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Abstract: This study presents an economical conditioning method for polymer electrolyte membrane
(PEM) fuel cells through a parametric study investigating the factors affecting online conditioning
methods. First, we compared the operating conditions between constant current (CC) mode and
constant voltage (CV) mode conditioning to understand the effects of current and potential differences
on conditioning. We found that CV mode conditioning is at least one hour faster at the same load.
This is because unlike CV mode conditioning, which has a constant load over the entire range of
the membrane electrode assembly (MEA), CC mode conditioning features current flow through the
existing passage of the pre-activated triple phase boundary of the MEA so that the electronic load is
not entirely used in the conditioning process. Second, the optimization of CV mode conditioning was
conducted by controlling the conditioning temperature. Lastly, the economics of the proposed method
were analyzed by comparing it with existing conditioning methods. Using this optimal conditioning
method can reduce the consumption of hydrogen during conditioning by ~87.5% compared to
previous methods. The findings from this study provide the means to lower the actual production
cost of fuel cells, thereby ensuring market access.

Keywords: polymer electrolyte membrane fuel cell; online conditioning; constant current mode;
constant voltage mode; conditioning method optimization; economic analysis

1. Introduction

Clean fuel cells based on non-fossil-fuel sources have been in the limelight recently owing
to their advantage of reduced environmental pollution [1]. Among them, the polymer electrolyte
membrane (PEM) fuel cell can be applied to a wider range of fields than other types of fuel cells due
to its low operating temperature and short startup time. A newly fabricated PEM fuel cell needs a
break-in/conditioning/incubation period in order to be activated and achieve its best performance [2].
Generally, during this conditioning period, the cell performance gradually increases and then reaches
a plateau without further increase. The mechanism for the conditioning process, however, is not yet
fully understood, so this process may take many hours or days depending on the operating conditions.
Accordingly, the production time is increased during mass production, and a large amount of hydrogen
is used, thereby increasing the unit cost of the fuel cell stack [3]. Therefore, it has become important to
identify the fuel cell conditioning mechanism in order to minimize the time needed for conditioning
fuel cells to achieve economic efficiency [4].

Conditioning refers to the process of maximizing the power of the fuel cell. Three possible theories
have been put forward to explain conditioning phenomena [5]: activation of the catalyst [6], removal of
impurities [7] and ensuring passage of hydrogen ions [8]. Research on conditioning methods is divided
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into offline and online conditioning depending on the before- and after-assembly process of the fuel
cell. Off-line conditioning involves conditioning of the catalyst-coated membrane (CCM) or electrodes
before they are assembled into the cell/stack. Palanichamy et al. [9] proposed an electrochemical
technique for conditioning the membrane electrode assembly (MEA) by immersion in dilute H2SO4.
The study reported improvements to the current density of PEM fuel cells due not only to chemical
oxidation (e.g., PtO formation and O2 evolution), but also to the cleaning process of the Pt surface.
For example, the current density increased about 16% at 0.6 V compared to without conditioning [10].
Another study by Qi et al. [11] proposed a method to treat electrodes or MEAs using hot water or
steam before they are assembled into a stack. The study reported that treatment of electrodes or CCMs
by either boiling in water or steaming in a household pressure cooker for as short as 10 min could
drastically increase their performance when tested in PEM fuel cells afterwards (e.g., current density
increased about 11% at 0.6 V compared to without being steamed). A similar procedure of exposing the
MEA to saturated steam at atmospheric pressure was patented by Bradley [12] in order to pre-condition
the MEA. All these studies have shown that MEA hydration is an important factor in conditioning.
In the case of offline conditioning, however, cannot perform all three of the above processes, only
one-step process is included: e.g., only one-step process of ‘removal of impurity’ with sulfuric acid or
of ‘ensuring the passage of hydrogen ions’ through humidification. Therefore, it is necessary for online
conditioning to reach the highest possible power density. Because of this, the conditioning process still
requires a relatively long time.

