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Abstract: The growing interest in energy storage has led to the urgent need for the development of
high-performance cathode electrodes. The commercialized materials MOF-235 and TiO,-P25 exhibit
characteristics that may be suitable as electrodes but there are inherent challenges that have yet to
be addressed in the literature. In this study, a high-pressure hydrothermal synthesized MOF-235
and sol-gel-made TiO,-P25 were tested for battery performance. The results indicate that MOF-235
does not possess the desired performance due to uncontrollable agglomeration. On the other hand,
TiO,-P25 showed good cycling life, and the performance can be further optimized by doping and
minimizing the particle size. Additionally, SEM and TEM were applied for surface characterization,
providing evidence that mesoporous TiO;-25 inhibits photo-generated carrier recombination. The
mesoporous energy storage mechanism of those two materials is also discussed. This research will
provide technical support for the industrialization of those two mesoporous materials.

Keywords: TiO,-P25; MOF-235; nanocomposite; TEM; voltametric; microstructure characterization

1. Introduction

The growing anxieties toward the energy crisis and environmental pollution have
stimulated global efforts to explore sustainable and clean energy sources to substitute
fossil fuels [1-3]. Society requires levels of energy storage that exceed the limits of current
technologies if we are to significantly reduce CO, emisions [4,5]. Among the various energy
storage technologies, the use of electrochemical secondary batteries is a promising method
for large-scale power storage because of its flexibility, high energy conversion efficiency,
and simple maintenance [6]. Now, lithium-ion (Li-ion) batteries have been widely used in
portable electronics and also in the emerging hybrid electric vehicles [7,8]. However, the
limited lithium resources restrict its large-scale application [9]. As the demand continues
to grow, it will unavoidably lead to a steady increase in cost, which will be detrimental
to the widespread development of new battery systems [10]. Furthermore, TiO, has
attracted significant research interest, principally due to its abundance, nontoxicity, and
good stability [11,12]. However, TiO, is a wide-bandgap semiconductor, which can only
absorb ultraviolet light [13]. Due to the low absorption efficiency, the catalytic effect
is not obvious. Therefore, it is significant to develop a visible light-responsive photo-
catalyst, and some efforts have been made to develop “second-generation” TiO, and
other narrow bandgap semiconductors that can absorb visible light [14]. Metal-organic
frameworks (MOFs), consisting of inorganic moieties and organic linkers, provide a large
porous framework and have been found suitable for applications in water purification [15],
Li-ion [16] and Na-ion batteries [17]. Such materials exhibit several benefits when employed
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as electrode materials, including, (1) the working potential can be tuned to a desirable level,
thereby lowering the risk of exothermic reaction with electrolyte; (2) better thermal stability
and low-cost atomic separation than pure organic compounds; (3) most significantly, their
special large porous frameworks with a large surface area allow for improved interfacial
charge transfer, leading to potential applications in secondary-ion batteries [9,15]. Among
many different types of MOF materials, Fe-MOF is the simplest and most convenient to
prepare. Other Cu-MOF and Co-MOF materials are relatively complicated to prepare and
have been studied by many scientists, and most of the studies are related to loaded nano
semiconductor nanomaterials with good performance [18]. Therefore, Fe-MOF-235 was
chosen in this research to compare its battery performance with TiO,-P25.

In this study, MOF-235 was synthesized through a high-pressure hydrothermal method,
and TiO,-P25 was prepared using a sol-gel method. Those two different powders were
then coated on titanium foil as a cathode electrode. The battery performance were tested
and surface characterization were applied. The characterization results were analyzed in
the framework of energy storage context. This research will provide technical support for
the industrialization of those two mesoporous materials.

2. Materials and Methods
2.1. Sample Preparation

MOFEF-235 was prepared in a typical process. Firstly, terephthalic acid (BDC, 4.0 mmol)
was dissolved in 80 ml N, NO-dimethylformamide (DMF) solution with sonication in
0.5 h. Secondly, an appropriate amount of ferric trichloride hexahydrate (FeCl3-6H,0O)
and 80 mL of anhydrous ethanol was added to the solution from the previous step and
stirred for 0.1 h. The previous mixed solution was transferred into a hydrothermal reactor,
and it then reacted in a box-type electric furnace at 85 °C for 24 h. After cooling to room
temperature, the collected precipitate was obtained by filtration and washed several times
with anhydrous ethanol and DMF. Finally, after drying at 140 °C for 6 h, the final product
was obtained.

