
Lawrence Berkeley National Laboratory
LBL Publications

Title

Pathway to Complete Energy Sector Decarbonization with Available Iridium Resources using 
Ultralow Loaded Water Electrolyzers

Permalink

https://escholarship.org/uc/item/08w3h8m9

Journal

ACS Applied Materials & Interfaces, 12(47)

ISSN

1944-8244

Authors

Taie, Zachary
Peng, Xiong
Kulkarni, Devashish
et al.

Publication Date

2020-11-25

DOI

10.1021/acsami.0c15687

Supplemental Material

https://escholarship.org/uc/item/08w3h8m9#supplemental
 
Peer reviewed

eScholarship.org Powered by the California Digital Library
University of California

https://escholarship.org/uc/item/08w3h8m9
https://escholarship.org/uc/item/08w3h8m9#author
https://escholarship.org/uc/item/08w3h8m9#supplemental
https://escholarship.org
http://www.cdlib.org/


Pathway to Complete Energy Sector Decarbonization with Available Iridium
Resources Using Ultra-Low Loaded Water Electrolyzers

Zachary  Taie1,2,  Xiong  Peng1*,  Devashish  Kulkarni4,  Iryna  V.  Zenyuk3,4,  Adam  Weber1,
Christopher Hagen2, Nemanja Danilovic1*

1  Lawrence  Berkeley  National  Laboratory,  Energy  Technologies  Area,  Energy  Conversion
Group, Berkeley, California 94720, USA

2  Oregon State University, School of Mechanical, Industrial, and Manufacturing Engineering,
Bend, OR 97702, U.S.

3  University of California Irvine, National Fuel Cell Research Center, Department of Chemical
Biomolecular Engineering; 4Department of Material Science and Engineering, Irvine, California
92697, USA

* Corresponding authors: xiongp@lbl.gov, ndanilovic@lbl.gov

Abstract

We present  ultra-low Ir  loaded (ULL)  proton exchange membrane water  electrolyzer

(PEMWE) cells that can produce enough hydrogen to largely decarbonize the global natural gas,

transportation,  and electrical storage sectors by 2050, using only half of the annual global Ir

production for PEMWE deployment. This represents a significant improvement in PEMWE’s

global  potential,  enabled  by  careful  control  of  the  anode  catalyst  layer  (CL),  including  its

mesostructure and catalyst dispersion. Using commercially relevant membranes (Nafion™ 117),

cell  materials,  electrocatalysts  and  fabrication  techniques,  we  achieve  at  peak  a  250x

improvement in Ir mass activity over commercial PEMWEs. An optimal Ir loading of 0.011 mgIr

cm-2 operated at an Ir-specific power of ~100 MW kgIr
-1 at a cell potential of ~1.66 V vs. RHE

(85% higher heating value efficiency). We further evaluate the performance limitations within

the ULL regime and offer new insights and guidance in CL design relevant to the broader energy

conversion field.

Keywords: hydrogen, electrolysis, PEMWE, ultra-low loading, iridium, overpotential analysis
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Introduction

Diffusing marginally low-cost renewable electricity into sectors that heavily rely on fossil

fuels present a major global  challenge in fully decarbonizing our energy system. Renewably

generated electricity is now cost competitive with fossil-derived sources, even when excluding

subsidies1, and accounted for nearly 45% of newly installed global electrical generation capacity

in 20182. Conversely, renewable energy served less than a quarter of new energy demand growth

during that same year. One approach to increase the penetration of this low-carbon energy is to

fully  electrify all  sectors,  which shows promise for some,  such as light  duty transportation3,

short-term  electricity  storage4,  and  space  heating5.  However,  over  a  quarter  of  global  CO2

emissions originate from industries that are difficult to decarbonize through direct electrification,

such as  aviation,  heavy-duty  transportation,  long-term energy  storage,  and steel  and  cement

production6. These sectors require a renewable energy carrier with properties similar to fossil-

derived  hydrocarbon  fuels.  “Green”  hydrogen,  i.e.  hydrogen  produced via  water  electrolysis

using renewable electricity, and renewable hydrocarbon fuels synthesized from green hydrogen

and captured carbon, present the most promising paths towards decarbonizing these sectors7–9. In

each case a highly efficient and scalable electrolysis technology is urgently needed to supply the

base green hydrogen feedstock.

Proton exchange membrane (PEM) water electrolysis (PEMWEs) is gaining popularity

amongst  available  electrolysis  chemistries  due  to  its  small  footprint,  high  turn-down  ratio,

pressurized hydrogen delivery,  and quick start-up and response times10.  Further, its advanced

technical  maturity  over  developing  chemistries,  such  as  anion  exchange  membrane  (AEM)

electrolysis,  provides  the  highest  probability  of  global-scale  adoption  within  the  next  three

decades,  a time horizon understood to provide a greater  than 50% chance of keeping global

temperature from rising 2 °C above pre-industrial levels11. Though high hydrogen production

costs have historically  limited PEMWE adoption,  production costs of < $4 kgH2
-1 (1 $ kgH2

-1

approximately equals 1 $ gallon of gasoline equivalent-1) can now be realized in 20 U.S. states
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using existing utility tariff structures, including a very competitive lower bound of $2.60 kgH2
-1 12.

Declining renewable electricity rates have primarily driven this cost reduction since the majority

of total hydrogen production cost is derived from the electrical feedstock itself13,14. As the cost of

hydrogen becomes competitive in select markets, initial industrial interest is arriving at a scale of

multi-to-hundreds of MW per instillation15,16. At this scale commercial PEMWEs are scarce and

the  economic  and  deployment  challenges  are  dissimilar  from  the  more  familiar  kW  scale.

