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ABSTRACT: Perfluorinated ionomers, in particular Nafion,
are an essential component in hydrogen fuel cells, as both the
proton exchange membrane and the binder within the catalyst
layer. During normal operation of a hydrogen fuel cell, the
ionomer will progressively swell and deswell in response to the
changes in hydration, resulting in mechanical fatigue and
ultimately failure over time. In this study, we have developed
and implemented a cantilever bending technique in order to
investigate the swelling-induced stresses in biaxially con-
strained Nafion thin films. When the deflection of a cantilever
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beam coated with a polymer film is monitored as it is exposed to varying humidity environments, the swelling induced stress-
thickness product of the polymer film is measured. By combining the stress-thickness results with a measurement of the swelling
strain as a function of humidity, as measured by quartz crystal microbalance (QCM) and X-ray reflectivity (XR), the swelling
stress can be determined. An estimate of the Young’s modulus of thin Nafion films as a function of relative humidity is obtained.
The Young’s modulus values indicate orientation of the ionic domains within the polymer films, which were confirmed by grazing
incidence small-angle X-ray scattering (GISAXS). This study represents a measurement platform that can be expanded to
incorporate novel ionomer systems and fuel cell components to mimic the stress state of a working hydrogen fuel cell.
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Bl INTRODUCTION

Perfluorosulfonic acid (PFSA) ionomers are the most widely
studied class of materials to be used as proton exchange
membranes in fuel cell applications due to their excellent
properties including, but not limited to, (1) high proton
conductivity, (2) negligible electrical conductivity, (3) selective
permeability to ions, (4) resistance to permeation of uncharged
gases, (S) chemical stability, and (6) good mechanical strength.
Nafion, the most commonly studied PFSA, consists of a
perfluoroethylene backbone with flexible perfluorinated vinyl
ether side chains terminated by a sulfonic acid group as shown
below.

%CF;CFAJVCF;CF7l
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The perfluoroether side chains, bearing a terminal, sulfonate
functionality, have been shown to aggregate, thus leading to a
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nanophase separated morphology composed of hydrophilic
ionic clusters distributed throughout a continuous, hydrophobic
semicrystalline polytetrafluoroethylene matrix." It is this phase
separated morphology that is, in part, responsible for the
performance of these materials in a working fuel cell and similar
electrochemical energy conversion devices. However, in an
operating fuel cell, the cycles of hydration and dehydration, and
the mechanical response thereto, threaten the long-term
mechanical stability of the membrane and, thus, performance
and device lifetime. Therefore, it is critical that one have an
understanding of the water-dependent mechanical response
and properties of PESA membranes.

When fully hydrated, a typical perfluorosulfonic acid (PFSA)
proton exchange membrane is known to swell by 20% in all
directions.” However, the membranes are biaxially constrained
in a fuel cell, and significant stresses develop during swelling.
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Figure 1. Schematic of relative humidity control system and in situ cantilever curvature measurement system.

Membrane failures have been brought about by cycling
between wet and dry operating conditions, without the passage
of current or the presence of reactants/products.”* These
hydration cycles expose the membrane to both tensile and
compressive stress, causing buckling, delamination, and/or
tearing. In order to improve membrane durability and service
life, a better understanding of failure modes and possible
mitigation strategies is required.

Nafion is a viscoelastic material that responds dramatically to
changes in hydration and stress. Water absorption increases the
volume of Nafion by an amount of AV/V, = ((1 + &,)* — 1)
where V, is the initial volume of dry membrane and ¢, is the
linear swelling expansion due to the absorption of water.” For a
free-standing membrane equilibrated in liquid water, &, is
approximately 0.2, which corresponds to a 72% volume
expansion.” The expansion of a fully constrained membrane,
as is the case in a working fuel cell, generates strain
(deformation) energy as the membrane attempts to swell
from water absorption. The corresponding stress often exceeds
the yield stress, thus giving rise to irreversible plastic
deformation that leads to structural degradation. Many recent
studies have focused on developing analytical and numerical
models to capture the hygrothermal stress behavior as a result
of humidity cycling. A variety of constitutive frameworks have
been employed, including linear elasticity,”” elastic-plasti-
city,*™"" viscoelasticity,”* and Viscoplastici?f.lz_15 Evidence of
strain hardening has also been reported.”'”"”