Traditional online conditioning methods include current control, potential control and temperature
control. Current control investigations have indicated that forced conditioning at varied currents can
activate the MEA [13–15]. Xie et al. [14] conducted research on a constant current (CC) mode of 25 A in
order to activate one cell. The test cell conditions featured a 25 cm2 electrode with a Nafion NRE-211
membrane, and the conditioning lasted more than 6 h. Kim et al. [13] conducted research using a
CC density of 0.1 A/cm2. The tested cell was a direct methanol fuel cell (DMFC) with a Nafion 117
membrane, and the conditioning lasted up to 50 h. Furthermore, many investigations of potential
control with variations in duration, load cycle and cell conditions have been conducted [3,4,7,16].
For example, Ko et al. [3] compared the results obtained after 3 h of conditioning using constant
voltage (CV) modes of 0.4 V and 0.6 V, as well as open-circuit voltage (OCV). They found that when
conditioning was conducted at 0.4 V, potential control was 6.1% higher than conditioning at 0.6 V;
therefore, low potential activated the cell faster. Murthy et al. [4] conducted studies on potential
cycling by applying a first external load of approximately 0.6 V for approximately 20 min, followed
by removing the external load for approximately 2 min, and then applying a second external load of
approximately 0.3 V for approximately 20 min. The conditioning process reached 90% completion and
lasted over 4 h. Moreover, temperature control has been performed together with current/potential
control; for example, Qi et al. [17–19] provided an effective, fast conditioning procedure by exposing the
fuel cell to elevated temperatures of aggressive conditions (75, 95, and 90 ◦C) combined with elevated
pressure. The conditioning process was completed within 2 h. Studies on conditioning methods have
been carried out using various methodologies; however, studies on shortening the conditioning time
are insufficient. Therefore, it is necessary to identify the optimal conditioning method by considering
the mechanism of conditioning through a parametric study designed to shorten the conditioning time
and also improve economic efficiency.

To this end, we have conducted a parametric study to develop an optimal economically viable
online conditioning method for PEM fuel cells. First, the optimal operating conditions of CC and
CV mode conditioning were examined to understand the effects of current and potential differences
on conditioning. Second, optimization of CV mode conditioning was conducted by controlling the
conditioning temperature. Lastly, economics of the proposed optimal conditioning method were
analyzed by comparing it with previous conditioning methods. The findings from this study provide
the means to lower the actual production cost of the fuel cell, thereby ensuring market access.
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2. Methodology

2.1. Principal of PEM Fuel Cell Conditioning

Several theories have been put forward to explain conditioning phenomena [5] such as removal of
impurities by catalysts and humidification of membrane electrode assemblies (MEAs). In this study,
the break-in/conditioning/incubation process is referred to as ‘conditioning’. Firstly, the conditioning
of the fuel cell is known to have advantageous effects on the catalyst [4,7]. During the conditioning
process, impurities introduced when manufacturing the MEA are removed, and catalysts that do
not participate in the reaction are activated. Second, the conditioning of fuel cells creates a channel
for hydrogen ions. Since the membranes are initially dry, the membrane is hydrated during the
conditioning period, so the electrolyte contained in the electrodes ensures the passage of hydrogen
ions [8,20,21]. Although these theories can explain one portion of the conditioning process, they cannot
explain why online conditioning should be necessary after offline conditioning. Therefore, we have
focused on the role of conditioning as a means of improving the ionic conductivity of the catalyst layer
(CL) [22,23]. That is, the conditioning process should activate the electrodes of the MEA, increasing the
triple phase boundary (TPB) where the electrochemical reaction has occurred.

A schematic of the TPB of the MEA is shown in Figure 1. During conditioning, the TPB expands;
this is explained by the theory of not only the introduction of Nafion electrolytes (hereafter; Nafion)
into the CL [22,23] but also by the carbon oxidation reaction (COR) of the carbon support. This Nafion
intrusion into the catalyst layer is thought to result from the hydration of the membrane. Swelled
Nafion surrounds Pt particles, so that the TPB increases. The TPB increase is also related to the COR of
the carbon support consisting of Nafion. In some cases, the carbon support has a defect site consisting
of C+ which is prone to reversible electrochemical oxidation, forming C–OH groups. Through this
reaction, carbon surface oxides (COsurf) can be formed and become oxidized to CO2, a process which
is illustrated in Table 1 [24,25]. In this conversion process, the carbon support is lost, and the TPB
is increased at the catalyst–ionomer–gas conversion point. COR is susceptible at relatively high
potential (>0.6 V) [26], and the increase in the TPB enhances the performance of the PEM fuel cell.
The performance reaches a maximum value and plateaus after a certain amount of time passes.
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Figure 1. Triple phase boundary of membrane electrode assembly (a) before online conditioning; and
(b) after online conditioning.

Table 1. Carbon oxidation reaction of carbon support.

