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Abstract: In order to solve the challenge that battery performance rapidly deteriorates at a high
temperature condition of 100 °C or higher, ZrO,-TiO, (ZT) with various Zr:Ti ratios synthesized by
a sol-gel method were impregnated in a Nafion membrane. Through material characterization, a
unique ZT crystal phase peak with a Zr-O-Ti bond was identified, and the band range associated
with this bond and intrinsic functional group region could be identified. These prepared powders
were blended with 10% (w/w) Nafion-water dispersion to prepare composite Nafion membranes
(NZTs). The water uptake increased and the ion exchange capacity decreased as the TiO, content
increased in the NZTs in which particles were uniformly distributed. These results were superior to
those of the conventional Nafion 112. The electrochemical properties of all membranes was measured
using a polarization curve in a single cell with a reaction area of 9 cm?, and the operating conditions
in humidified H;/air was 120 °C under 50% relative humidity (RH) and 2 atm. The composite
membrane cell with nanoparticles of a Zr:Ti ratio of 1:3 (NZT13) exhibited the best electrochemical
characteristics. These results can be explained by the improved physicochemical properties of NZT13,
such as optimized water content and ion exchange capacity, strong intermolecular forces acting
between water and nanofillers (), and increased tortuosity by the fillers (). The results of this study
show that the NZT membrane can replace a conventional membrane under high-temperature and
low-humidity conditions. To examine the effect of the content of the inorganic nanomaterials in the
composite membrane, a composite membrane (NZT-20, NZT-30) having an inorganic nano-filler
content of 20 or 30% (w/w) was also prepared. The performance was high in the order of NZT13,
NZT-20, and NZT-30. This shows that not only the operating conditions but also the particle content
can significantly affect the performance.

Keywords: ZrO;,; TiO,; inorganic nanoparticle; polymer membrane; fuel cell

1. Introduction

Polymer electrolyte membrane fuel cells (PEMFCs) have attracted much attention
in the past several decades because they have the highest power density of all the fuel
cell classes, zero harmful emissions, a relatively low weight, and simple operation [1-4].
This makes them suitable for various applications such as vehicle, power generator, and
uninterrupted power supply. The PEMFCs have many components, and one of them, the
polymer electrolyte membrane serves as a hydrogen ion conductor and serves to separate
the anode and cathode. Currently, the most widely used PEM is Nafion, which DuPont
has manufactured since the 1960s. Nafion is an aliphatic compound composed of carbon
and fluorine with a perfluorosulfonic acid (PFSA) structure. It consists of a side chain
containing a sulfonic acid group on the main chain of a perfluorinated alkyl compound
in which fluorine is substituted for hydrogen in the hydrocarbons. It has the properties
of high hydrogen ionic conductivity, as well as good chemical and mechanical stability
based on its unique chemical structure. The effect of temperature conditions on cell voltage
was reported by a simulation program study [5]. To achieve the best performance, the FC
with a Nafion membrane is usually operated at ~80 °C. However, this membrane has the
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shortcomings of high cost, an environmental issue regarding perfluorinated compounds,
and the necessity to maintain constant water content to sustain a certain amount of proton
conductivity.

The proton conductivity of Nafion is sensitive to dehydration, and its ability signifi-
cantly decreases when the temperature is higher than 100 °C (the boiling point of water).
Moreover, its mechanical and thermal stability is reduced under these operating conditions;
therefore, this conventional Nafion membrane cannot be applied at temperatures of 100 °C.
However, if the operating temperature range for a PEMFC application could be expanded
to over 100 °C, there would be many advantages. First, its tolerance to impurities in the
fuel gas could be enhanced. The possibility of a poisoning effect of platinum (Pt)-based
anode catalysts by a trace amount of carbon monoxide (CO) present in the modified fuel
gas would be lower [6,7]. Second, the electrode kinetics could be enhanced. The distances
between molecules would become farther, which could help intermolecular collisions to
occur more vigorously; for this reason, the kinetics of both electrodes can be faster at high
temperature.

Water management can be easier. Above its boiling point of 100 °C, water can exist in
only one single phase (vapor); therefore, the management system could be simplified and a
heat exchanger could be smaller. The heat generated can be supplied in various ways, such
as direct heating, pressurized operation, and steam reforming. Heat exchangers can be
made simpler and smaller than ones operating at 80 °C. Due to the advantages given above,
many PEMFC studies have been conducted under high temperature and low humidity
conditions.