Specifically, two challenges unique to the MW regime have arisen: (1) catalyst cost becomes a

significant fraction of the overall capital cost at the MW scale17; and (2) there are severe global

supply  restrictions  on  iridium  (Ir),  the  only  anodic  oxygen  evolution  reaction  (OER)

electrocatalyst that has shown the required combination of activity and durability necessary for

commercial  applications.  The  economic  challenge  is  straightforward:  reducing  the  Ir  and Pt

loading  in  the  devices  will  decrease  the  overall  capital  cost,  thereby  decreasing  hydrogen

production cost. Timely cost reduction is critical to maintain the PEMWE adoption momentum

that  has  accumulated,  especially  at  this  important  pilot-scale  deployment  juncture.  Catalyst

loading reduction is even more critical when considering the limited Ir reserves. Ir is the least

abundant element on earth, with a global annual production of only 7.25 tonnes, mainly from

South Africa18,  Zimbabwe19, Canada20,  Russia, and the United States21.  To realize meaningful

adoption past the pilot scale level, we must better utilize this limited supply. Current commercial

electrolyzers have an Ir-specific power (a figure of merit for catalyst utilization), p [MW kgir
-1],

defined as

p=
i∗HHV
2 F∗l ∗1000[

MW
kg
kW
mg ] Equation 1

where i is the operating current density [A cm-2], HHV is the higher heating value of

hydrogen (285,796 kJ kmol-1), F is faradays constant (96.5 E6 coulomb kmol-1), l is the anode Ir

loading [mgIr cm-2] (the final term is  a unit conversion), of ~2 MW kgIr
-1

 
22 when measuring the

current density at a higher heating value (HHV) based efficiency of 88% (1.6 V vs reversible

hydrogen electrode (RHE), chosen to limit wasted electrical feedstock). If half of the global Ir

supply, 3.6 t a-1, was used for PEMWE deployment the feasible annual PEMWE deployment

would thus currently be 7.2 GW a-1. Given the world has an annually-averaged fossil fuel power
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consumption of ~15 TW23 this would be an insignificant level of penetration. Ir utilization must

be increased if PEMWEs are to play a significant role in decarbonization from both a hydrogen

production cost and resource availability perspective. We reserve detailed deployment targets for

the discussion section alongside our approach to enabling increased Ir utilization. 

In this study we demonstrate PEMWE cells that would enable the production of enough

hydrogen  to  satisfy  the  global  transportation,  long-term  electricity  storage,  and  natural  gas

demand by 2050 using only half  of the annual global Ir availability.  We accomplish this by

tailoring the mesoscale interfaces in the anode catalyst layer (CL) to increase catalyst utilization

and improve performance over commercial MEAs, while reducing the Ir loading to ultra-low

loading (ULL) levels. First, X-ray fluorescence (XRF) mapping, scanning electron microscopy

(SEM), and micro X-ray computed tomographic (XCT) reconstructions of the ULL anode CL,

and CL-porous transport layer (PTL) interface are used to produce exceptional ULL CLs and

PTL-CL  interfaces.  Then,  novel  polarization  performance  and  activation,  ohmic,  and  mass

transport overpotentials at ultra-low Ir loadings, thus-far unreported, are presented and discussed.

Finally,  the  global  deployment  and  decarbonization  impacts  of  the  evolved  ULL regime  is

analyzed, proving that even with limited Ir resources PEMWEs can play a significant role in

decarbonizing the global energy system.

Results and discussion

Initial  ULL  PEMWE  studies  have  shown  poor  performance  relative  to  high-loaded

baseline  cells17,24–26,  which  has  led  to  an  understanding  that  new  electrocatalyst  or  porous

transport layers are necessary to realize baseline performance at low loading. We hypothesize

these conclusions likely derive from suboptimal catalyst layers which suffer from poor catalyst

utilization27. These inadequate catalyst layers have contributed to the belief that ULL PEMWEs

have inherent performance limitations that preclude the ULL regime from commercial relevance

and imposes a ceiling on the global impact of PEMWEs due to Ir resource limitations10,17,28,29. A

popular approach to combat this limitation is supporting Ir nanoparticles on conductive materials

which  maximizes  Ir  surface  area  to  volume ratio  and utilizes  the  Ir  more  effectively  while
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reducing CL cost. The support particle size can also be optimized for easier ink processing and

can allow for a tailorable or constant CL thickness as Ir loading is reduced. However, supported

catalysts have not shown performance equal to commercial IrOx catalysts. Often, the poor ULL

performance and limited Ir resources is used as an argument for the alkaline electrolysis routes

which can utilize non-precious metals, but currently lack the performance or durability to fulfill

the imminent need.  Thus, we set out to find the true performance limitation of ULL PEMWE by

using a rational design approach of the ULL anode CL which required extensive attention to the

CL mesostructure and electrified interfaces. 

ULL PEMWE Performance  

We were able to significantly improve performance relative to higher loaded commercial

CCMs at Ir loading reductions of 15 to 96 fold, and also maintain commercial performance at an

Ir loading reduction of 227 fold,  Figure 1. At 2 A cm-2 we recorded an overpotential reduction

between 104 and 33 mV at Ir loadings of 0.17 and 0.026 mg Ir cm-2 (Ir loading reduction of 15-96

fold), respectively, while also matching commercial performance at 1.4 A cm-2 at an Ir loading of

0.011 mgIr cm-2 (Ir loading reduction of 227 fold). This represents an impressive improvement in

ULL  performance  that  was  accomplished  solely  by  improving  the  catalyst  distribution  and

mesoscale structure of the anode CL, as discussed below, while using unmodified commercial

PTLs. Though literature consensus seems to suggest that PTL modifications are necessary to

improve the PTL CL interface10,30,31, and thus cell performance, these result suggest that the CL

side of the interface plays a larger role than previously believed. We reserve detailed discussion

of the implications of this interfacial improvement for later sections and will first discuss the

efforts that went into producing the high-quality anode CLs.
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Figure 1. PEMWE polarization curves at different Ir loadings at an optimal ionomer/catalyst 
ratio of 0.116. Loadings are reported as iridium metal cm-2, measured using XRF. Inset shows 
Tafel plot using current density [mA cm-2] (the area is the cell active area – 5 cm2), as the 
reaction rate coordinate with calculated Tafel slopes, b, listed. Cathode Pt loadings were kept at 
0.2 ± 0.02 mgPt cm-2 for all tests. Testing was conducted at 80 °C with a Nafion™ 117 
membrane. The red dashed line represents baseline performance of a commercial 2.5 mgIr cm-2 
loaded MEA (Greenerity E400) round-robin tested at 5 independent laboratories for the IEA 
Electrolysis Annex 3032.

