caused the oxidization
and stabilization of the polymer [26,27]. The second stage of the high temperature heat treatment
(Stage II) at 500 °C is characterized by both condensation and carbonization. During this stage, most of
the moieties or volatile impurities including NHs, HyO, HCN, and N, were released from the fiber.
That is why the size of the fiber is reduced by 20% or more as shown early in [28].

3.2. Photosensitivity to Visible Light

To show the potential photonic applications of the iron oxide (I, III) nanoparticle-containing
composite fiber, the photosensitivity and the photovoltaic behaviour of the fiber were characterized
through recording the open circuit voltage of specimens under the visible light excitation. The time
dependent open circuit voltage data were acquired by the use of the CH Instruments Inc. Model 440C
electrochemical workstation. To establish the required conductive paths, two ends of the specimen
were sandwiched by strips made of aluminium foil. These aluminium strips served as the electron
collecting paths perfectly because of the high conductivity of aluminium. Three alligator jaw clips
were used to clamp the ends of the specimen so that the connectivity with the reference electrode,
counter electrode, and the working electrode can be built up.

Figure 4 reveals the photovoltaic response and photosensitivity of the composite fiber specimen
consisting of the polymeric carbon fibers and the iron nanoparticles. In this figure, the open circuit
potential vs. time data generated by the partially carbonized fiber loaded with iron nanoparticles under
the illumination of a 120 W fluorescent light were plotted. The time-dependent potential data recording
was initiated when the sample was covered by a light-blocking screen. After a while, the specimen
was illuminated by the fluorescent light located 2 m away from the sample. The beginning cycle was
25 s; it was corresponding to the OFF state when the light source was blocked. Then, a following cycle
with the ON state was coming, etc.
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Figure 4. Photosensitivity of the iron oxide loaded carbon fiber under visible light excitation.

From the results illustrated in Figure 4, we can see that the difference between the maximum and
minimum voltage values is about 0.4 V. The highest voltage was observed when the florescence light
source was switched to the ON state. If the fluorescent light source was ON, the voltage was instantly
generated by the specimen. The plot shows a jump of more than 0.2 V. Following this jump, the voltage
drops gradually indicating the hole and the electron pair recombination. If we switched OFF the light,
the potential suddenly dropped around 0.2 V. The positive voltage generation under ON state means
that the carbon fiber loaded with iron nanoparticles showed an overall p-type behaviour. According to
the report in [29], partially carbonized PAN polymer has a 7-conjugated structure. There are localized
electrons in such a structure. Chung [30] has proposed that there exists transition from n-type to p-type
in semiconducting carbon fibres depending on the intercalation states within different carbon fibres.

To examine the transient state under visible light illumination, the open circuit potential data in
the light ON cycle are plotted in Figure 5a. The decaying in the open circuit potential can be seen
from Figure 5a. This comes from the relatively quick annihilation of electrons and holes due to the
existence of the iron oxide nanoparticles. In order to determine the data trend, we developed a simple
bi-exponential processing MATLAB code (The MATLAB used is the R2016a version released by The
MathWorks, Inc., Natick, MA, USA). By using this code, the relevant parameters can be conveniently
extracted by the computer. Figure 5b illustrates the general trend of the potential change with time,
t, in the ON interval for the composite containing iron nanoparticles in the carbon fibers under the
visible light illumination. We can adopt the following formula to fit the trend of the time-dependent
open circuit potential, E, as used earlier in [31]:

E=Ae ™ 4+ Be ™, (1)

where A, B, m, and n are materials parameters. It must be noted that m and #n are the related time
constants characteristic of the decaying in the open circuit voltage.
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Figure 5. Transient photonic response of the iron oxide nanoparticle-loaded carbon fiber specimen
under visible light illumination: (a) without data fitting, (b) with data fitting.

From the results shown in Figure 5b, it is possible for us to compute the four constants.
The computation results show that A = —0.1606 (V), B = 0.1884 (V), m = 0.1885, and n = 0.0024.
While the value for the time constant, T (with a unit of second), can be determined by:

t=n"l )
Consequently, a bi-exponential data fitting gives:
E = —0.1606¢~ 01885 1 (.1884, 00024 (3)

From the data fitting formula of Equation (3), the approximate value for the time constant 7 is
416.7 s. It is evident that both the formula as shown by Equation (3) and the data in Figure 5b reveal
a slow decaying property, which is exactly required for some applications including photonic sensing,
bio-imaging, and cell-labelling as discussed earlier in [31].

