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Abstract: Water management is a key factor affecting the efficiency of proton exchange membrane
fuel cells (PEMFCs). The currently used monitoring methods of PEMFCs provide limited information
about which processes or components that humidity has a significant impact upon. Herein, we
propose the use of a novel approach of impedance measurements using a multi-sinusoidal pertur-
bation signal, which enables impedance measurements under dynamic operating conditions. The
manuscript presents the effect of the relative humidity (RH) of the reactants on the instantaneous
impedance of the middle cell in the PEMFC stack as a function of the current load. Analysis of
changes in the values of equivalent circuit elements was carried out to determine which process
determines the stack’s performance depending on the load range of the fuel cell during operation.
Comprehensive impedance analysis showed that to ensure optimal cell operation, the humidity of
the reactants should be adjusted depending on the load level. The results showed that at low-current
loads, the humidity of gases should be at least 50%, while at high-current loads, the cell should
operate optimally at a gas humidity of 30% or lower. The presented methodology provides an
important tool for optimizing and monitoring the operation of fuel cells.

Keywords: PEMFC; optimization; impedance; water management; humidification

Highlights:
e New impedance method for PEMFC water management

e  On-line impedance measurements in different PEMFC operating conditions
e  Optimization of RH values of supplied reagents over the entire current range

1. Introduction

One of the main applications of PEMFCs is their use as a drive in the automotive
industry [1-4]. The efficiency of a PEMFC depends not only on the components of the cell
and its design but also on the given working conditions [5]. These include temperature,
stoichiometric coefficients, pressure, and RH of the supplied gases. Appropriate water man-
agement has a strong influence on maintaining optimum efficiency during the operation of
a fuel cell [6,7], and it can be controlled by appropriately constructing the fuel cell stack [8],
as well as regulating its working parameters [9]; however, determining the optimal amount
of water depending on the amount of electricity generated is not straightforward because of
the complex relationship between the water content in the system and its efficiency. On the
one hand, proper membrane humidification must be ensured, and on the other hand, excess
water produced must be removed from the cell [10]. Too low humidity in the reaction
space causes difficulties in the transport of protons from the anode to the cathode. In turn,
the amount of water produced during electricity generation increases upon increasing the
current. The presence of excess water in the reaction space or gas diffusion layer makes
it difficult to transport gaseous reactants to the reaction space [11]. A temporary loss of
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efficiency resulting from excess water in the cell is not dangerous [10,12], but a variable,
uncontrolled amount of water in the fuel cell affects the mechanical degradation of the
membrane, causing long-term efficiency losses [13-17].

So far, the assessment of the impact of reactant gas humidification on the fuel cell’s per-
formance during a variable current load of the stack was based on monitoring the voltage
drop [15,18-21] or by visualization using a transparent cell [22,23]. Unfortunately, these
techniques do not allow the determination of which process or component of a membrane
electrode assembly (MEA) is most greatly affected by the instantaneous amount of water.
The assessment of the influence of the water amount on individual components can only
be performed by ex situ measurements, e.g., SEM, neutron imaging, synchrotron radiog-
raphy, or fluorescence microscopy [10,12]. The use of classic electrochemical impedance
spectroscopy (EIS) allows observations of the influence of specific operating parameters,
including the RH of reactant gases, but only under stable conditions [24-29]. This method
is also ideally suited for the ex situ testing of individual components of the fuel cell [30-35].
EIS is also used in other fields for studying stationary systems [36-38]. Unfortunately, the
biggest disadvantage of EIS is the inability to study dynamic systems. Thus, it is necessary
to use a different test method.

Here, we propose the implementation of dynamic electrochemical impedance spec-
troscopy (DEIS), a modification of the classic EIS method in which the classical sequential
perturbation signal is replaced with a multi-sinusoidal signal composed of a specified num-
ber of sine waves of different frequency, amplitude, and phase shift. Due to the introduction
of an additional variable component in the current signal, it is possible to simultaneously
monitor the voltage and instantaneous impedance spectra during the variable load of
the fuel cells. The DEIS method has been successfully used to identify malfunctioning
cells in fuel cell stacks [39,40] and also for selecting the optimal conditions of the fuel cell
operation [41,42].