Among the various studies mentioned above, one recently attracted attention which
prepared a composite membrane by adding hygroscopic inorganic fillers (ZrO,, TiO,,
Si0O,, SO42~ /ZrO,, ZrP) to organic PFSA polymers [8-13]. S5iO, and TiO; are known as
hygroscopic materials that possess the ability to absorb large amounts of moisture; thus,
these kinds of materials can be possible candidates for inorganic fillers with hydrophilicity.
The modified PFSA membrane containing inorganic particles has been demonstrated to
improve water retention and hydrogen proton conductivity at high temperatures; this is
because of the effect of a specific interaction made possible by the incorporation of the
organic/inorganic materials. Thus, those materials could enhance the performance of
a fuel cell at high temperature when used as filler to a conventional Nafion membrane,
even though these materials caused lower conductivity. These results indicate that the
factor of water retention has more influence on increased performance than conductivity
does under harsh operating conditions. The impregnating material (SO42~ /ZrO, or ZrP)
has been applied to increase the proton conductivity of a modified membrane at high
temperatures. The material of a solid-state superacid, SO4%~ /ZrO, depends on the S/Zr
ratio, and it has higher conductivity with a high S/Zr ratio. The proton conductivity of
this sample was reported to be 2.3 X 1071 S-cm ! at 105-135 °C [14]. The SOy bonded
tightly with Zr on the surface of heat-treated SO42~ /ZrO, induced electronic polarization.
The electrons sites on O of SOy and the Lewis acid sites on Zr are proposed to create new
Bronsted acid sites, which would lead to high proton conductivities. The glass type of ZrP
showed protonic conductivity of 1072 S-cm™~! at room temperature under conditions of
full humidification, and the reason was that the glassy phosphates created by the sol-gel
method have hydrogen-bonded protons and large amounts of molecular water. Moreover,
the mobility of protons in zirconium phosphate gel glasses is higher than that of alkali ions
in other oxide matrices [15].

This study focuses on the electrochemical effect of a composite membrane, including
inorganic fillers, on the PEMFC under the operating conditions of high temperature and
low humidity. As inorganic nano-fillers, ZrO,-TiO, nanoparticles with various Zr:Ti ratios
(=1:3, 1:1, or 3:1) were synthesized by the sol-gel method. Those particles were incorporated
into a Nafion membrane, and Nafion/ZrO,-TiO, composite membranes with different Zr:Ti
ratios were fabricated. The properties of the ZrO,-TiO, particles were determined by XRD,
and FT-IR. Tests of the water uptake and ionic exchange capacity (IEC) of the composite
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membranes were conducted to examine the physicochemical properties of the Nafion/ZrO;-
TiO, composite membranes and the performance of cells that included those composite
membranes was tested. As control groups, commercial Nafion 112, Nafion/ZrO,, and
Nafion/TiO, were also prepared to compare with the composite membranes. Nafion/ZrO,-
TiO, membranes with Zr:Ti ratio of 1:3, 1:1, and 3:1 were denoted as NZT13, NZT11, and
NZT31. Nafion 112, Nafion/ZrO,, and Nafion/TiO, were referred to as N112, NZ, and NT.

This study focused on the relation between the electrochemical properties according
to various Zr:Ti ratios (=1:3, 1:1, 3:1) in the binary oxide nanomaterials. This research also
focused on finding the optimal property of the polymer composite membrane based on
the optimal molar ratio. To the best of my knowledge, no studies have been conducted on
the electrochemical analysis of various Zr:Ti ratios (Zr:Ti = 1:3, 1:1, 3:1) on NZT in polymer
electrolyte membrane fuel cells. If so, this would be the first research with regard to this
experimental exploration.

2. Experimental
2.1. Synthesis of ZrO,-TiO;

Fine ZrO,-TiO, was prepared using the sol-gel method, as reported by Zou et al. [16].
Titanium chloride (TiCly) or zirconium oxide chloride (ZrClO;) was dissolved in distilled
water. Ammonium hydroxide (NH4OH) was added to this solution and titanium hydroxide
(Ti(OH)4) or zirconium hydroxide (Zr(OH)4) was made to precipitate. The precipitate
was filtered using aspirator and washed in distilled water several times while stirring
until chlorine ions were completely eliminated. The nitrate solution was prepared by
re-dissolving the titanium hydrous precipitate or zirconium hydrous precipitate in nitric
acid with stirring. The solutions were mixed together at Zr:Ti ratios of 1:3, 1:1, and 3:1.
Then ammonium hydroxide solution was added to adjust the mixed solution to pH 8. The
solution was refluxed, and precipitates were formed at the end. The products were dried
for 12 h; then, 0.25 M H,50O; solution (15 mL/g of the sample) was added to these samples
under vigorous stirring for 1 h and filtered using filter paper. The samples were calcined
at 700 °C for 6 h. A ball-mill instrument INTEC, UBM-100S, Seongnam, Korea) was used
for 48 h to grind the samples into fine particles. In this way, the synthesized nanopowders
were obtained. The nanoparticle of ZrO,-TiO, with Zr:Ti ratio of 1:3, 1:1, and 3:1 were
denoted as ZT13, ZT11, and ZT31.