Rational catalyst layer design and morphology

We use ultrasonic spray coating to fabricate the ULL CLs as it provides unprecedented

control of the CL formation during fabrication, which is necessary for R&D work. While this

may not be a scalable technique at high Ir loadings due to the long spray time required, the spray

time in the ULL regime is greatly reduced making this a feasible technique for scale-up. First,

significant effort was committed to optimizing the spraying process and ink recipe to ensure a

well-distributed, homogenous, porous CL at each loading. Homogeneous and unbroken coverage
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is  probably  the  single  most  important  factor  in  maximizing  performance  at  ULL because  it

provides  continuous  electrical  percolation  networks  which  are  critical  for  high  catalyst

utilization33–35, while also providing integral contact between the CL and porous transport layer

(PTL), maximizing electronically accessible triple phase boundary area and reducing interfacial

and CL electronic resistance. We used several physical characterization techniques to guide the

fabrication evolution including scanning electron microscopy (SEM), X-ray fluorescence (XRF)

mapping, and micro-X-ray computed tomography (XCT).

We first used dynamic light scattering (DLS) to enhance the stability of the Ir based ink

used for spray deposition by varying the solvent composition until a stable ink was found (Figure

S1 and S2). Ink stability is crucial so the Ir particles do not precipitate out of the solution in the

syringe or in the feed line, which would hinder even distribution of Ir in the active area. The inks

used in the study were particularly dilute, with solids loading below 0.1%, which allowed for

slower layer-by-layer buildup than higher concentration spray coating approaches. Tens of spray

passes were required even when fabricating ULL anode CLs, which allowed for the ink and the

resulting  catalyst  aggregates  to  distribute  evenly  through  the  active  area,  resulting  in  more

distributed catalyst instead of large local agglomerations as is common with higher concentration

inks. For comparison, XRF maps of the lowest Ir loaded ULL regime anode (using a dilute ink –

0.08% solids)  and a typical  Pt  cathode (using a  more  concentrated  ink – 0.27% solids)  are

compared in Figure 2 to better understand the effects of dilute ink fabrication. The locally high Pt

concentrations in Figure 2 b) are not visible by eye, or readily apparent using SEM, but greatly

limit the effective CL geometric area due to catalyst-sparse regions. The heterogeneity of the

cathode catalyst layer is of little consequence for two concomitant reasons: the fast kinetics of

the hydrogen evolution reaction on Pt, and the use of Pt supported on carbon as a catalyst results

in relatively thicker catalyst layers with adequate electronic conductivity. In contrast, the ULL Ir

anodes (Figure 2 a) do not show the same localized patters, though some locally catalyst-rich ink

droplet deposition remnants are visible. Still, this represents a significant advance in PEMWE

anode homogeneity.
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Figure 2. XRF map of a) an ULL (0.006 mgIr cm-2) PEMWE anode fabricated using very dilute 
ink (0.08% solids), and b) PEMWE cathode (0.2 ± 0.02 mgPt cm-2) using a higher concentration 
ink (0.27% solids). 

With  the  ink  stability,  composition,  and  fabrication  approach  determined,  we  then

focused on tuning the mesoporosity of the catalyst layer. Surface views of low and ultra-low

loaded anodes, 0.05 (Figure 3 a-c) and 0.005 mgIr cm-2 (Figure 3 d-f), respectively, are shown.

Though some cracks are observed in the lowest loaded CLs (dark spaces in  Figure 3 f), they

appear to cover less than 10% of the geometric area. This is a substantial improvement from

unoptimized spray coatings and Mayer-rod coated27 techniques found in the literature at equal

loadings.  The higher  loadings  (Figure 3 a-c) show excellent  mesopore development  and CL

surface texture that should integrate well into the PTL pores, allowing for increased CL-PTL

interfacial area, explored later using XCT.
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Figure 3. SEM images of anodes at different magnification a) – c): 0.05 mgIr cm-2; d) – f): 0.005 
mgIr cm-2.

After  we  obtained  satisfactory  CL  meso-morphology,  we  used  XCT  to  provide

information about catalyst layer thickness, distribution (ex situ XCT), and interfacial contact area

and distribution between the CL and PTL under operating conditions (in operando XCT). Figure

4 shows the XCT images for the low (Figure 4 a,d) and ULL (Figure 4 b,c,e) PEMWE anodes

(raw cross sectional MEA and in-plane CL XCT images and CL thickness maps and discussion

are presented in Figures S6-S11). The XCT provides unparalleled in operando access to the CL-

PTL interface which is essential because the interfacial contact area is dependent on localized

hydration-driven  swelling  of  the  Nafion  in  the  CL  and  membrane,  as  well  as  localized

compression  profiles  due  to  PTL  and  CL  irregularities.  These  parameters  are  difficult  or

impossible to reproduce ex-situ but are responsible for the structure of what is likely the rate-

limiting  interface  in  the  cell.  Shown in  Figure  S4,  we measure  a  dramatic  reduction  in  the

percentage of this interface that contains PTL-CL-membrane triple phase contact from 60% at a

commercial  loading of 2 mg cm-2,  to 20% and 9% for loadings of 0.05 and 0.005 mg cm-2,

respectively. Visually, this trend is apparent when comparing the interfacial catalyst loadings in

Figure  4 and  Figure  S5.  Though  reduction  in  triple  phase  interfacial  area  of  60-85% from
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commercial levels seems substantial we show in Figure 1 that at the intermediate low loadings,

surprisingly, there remains enough interfacial contact for satisfactory performance.  Below we

further breakdown the voltage losses across the loading regimes and identify the main cause of

unsatisfactory performance at ULL.
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Figure 4. micro- and XCT images of 0.05 mgIr cm-2 (a, d) and 0.005 mgIr cm-2 (b, c, e) PEMWEs 
anodes. a) and b) are ex-situ micro-XCT (0.323 µm voxel-1) which show CL morphology and 
distribution, and d) and e) are XCT (1.73 µm voxel-1) taken in-operando to show the interfacial 
area under hydrated operating conditions. c) shows an XCT three-dimensional reconstruction of 
the MEA, with a white dashed box highlighting the anode locations of images d) and e), with Ir 
metal in the anode and Pt metal in the cathode highlighted in red.