Clearly, the literature demonstrates that there is extensive
understanding of the mechanical response of bulk membranes
to hygro-thermal stresses. More recently, there has been an
increased interest in the material properties of PFSAs under
thin film confinement. This interest stems from the fact that in
the catalyst layer, where the PFSA is used as a binder, the
polyelectrolyte is heterogeneously dispersed and can be
confined to films as thin as tens of nanometers among the
nanoparticulate platinum and the carbon support. Recent
studies have demonstrated that under confinement these
materials can show marked changes in properties such as
water uptake and transport, which are critical to material
performance in a working fuel cell.'®~** Studies in this field are
ongoing, and there is still much to learn about material
properties under confinement and the molecular and nanoscale
structural origins for the observed deviations from bulk
membrane properties. Despite the importance of the
mechanical response of membranes to hydration cycles,
which is critical to lifetime and durability of PFSA as a solid-
electrolyte but also as a thin film in fuel cell catalyst layers, there
has been no effort to study these behaviors in thin films. This is
largely due to the lack of measurement techniques and

platforms capable of measuring the mechanical properties of
PFSA films that are only tens of nanometers thick. Page et al.”*
recently demonstrated a confinement-driven increase in the
modulus of Nafion thin films using a buckling methodology
under ambient conditions. However, there is a need for more
comprehensive measurement techniques for studying the
deformation of PFSA thin films especially during humidity
changes. In this work, we present measurements based on a
cantilever curvature method which has proven to be an
excellent method for replicating and measuring the stresses that
develop in thin film materials. We have successfully applied this
technique to a PFSA thin film in response to humidity cycling
and demonstrate its efficacy in determining and understanding
the mechanical properties. While this paper is focused more on
the development and validation, through the use of quartz
crystal microbalance (QCM), X-ray reflectivity (XR), and
grazing incidence small-angle X-ray scattering (GISAXS), of the
cantilever curvature measurement, future studies will apply this
technique to a range of film thicknesses and environmental
conditions in order to gain a more fundamental understanding
of the behavior of PFSAs under thin film confinement. Not
only does this measurement platform provide the opportunity
to study the in situ mechanical response of Nafion thin films,
but it can be applied to novel membrane materials and PEM
fuel cell components in a way that allows for easy evaluation of
the mechanical response under conditions that mimic the
biaxial stresses present in a working PEM fuel cell.

B EXPERIMENTAL SECTION

Cantilever Curvature Measurements. The change in stress of a
Nafion film was measured as a function of relative humidity (RH)
using in situ wafer curvature. A schematic of the humidity control
system and in situ cantilever curvature measurement system is shown
in Figure 1. The substrate was a borosilicate glass cantilever (Schott
North America, Inc.) with dimensions of 60 mm X 3 mm X 108 ym,
that had been coated on one side with 5 nm of Ti followed by 250 nm
of Au by electron beam evaporation. The glass cantilever had a
Young’s modulus of 72.9 X 10° N/m? and a Poisson’s ratio of 0.208.

Nafion dispersions of 1100 equiv molecular mass, dissolved 20% by
mass in a mixture of lower aliphatic alcohols and water, containing
34% by mass water (Sigma-Aldrich) were diluted in anhydrous ethanol
at a ratio of 1:4 by volume. The Nafion dispersion was used to deposit
a thin film on the Au surface using an established flow coating
technique.” The thickness of the Nafion film was determined to be
216 + 34 nm via ellipsometry. The relatively large variation in film
thickness was determined to be caused by edge effects during the flow-
coating process. The Nafion film was annealed at 60 °C for 2 h.