2.2. Preparation of the Composite Membranes

A 10% (w/w) Nafion solution (DuPont, Wilmington, DE, USA) with a nominal equiva-
lent weight (EW) of 1100 was used to prepare the Nafion composite membrane following
the procedure related below. First, the Nafion solution was concentrated to 15% at 50 °C,
and the synthesized powders were dispersed in isopropyl alcohol (IPA) in an ultrasonic
bath for 15 min. Then, they were mechanically mixed with the concentrated Nafion solution
for 30 min. The suspension was cast on a glass plate using the Doctor Blade coating method,
and sequentially heated at 40 °C for 1 h and at 150 °C for 2 h. After a heat treatment process,
the composite membranes were detached from the plates. To remove impurities within the
membranes, the prepared composite electrolyte membranes were immersed in distilled
water for 10 min, and then transferred to a 5 wt.% hydrogen peroxide (H,O;) solution
and heated at 80 °C for 1 h. Then, the membranes were immersed in 1 M sulfate (H,SOj,)
at 80 °C for 1 h and then placed in water at 100 °C for 1 h. These processes of impurity
removal were repeated twice.

2.3. Preparation of the Membrane Electrode Assemblies (MEAs)

The catalyst inks for the electrodes were prepared by mixing amounts of the appropri-
ate 40% (w/w) Pt/C (E-Tek Inc.), 10 wt% Nafion solution (Dupont), and IPA (Sigma-Aldrich,
HPLC grade, St. Louis, MO, USA). Ultrasonics were applied for 10 min for uniform dis-
persion. The catalyst inks were then sprayed on a composite membrane to provide the
same platinum (Pt) loading (0.4 mg cm~2) on the anode or the cathode. The MEAs were
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prepared by drying for 4 h at 50 °C after the spray coating. SGL carbon papers were used
with a thickness of 400 microns (GDLs, Sigracet carbon group, Meitingen, Germany).

2.4. Physical and Chemical Characterization

The water uptake (Wyp %) of the membranes was calculated by the following proce-
dure. The wet weight (Wyet) was measured after soaking a membrane sample in water at
room temperature for 12 h. The sample was then dried in a vacuum oven at 100 °C for 2 h,
and the dry weight (Wgq,y) of the sample was measured. The weights obtained for each
sample were substituted into Formula (1), and the amount of water uptake was calculated:

Waet — Wy
Wyp% = % x 100 (1)

dry

where [Wyp9,] is the percentage of the water content absorbed in the sample, [Wyyet] is
the wet weight (g), and [Wy,y] is the dry weight (g). The ion exchange capacity (IEC)
defines the number of milli-equivalents of ions in 1 g of a dry membrane and the IEC of
the membranes was measured using acid—-base titration. A dry membrane was immersed
in 1 M NaCl solution for 12 h at room temperature. To neutralize the exchanged proton
(H*), this solution was titrated with a 0.01 M NaOH solution. The titration volume was
followed by the pH variation and the amount of titrant used at the equivalence point were
determined. The IEC was calculated using Formula (2):

V xM
m

IEC = )
where [IEC] is the ion exchange capacity (meq-g~!), [V] is the titrant volume added at
the equivalence point (mL), [M] is the molar concentration of the titration, [m] is the dry
sample mass (g). The structure of the samples was analyzed using X-ray diffraction (XRD,
Philips XPRET MPD, Amsterdam, The Nederlands) with Cu-K«1 radiation, and the 26
angles were scanned from 5 to 85°. The microstructure and morphology in all membranes
were observed using field-emission scanning electron microscopy (FE-SEM, Hitachi 5-4300,
Tokyo, Japan). The synthesized samples were observed by Fourier transform infrared
spectroscopy (FTIR, Bomem DAS, Québec, Canada). The FI-IR spectra were recorded in
the wave number range from 4000 to 500 cm ™. A particle size distribution (PSD) test was
performed to measure the size of the prepared powder. A solution prepared by dispersing
nanoparticles in distilled water was transferred to an empty quartz cell using a pipette. The
particles in this cell were tested by the dynamic light scattering method on a Zeta Potential
and Particle Size Analyzer (ELSZ-2000 Series, Otsuka, Tokyo, Japan).

2.5. Electrochemical Characterization

Electrochemical tests were conducted in a single cell with a reaction area of 9 cm?
under humidified Hj/Air conditions. The operating temperature was 120 °C, 50% RH.
When operating at 120 °C, the pressure of inlet gases was 2 atm to prevent dehydration
of the membranes. For NZT13 with different inorganic ZT content, the experimental
conditions at 120 °C and 30 or 10% RH were added. The gas flow rates were fixed at
1.5 times the stoichiometric value of the fuel and two times the stoichiometry of the oxidant.
The polarization curve was obtained by supplying a constant current to each point for
3 min in an electron loader (Daegil Electronics, EP-1000, Gyeongangnam-do, Korea).