Overpotential breakdown analysis

We conducted a parametric study of anodic Ir loading within mesostructured PEMWE

CL’s to identify performance trends extending into the low and ULL regime and determine the

minimum viable Ir content for PEMWE membrane electrode assemblies (MEAs). The anode Ir

loading was varied from 0.17 to 0.0035 mgIr cm-2 while holding all other MEA materials and cell

testing conditions constant, while current-voltage polarization curves were collected to measure

performance.  The  uncorrected  polarization  curves  are  presented  in  Figure  1,  while  the  iR-

corrected polarization curves and extracted kinetic, ohmic, and mass transport overpotentials are
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presented in Figure S12. 

Ohmic losses

We first discuss ohmic losses as they were largely unimpacted by Ir loading. The ohmic

overpotential (Figure S12 c) remained consistent, with HFR ranging between 125 – 143 mΩ cm2,

across all MEAs with no discernable trend with Ir loading or CL thickness. Large changes in

ohmic overpotential were not expected even if the contact between PTL and CL changed at ULL

since the majority of the ohmic overpotential is a result of the thick Nafion™ 117 membrane and

cell  contact  resistances.  In  the  literature,  some increase  in  HFR has  been reported  at  lower

catalyst loadings27. This increase has been attributed to less homogeneous and/or thinner CLs

that are not in direct contact with the PTL. Combined with low in-plane electrical conductivity in

the CL this results in an increase in CL electronic resistance and an increase in HFR. Here these

effects are largely hidden by the large resistance of thick N117 membrane,  as well  as slight

variance in cell assembly.

Kinetic losses at low Ir loading

The  kinetic,  or  activation,  overpotentials  were  extracted  from  the  iR-corrected

polarization curves using a Tafel analysis (inset Figure 1), and are presented in Figure S12 b. The

Tafel slope and exchange current density were calculated assuming the kinetically-dominated

region was below 40 mA cm-2 for the 0.0035 mgIr cm-2 loading, and below ~80 mA cm-2 for all

other loadings because the polarization curves in these ranges were sufficiently linear while also

providing enough datapoints for a quality regression analysis. As shown in the inset of Figure 1,

the calculated Tafel slopes at the 0.17 and 0.039 mgIr cm-2 loadings were generally lower than

other literature values, which have a minimum of ~45 mV dec-1 27,36,37. A Tafel slope of < 40 mV

dec-1 is especially notable when evaluating against studies using comparably low loadings where

Tafel slopes of over 70 mV dec-1 have been recorded38. The improvement in Tafel slope seen in

this work is attributed to  the uniformity of the CL (cf.  Figure 3) produced as a result of the

mesostructuring  and  better  interfacial  contact  with  the  PTL  than  a  non-uniform  CL.  As  a

previous  study  indicated,  better  contact  between  the  CL  and  PTL  leads  to  higher  catalyst

utilization35. While much work is focused on tailoring the PTL side of the PTL-CL interface
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through microporous layers35, PTL pore size39,40 to land ratios41–43, and operating conditions44, this

result  shows  that  effort  paid  towards  the  CL  side  of  the  interface  can  improve  kinetic

performance independent of these PTL modifications, and even result in previously unattained

kinetic activity. Thus, it is critical that attention be concurrently paid towards optimizing the CL

side of this critical interface.

As the Ir loading was reduced the Tafel slope increased monotonically from 38 mV dec-1

at 0.17 mgIr cm-2 to 70 mV dec-1 at 0.0035 mgIr cm-2. This increase in Tafel slope resulted in an

increase in overpotential at kinetically controlled current densities, e.g. at the lowest measured

current density of ~4 mA cm-2 the overpotential increased from 235 to 284 mV from the 0.17

mgIr cm-2 to the 0.0035 mgIr cm-2 loadings, respectively. This 49 mV difference represents a 20%

increase  in  overpotential  at  the  lowest  measured  current  density  and  indicates  a  substantial

decrease  in  kinetic  performance  at  ULL.  It  has  been  hypothesized  that  this  increase  in

overpotential  at  ULL is  due  to  a  non-homogeneous  CL in which  significant  portions  of  the

catalyst are not in electronic contact with the PTL27,33. These catalyst “islands” in a low-loaded

CL reduce the available active sites. Meaning, for a low-loaded CL to operate at the same current

as  a  high-loaded  CL its  active  sites  must  operate  at  a  higher  reaction  rate,  as  opposed  to

recruiting more active sites as a higher loaded CL would45. The difference being that increasing

kinetics result in an exponential decrease in overpotential, whereas recruiting more active sites

requires a linear ohmic overpotential to drive electrons further into the CL. The 20% increase in

kinetic overpotential, then, indicates that the lower loaded CLs are utilizing their available sites

more than higher loaded CLs, and are demanding an increase in site specific reaction rate. This

higher utilization of the CL will become more evident in forthcoming sections.

It is clear the kinetically dominated current density range is dependent on the catalyst

loading and must  be  adjusted  for  MEAs with ULL. The common assumption  of  kinetically

limited behavior below current densities of ~100 mA cm-2 does not hold for these low loadings,

and a geometric area normalized current is unlikely to well represent the losses in this loading

range due to localized effects. 
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Mass Transport losses

The highest loaded MEA (0.17 mgIr cm-2) had the lowest mass-transport overpotential at

all current densities, and in general as Ir loading was reduced the mass-transport overpotential

increased, Figure S12 d. The major difference between the MEAs is the onset of a severe mass

transport limitation at ULL, at approximately 1.4 A cm-2 for the 0.011 mgIr cm-2 loaded MEA, see