The Nafion-coated cantilever was mounted in a 25 mL Pyrex cell. A
glass disk was joined to the back of the cell to allow it to be held and
positioned by a standard mirror mount on the optical bench. The cell
was equipped with an air flow inlet tube, and a small hole in the top of
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Figure 2. Change in stress-thickness during relative humidity jumps between 0% and 80% RH. AB and CD represent humidity jumps from 0% to
80% RH while BC and DE represent humidity jumps from 80% to 0% RH. The inset is the magnification of the spike observed during the first water

uptake.

the cell served as the gas exit. The RH in the cell was controlled by
mixing dry and humidified air. The humidified air was generated by
flowing dry air from a gas cylinder through a deionized water reservoir.
Two mass flow controllers (MKS type 146C) were connected in
parallel and programmed to deliver a total flow rate of 500 + S mL/
min. Controller A metered the flow rate of dry air (0% RH) while
controller B metered the flow rate of humidified air. The vapor
pressure of water within the cell was adjusted by tuning the flow ratio
of each controller, keeping the total flow rate at 500 + 5 mL/min. The
actual RH value was calibrated using a humidity/temperature
controller (ETS-5200-240-230). The measured RH reached a steady
state value in 2 to 3 min and deviated from the nominal value that was
calculated from the ratio of the gas mixture (shown in Figure S1). The
measured RH value was only 82(+2)% when the nominal RH was set
to 100%.

The curvature of the substrate was monitored by reflecting a HeNe
laser off of the glass/metal interface (Nafion-free side) onto a position-
sensitive detector. The relationship between the force per cantilever
beam width (AF.) exerted by the Nafion film and the radius of
curvature of the cantilever is given by Stoney’s equation.*

EShSZ
AF

‘T 6(1— AR Y

(1)

where E, v, and h are the Young’s modulus, Poisson’s ratio, and
thickness of the glass substrate, respectively. A single stationary laser
measures only the change in curvature, rather than absolute curvature,
by measuring the deflection. As a consequence, AF, is arbitrarily set to
zero at the beginning of the experiment or measurement. The
measured cantilever force (AF,) is equal to the average biaxial stress of
the Nafion film (65;) multiplied by its thickness (hf). Throughout this
paper, AF, will be referred to as the stress-thickness. Since the
thickness of the Nafion is less than 1% that of the glass substrate, we
use the thin film form of Stoney’s equation as shown in eq 1. This
simplification introduces an error of less than 1%. This system can
resolved changes in stress-thickness down to about 0.01 N/m. Details
of the experimental apparatus and 3procedures for the stress
measurement are described elsewhere.*'*>

X-ray Reflectivity (XR). A Philips X’pert X-ray diffractometer was
used to characterize the equilibrium film thickness and water content
of Nafion thin films exposed to a series of water vapor concentrations.
Reflectivity data were collected in the specular condition with the
grazing incident angle equal to the detector angle. The incident angle
was adjusted from 0.1° to 1.0° with a step size of 0.0003°. The voltage
and current of the X-ray source were set to 45 kV and 40 mA,
respectively. The instrument was equipped with a temperature
controlled environmental chamber fitted with beryllium windows, a
humidified air inlet, and an exhaust port with a humidity sensor. The
vapor pressure of water within the sample chamber was controlled via
the same external mass flow device as described above for the
cantilever curvature method; however, the equilibration times were
much longer due to the larger sample environment. The humidity in
the chamber was monitored in situ via a temperature/humidity sensor
with a precision of +£2% RH and 0.5 °C, and it took approximately
(20 to 30) min for the system to equilibrate after a change in the
humidity set point. All measurements were done at ambient
temperature (27 °C + 0.5 °C).

Nafion dispersions of 1100 equiv molecular mass, dissolved 20% by
mass in a mixture of lower aliphatic alcohols and water, containing
34% by mass water (Sigma-Aldrich) were diluted in anhydrous ethanol
at a ratio of 1:4 by volume and spun onto gold-coated silicon wafers at
2000 rpm for 1 min. The Nafion thin film/wafer assembly was
mounted onto the stage and enclosed with the X-ray transparent
encasement. After mounting, the Nafion film was dried under a
continuous flow (500 mL/min) of dry air overnight at room
temperature. The thickness, scattering length density, and surface
roughness were determined by modeling based on the Parratt
formalism,*® and the “reflpak” software was used to fit the data.
Reflectivity data acquired immediately after drying were used to
determine the initial, dry film thickness for each film. Films were then
subjected to a series of increasing relative humidity ranging from 0% to
75% RH at 27 °C =+ 0.5 °C. The sample was allowed to equilibrate for
1 h at each RH before collecting the XR data. The sample equilibration
time was determined from monitoring the critical edge and the first
two interference fringes in the reflectivity data. After 1 h, no
appreciable change in either the critical angle or the first two fringes
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was observed, implying that the samples had equilibrated with respect
to absorbed water and film swelling. Note that the sample equilibrated
slower than the time for the humidity in the chamber to change.