The aim of this paper is to present the DEIS as a technique that allows:

monitoring performance of the fuel cell stack

water management of fuel cells

optimization of fuel cell operation, in specific humidity of the reagents used during

the operation of the PEMFC cell stack depending on the stack load level.

In order to achieve the intended goals, the authors carried out simultaneous AC and
DC measurements and performed their comprehensive analysis. In the Materials and Meth-
ods section, the methodology, fuel cell description, and applied operation conditions used
are described. In the Results and Discussion section, first current-voltage characteristics
are discussed, and then the results obtained from the DEIS method are presented. Detailed
impedance analysis of the presented impedance spectrograms allowed for the detailed
determination of the optimal conditions of gas humidification, depending on the current
load of the fuel cell.

2. Materials and Methods

To maintain proper working conditions and to ensure a variable current load of the
fuel cell stack, a test station developed by Fuel Cell Technologies, Inc. (Albuquerque, NM,
USA) was used. Current—voltage (I-V) characteristics were obtained for the following
levels of humidification of reagents: 10, 30, 50, and 80%. Identical RH values were set
for both reagents. The cell temperature was constant in each experiment at 70 °C. The
temperature of the supplied reactants at the inlet to the stack was 5 °C higher than the
stack’s working temperature to avoid water condensation in the gas lines. The back
pressure of the supplied gases was constant at 150 kPa,,s. Up to 30 A of current load,
flow rates were set to 3 L min~! for hydrogen and 10 L min~! for air, which are values
specified by the stack manufacturer. Above this current value, the flow rate of the reactants
fed was varied so that while increasing the current consumption, a stable stoichiometric
ratio of the supplied fuel to the oxidant was set to 1.8 and 2.5, respectively. As the fuel,
hydrogen 5.0 (purity of 99.999%) was used, and the oxidant was supplied as compressed
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air. The PEMFC stack was supplied by Zentrum fiir Sonnenenergie-und Wasserstoff-
Forschung Baden-Wiirttemberg ZSW (Ulm, Germany), and it consisted of 10 individual
cells with an active, geometrical surface area of 96 cm? each. A commercially available
membrane electrode assembly was used. Flow channels based on a cascaded flow field
design with parallel-connected multiple serpentine groups were located in bipolar plates.
The illustrative scheme of the tested fuel cell stack is shown in Figure 1.

To simultaneously obtain impedance spectra for all cells at a variable current load, a
system based on a test station and two National Instruments measurement cards, PXIe-6124
for signal generation and PXIe-4497 for data acquisition, was used. The investigations of
each individual cell were carried out in a two-electrode setup in galvanodynamic mode.
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Figure 1. CAD-exploded view of a ZSW fuel cell stack.

The current load of the stack was linearly changed with a rate of 40 mA/s, in the
range from 2 to 100 A. A multi-sinusoidal AC signal in the frequency range of 5-1123 Hz
was applied to the investigated object as a perturbation signal. In the entire current range,
the amplitude of the perturbation signal did not exceed 10% of the current load of the
fuel cell stack. The use of a multi-sinusoidal perturbation signal in the given frequency
range allowed the study of a dynamic system that is stationary in the 1 s measurement
window, which is the time needed to obtain a full instantaneous impedance spectrum
simultaneously for each cell and stack.

3. Results and Discussion

During the operation of the fuel cell stack, the voltage between its plates changed
upon increasing the power consumption. The magnitude of these changes depended on
the current load of the cell, as well as on the amount of water in the system. Due to the
multiplicity of the obtained results, we presented results from the data analysis of cell no. 5
as representative values for the remaining cells. The current—voltage (I-V) characteristics
obtained for the chosen cell are shown in Figure 2. Simultaneously, the instantaneous
impedance spectra, shown as 3D impedance graphs in Figure 3, were obtained using DEIS.
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Figure 2. [-V characteristics of a middle single cell. Geometric surface area S = 96 cm?, current load
change rate di/dt = 40 mA s~ 1. RH of reactant gases () 10%, (o) 30%, (=) 50%, (s) 80%.
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Figure 3. Impedance spectra of the PEMFC middle cell obtained in galvanodynamic mode. Geometric surface area
S =96 cm?, current load change rate di/dt = 40 mA s~!, and measurement frequencies range from 5-1123 Hz. RH of
reactant gases (A) 10%, (B) 30%, (C) 50%, and (D) 80%.