3. Results and Discussion

Various polymer electrolyte composite membranes were prepared, and their physical
properties are summarized in Table 1. The particle size distribution (PSD) was conducted
to determine the size of the prepared powders. Figure 1 shows the PSD of the ZrO,-TiO,
binary oxide with Zr:Ti ratio of 1:3 (a) before and (b) after the process of ball-milling for
48 h. The average particle size was reduced from 139 to 29 nm through the ball mill
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Size Percent (%)

30

operation. The wide PSD was also changed to a narrower distribution within a certain
range. The powders before ball milling had relatively large particle size and wide PSD, and
these properties would make it difficult to disperse the powders uniformly in the Nafion
polymer matrix. On the other hand, the particles after ball milling showed a smaller size
and narrower PSD, which allowed homogeneous dispersion of the samples in the Nafion.

Table 1. Type of membrane used in this experiment.

Membrane Inorganic Content of Inorganic Water  Thickness
Nanoparticles Nanoparticles (%) Uptake (um)

Nafion 112 - - 24 50
NZ ZrO, 10 26 52
NT TiO, 10 38 51
NZT31 ZrO,-TiO, (Zr:Ti = 3:1) 10 28 52
NZT11 ZrO,-TiO, (Zr:Ti = 1:1) 10 33 52
10 36 52
NZT13 ZrO,-TiO; (Zr:Ti = 1:3) 20 36 52
30 37 52
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Figure 1. Particle size distribution of ZrO,-TiO, (a) before and (b) after ball milling.

The cross-section of the Nafion and NZT13 (Zr:Ti = 1:3) membrane was analyzed using
FE-SEM at the same magnifications. Figure 2a,b illustrates a cross-section image of the
Nafion electrolyte membrane and of the composite electrolyte membrane NZT13, which
were magnified by 5000 times. No white particles were observed in the images (a) of the
Nafion membrane. However, in the case of NZT13, the synthesized inorganic nanoparticles
were clearly shown as white spots and these spots were evenly distributed in the Nafion
matrix. The cross-sectional images of the pristine Nafion 112 presented almost straight
linear lines. The linear lines are thought to be related to ‘-[CF;-CF;],-[CF,-CF]m-" of the
main PTFE chains in Nafion polymer composed of main chains, side chains, and sulfone
end groups. Herein, the subscript “n, m” denotes the degree of polymerization, that is, the
number of units linked together. However, the images of the composite membrane showed
highly branched lines. The linear lines were transformed into a more complex network
of cross-section lines by the inorganic filler. This may demonstrate that the composite
polymers were more tortuous by containing the inorganic nanoparticles in the pristine
polymers.
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Figure 2. Cross-sectional SEM images of (a) Nafion 112, (b) NZT13 (Zr:Ti = 1:3).

The structures of the synthesized ZT powders were analyzed by X-ray diffraction (XRD,
Cu-K«l radiation). Figure 3a shows the results of XRD analysis of ZT composite inorganic
particles with different Zr:Ti ratios. As a control group, the pristine ZrO, and TiO, samples
were also analyzed to compare the patterns of the peaks in the ZT samples. Diffraction peaks
can be observed for all samples, which indicates the formation of crystalline structures.
The XRD patterns of the three ZT samples show a strong, unique peak of ZrTiOy4 at circa
26 = 30.7° [16]. This might be a peak unique to the crystal ZT phase with Zr-O-Ti bonds.
The peak at 20 = 25.1 is shown for TiO, and ZT samples, and the intensity of this peak
decreases with a reduction in the Ti ratio from ZT13 to ZT31. No peak at circa 20 = 25° was
detected for the ZrO, sample. For ZrO, and ZTs, the peak intensity occurs at 20 = 50.0°
and this intensity declines with decrease in the Zr ratio of the samples. Finally, no peak was
observed for TiO,. The change in this intensity could be explained as follows: the titanium
ions of TiO; (or the zirconium ions of ZrO,) were replaced with zirconium (or titanium)
ions of the ZT. These results for the peaks indicated that ZrO,- TiO, composite particles
were successfully synthesized.