Grazing Incidence Small-Angle X-ray Scattering (GISAXS).
GISAXS experiments were performed at the X9 undulator-based
beamline at the National Synchrotron Light Source. An incident X-ray
beam of energy 13.5 keV (wavelength = 0.0918 nm) was collimated
using a two-slit system and focused to a beam 100 ym wide by 60 ym
tall at the sample position using a Kirkpatrick-Biaz mirror system.
Samples were mounted inside a small humidity-controlled chamber
with Kapton windows.

Grazing-incidence experiments were performed over a range of
incidence angles, both below and above the film-vacuum critical angle.
Two-dimensional scattering images were collected using a charge-
coupled device (CCD) detector. Data conversion of images to g-space
was accomplished after calibration using silver behenate powder as a
standard.

Quartz Crystal Microbalance (QCM). Gold coated AT-cut, 14
mm diameter, 4.95 MHz quartz crystals were purchased from Q-Sense
(Sweden). Measurements were conducted using a Q-Sense E4, which
has a variable data acquisition rate and a maximum mass sensitivity of
0.5 ng/cm* Humidity in the QCM sample chamber was controlled
using a mass flow control system similar to the one described in the
cantilever curvature experiments. Thin films were prepared by spin
coating directly on the Q-Sense crystals following the same procedure
used for XR sample preparation. Films were stored under ambient
conditions until measurement, typically less than 24 h. The initial dry
mass of Nafion was determined by allowing the film to equilibrate
under dry nitrogen until the resonance frequency was stable. Water
mass sorption was determined at various relative humidity levels by
relating changes in the resonance frequency to mass uptake using the
Sauerbrey equation.

262
f° Am
Anky 2

where Afis the frequency change, f is the resonance frequency, Am is
the mass change, A is the piezoelectrically active crystal area, p, is the
quartz density, and v, is the transverse wave velocity in quartz.

Af=—

B RESULTS AND DISCUSSION

Stress Relaxation and Initial Hydration. Figure 2 is a
plot of the stress-thickness response of the Nafion thin film on
the Au-coated cantilever. Initially, dry air was passed through
the cell for about 500 s in order to obtain a stable reference
stress at 0% RH. During the periods AB and CD, the RH was
maintained at 80% while during the periods BC and DE, the
RH was maintained at 0%. During the initial humidity jump
(AB), the Nafion film stress increased in the compressive
direction due to volume swelling; however, most of the
compressive stress relaxed within about 3 h. When the water
was removed from the Nafion film during the 0% RH cycle
(BC), the elastic strain in addition to the plastic strain, that
developed during the visco-plastic relaxation in period AB,
resulted in a net tensile stress. During this dehydration cycle
(BC) and the following cycles (CD and DE), little stress
relaxation was observed and the magnitude of stress-thickness
change was essentially the same (%53 N/m), indicating
primarily elastic behavior during hydration cycles. The inset of
Figure 2 shows the stress relaxation during the first water
uptake in more detail. At point A, the stress-thickness began to
increase (compressively) in response to the 80% RH. However,
the stress-thickness reached a maximum point (A’) at 40 s and
decreased rapidly until it began increasing again at about 70 s.
At about 200 s, the stress-thickness shows a second peak (A”)
followed by stress relaxation with a much slower rate of decay.
As mentioned previously, the RH of the cell reached steady

state in about 3 min after the RH was increased from 0% to
80%. This indicates that the stress changes that occur in the
first few minutes of the initial hydration take place well before
the RH reaches 80%.