The [-V characteristics recorded for supplied reagents with a humidity of 80% deviated
from the other characteristics in the entire current range. Based on this simple analysis,
it can be concluded that a humidity of 80% is too high and adversely affects the fuel cell
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operation over the entire current range. Analyzing the voltage changes of the remaining
RH values of the reactant gases, a 20-45 A current range can be distinguished where the I-V
characteristics overlap. In the area of high-current loads, a greater voltage drop between
the covers of the tested cell was caused by a higher RH value.

Analysis of the impedance results showed that for each tested RH value of reactant
gases, there is a different current range at which the measured impedance values are
the lowest, which is the range of optimal current loads of the cell at the set RH value.
The widest range of optimal current loads can be observed in Figure 3A, which shows
a change in the instantaneous impedance for the lowest reagent humidity. On the same
impedance graph for low-current loads, the instantaneous impedance spectra are also
significantly shifted toward positive values of the real impedance part, which indicates
greater electrolyte resistance; however, to obtain information on the processes determining
the fuel cell operation, an in-depth impedance analysis is necessary. For this purpose, the
equivalent circuit shown in Figure 4 was used, the selection and validation of which was
described by the authors in a previous study [39].

| |
lCMCI(i)

I
Ry i) Coul)

Rer(i) ZD(jw.ﬂ

Figure 4. Electrical equivalent circuit employed for analyzing the instantaneous impedance spectra. Rp;(i)—sum of

instantaneous resistance of the membrane and processes of hydrogen oxidation, Rysc;(i) —instantaneous resistance

of the interlayer on the cathodic site, Rc7 (i) —instantaneous charge transfer resistance of oxygen reduction, Zp (jw, i)

instantaneous impedance of the element describing diffusion in a finitely thick layer, Cy;c;(7) instantaneous capacitance of

the catalyst-membrane interlayer on the cathodic site, and Cpy (i) —instantaneous capacitance of the electrical double layer

on the cathodic site.

Changes in the instantaneous values of the equivalent circuit elements in the function
of current for different RH values of the reaction gases are presented in Figures 5-10.
Figure 5 presents the change in the instantaneous values of Ry;(i), and Figure 6 presents
changes in the instantaneous values of Ryc;(i) for different reactant RH values. In both
diagrams, the obtained relationships show similar change trends. Since the values of both
resistances depend on the amount of ionomer and its humidification, the value of Ry;(i), is
twice as large as the value of Ryc;(7)) over the entire examined current range. The obtained
relationships differ at low-current values, which indicates that the ionomer conductance is
too low when the relative humidity of the supplied reaction gases is <30%. The type of
proton transport in the electrolyte depends on the hydration level of the ionomer. At a low
hydration of the membrane, the transport of H* occurs through a vehicular or diffusion
mechanism, and for a high level of ionomer hydration, the proton transport is faster and
occurs with Grotthuss or proton-hopping mechanism. [10]. The obtained data indicate
that at higher cell currents, when more water is produced, even for low RH values of the
supplied reactants, optimal hydration of the ionomer is ensured. The obtained relationships
suggest that for low-current densities, the stack should be operated at an RH of the reactant
gases of at least 30%.
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Figure 5. Instantaneous value of Ry (i) versus current at reactant gas RH values of (e) 10%, () 30%,
(=) 50%, and (=) 80%. Geometric surface area S = 96 cm?, current load change rate di/dt = 40 mA s 1,
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Figure 6. Instantaneous value of Ry (i) versus current at reactant gas RH values of () 10%, (o) 30%,
(=) 50%, and (=) 80%. Geometric surface area S = 96 cm?, current load change rate di/dt = 40 mA s L