Similar bi-exponential data fitting was conducted for the light OFF testing cycle. The related
constants were also extracted by the same MATLAB code, which yields:

E = —0.1528¢ 01941 4 0,1965¢ 00111, (4)

The time constant for the open circuit potential in the OFF cycle using the parameter in Equation
(4) is about 90.09 s. Both the data sets and the fitted trend line were plotted and shown in Figure 6.
It presents the trend of potential variation with the time elapsed for the iron oxide (II, III) nanoparticle
loaded partially carbonized fiber specimen without visible light illumination. Comparing with the
trend shown in Figure 5a for the specimen under visible illumination, we can see that Figure 6 clearly
reveals a recovery behaviour when the light is OFF. Such a trend is due to the stable charge transport
within the iron oxide containing carbon fibers. That is why the voltage decays in a stable way. On the
contrary, the charge generation in the fibers is not so stable, as shown by the zig-zag shape of the
curves in the ON state in Figure 4.
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Figure 6. Recovery of the iron oxide nanoparticles loaded carbon fiber specimen after the shut off of
the visible light illumination.

4. Discussion

The method for determining the fiber size was purely based on the quantitative metallographic
analysis method using the SEM micrographs. Such a preliminary measurement reveals that some of the
fibers are as fine as nanoscale, while others are over 1 micron. Therefore, they are simply called fibers.
The formation of such multiple scaled fibers depends on the processing conditions. The viscosity of
the polymer solution is one of the significant parameters. Another factor is the existence of the iron
oxide nanoparticles. The sites of the nanoparticles are the location with high charge density which
causes the bifurcation of the polymer flow. Consequently, the fine strands of fibers at nanoscale come
from the microfiber stems. It is also noted that the distribution of the nanoparticles in the fibers is fairly
uniform only in a relative sense as compared with the cluster formation of oxide particles in the fibers
extruded without applying the electric field. The imposed electric field helps remove the aggregation
of nanoparticle clusters within the fibers. This is because the electrification of the particles generates
repulsive forces between the adjacent particles. The repulsive forces push particles away from each
other. The polymer flows allow the further separation of the adjacent particles.

Improving of the research has been considered focusing on the following aspects. First, there is
an issue on the quality of the SEM images. For carbon fibers without iron oxide addition, the resolution
of SEM image taken by the same JEOL JSM-6010PLUS/LA scanning electron microscope (SEM) is
better. Once iron oxide particles were added, it was found that the conductivity of the composite
fiber seems much lower than that of the carbon fiber. The charge of electron caused the blur of the
image. Another reason for the blur of the image may be from the increased field depth due to the
existence of the iron oxide particles in the fibers. To resolve this issue, the fibers may be coated with
a conductive metallic layer, such as gold or palladium thin coating to reduce the charging tendency,
and thus improve the image quality.

In view of the future research directions, we plan to study the effect of voltage level during the
electrohydrodynamic co-casting on the distribution of the nanoparticles. The parameter effects,
especially the heat treatment temperature on the conductivity of the composite fiber, will be
investigated as well.
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5. Conclusions

Iron oxide nanoparticle loaded carbon fibers have been successfully prepared by the single jet
EHD co-casting approach. Such a method is suitable for generating long fibers. The iron (IL, III) oxide
nanoparticles are uniformly dispersed within the carbon fibers. It is believed that the electrification of
the components in the mixture solution allows the uniform distribution of the iron oxide nanoparticles
in the PAN fibers. Through the high temperature heat treatment in hydrogen, the partially carbonized
composite fibers can be obtained.

Photosensitive and photovoltaic property studies of the iron oxide containing composite carbon
fibers revealed the high sensitive to visible light. A general p-type semiconducting behaviour
is confirmed. The composite fibers can generate electricity under the visible light illumination.
The maximum absolute value of the potential obtained is over 0.4 V. The time constant of the polymeric
carbon fibers is less than 0.2 s. The composite fibers have the potential to be used as the candidate
materials for flexible solar panels and photonic sensors.
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