Figure 2 indicates that the structural changes associated with
the visco-plastic relaxation are essentially complete after about a
3 h exposure to 80% RH and that subsequent hydration cycles
show primarily elastic behavior. Although some relaxation is
still readily apparent during the hydration cycle (C'D in Figure
2), the response over a hydration cycle is generally elastic. This
elastic behavior, and its stability over time, is clearly shown in
the additional hydration cycles shown in Figure 3. The 50
cycles shown in Figure 3a reveal steady state elastic behavior
over the nearly 14 h duration of the experiment. Each hydration
cycle produces a stress-thickness change of approximately —4.4
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Figure 3. (a) Change in stress-thickness during relative humidity
cycling following the initial hydration cycle shown in Figure 2. The
relative humidity was cycled between 0% and 80% at 500 s intervals for
a total of 50 cycles; (b) S cycles magnified from (a).
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N/m. The fact that the cantilever returns to its original position
following the SO cycles confirms that the Nafion responds
elastically to the changes in humidity.

Figure 3b shows a magnified view of 5 of the hydration
cycles. The stress response of the hydration and dehydration
cycles has a similar shape, reaching 95% of the total stress
change in the first 3 min. This is consistent with the time
required for the humidity of the cell to reach steady state.
These data indicate that, once the Nafion undergoes an initial
break-in period, it responds elastically to changes in humidity.

Stress in Nafion Film as a Function of RH. The change
in stress-thickness was measured while the RH was increased by
1% between 0% and 5% RH and by 5% between 5% and 80%
RH. Each RH step was maintained for 1000 s. The RH was
changed in two different ways, stepwise and pulsewise, as
shown in Figure 4a,b, in order to determine if the steady state
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Figure 4. Plot of stress-thickness vs time as RH is increased, (a)
stepwise and (b) pulsewise. (c) The plot of stress-thickness vs RH for
the stepwise data taken at S2 and the pulsewise data taken at P3.

values of stress-thickness are path-independent. When the RH
was increased, the stress-thickness changed rapidly and steady
state was reached in about 1 to 2 min for the stepwise case and
about 2 to 3 min for the pulsewise case. As stated previously,
this is roughly the time required for the measured RH in the
cell to reach a steady state value.

After the steep initial stress-thickness change in the
compressive direction, the stress-thickness changes slowly in a
direction that appears to depend on the RH value. This
response was observed for both the stepwise and pulsewise
measurements. Viscoplastic stress relaxation, like that observed
during the initial hydration cycle, can be ruled out since the
stress-thickness generally returned to its initial value of 0 N/m
when the film returned to the dry state at the end of the
experiment. However, the pulsewise experiment in Figure 4b
does show a baseline drift that is similar in both magnitude and
direction to the apparent stress relaxation observed during the
hydration pulse. Viscoelastic behavior has been observed in
cantilever bending experiments involving a bilayer comprised of
a 25 um thick Nafion film constrained by a 250 ym thick PEEK
(polyether ether ketone) substrate to which it was bonded.**
This relaxation was attributed to the elastic properties of the
Nafion adjusting to the change in RH rather than plastic
yielding. As will be shown later, the elastic modulus of Nafion is
known to decrease with increasing RH.%%3¢ However, the
baseline drift shown in Figure 4b prevents us at present from
associating these stress changes with viscoelastic behavior.

The values of stress-thickness from both stepwise (S2) and
pulsewise (P3) experiments, taken 1000 s after the RH change,
are plotted as a function of RH in Figure 4c. The two values are
almost identical, indicating that the steady state values of stress-
thickness are path-independent and that any viscoelastic
relaxation that may follow the RH change is a small part of
the overall stress response. As expected, the general shape of
the curve is very similar to water uptake isotherms that appear
in the literature.”*’

Calculations of Mechanical Properties. If the Nafion
film is assumed to be isotropic and not constrained by a
substrate, water absorption increases its volume by AV/V, = (1
+¢,)® — 1 where V, is the initial volume of the dry membrane
and ¢, is the swelling expansion of the film due to water
absorption.”>”'" The stress-free strain in all directions are
equal and, to first order, given by

1/3
174
g == -1
[Vo] 3)

However, if the Nafion film is constrained to a substrate,
biaxial elastic strain (e = €, = €y) develops in the x- and y-
directions and the total biaxial strain of the Nafion film is then

the sum of the stress-free strain and the biaxial elastic strain.
Etot = ED + EE (4)