Tetra-n-butylorthotitanate [Ti(O-i-C4H9) 4] (TB) which contains >98% Ti and ethanol
absolute (EtOH) were prepared to synthesize Ti-based sol. Hydrochloric acid was added as
a catalyst to increase the hydrolysis rate of the mixture. The mole ratio of the components
was optimized to EtOH:TB = 50:1, with respect to the size of nanoparticle produced by the
sol. Commercial TiO,-P25 particles (average particle size = 25 nm) were dispersed into the
Ti-based sol at a concentration of 0.2 g/mL for 30 min under vigorous magnetic stirring
and then placed in an ultrasonic bath for 5 h. The temperature of the ultrasound bath was
maintained at 80 °C. The sonicated mixture was then dried at 80 °C overnight, followed
by calcination in a nitrogen-protection furnace at 500 °C for 6 h to convert the amorphous
TiO, into anatase phase.

2.2. Performance Test and Surface Characterization

The previous step prepared MOF-235 and TiO,-P25 were ground with a small amount
of binder, respectively. Then, it was coated on a 1 mm x 20 mm x 40 mm titanium foil
as a cathode electrode. The battery performance, cyclic voltammetry (CV) characteristics
and storage stability, were tested on an electrochemical workstation (CS350, CorrTest,
Wuhan, China). Scan rate of CV was 100 mV /s. The electrolysis cell was composed of a
standard three-electrode arrangement using a Pt sheet counter electrode and a saturated
Ag/AgCl reference electrode. All experiments were tested in 1M NaCl electrolyte at room
temperature. Surface characterization was carried out on an XPERT-PRO X-ray diffraction
(XRD) system. The microstructures were examined by using a scanning electron microscope
(SEM, MIRA3, TESCAN, Czech) equipped with an Oxford electron backscattered diffraction
system and a transmission electron microscope (TEM, JEOL-2100F, JEOL, Tokyo, Japan).
For Brunauer-Emmett-Teller (BET) analysis, each sample was pre-dried in an oven at 150 °C
in 6 h. Then, degassed overnight at 200 °C under high vacuum. The textural properties
were determined by nitrogen sorption at —196 °C. The surface area was calculated by using
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the BET method and the total pore volume was determined from the amount of nitrogen
adsorbed. The pore-size distribution was determined by a non-local density functional
theory (NLDFT) method using nitrogen-adsorption isotherms.

3. Results and Discussion
3.1. Surface Characterization via SEM and XRD

Figure 1 presents SEM images of the MOF-235 and TiO, mesoporous composite.
The chemical formula of MOF-235 is [Fe30(1,4BDC);(DMF)3][FeCly]*(DMF)3, which is
composed of linear organic terephthalate linking with octahedral Fe-based tripolymer.
The organic and inorganic units share the joint angle, constructing a periodical reticular
porous structure with a huge pore volume [9]. According to the morphology charac-
ters in Figure 1a,b, MOF-235 was successfully synthesized and well-matched with the
literature [19,20]. However, Fig 1b indicates a heavy agglomeration among metal ions and
organic ligands. If the separation is unable to reach the atomic level, the active center cannot
be fully exposed, which affected the energy storage performance of MOF-235. Zhao et al.
studied the graphene doped TiO, mesoporous materials for photocathode protection [21].
The graphene doped TiO, mesoporous materials were prepared by the sol-gel method un-
der ultrasonic radiation. Adapted from it, the porous TiO, material was successfully made,
which was evidenced by Figure 1c,d. A group of nanoscopic semiconductors, such as TiOp,
5n0,, and ZnO had been used as a photocatalyst, amongst which TiO, was the most widely
used because of its advantages such as suitable band gap for redox reactions, long-term
stability, and low cost. However, as a single component semiconductor photocatalyst,
TiO; had an inherent drawback in that the photogenerated charge carriers (hole—electron
pairs) are able to recombine significantly [22]. Therefore, the preparation of mesoporous or
nano-pored TiO, nanomaterials could reduce the recombination of photogenerated charge
carriers and improve the performance of semiconductor materials.
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Figure 1. SEM images of the MOF-235 (a,b) and TiO,-P25 mesoporous composite (c,d).

As shown in Figure 2, the crystal structure of the as-synthesized MOF-235 can be
well matched with standard data according to the references [23]. Porous TiO; is a wide-
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bandgap semiconductor with stable performance and a high specific surface area, which
can be used as a catalyst and battery cathode [24-26]. TiO; is divided into the anatase
phase and rutile phase. Through heat treatment, amorphous TiO, begins to transform into
anatase at 350 °C, and the rutile phase begins to appear at 500 °C. When the temperature
reaches 700 °C, the anatase phase disappears and the remaining is rutile phases. As the
heat-treatment temperature continues to increase, the rutile phase particles grow larger in
size [27-29]. Therefore, in this work, heat-treatments at 500 °C for 6h yielded mixed TiO,
phases with anatase as the main phase. Figure 2 shows that the TiO, phase was mainly
anatase phase after heat treatment. This is similar to the commercial TiO;,-P25, which has
anatase phase: rutile phase = 80:20. The TiO, prepared in this way had high activity and
the particle size was controlled at the nanometer level.
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Figure 2. XRD patterns of the MOF-235 and TiO,-P25 mesoporous composite.