FTIR spectra were used to investigate the molecular bond structure of Zr-O-Ti in the
synthesized ZT samples. The FTIR spectra of the ZrO,, TiO,, and ZT with different Zr:Ti
ratios are presented in Figure 3b. Each peak of ZrO,, ZT31, and ZT11 can be observed
at 746, 744, and 739 cm~!. In the case of ZT13 and TiO,, the band was seen at circa 714
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or 683 cm~!. According to references, the peak in the region of 780-790 cm~! could be
ascribed to the asymmetric vibration of the Zr-O-Zr bond, and the band at 500~1000 cm ™!
corresponded to the stretching vibration of Ti-O and Ti-O-Ti bonds [17,18]. Two things
could be inferred from the results of these reports. When the Zr ratio gradually increased,
the shape of the band related to TiO, was changed to the peak associated with ZrO,, and
Ti ions of the Ti-O-Ti bond in the band region of TiO, was changed with Zr ions (gray
rectangle 1). These results from the formation of a ZT network occur as the replacement of
the Zr atoms proceeds. Therefore, these would be related to Zr-O-Ti bonds. Additionally,
the unique small peaks at 1140 and 1050 cm~! were presented in three ZT samples, except
for the ZrO, and TiO, samples (gray rectangle 2). These frequencies might present unique
functional groups associated with Zr-O-Ti bonds in ZT binary oxides.

Intensity (a.u.)

Transmittance (a.u.)

1

1 1 1 1 1
40 60 8o 500 1000 1500 2000 2500 3000 3500 4000

20 (degree) Wavenumber (cm’')
40 ( : 0.88
CL : NT
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S : 0
© H —
5 ANT12 S~ nzT13 {0823
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K . L 1080
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0 20 40 60 80 100

TiO2 content [%]

Figure 3. (a) X-ray diffraction patterns; (b) FTI-IR spectra of ZrO,, ZrO,-TiO, with different Zr:Ti
ratios (Zr:Ti = 3:1, 1:1, and 1:3) and TiO, particles; (c) Water uptake and ion exchange capacity (IEC)
of N112 and the composite membranes (NZ, NT, NZT31, NZT11, NZT13).

The water content and ion exchange capacity (IEC) of the composite NZT membranes
were measured, and the N112, NZ, and NT membranes were also measured to compare
with the results of these membranes. The results of these experiments are summarized in
Figure 3c. All NZT membranes containing inorganic nanoparticles were superior to the
Nafion regarding water content, and the NZT31 and NZT11 also showed a greater increase
in the IEC than the Nafion did. As the TiO, content in the composite membrane increased,
the capability for water uptake showed a tendency to enhance; however, the IEC showed a
tendency to decrease. This means that the IEC improves with increasing ZrO, content in
the composite membrane. These suggested the relative effects of TiO, and ZrO; contents
on the improvement of the water contents and IEC, respectively. Several studies have
been reported on the Lewis acid and Brensted acid sites of ZrO,-TiO; and other materials
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containing Zr or Ti atoms [16,19,20]. Lewis acid sites increase as the Ti content increases,
whereas the Brensted acid sites increase as the Zr content increases. Because Lewis acid
sites play a role in absorbing water molecules and Brensted acid sites increase the proton
exchange sites, when the content of Ti increases and the content of Zr decreases, the water
uptake increases, and the IEC decreases. Therefore, it is important to add ZrO,-TiO; to
Nafion in an appropriate Zr:Ti ratio, and thus various composite membranes were prepared
to find a composite membrane with an optimal IEC and water content. It was confirmed
through the experiment that the use of TiO,; and ZrO; in the binary oxides could improve
the water uptake of the modified membrane, respectively.

A test for polarization curve was conducted using the NZT composite membranes at
the operating conditions of 120 °C, RH 50%, and 2 atm, and the results were compared
with the results obtained using other membranes. These are shown in Figure 4. Overall,
the performance of the composite membrane is superior to that of the Nafion membrane.
NZT13 was the composite membrane with the best performance, while the NZT11, NZT31,
NZ, and NT membranes show good performance in that order. There are two possible
reasons for the good performance of the composite NZT13 membranes. The first is that
physicochemical properties such as the water content and ion exchange capacity of the
membrane were improved by impregnation with inorganic particles. In harsh operation of
high-temperature and low-humidity, the composite membranes show good performance
because the inorganic nanoparticles containing a lot of moisture everywhere help the ions
to be transferred well. Therefore, a composite membrane with higher water content could
help to improve cell performance. The cell with a composite membrane was yielded to
have different cell voltage according to the content ratio of Zr:Ti, and the cell with NZT13
provided higher performance than the others. This is because a high Ti content in NZT13
generates substantial water uptake, which can minimize the phenomenon of membrane
drying under the condition of high temperatures. Moreover, a certain amount of Zr in
NZT13 improves the ion exchange capacity, which can be superior to composite membranes
containing only Ti. The ZrTiOj related to the synthesized ZrO,-TiO; materials may support
strong interaction between the membrane matrix and the absorbed water. As in a previous
report [21], the high oxidizing potential material TiO, results in the oxidation of water
molecules and then leads to the formation of Ti-OH on the particle surfaces. Other OH
groups add to the number of ion exchange sites in the modified membrane. Based on that
report, ZrTiO4 may produce Ti-OH from TiO,, and also provide Zr-OH, one of the other
OH groups, from ZrO;.