Expression

C→ C+
(s) + e−

C+
(s) + H2O→ COsurf + 2H+ + e−

COsurf + H2O→ CO2 + 2H+ +2e−

2.2. Experimental Setup

The fuel cell (unit cell, CNL) was assembled by arranging gas diffusion layers (GDLs) (39BB,
SGL) sequentially with MEA (VFM-P25P-N, Vinatech) between graphite plates that were formed
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with a serpentine flow path, and then fastened under constant pressure. MEA, the geometric area
of the electrode was 25 cm2, with Pt loading of 0.4/0.4 mg/cm2 (anode/cathode). The experiment
was conducted with a single cell, and performance of the cell was evaluated using electronic load
(PLZ664WA, Kikusui). Hydrogen and air were controlled at a constant flow rate through a mass flow
controller (MFC, Sehwa High Tech), humidified through a bubbler (CNL) and supplied to the fuel cell.
The temperature of the gas was controlled by surrounding the pipe with heating tapes. The heating
tapes were connected to the indicator (HX9, Hanyoung Nux) to maintain the operating temperature.
Thermocouples were installed at the inlet of the cell, middle of the cell, outlet of the cell and humidifier
line. Seven indicators precisely control the temperature of the gas. The error was ±0.5%. The gas
was humidified through the bubbler. The heating tapes were wound outside the bubbler, and the
thermocouple was located at the middle of the bubbler. The relative humidity was determined through
comparison between the gas temperature and the bubbler temperature. The gas pressure at the fuel
cell inlet and outlet were measured. A schematic of the PEM fuel cell experiment and photograph of
the experimental equipment are shown in Figure 2a,b respectively.
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photograph of the experimental equipment.

In order to investigate the condition of the fuel cell, experiments were conducted in the order of CC
mode followed by CV mode. Since the hydration of the membrane is important for conditioning [8,21],
the experiment was conducted at 100% relative humidity. First, in order to know the end point of
conditioning, a membrane conditioning experiment was performed in various ways. It was determined
that the conditioning was terminated when the current value at 0.6 V was 20% higher than the initial



Energies 2020, 13, 2831 5 of 11

current value; this process is hereafter referred to as ‘complete conditioning’. In the case of the CC
mode, three experiments were conducted at 0.03 A/cm2, 0.60 A/cm2 and 1.32 A/cm2, respectively.
In the CV mode, experiments were performed at 0.3 V, 0.6 V and 0.9 V, each (with the highest voltages
being at 1.32 A/cm2, 0.60 A/cm2, 0.03 A/cm2, respectively). The stoichiometric number was 1.5 at the
anode and 2.0 at the cathode, respectively. The fuel cell performance was measured every 30 min.
In this way, we compared CC and CV mode conditioning, following which the optimization of the
conditioning process was developed by varying the temperature. The optimal conditioning method
was then selected based on economic efficiency.

3. Results and Discussion

3.1. Comparison of PEM Fuel Cell Conditioning between CC and CV Modes

Experiments on CC mode conditioning were conducted under various current conditions. The
operating temperature was kept constant at 80 ◦C. In the case of CC mode conditioning, time required
for complete conditioning is shown in Figure 3. Performance improvement (PI) was calculated as
follows:

PI =
(

i− iinitial
iinitial

)
× 100 (1)

where iinitial is the initial current density at 0.6 V and i is measured current density at 0.6 V. Conditioning
through the CC mode required 3 h at 1.32 A/cm2, 4 h at 0.03 A/cm2 and 8 h at 0.60 A/cm2. The higher
the electronical load (i.e., the higher the current density), the faster the conditioning occurred. This is
because as the amount of applied load increases, the amount of catalysts engaged in the electrochemical
reaction is greater. The use of more catalysts leads to the activation of catalysts that did not originally
participate in the reaction [7], and causes increase of the TPB. Interestingly, we also observed that the
lower the electronical load (i.e., the lower the current density), the faster the conditioning occurred.
This is because as the applied electronic load decreases, the potential difference increases. When the
potential difference becomes large, the carbon surface oxidation reaction occurs at the carbon defect
site, and the carbon supporting the catalyst disappears as CO2, as described in Table 1 [24,25]. This
causes the catalyst to relocate to the ionomer and enlarges the area of the TPB. Therefore, the time
required for conditioning is reduced.
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Experiments on CV mode conditioning were conducted under various potential differences.
To compare the results with those of the CC mode, the same experimental conditions were used as
with the CC mode and PI was calculated using Equation (1). In the case of conditioning using the
CV mode, as shown in Figure 4, conditioning finished in the order of 0.3 V, 0.9 V and 0.6 V and
required approximately 2 h at 0.3 V and 0.9 V and 5 h at 0.6 V. We observed that as the potential
difference became higher, the conditioning occurred at a higher rate. This is because, at a high potential
difference, the COR is active and the CO2 emission reaction rate is increased [24]. As a result, the
carbon support is lost, and the bond between the catalyst and the ionomer increases; resulting in TPB
formation through rearrangement of the catalyst and leading to higher performance, as is shown in
Table 1 [24,25]. Interestingly, we also observed that as the potential difference was lowered further,
the conditioning again occurred at a higher rate. This is because, at low potential differences, high
current densities occur, increasing the amount of catalysts engaged in the electrochemical reaction by
activating additional catalysts which had not originally participated in the reaction. Therefore, faster
conditioning is achieved.
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activation time.