Figure  1 and  Figure  S12  a  and  d.  As  the  Ir  loading  is  further  reduced,  the  mass-transport

limitation occurs at increasingly lower current densities, approximately 200 and 100 mA cm -2 for

the  0.006  and  0.0035  mgIr cm-2 loadings,  respectively.  Since  the  PTL,  membrane,  and  cell

hardware were all unchanged, the earlier onset must derive from local changes in the CL and/or

its interface with the PTL, as shown in Figure 4. Investigating this interface using in-operando

XCT we see the fraction of the PTL-CL interface where catalyst is present decreases from 60%

at  2  mgIr cm-2 commercial-level  loadings,  to  20%  and  9%  at  0.05  and  0.005  mgIr cm-2,

respectively  (Figure  S4).  This  decrease  in  triple  phase  contact  area  (TPCA)  has  direct

implications on the distribution of the OER in the CL, and associated oxygen removal from the

active  sites.  As  the  TPCA decreases  the  number  of  active  sites  decreases,  and higher  local

reaction rates are necessary to maintain total cell current relative to higher loaded MEAs. These

higher local oxygen production rates thus become an issue for ULL MEAs when the oxygen

production rate outpaces oxygen transport away from the sites, and oxygen bubbles begin to

accumulate causing severe mass transport limitations. One way this occurs in thin CLs at ULL is

through a reduction in cross-sectional in-plane CL area available for water and oxygen transport

from PTL pore to the CL below the PTL land. This reduction in transport area is believed to lead

to severe mass-transport limitations due to excessive oxygen bubble coverage in the anode31. 
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To quantify the impact of accumulation of oxygen in the electrode on cell performance

we analyzed the XCT images in several regions of the anode channel. At current densities above

approximately 3 A cm-2 the ULL electrode showed lower oxygen content in the channel than at

higher loadings,  Figure 5, indicating that oxygen was accumulating in either the PTL or CL.

Accumulation in either region is problematic as oxygen in the PTL impedes water transport to

the  CL,  while  oxygen  in  the  CL deactivates  catalyst  sites.  Imaging  techniques  with  higher

resolution are necessary to identify where exactly the oxygen is accumulating, but it is clear from

these measurements that oxygen removal is impeded for ULL electrodes and must be addressed

to  avoid  severe  mass  transport  limitations.  Furthermore,  to  demonstrate  the  phenomena  we

conducted a variable relaxation time study. Within the OER region (1.2-2 V vs. RHE) we sweep

the voltage  at  50 mV s-1,  while  in  the non-OER region (0.05-1.2 V vs  RHE) we alternated

between 20 and 50 mV s-1. This resulted in a relaxation time of 115 and 46 s for the 20 and 50

mV s-1 sweep rates, respectively. Figure S13 shows that allowing the anode more time to clear

the generated oxygen immediately results in performance improvement as oxygen leaves the CL,

and then performance declines as oxygen evolves and accumulates in the CL upon subsequent

cycles.
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Figure 5. Impact of anode Ir loading and current density on channel oxygen volume fraction. At 
a current density of ~3.5 A cm2 the ULL MEA (0.005 mgIr cm-2) had less oxygen present in the 
channel than higher loaded MEAs, indicating that oxygen was accumulating in either the PTL or
the CL 

Specific current analysis 

To better account for the loading dependent nature of the losses previously described, we

now normalize the cell current by the mass of anodic Ir in the MEA. The Ir catalyst used in this

work  (TKK  ELC-0110  SA=100,  XRD,  XPS,  TEM,  and  RDE characterization  presented  in

Figure S15) is a high surface area (100 m2 g-1) bulk oxide with Ir+4 surface oxidation state (IrO2).

We normalize cell current only by the Ir element, not the total mass of catalyst which would

include incidental oxygen or other elements. The results are potential vs specific current (A mgIr
-

1) plots that more closely elucidate the performance difference between active sites as opposed to

active geometric area. Figure 6 shows the same polarization curves as in Figure 1, except that the

current has been normalized by Ir mass (A mgIr
-1) instead of geometric area (A cm-2). We note
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that  we  omit  electrochemically  active  surface  area  (ECSA)  normalization  due  to  the

controversies around obtaining accurate and representative values for non-Pt based materials46.

Figure 6. PEMWE polarization curves using specific current at different Ir loadings under 
constant ionomer/catalyst ratio of 0.116. Loadings are reported as iridium metal cm-2, measured 
using XRF. Inset shows Tafel plot using Ir-specific current [A mgIr

-1] as the reaction rate 
coordinate. Cathode Pt loadings were kept at 0.2 ± 0.02 mg cm-2 for all tests. Nafion™ 117 was 
used as the membrane. The red dashed line represents baseline performance of a commercial 2.5
mgIr cm-2 loaded MEA (Greenerity E400) round-robin tested at 5 independent laboratories for 
the IEA Electrolysis Annex 3032.

The change in current normalization reveals a different picture of the catalyst utilization

as  the highest  loaded MEA showed the  lowest  catalyst  utilization  at  all  Ir-specific currents,

though  still  performed  exceptionally  well  vs.  the  commercial  cell.  The  catalyst  utilization

improved as Ir loading was reduced until 0.011 mgIr cm-2, at which point the onset of the mass-

transport limitation was seen at a very high specific current of over 130 A mgIr
-1. Then, upon

further  reduction  of  Ir  loading,  onset  of  the  severe  mass  transport  limitation  occurred  at
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increasingly lower Ir-specific current. Thus, a loading of 0.011 mgIr cm-2 is optimal for catalyst

utilization in this study. At a HHV-based efficiency of 89% (1.6 V vs. RHE), the highest loaded

MEA (0.17 mgIr cm-2) operated at an Ir-specific current of ~ 4 A mgIr
-1 while the 0.011 mgIr cm-2

MEA achieved ~40 A mgIr
-1,   representing a 16- and 166-fold improvement in catalyst mass

activity over the commercial cell which operated at ~0.24 A mgIr
-2. The improvement is further

amplified at higher potentials, e.g. at 1.8 V the optimal loaded MEA recorded an Ir mass activity

over 250 times higher than the commercial cell. To investigate why there is such an extreme

difference in utilization vs Ir loading, and gain insight into the origin of the optimal loading level,

we present a specific current based overpotential  breakdown in the following sections and in

Figure S14.