1.0 T T T T T T
. 120°C; RH 50% —a—NZT13
—v— NZT11
0.8 W ——NZT31 -
——NZ
- ——NT
206} 4
(0]
()]
8
O 04} _
>
02} i}
0.0

1 1 1 1 1 1
0 200 400 600 800 1000 1200 1400
Current density (mA cm™)

Figure 4. Polarization curves for membranes at 120 °C, RH 50%, 2 atm.

The possible molecular structure of ZrTiOy is presented in Figure 5 below. There
is a force that acts intermolecularly, and the greater this force, the more difficult it is to
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separate between the molecules. Oxygen atoms of ZrTiO4 or of OH groups formed from
ZrTiO4 have high electronegativity, which can strongly attract hydrogen atoms of the
unassociated bulk water molecules to form hydrogen bonds, and is illustrated in Figure 6.
These bonds could make water sticky to the modified composite membrane. Therefore,
modified ZT membranes based on ZrTiO4, which has a greater amount of water and a
number of exchange sites available, exhibited high performance. Another explanation
can be added here. Hydrogen cations are hydrated in water and can exist in the forms of
H;0%, HoO4", Hi304™, etc. This allows to create a more forceful positive charge than the
hydrogen positive charge made by an over-concentration of electrons to an opposite side in
neutral water. Abundant oxygen atoms of the nanoparticles filled in the membrane can
form a strong oxygen negative charge. Therefore, stronger hydrogen bonds can possibly be
induced between the water hydrated with hydrogen cations and the composite membrane
filled with nanoparticles. The composite membranes that have these solid bonds can
suppress water evaporation at higher temperatures than pristine membranes.

Figure 5. Schematic of two possible molecular structures (a,b) for ZrO,-TiO; (ZrTiOy). (red, grey, or
cyan ball indicates oxygen, titanium, or zirconium, respectively).

‘\|‘} 1]
N " A

\ Composite Polymer Membrane

Figure 6. (a) Comparison of pristine polymer membrane and (b) composite polymer membrane with

Inorganic filler (67)

inorganic nanoparticles regarding an intermolecular force.

The second reason is that the gas crossover in the modified membranes may decrease
because the tortuosity (t) of the mass transfer pathways was increased by the structural
change in the membranes. The tortuosity can be associated with “the average distance
when a gas or fluid passes through the porous material (Ls)” and “the thickness of the
porous material (Le)”. The process for embedding the inorganic ZT nanoparticles in Nafion
increases the Ls ratio. This explanation is shown in Figure 7, and this could also correlate
with the results of the cross-sectional SEM images in Figure 2. NZT13 may have a higher L
ratio and ‘1’ than the others, and could minimize gas crossover during operation, which
would lead to good performance.
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Figure 7. Comparison of geometrical tortuosity of (a) Nafion 112 and (b) NZT13 membranes (inset:
the cross-sectional SEM images brought from Figure 2).

To examine the effect of the content of the inorganic nanomaterials in the composite
membrane, a composite membrane having an inorganic nano-filler content of 20 or 30%
(w/w) was also prepared. The polarization curve was compared with that of the NZT13
membrane containing a nanoparticle content of 10%. These prepared samples were repre-
sented as NZT-20 and NZT-30. The measurements of the polarization curve were carried
out at 120 °C, RH 10, 30, or 50%, and 2 atm, and the results are shown in Figure 8. As a
result, NZT13, which has an inorganic nano-filler content of 10% (w/w), shows the highest
performance under all conditions of humidity. The performance was high in the order of
NZT13, NZT-20, and NZT-30. This shows that not only the operating conditions, but also
the particle content can significantly affect the performance. As the inorganic nanomaterial
content in a composite membrane increases, it becomes difficult to disperse the inorganic
particles uniformly in the polymer matrix, and the inorganic particles aggregate easily.
These would act to increase the resistance to hydrogen-ion conduction. Thus, it would
finally lead to a decrease in performance.
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Figure 8. Polarization curves for the NZT13 with different inorganic ZT content (10, 20, and 30%) at
120 °C, RH 50, 30, 10%, and 2 atm.