As shown in Figure 4, for conditioning using a high potential difference, the cell performance
decreased after 3 h. This is because at a high potential difference, the higher COR rate leads to excessive
corrosion of the carbon support, which leads to catalyst loss and, therefore, ultimately leading to
the degradation of fuel cell performance [27]. In order to prevent this, it is necessary to adjust the
proper conditioning time when conditioning with a high potential difference. Nevertheless, PEM fuel
cells are more efficient when conditioned using high potential differences. Assuming conditioning is
conducted for the same amount of time, the amount of hydrogen consumed when driving at 0.9 V is
approximately 3.3 times less than that when driving at 0.3 V. Therefore, if conditioning is performed at
0.9 V, high economic efficiency can be achieved.

Figure 5 shows a comparison of the performance of the PEM fuel cell between CC and CV mode
conditioning. After conditioning in both CC and CV modes, OCV increased by approximately 9.01%.
The PI of the PEM fuel cell in the CV mode was 4.07% lower at 0.7 V, 1.19% lower at 0.5 V and 0.55%
lower at 0.3 V, compared to the CC mode. However, it was 2.76% higher at 0.6 V and 3.75% higher at
0.4 V. When conditioned in the CC and CV modes, the difference in PI was less than 4.1%, so there was
no difference in performance after conditioning even if conditioning was performed in either the CC or
CV mode. The reason for this is that the only difference in driving methods between the CC mode and
CV mode is whether a voltage is applied or a current is applied.
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Table 2 shows the time required for complete conditioning. Conditioning in the CV mode was
faster than that in the CC mode. This difference in time consumption needed for conditioning is related
to the different operating mechanisms between the CC and CV modes. The principle of difference
between the CV and CC modes in the conditioning process is described in Figure 6. In the CC mode, a
constant current is applied, which mostly flows into the already activated channel of hydrogen ions in
the MEA caused by hydration. Thus, local relocation of the catalysts can easily occur. However, in the
CV mode, when a potential difference is applied to the cell, that same potential difference is applied to
the whole area of the MEA regardless of hydration level. Therefore, in the CV mode, an environment
is created in which a wider range of catalysts can be rearranged. Thus, it is faster to use the CV mode
for conditioning. Based on these findings, we infer that it is best to condition the PEM fuel cell in the
CV mode at 0.9 V to achieve the greatest economic efficiency.

Table 2. Time required for complete conditioning.

Conditioning Protocols Time (h)

CC of 1.32 A/cm2 3 h
CC of 0.60 A/cm2 8 h
CC of 0.03 A/cm2 4 h

CV of 0.3 V 2 h
CV of 0.6 V 5 h
CV of 0.9 V 2 h
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3.2. Optimization of CV Mode Conditioning

3.2.1. CV Mode Conditioning Depending on Operating Temperature

In order to investigate the effect of operating temperature on the conditioning process, experiments
were conducted at 65 ◦C, 80 ◦C and 95 ◦C, respectively. It was confirmed through the experiment
described in Section 3.1 that the CV mode is more effective than the CC mode in the case of conditioning.
Based on this finding, further experimentation was conducted in the CV mode with the conditioning
voltage of 0.6 V. Because conditioning was relatively slow at 0.6 V, we found significant differences on
varying the temperature. As shown in Figure 7, the time required for complete conditioning was 4 h
at 95 ◦C, 5 h at 80 ◦C and 8 h at 65 ◦C, thereby indicating that the fastest conditioning was achieved
at 95 ◦C. This is because as the temperature increases, the electrochemical reaction becomes more
active and this can be explained by examining the behavior of the reversible thermodynamic potential
depending on temperature, as shown in the Nernst Equation:

Ecell = E0 −
RT
nF

In

 PH20

PH2(P02)0.5

 (2)

where E0 is the standard electrochemical cell potential, F is Faraday’s constant and R is the universal
gas constant. pH2O, pH2 and pO2 are the partial pressures of H2O, H2 and O2, respectively and T is the
temperature. For this reason, as the temperature becomes higher, the amount of catalysts used for
the electrochemical reaction increases, and the time needed to activate non-participating catalysts is
decreased. Therefore, conditioning is more effective at a high temperature. Based on these results, we
suggest that in order to achieve complete conditioning faster, the PEM fuel cell should be conditioned
at 95 ◦C.
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3.2.2. Economic Analysis of Optimized CV Mode Conditioning