Kinetic

Basing the Tafel analysis on Ir-specific current (inset Figure 6) instead of current density

(inset Figure 1) hints at a loading threshold for optimal electrode utilization. In the studied IrO2–

PTL system there seems to be a loading at which point the catalyst in the anode is near fully

utilized and the kinetics follow a common Tafel profile, qualitatively collapsing into a single

curve. In this study this occurs at a loading of 0.039 mg Ir cm-2, after which reductions in loading

do not incur further kinetic advantage. The highest loaded MEA (0.17 mgIr cm-2) operated with

an Ir-specific current-based Tafel slope of 45 mV dec-1 and an associated Ir-specific exchange

current of 0.2 μA mgIr
-1. The next lowest loaded MEA (0.039 mgIr cm-2) also had an Ir-specific

exchange current of 0.2 μA mgIr
-1, indicating that the inherent activity of the IrO2 catalyst was

unchanged  between  the  two electrodes.  However,  the  0.039 mgIr cm-2 loaded  MEA showed

higher mass normalized kinetic activity, measured as having a lower Tafel slope of 41 mV dec-1.

This  is  an impressive  result  since  the  total  Ir  content  was  reduced by 77%, yet  the  kinetic

performance improved on a mass basis. Stated another way, a higher loaded MEA cannot fully

utilize the catalyst within the electrode and incurs a mass-normalized overpotential penalty for

having excess underutilized catalyst. 

Mass-transport

The limitation to endlessly reducing the Ir loading seems to be the onset of a severe mass-

transport  limitation  that  is  localized  near  the  reaction  sites  themselves,  likely  the  oxygen

18



obfuscation issue previously identified. The first time the limitation is seen is at an extremely

high Ir-specific current density of over 130 A mgIr
-1 in the 0.011 mgIr cm-2 loaded MEA. This is

the  highest  specific  current  measured  in  the  study and  is  a  reasonable  location  for  a  mass-

transport limitation to arise, especially given the evidence that local oxygen bubble formation

plays a role in this transport limitation. Though we are restricted to triple phase contact area and

channel oxygen concentration measurements at 0.05 and 0.005 mgIr cm-2, we can use these as

bounding  cases  to  examine  the  electrochemical  MEA  performance  in  the  ULL  regime.  As

previously mentioned,  channel oxygen concentration decreases from 0.05 to 0.005 mgIr cm-2,

indicating oxygen buildup in either  the PTL or CL, while at  the same time the triple  phase

contact area decreases from 20% to 9% for the 0.05 to 0.005 mgIr cm-2 MEAs as well. Thus, the

lower  number  of  active  sites  present  are  required  to  operate  at  higher  local  reaction  rates,

increasing the local oxygen production rate to the point that oxygen removal from the PTL-CL

system struggles to keep up. The higher fidelity electrochemical MEA measurements show these

converging factors are optimized near a loading of 0.011 mgIr cm-2. There is likely a parameter

that relates oxygen bubble removal and reaction distribution that governs the lower extent where

ULL is feasible.  Identifying this  parameter  and its  functional  dependencies  will  provide key

insights into how to reduce mass transport limitations in the ULL regime.

Overpotential distribution

To better visualize the difference between the area (current density) and mass (specific

current)  current  normalization  techniques,  the  overpotential  distribution  vs.  current  density

(Figure 7 a-c)  and specific current (Figure 7 d-f) is presented. The area normalized distribution

shows  a  rise  in  mass-transport  overpotential  share  at  lower  current  densities  as  loading  is

decreased,  e.g.  1500 mA cm-2 in  Figure 7 b.  As the whitespace  in  Figure  7 c  conveys,  the

maximum current density achieved by the 0.0035 mgIr cm-2 is likely insufficient for practical

applications. However, the optimal loading of 0.011 mgIr cm-2 from a specific current perspective

is clearly evident in  Figure 7 e. At this loading, the majority of the overpotential is used for

kinetics well past 100 A mgIr
-1, whereas only ~40% of the overpotential goes towards kinetics for

the highest loaded MEA at comparably paltry 20 A mgIr
-1. Though at 2 V the 0.011 mgIr cm-2
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loaded MEA’s aera normalized hydrogen production rate is approximately half that of the 0.17

mgIr cm-2 loaded MEA (Figure 7 a vs.  b),  it  produces over 6 times more hydrogen per mgIr

(Figure 7 d vs. e). 

Figure 7. Distribution of kinetic, ohmic, and mass transport overpotential vs current density for 
loadings of a) 0.17 mgIr cm-2, b) 0.011 mgIr cm-2, and c) 0.0035 mgIr cm-2, compared to the same 
distribution vs specific current for loadings of e) 0.17 mgIr cm-2, f) 0.011 mgIr cm-2, and g) 0.0035 
mgIr cm-2. Area normalized current density (a-c) shows the mass transport overpotential 
increasing at lower current densities as the loading is decreased, indicating earlier onset of 
transport limited conditions. However, the mass normalized specific current plots (e-f) reveal the
optimal loading of 0.011 mgIr cm-2 (e) primarily uses the overpotential to drive kinetics at 
catalyst utilizations well beyond what is achievable at higher and lower loadings.
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Pathway to Complete Energy Sector Decarbonization 

To further investigate the impact that ULL PEMWEs can have on deep decarbonization,

we revisit the Ir-specific power. As seen in Equation 1, Ir-specific power can either be improved

by increasing the operational current density (at 1.6 V, as defined) or decreasing the iridium

catalyst  loading.  Examples  of  both approaches  can be  found in the literature  (cf.  Figure 8).

Increasing the current density, however, requires increasing the cell potential beyond currently

acceptable levels (around 2 V), which leads to lower hydrogen production efficiencies, increased

degradation rates, and higher power supply costs (which account for a significant portion of the

system cost)47. Therefore, loading reductions seem favorable.