Figures 7 and 8, respectively, show changes in the instantaneous values of Cpy (i) and
Cwmci (i) capacities depending on the amount of energy generated for different reaction gas
humidities. The presented relationships have nearly identical function shapes because the
values of both capacitances are determined by the platinum content. Since there was much
less platinum in the interlayer than the catalytic layer, the capacitance values shown in
Figure 7 are almost twice as small as those in Figure 8. In both diagrams, the capacitance
values obtained with 10% RH reaction gases are characterized by the lowest capacitance
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values over the entire current range. On the other hand, too much water in the catalytic
layer can cause local flooding, which leads to the loss of catalyst active sites, which is
followed by increased capacitance. At low-current values, when the cathode potential is
high, the oxygen reduction reaction occurs on the surface of oxidized platinum [43—45],
which is associated with the smallest capacitance values over the whole range of tested
current loads.
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Figure 7. Instantaneous value of Cyc; (i) versus current at reactant gas RH values of (o) 10%, (o) 30%,
(=) 50%, and (=) 80%. Geometric surface area S = 96 cm?, current load change rate di/dt = 40 mA s 1,
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Figure 8. Instantaneous value of Cpy (i) versus current at reactant gas RH values of () 10%, (o) 30%,
(=) 50%, and (=) 80%. Geometric surface area S = 96 cm?, current load change rate di/dt = 40 mA s 1,
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The ORR is determined by the charge transfer resistance and differential capacity
of the double layer. Changes in the instantaneous value of Rcr (i) obtained at different
RH values of reactants are shown in Figure 9. In the low-current range, the RH value has
no impact on the Rct value; however, in the high-current range, an RH value above 30%
significantly increased the charge transfer resistance due to a high amount of water in the
fuel cell.

0.0035 =

L
L1
- -...................

e I R B I B —
20 40 60 80 100
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Figure 9. Instantaneous value of R¢r (i) versus current at reactant gas RH values of () 10%, (o) 30%,
(=) 50%, and (=) 80%. Geometric surface area S = 96 cm?, current load change rate di/dt = 40 mA s,

Figure 10 shows the dependence of the instantaneous diffusion resistance as a function
of current at different RH values of the reactant gases. The diffusion resistance was
determined based on the change in the instantaneous impedance of O atoms describing the
finite-length diffusion. At low-current loads, the Rp value is independent of the humidity
level of the reactant gases. Upon increasing the generated energy, the influence of the
water content in the system on the value of diffusion resistance was clearly distinguishable.
This value is the highest of all resistances when the RH of the supplied reactants was at
least 30% and the current load exceeded 60 A. Only at 10% RH of the supplied reagents
was the diffusion resistance lower than the charge transfer resistance in the high-current
load range.

Based on the presented results, three current values were selected, and then changes
in individual equivalent circuit parameters obtained from impedance analysis as a function
of RH are presented in Figure 11.
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Figure 10. Instantaneous value of Rp (i) versus current at reactant gas RH values of (o) 10%, (o) 30%,
(=) 50%, and (=) 80%. Geometric surface area S = 96 cm?, current load change rate di/dt = 40 mA s L
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Figure 11. Instantaneous value of resistances versus RH of reactant gases at constant current load (a) 20 A, (b) 60 A, and (c)
100 A. Geometric surface area S = 96 cm?, (¢) Ry (i) + Ry (), (0) Rer(i), and (x) Rp (7).

Membrane and interlayer resistances are considered as a sum because both of these
values depend on the ionomer resistance and exhibit similar behavior. Changes in the
humidity have the greatest effect on the values of resistances when the cell is operated
under a high load (Figure 11c). In this current range, the fuel cell operation was determined
by diffusion resistance. In the other presented relationships (Figure 11a,b), the differences
between the resistance values are insignificant.

4. Summary

This manuscript describes a new on-line method to determine the effect of reactant gas
humidity on the electrical load on processes or components of a fuel cell during its dynamic
operation. Determination of the optimal humidity of the supplied reagents was possible
by analyzing the obtained instantaneous impedance spectra as a function of the current.
To ensure the best performance, the RH value of reactants should vary depending on the
load of the fuel cell. For low-current densities, the RH value has the greatest influence on
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the resistance of the membrane and interlayer. To ensure optimal cell operation, the RH
of the reactant gases should be set to at least 50%, which is linked to proper hydration
of the ionomer. This is even more important during stoichiometric operation at a very
low-current density at the minimum gas-flow thresholds defined by the stack manufacturer.
For high-current loads, the best results were obtained for low RH values up to 30%. When
using gases with a higher humidity, the diffusion resistance displayed much higher values
than other resistances, which is undesirable for the optimal performance of the fuel cell.
The presented methodology and obtained results are crucial for optimizing and monitoring
the real operation of fuel cells.
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