3.2. Battery Performance Analysis via Cyclic Voltammetric, Charge—Discharge, and
TEM Characterization

Since Gratzel et al. developed a new type of solar cell based on nanocrystalline TiO,
electrodes, dye-sensitized solar cells (DSSCs) have attracted greater interest due to their
high energy conversion efficiency and low-cost alternatives to silicon-based commercial
solar cells [30-32]. Additionally, the nanocrystalline TiO, electrode has a high specific
surface area and stability. Voltammetry is an electrochemical-analysis method based on
the determination of the current-voltage curve (voltammetric curve) during electrolysis.
By cyclic voltammetry, the reversibility of the electrode can be judged. If the reaction
is reversible, the curve is symmetrical at the top and bottom, and if the reaction is not
reversible, the curve is asymmetrical at the top and bottom [33]. Figure 3a presents a
poor symmetry, while Figure 3c demonstrates good symmetry. Additionally, the cyclic
voltammogram in Figure 3¢ shows that the ratio of the cathode peak current and anode
peak current are close to 1. It indicates the high degree of reversibility of the system.
Therefore, Figure 3c,d show that TiO, exhibits a stable energy storage cycle.
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Figure 3. Cyclic-voltammetry (CV) characteristics of (a) MOF-235 and (c) TiO,-P25 mesoporous
composite. The charge discharge performance of (b) MOF-235 and (d) TiO,-P25 mesoporous compos-
ite. All experiments were tested in 1M NaCl electrolyte at room temperature. The electrolysis cell
was composed of a standard three-electrode arrangement using a Pt sheet counter electrode and a
saturated Ag/AgCl reference electrode.

The low energy density and low power density could be improved by reducing
the particle size, increasing the specific surface area, and doping with other elements.
MOF and COF materials are also potential candidates for materials with high energy
density, high power density and long-cycle stability in the field of electrochemical energy
storage [7,34,35]. However, Figure 3a,b showed that MOF-235 had a low energy density and
poor cycle stability, which were mainly caused by agglomeration. It needs to be combined
with other high-energy storage materials to achieve the structural advantages of MOF and
COF materials. Therefore, the research of electrochemical energy storage material focuses
on the development of ultrafine-crystalline nanomaterials and combines the advantages of
each material to prepare composite materials.

The microstructure, grain orientations, and composition distribution of crystalline
materials are key to characterizing and determining various properties of materials. The
lack of any kind of information makes it difficult for us to resolve the challenges of a
certain material [36-39]. To this end, TEM characterization at the 5nm scale is the key to
analyzing the structure of the material [40,41]. In Figure 4a,b, the TEM images indicates the
mesoporous structure located in the sol-gel made TiO,-P25. According to Figure 4c,d, the
high-resolution image illustrates that the lab-made TiO,-P25 was anatase. The mesoporous
structure allowed TiO,-P25 to exhibit a stable energy storage cycle and good battery perfor-
mance in Figure 3¢, d. As shown in Figure 5, the pore size was varied between 1-12 nm,
which indicated a successful preparation of the mesoporous material. Additionally, the
specific surface area of the mesoporosity TiO, materials was 28 cm3/g. The low specific
surface area was due to agglomeration. Therefore, increasing the specific surface area
by reducing agglomeration was an important improvement direction to improve the cell
performance of the mesoporosity TiO, materials.
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Figure 4. (a,b)TEM images of the TiO,-P25 mesoporous composite. (c) High-resolution TEM image
of the TiO;,-P25. (d) The selected area diffraction pattern from the (c).

40 0.035
0.030 - "-.
I..
~30r 0.025 |- -
[ [ ] h ]
2 /m .
5 o 0.020 |- “m
o g \
E2} T Rl
s - s 0.015 1 \
QE) /I ./
/
2 W " 0010 |- \
Z 1ol /.,/"'
e 0.005 |-
mgs
- —.
0.000 -
0 L n L n L n L n L n L L L L L L L
0.0 0.2 0.4 0.6 08 1.0 0 2 4 6 8 10 12
Relative Pressure (P/P) Pore Width (nm)
(a) (b)

Figure 5. (a) BET nitrogen adsorption-desorption isotherm and (b) pore size distribution curve of
TiO,-P25 materials.

4. Conclusions

1. The preparation of mesoporous or nano-pored TiO, nanomaterials could reduce
the recombination of photogenerated charge carriers and was found to have improved the
performance of semiconductor materials.

2. MOEF-235 had a low energy density and poor cycle stability, which were mainly
caused by agglomeration. This material needs to be combined with other high-energy
storage materials to achieve the structural advantages of MOF materials.

3. The development of ultrafine-crystalline nanomaterials and the preparation of
composite materials by combining the advantages of each material is the main research
focus in the field of electrochemical energy storage.
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