The total biaxial strain of the Nafion film is assumed to be
equal to that of the substrate since the Nafion thickness is less
than 1% of the cantilever thickness and it is assumed that no
delamination occurs between the Au and the Nafion. The total
strain of the substrate surface can be calculated from the change
in substrate curvature, where &, = —2/3 (h/AR).” The largest
AR associated with the data in Figure 4 would give rise to a
total strain of 2 X 107°. We can expect a biaxial elastic strain
similar in magnitude to the reported 0.2 linear swelling
expansion (¢, for a free-standing membrane equilibrated in
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liquid water.® As a consequence, with e > &, ~ 0, the biaxial
elastic strain of the film is essentially equal to the stress free
strain of the film in magnitude, but of opposite sign.

& = —§ (5)
The magnitude of the elastic strain of the film in the plane is

proportional to the biaxial elastic stress (op;) of the film and
given by
En = ——Op:
E E Bi (6)

where v is Poisson’s ratio and E is Young’s modulus of the film.
A strain in the z-direction (out of plane) will be generated by
the biaxial elastic strain due to Poisson’s effect
2v
Ae, = ——o0p;
z E Bi (7)

Since the film is free to expand in the z-direction, the total
strain in the thickness direction is the sum of the stress-free
strain and Poisson’s strain

e, = ¢ + Ag, (8)

In order to calculate the average stress of the Nafion film, the
variation of the thickness with water content needs to be
considered. The thickness of the Nafion film is given by

hy = (14 ¢g)h, ©9)
where h, is the thickness of the Nafion film when the film is
fully dried. Recalling from eq 1 that

AFE, = oghy (10)

and substituting eqs 5—9 results in the following quadratic
equations with respect to &, and ¢, respectively.

(1-v)’AE _
(1 + v)Eh, B (11)

2 1-v
1+v

o [

1+ v)AE
822 + €, + & =0
Eh, (12)

Alternatively, one can rewrite the expression in terms of
shear modulus, G, without using the Poisson’s ratio in the
expression

E 1 AF

v=-——1 suchthat &’ +¢ + — =0
2G 2G h, (13)

Within eqs 11 and 12 are the values of the stress-thickness
(AF.), the stress free strain (g,), the total strain in the z-
direction (&,), and the initial film thickness (k,) which can all
be measured or estimated from other measurement techniques
such as wafer curvature, QCM, and XR, respectively. The only
unknowns are the modulus and Poisson’s ratio of the thin film.

It is well-known that the mechanical properties of Nafion
vary with relative humidity. Therefore, it is necessary that we
have reasonable estimates of how AF, €, v, and ¢, vary
accordingly. The stress-free strain, €, of the Nafion can be
estimated/calculated using eq 3 as a function of relative
humidity using the water uptake data (the values of which can
be found in Figure S2) obtained from the QCM measurements,
which are consistent with literature values reported for bulk
Nafion,” and can be found in Figure 5. Our estimates for ¢, are
in excellent agreement with those reported by Majsztrik et al.
for Nafion 1100, obtained from water permeation data.” We
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Figure S. Plot of the stress free strain, €, determined from the water
uptake measurements and as measured by Benziger and co-workers®
along with the swelling strain, &, calculated from the stress free strain
and as measured by X-ray reflectivity.

also assume that the Poisson’s ratio () follows a rule of
mixtures relationship, based on the volume fraction of water,
using values of 042 and 0.5 for dry Nafion and water,
respectively.”’40 Again, the water volume fraction was
determined as a function of relative humidity using a quartz
crystal microbalance (Figure S2). Over the humidity range
examined (0% to 82%), v varies from approximately 0.42 to
0.44 (Figure S3). Using these values, we have estimated the
swelling strain in the z-direction (¢,) from the stress free strain,
using the expression

. _€1+v
0y (14)

which can be derived from eqs 5—8. These calculated values are
compared to the z-strain as measured by X-ray reflectivity
(Figure S). The measured values for ¢, are comparable to those
calculated from eq 14 over a wide range of relative humidity.
These results indicate that our mechanical model, to a first
approximation, reflects the swelling strain that develops in the
cantilever-supported membrane and that we have reasonable
values for €, and v as a function of humidity.