4. Conclusions

Zr0O,-TiO, nanoparticles (ZT) with various Zr:Ti ratios were synthesized, and a
Nafion/ZrO,-TiO, (NZT) composite membrane that can be applied under high tempera-
ture and low humidity conditions was fabricated. A unique peak on the crystal ZT phase
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with Zr-O-Ti bond, the band range related to this bond, and the peaks related to the intrinsic
functional group of the ZT samples could be confirmed through XRD and FTIR analyses.
The homogenous distribution of the inorganic nanopowders was verified in the polymer
matrix by SEM, and the water uptake increased and ion exchange capacity decreased
with increasing TiO; content in the NZT membranes. The electrochemical properties of
these membranes were examined using a polarization curve. The results were compared
from a conventional Nafion (N112), the composite Nafion/ZrO, (NZ), and the composite
Nafion/TiO, (NT) membranes. At high temperature and low humidity (120 °C, RH 50%,
2 atm), the polarization curve of the NZT13 membrane showed superior properties to that
of the other membranes. These are due to the optimized water content and ion exchange
capacity, the strong force (8) that mediates the interaction between molecules, and the
increased tortuosity (t) caused by the impregnation of the nanoparticles to the Nafion
membrane. Such combined features served to provide good electrochemical properties.
As NZT13 showed better electrochemical properties than NZT31, it can be seen that water
uptake is a more important factor for high-temperature performance than ion exchange
capacity. The results of this study showed that embedding ZrO,-TiO, nanoparticles in a
membrane could address the issues that occur when a conventional membrane is applied to
a PEMFC under high temperature and low humidity. To examine the effect of the content of
the inorganic nanomaterials in the composite membrane, a composite membrane (NZT-20,
NZT-30) having an inorganic nano-filler content of 20 or 30% (w/w) was also prepared.
The performance was high in the order of NZT13, NZT-20, and NZT-30. This shows that
not only the operating conditions but also the particle content can significantly affect the
performance.

Funding: This research received no external funding.
Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: The data presented in this study are available on request from the
corresponding author.

Conflicts of Interest: The author declares no conflict of interest.

References

1. Sheida Soltanimehr, ER.a.M.R.R. Chapter 3—Impact Assessment of Exhaust Gas Emissions from Cogeneration PEMFC Systems; Current
trends and future developments on (bio-) membranes; Elsevier: Amsterdam, The Netherlands, 2020; pp. 49-64.

2. Breitwieser, M,; Klingele, M.; Vierrath, S.; Zengerle, R.; Thiele, S. Tailoring the Membrane-Electrode Interface in PEM Fuel Cells:
A Review and Perspective on Novel Engineering Approaches. Adv. Energy Mater. 2017, 8, 1701257. [CrossRef]

3. Tang, Z;Huang, Q.-A ; Wang, Y.-].; Zhang, F,; Li, W,; Li, A.; Zhang, L.; Zhang, ]. Recent progress in the use of electrochemical
impedance spectroscopy for the measurement, monitoring, diagnosis and optimization of proton exchange membrane fuel cell
performance. J. Power Sources 2020, 468, 228361. [CrossRef]

4. Haider, R; Wen, Y.;; Ma, Z.-F,; Wilkinson, D.P,; Zhang, L.; Yuan, X.; Song, S.; Zhang, ]J. High temperature proton exchange
membrane fuel cells: Progress in advanced materials and key technologies. Chem. Soc. Rev. 2020, 50, 1138-1187. [CrossRef]

5. Narasipuram, R.P. Analysis, identification and design of robust control techniques for ultra-lift Luo DC-DC converter powered
by fuel cell. Int. . Comput. Aided Eng. Technol. 2021, 14, 102-129. [CrossRef]

6. Shao, Z.-G.; Joghee, P.; Hsing, I.-M. Preparation and characterization of hybrid Nafion—silica membrane doped with phos-
photungstic acid for high temperature operation of proton exchange membrane fuel cells. J. Membr. Sci. 2004, 229, 43-51.
[CrossRef]

7. Alberti, G.; Casciola, M.; Massinelli, L.; Bauer, B. Polymeric proton conducting membranes for medium temperature fuel cells
(110-160 °C). J. Membr. Sci. 2001, 185, 73-81. [CrossRef]

8. Sacca, A.; Gatto, I.; Carbone, A.; Pedicini, R.; Passalacqua, E. ZrO,—Nafion composite membranes for polymer electrolyte fuel
cells (PEFCs) at intermediate temperature. J. Power Sources 2006, 163, 47-51. [CrossRef]

9. Pereira, F.; Vallé, K.; Belleville, P.; Morin, A.; Lambert, S.; Sanchez, C. Advanced Mesostructured Hybrid Silica—Nafion Membranes
for High-Performance PEM Fuel Cell. Chem. Mater. 2008, 20, 1710-1718. [CrossRef]