Economic analysis on the conditioning process was conducted to confirm the advantages of our
suggested conditioning method by comparing it with previous methods. To this end, we analyzed
the amount and cost of hydrogen used for conditioning a 135 kW PEM fuel cell stack (i.e., the same
class as Hyundai’s NEXO). The elapsed time and consumption of hydrogen required to reach
complete conditioning are shown in Figure 8. Moreover, the cost of hydrogen required for complete
conditioning for each method is shown inTable 3. The newly proposed optimized conditioning method,
i.e., conditioning based on the CV mode at 0.9 V with an operating temperature of 95 ◦C, was compared
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with conditioning based on the CV mode at 0.6 V with the operating temperature of 65 ◦C which
was performed by Ko et al. [3]. For that study, approximately 101.54 kg of hydrogen were used for
conditioning at 65 ◦C in the CV mode at 0.6 V. However, when conditioning at 95 ◦C in the CV mode at
0.9 V, only approximately 12.7 kg of hydrogen was used. Therefore, the optimized conditioning method
reduced the consumption of hydrogen during conditioning by approximately 87.5%. Furthermore,
the cost of hydrogen required to complete the conditioning process was also decreased by 955,622
KRW based on the current price of hydrogen in Korea [28]. Moreover, as shown in Table 4, the cost
of hydrogen required to complete conditioning was also decreased by 1,243 USD, 97,734.12 JPY and
844.07 EUR based on the current hydrogen prices in the USA, Japan and Germany [29,30], respectively.
This study intends to contribute to securing market accessibility by suggesting an optimal method of
conditioning using the CV mode at 0.9 V with an operating temperature of 95 ◦C, to help save the unit
price of fuel cells as discussed.
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complete conditioning process.

Table 3. Cost of hydrogen during the complete conditioning process.

Conditioning Protocols Cost (KRW)

CV of 0.6 V at 65 ◦C [3] 1,092,185
CV of 0.6 V at 80 ◦C 682,616
CV of 0.6 V at 95 ◦C 546,093
CV of 0.3 V at 95 ◦C 450,526
CV of 0.9 V at 95 ◦C 136,523

Table 4. International cost of hydrogen (per kg of hydrogen).

Nation Cost

Korea 10,756 KRW
USA 13.99 USD

Germany 9.5 EUR
Japan 1,100 JPY

4. Conclusions

In this investigation, we conducted a parametric study to develop an optimal online conditioning
method of the PEM fuel cell that was especially focused on developing the most economical method.

In the case of PEM fuel cell conditioning, regardless of conditioning in the CC or CV modes, the
difference in performance improvement was less than 4.1%, so there was no difference in performance
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after conditioning. In the case of conditioning carried out at high potential differences (>0.6 V), the
carbon support oxidation reaction causes the catalyst to become rearranged, resulting in TPB increase
and rapid conditioning [24,25].

For conditioning, the CV mode required less time required for complete conditioning than the CC
mode, with more than one hour of difference at the same load (e.g., 0.6 A/cm2 at 0.6 V). In addition, for
conditioning, it was fastest to condition at a higher temperature of 95 ◦C. For CV mode conditioning
with the operating temperature of 95 ◦C, conditioning at 0.3 V was 30 minutes faster than that at 0.9 V,
but for the cost of hydrogen required to reach complete conditioning, conditioning at 0.9 V was 3.3 times
less expensive per hour. When using the optimal method proposed by this study, i.e., conditioning
CV mode at 0.9 V at 95 ◦C, the consumption of hydrogen required for complete conditioning can be
reduced by 87.5%, compared to that when using the method performed by Ko et al. [3]. Furthermore,
savings of 955,622 KRW, 1,243 USD, 97,734.12 JPY and 844.07 EUR based on the current hydrogen
price in each country could be financially achieved by utilizing this proposed optimal conditioning
method [28–30].

In conclusion, conditioning of PEM fuel cells was found to be the most economical when running
at high potential differences and high operating temperature in the CV mode. This study suggests
an optimal conditioning method designed to lower the actual production cost of fuel cells, thereby
ensuring market access. Moreover, these discoveries enhance the understanding of the conditioning
mechanism and have practical value that is important to the development of the fuel cell industry.
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