Commercial electrolyzers have an Ir-specific power, as defined above in Equation 1 of ~2

MW kgIr
-1

 
22. If half of the global Ir supply, 3.6 t y-1, was used for PEM electrolysis the feasible

yearly  electrolyzer  deployment  would  be  7.2  GW  per  year.  Since  near-term  electrolysis

deployment  favors  decarbonizing  the natural  gas  sector15 we will  investigate  if  this  level  of

deployment is sufficient to decarbonize the sector by 2050. The global energy consumption of

natural gas in 2016 was 60 EJ (~ 57 quads), and has been increasing linearly at a rate of 750 PJ a-

1 48. Extrapolating this consumption to 2050, the expected global gas consumption is 85 EJ a-1, or

a yearly averaged power consumption of 2.7 TW. Given the available Ir supply of 3.6 t a-1, a

cumulative total of 108 t of Ir will be available for PEMWEs by 2050 (30 years of deployment).

Achieving the necessary global hydrogen production rate would require an Ir-specific power of

approximately 25 MW kgIr
-1, an intensification of 13-fold from today. Both Babic et. al.22 and

Bernt et.  al.27 have recently completed similar analysis. Babic et.  al.  investigated using PEM

electrolysis as the dominant global renewable energy storage medium at an unspecified future

date,  while  Bernt  et.  al.  focused  on decarbonizing  the  global  transportation  sector  by  2100

(adjusted here for a 2050 decarbonization target). They arrived at similar targets of 36 and 42

MW kgIr
-1,  respectively,  when correcting  for different  Ir  supply assumptions.  These analyses

show that  satisfying  the  combined natural  gas,  transportation,  and electricity  storage  sectors

would require an Ir-specific power of ~100 MW kgIr
-1. Figure 8 investigates where the research

community  is  relative  to these targets  using the Ir  loading and current  density  to  define the
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parameter space, in line with Equation 1. The area shaded in green highlights where the 25 MW

kgIr
-1 (natural gas sector) target is met. The performance of low and ultra-low loaded PEMWE

studies identified in the literature is overlaid in the colored markers. 

a)

b)

Figure 8. a) Operational map showing the combinations of current density and catalyst loading
necessary to achieve an Ir-specific power of 26 MW kgIr

-1, and where this work (black circles) 
measures in relation. The area shaded in green achieves this target, while the white area does 
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not. b) shows a magnification of the ULL region where the target Ir-specific power is 
achievable. The symbol color refers to membrane thickness: dark blue ~180 um, light blue ~130
um, orange ~90 um, red ~ 50 um. References for the data are as follows: a-49, b-50, c-51, d-52, e-
53, f-54, g-25, h-55, i-27, j-56, k-26, l-57, m-58, n-17, o-24, p-59, q-this work.

Extrapolating from the findings of Figure 8 reveals that an electrolyzer with an anode Ir

loading of 1 mg cm-2 (roughly half of commercial loadings) must operate at over 17 A cm-2 to

reach the annual deployment goals. This level of catalyst utilization is not feasible at reasonable

potentials  with current  catalysts  and MEA fabrication  techniques.  Instead,  Ir  loadings  below

approximately 0.1-0.2 mgIr cm-2, an order of magnitude lower that current commercial loadings,

are necessary to realize the deployment targets at today’s achievable current densities (2 A cm-2).

Other approaches such as the nanostructured thin film catalyst  developed by 3M company26,

reactive  spray  deposition  technology  by the  University  of  Connecticut17,  or  the  reverse-opal

structure produced by Park et al57, though showing very promising results, are the exception as

they rely on novel manufacturing processes that may be too slow or expensive to meet demand. 

As shown, all the cells in this work (black circles), except for the 0.17 mgIr cm-2 loaded

cell,  meet  the  25  MW  kgIr
-1 performance  target.  This  is  especially  notable  since  we  used

commercially  relevant  Nafion™  117  membranes  whose  ~180  um  thickness  allows  for

differential  pressure  operation  while  limiting  hydrogen  crossover,  essential  for  commercial

operation. The literature studies that achieve the 25 MW kgIr
-1 target all use 50 µm membranes

that  decrease  crossover  resistance  and  mechanical  robustness  to  differential  pressure.  These

studies  also  relied  on  electrode  fabrication  processes  that  took  over  30  hours  for  a  5  cm 2

electrode57,  or  carbon  based  anode  components  that  have  limited  OER  durability50,51.  The

electrode fabrication in this work took 30 minutes or less and used only commercially supplied

OER stable components and is readily incorporated with thinner membranes to further improve

efficiency, when and if electrolyzer stack manufacturers were to integrate these in commercial

systems. 

We defined the specific current targets at a HHV-based conversion efficiency of 89% to

eliminate as much wasted electrical feedstock as possible. However, this constraint does not take

into  consideration  electrode  stability  which  would  result  in  more  stack  replacements,  other

capital  vs.  hydrogen production rate  optimizations,  and limits  potential  impact  that  could be
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realized at lower conversion efficiencies. To address this constraint, we present the measured

specific power for all cell potentials (conversion efficiencies) in Figure 9.

Figure 9. This plot shows the specific power of the anode Ir loadings studied vs. uncorrected cell
potential and associated higher heating value-based energy conversion efficiency. The grey 
dashed lines mark the specific power targets necessary to decarbonize the natural gas (NG) 
sector, NG and transportation sector combined, and the NG, transportation, and electricity 
storage sectors combined as calculated in this work, and by Babic et al.22 and Bernt et al.27.

As seen, PEMWEs with anodes containing the optimal loading of 0.011 mgIr cm-2 could

meet the combined natural gas and transportation sector energy demand by 2050 at a HHV-based

efficiency of ~88% using only half of the annual Ir supply. The same cells could satisfy the

natural gas, transportation, and energy storage sectors by 2050 at an efficiency of ~85% (1.67 V

vs. RHE). At lower conversion efficiencies all sectors could also be satisfied by 0.026 mg Ir cm-2

and 0.039 mgIr cm-2 loaded cells, which will likely have better durability. 

Conclusion
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In this work, we demonstrate a pathway to enabling decarbonization of the natural gas,

transportation, and energy storage sectors by the year 2050. By reducing the Ir loading to below

0.04 mg cm-2, two orders of magnitude lower than commercial PEMWEs, only half of the global

Ir  supply would be consumed.  To achieve  this  target,  the mesostructure of anode electrodes

demonstrated in this manuscript were first optimized, allowing them to exceed published cell-

level performance of low and ULL PEMWEs.