10. Jian-hua, T.; Peng-fei, G.; Zhi-yuan, Z.; Wen-hui, L.; Zhong-qiang, S. Preparation and performance evaluation of a Nafion-TiO2

composite membrane for PEMFCs. Int. |. Hydrogen Energy 2008, 33, 5686-5690. [CrossRef]


http://doi.org/10.1002/aenm.201701257
http://doi.org/10.1016/j.jpowsour.2020.228361
http://doi.org/10.1039/D0CS00296H
http://doi.org/10.1504/IJCAET.2021.111640
http://doi.org/10.1016/j.memsci.2003.09.014
http://doi.org/10.1016/S0376-7388(00)00635-9
http://doi.org/10.1016/j.jpowsour.2005.12.062
http://doi.org/10.1021/cm070929j
http://doi.org/10.1016/j.ijhydene.2008.07.036

Membranes 2022, 12, 680 12 of 12

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

Zhai, Y.; Zhang, H.; Hu, ].; Yi, B. Preparation and characterization of sulfated zirconia (SO42* /ZrO,)/Nafion composite
membranes for PEMFC operation at high temperature /low humidity. J. Membr. Sci. 2006, 280, 148-155. [CrossRef]
Costamagna, P; Yang, C.; Bocarsly, A.B.; Srinivasan, S. Nafion®115/zirconium phosphate composite membranes for operation of
PEMEFCs above 100 °C. Electrochim. Acta 2002, 47, 1023-1033. [CrossRef]

Zhang, C.; Yue, X.; Luan, J.; Lu, N;; My, Y.; Zhang, S.; Wang, G. Reinforced Poly(ether ether ketone)/Nafion Composite Membrane
with Highly Improved Proton Conductivity for High Concentration Direct Methanol Fuel Cells. ACS Appl. Energy Mater. 2020, 3,
7180-7190. [CrossRef]

Hara, S.; Miyayama, M. Proton conductivity of superacidic sulfated zirconia. Solid State Ion. 2004, 168, 111-116. [CrossRef]
Abe, Y,; Li, G.; Nogami, M.; Kasuga, T.; Hench, L.L. Superprotonic Conductors of Glassy Zirconium Phosphates. J. Electrochem.
Soc. 1996, 143, 144-147. [CrossRef]

Zou, H.; Lin, Y.S. Structural and surface chemical properties of sol-gel derived TiO,—ZrO, oxides. Appl. Catal. A Gen. 2004, 265,
35-42. [CrossRef]

Jung, G.; Kim, H.-I. Synthesis and photocatalytic performance of PVA /TiO, / graphene-MWCNT nanocomposites for dye removal.
J. Appl. Polym. Sci. 2014, 131. [CrossRef]

Chen, Z.; Wang, H.; Wang, X.; Chen, P; Liu, Y.; Zhao, H.; Zhao, Y.; Duan, Y. Low-temperature remote plasma enhanced atomic
layer deposition of ZrO, / zircone nanolaminate film for efficient encapsulation of flexible organic light-emitting diodes. Sci. Rep.
2017, 7, 40061. [CrossRef] [PubMed]

Das, D.; Mishra, HK.; Parida, K.M.; Dalai, A K. Preparation, physico-chemical characterization and catalytic activity of sulphated
ZrO,-TiO, mixed oxides. J. Mol. Catal. A Chem. 2002, 189, 271-282. [CrossRef]

Li, D.; Xing, B.; Wang, B.; Li, R. Theoretical Study of Zirconium Isomorphous Substitution into Zeolite Frameworks. Molecules
2019, 24, 4466. [CrossRef] [PubMed]

Bazrgar Bajestani, M.; Mousavi, S.A. Effect of casting solvent on the characteristics of Nafion/TiO, nanocomposite membranes
for microbial fuel cell application. Int. J. Hydrogen Energy 2016, 41, 476-482. [CrossRef]


http://doi.org/10.1016/j.memsci.2006.01.028
http://doi.org/10.1016/S0013-4686(01)00829-5
http://doi.org/10.1021/acsaem.0c01212
http://doi.org/10.1016/j.ssi.2004.01.030
http://doi.org/10.1149/1.1836399
http://doi.org/10.1016/j.apcata.2004.01.015
http://doi.org/10.1002/app.40715
http://doi.org/10.1038/srep40061
http://www.ncbi.nlm.nih.gov/pubmed/28059160
http://doi.org/10.1016/S1381-1169(02)00363-1
http://doi.org/10.3390/molecules24244466
http://www.ncbi.nlm.nih.gov/pubmed/31817516
http://doi.org/10.1016/j.ijhydene.2015.11.036

	Introduction 
	Experimental 
	Synthesis of ZrO2-TiO2 
	Preparation of the Composite Membranes 
	Preparation of the Membrane Electrode Assemblies (MEAs) 
	Physical and Chemical Characterization 
	Electrochemical Characterization 

	Results and Discussion 
	Conclusions 
	References