With independent measurements of AF, ¢, and &, and
knowing the initial dry film thickness of the Nafion on the gold
cantilever (216 + 34 nm), we rearrange eq 11 to calculate the
modulus of the thin Nafion film,

. AE(1 — v)?
B hle (1 +v) + (1 — )] (15)

The results are shown in Figure 6a, along with literature
values for the modulus of bulk Nafion films, over a humidity
range of 0% to 100% RH. The modulus decreases with
increasing relative humidity, which is to be expected.
Considering the approximations made in the humidity-
dependent properties (AF, ¢, v, and ¢,) and the scarcity of
data at low relative humidity values, the modulus values shown
in Figure 6a should be considered an approximation. We are
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Figure 6. (a) The solid black line represents the modulus values calculated using eq 15 with the dashed lines representing the uncertainty in the dry

film thickness, h,. The red, dotted lines are the range of values for the modulus of Nafion oriented to various degrees,

+142 and the black diamonds are

literature values of the modulus of unoriented Nafion at various relative humidity values, >0 1016174345 The modulus value (blue @) of a oriented
Nafion thin film (ca. 200 nm), as predicted by our recent model,*® is also shown. (b) The solid blue lines represent the current mechanical model
compared to the stress free strain, €, used to calculate the modulus values along with the literature values. The swelling strain, &, is also determined
from the modulus values and is compared to that measured by X-ray reflectivity. The predicted ¢, is in good agreement with the X-ray data. (c) The
biaxial stress, 6, determined from the wafer curvature method. The dashed lines represent the error in the calculations due to the uncertainty in the

dry film thickness.

currently working to improve the model and the measurements
in order to provide a more accurate and precise value for the
modulus. It is also apparent that our estimated values of the
modulus, at low relative humidity, are considerably higher than
those reported for bulk Nafion. We have also used the above
mechanical model, assuming the literature modulus values for
bulk Nafion as a function of RH, in order to calculate both ¢,
and &,. We were unable to match the model to the data of €,
and ¢, obtained from our QCM and XR results. In fact, the
lower modulus values found in the literature in combination
with our stress-thickness measurements resulted in consid-
erably higher strain values compared to our experimental
results. This test validated the high modulus values estimated
by our model. The literature, combined with GISAXS (see
discussion below), was able to reveal, in part, the origin of this
increase in apparent modulus. Researchers have shown that
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Nafion, when oriented, can exhibit a significantly higher tensile
and bending modulus when compared to isotropic mem-
branes,"""** while the water uptake is largely unaffected. The
range of modulus values for oriented Nafion is shown as red
horizontal lines in Figure 6a. The Teflon-like backbone of
Nafion has an inherently high modulus, and alignment of the
chains results in a higher observed modulus. From our earlier
work and that of others, it has been demonstrated that
unannealed thin films of Nafion on various substrates show a
remarkable degree of orientation of both ionic domains and
chain segments parallel to the substrate,'%221,26:46 Figure 6b
demonstrates the excellent agreement our model has to the
measured/calculated values of ¢, and €, despite the fact that we
do not consider the anisotropic morphology. We are currently
modifying our model to account for anisotropy in mechanical
properties in addition to removing the anisotropy through high-
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Figure 7. (a) The GISAXS scattering image along with (b) the intensity versus Q as determined from a radial integration of the scattering intensity
for a Nafion film (2200 nm) equilibrated at 80% RH. The peak at approximately 0.19 A™" is indicative of the correlations between the ionic domains.
The upper right inset shows the scattering intensity of the ionomer peak as a function of the azimuthal angle, . The y-dependence clearly
demonstrates that the ionic domains are oriented parallel to the substrate. The lower left inset shows the position of the ionomer peak as a function

of time after a jump from 0% to 80% RH.

temperature annealing. We also plot in Figure 6¢ the biaxial
stress in the film as a function of relative humidity from the
stress-thickness and our estimates of the modulus. As stated
earlier, the biaxial stresses experienced by a membrane in a
working fuel cell play a major role in the mechanical
degradation of the material. Stresses exceeding 20 MPa can
be expected for fully constrained and fully hydrated Nafion.>”"?
This is consistent with theoretical predictions of dilatational
stresses for comparable water vapor activities and degree of
constraint.””'® These data are also consistent with reported
literature values for the stresses experienced by membranes
clamped in a working PEM fuel cell and demonstrate the ability
and comparability of this measurement method to study the
hydro-mechanical behavior of membrane materials under
humidity cycling.

We have performed in situ GISAXS/GIWAXD on a thin film
(ca. 200 nm) spin coated onto a gold substrate (Figure 7). In
order to simulate the wafer curvature experiment, the sample
was placed in a humidity-controlled chamber and a jump from
0% to 80% RH was performed. During this time, the scattering
pattern was collected at fixed time intervals on a CCD detector
with an incoming beam at an incident angle of approximately
0.12°. The details of this measurement can be found in an
earlier publication.”’ The scattering pattern at equilibrium
swelling (80% RH) and analysis is shown in Figure 7. The peak
in the 2D scattering pattern at approximately 0.2 A™' is
attributed to the size and spatial distribution of the ionic
domains of Nafion, and it is clear from the anisotropic nature of
the scattering intensity that the ionic domains are oriented
parallel to the substrate surface. This is more apparent in the
radially and azimuthally integrated intensity profiles in Figure
7b. The maximum in the peak intensity is related to a distance
between ionic domains of about 3 nm. The inset in the upper
right-hand corner is the scattering intensity in the azimuthal
direction, y. For an isotropic distribution of the ionic domains,
the intensity should be y-independent and these data clearly
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indicate that there is an anisotropic distribution of the
scattering intensity about the azimuth. Therefore, the Nafion
is undoubtedly oriented parallel to the cantilever surface. It
should be noted, however, that the in-plane structure is likely to
be isotropic due to the coating process. The results of this
analysis are consistent with that found in the literature for
Nafion thin films, a more detailed description of which can be
found in the literature.'®*'7>****® Nafion orientation could
explain the high modulus values obtained by cantilever
curvature. As previously mentioned, the model used here
does not consider anisotropy in the mechanical properties and
may explain why the swelling strains cannot be matched
perfectly, but it is, to a first approximation, a reasonable model.
The water uptake and stress free strain measured in this study
are comparable to that for bulk, isotropic membranes. The
material is likely to experience a combination of effects which
lead to the observed increase in modulus. First, there is the
effect of orientation, which has been demonstrated here.
Structure—property models that attempt to account for
anisotropy in the film morphology clearly demonstrate the
importance of orientation.*” Second, it is possible that the
material experiences molecular confinement in the z-direction
due to the length-scale of the film thickness. It is not
uncommon for polymers to exhibit drastic changes in material
properties due to molecular confinement."*™>* We are currently
working to investigate this further with other techniques. For
comparison, we have included in Figure 6a the modulus value
for a similar thin film at 30% RH obtained using a film buckling
technique developed in our laboratory.”® It is apparent that our
estimated modulus from the wafer curvature method yields
reasonable values capable of being reproduced by other
methods. In future work, we will develop these models further
and explore the effect of film thickness and annealing to
determine the roles that orientation and molecular confinement
have on the mechanical properties of these materials.
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B CONCLUSIONS

The biaxial stress and mechanical response of a ~200 nm
Nafion film was measured using a cantilever bending apparatus
in conjunction with swelling strain measurements using quartz
crystal microbalance and X-ray reflectivity. Specifically, it was
demonstrated that the Young’s modulus of a Nafion film was
two times larger than the modulus values observed for bulk
Nafion membranes and decreased with increasing wate activity.
The enhancement in modulus of thin Nafion films was
attributed to anisotropic orientation of the ionic domains
within the film, which was confirmed using grazing incidence
small-angle X-ray scattering. The cantilever curvature technique
provided a means to measure the swelling induced stresses
during hydration cycles. It was observed that in a 200 nm
Nafion film the average biaxial stress can exceed 20 MPa as the
humidity approaches 80% RH. This study demonstrates a
cantilever bending platform that can measure the swelling
induced biaxial stress similar to those experienced in a working
hydrogen fuel cell and can easily be expanded to incorporate
novel PEM materials.
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