The anode Ir loading in PEMWEs was systematically reduced to ULL in the range of

0.17 to  0.0035 mg cm-2,  while  using commercially  available  cell  components,  catalysts,  and

fabrication methods. Effort was paid towards optimizing the fabrication process of the anode CL

so that a well distributed, continuous, CL was produced, even at ultra-low catalyst loadings. The

current  density  applied  voltage  breakdown  revealed  impressive  electrode  kinetics  at  low  Ir

loading,  with  a  0.039  mgIr cm-2 loaded  electrode  measuring  a  Tafel  slope  of  39  mV dec-1.

Electrode kinetics were, however, dependent on loading, and were greatly degraded at ULL; e.g.

a 0.0035 mgIr cm-2  loaded electrode was measured to have a Tafel slope of 70 mV dec-1. Ohmic

losses were independent of catalyst loading, and measured HFR did not show a trend consistent

with loading. A severe mass transport limitation was seen and occurred at lower current densities

for  lower  loaded  electrodes.  In  operando  micro-X-ray  computed  tomographic  measurements

hints that oxygen bubble obstruction of the anode Ir catalyst sites was the likely cause. Mass-

based specific current overpotential breakdown analysis revealed that mass-normalized electrode

kinetics were qualitatively similar for anode electrodes with loadings lower than 0.039 mgIr cm-2.

Higher  loadings  resulted  in  a  higher  mass-based  kinetic  overpotential,  indicating  a  penalty

required for including extra underutilized catalyst. For ULL MEAs, high specific currents are

realized  at  low cell  currents,  meaning  that  most  of  the  cell  overpotential  is  going  towards

kinetics,  and not ohmic losses.  Though the onset  of the mass-transport  limitation was better

correlated to mass normalized current than area normalized current, the trend was still not fully

captured by the specific current analysis. This indicates the mass transport limitation is localized

closer to the reaction sites themselves and requires further analysis and research. We postulate

that durability issues at low loadings are a result of this localized mass transport limitation. These

limitations  must be understood and mitigated if  we are limited to making the best use of Ir

resources to enable the complete offset of fossil-based natural gas by electrolytically produced
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hydrogen by the year 2050.

Experimental Materials and Methods

Catalyst Coated Membrane (CCM) Fabrication

Particle size and ink stability were evaluated using a Zetasizer (Malvern Instruments). Anode ink

was prepared by mixing commercially available iridium oxide (TKK ELC-0110 SA=100) with

water, ethanol, and n-propanol at a ratio of 1:1:2 by volume, and Nafion™ ionomer solution (5

wt%, Ion Power D521). Initial characterization of the TKK catalyst including TEM imaging,

XRD, XPS, and RDE analyses are included in Figure S15. Ionomer to iridium ratio and mass of

iridium were varied depending on the study. The anode ink was immersed in an ice bath, sealed

with parafilm, and sonicated using a horn sonicator (CEX500, Cole-Parmer) at 30% of power for

30 min prior to deposition.  The cathode ink was prepared by mixing platinum supported by

carbon  catalyst  (TKK  TEC10V50E)  with  equal  parts  water  and  n-propanol,  and  Nafion™

ionomer solution (5 wt%, Ion Power D521). The cathode inks were then sonicated at constant

temperature of 10 °C in a bath sonicator for 30 minutes prior to deposition. The bath sonicator

was retrofitted to include a water temperature controller and we found that 10 °C was sufficient

to keep the Pt from oxidizing the solvents in the ink and avoiding agglomeration and settling.

The horn sonicator’s sample compartment was not large enough to include such a retrofit, so we

instead used a simple ice bath resulting in slightly different sonication temperatures. The volume

of both inks was kept constant during the entire study to minimize the impact of ink preparation

on cell performance. The inks were prepared immediately prior to being spray-deposited onto

Nafion™ N117 membranes using a Sono-Tek ultrasonic spray coater and a 5 cm2  rienforced

Teflon  stencil  to  ensure  catalyst  was  only  present  on  the  5  cm2 active  area.  The  Nafion™

perfluorosulfonic acid membranes (N117, Ion Power) were prepared by soaking in DI water at

90 °C for one hour and followed by immersion in 0.5 M HNO3 (ACS Reagent, Sigma-Aldrich)

for one hour at room temperature to remove impurities and protonate the sulfonic-acid groups.

Finally, the treated membranes were rinsed three times using DI water to remove excess acid and

stored in DI water until catalyst coating is performed. The Sono-Tek sonication was set to 120
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kHz, and the spray deck was modified with a porous aluminum plate and vacuum pump that

pulled the membrane flat. The spray deck was held constant at 90 °C. The cathode and anode

deposition process were similar,  with spray passes held constant where possible.  After spray

coating, the precious metal loading was measured using X-ray fluorescence (XRF) (Bruker M4

Tornado). The XRF was calibrated using commercial standards (Micromatter Technologies Inc.)

and calibration curves are shown in the supporting information. 

Cell Assembly. CCMs with 5 cm2 active area were assembled in single cell hardware (Fuel Cell

Technology)  with  a  graphite  single  channel  serpentine  flow field  on  cathode  and  platinized

titanium parallel flow field on anode. The CCM was rehydrated at room temperature in DI water

before  it  was  assembled  into  the  cell.  Teflon  gaskets  were  used  on  anode  and  cathode,

respectively.  Carbon paper without microporous layer (Toray 120) is used as cathode GDLs.

Platinized  sintered  titanium  (obtained  from  Proton  OnSite/NEL)  is  used  as  anode  porous-

transport layers (PTLs). The appropriate thickness PTFE (McMaster-Carr) gaskets are used to

obtain 20% compression in GDLs, while thickness-matched gasket is used for the Ti-PTL. A

torque of 4.5 Nm is applied to the cell to ensure proper sealing.

Cell  Testing.  A multichannel  potentiostat  (VSP300,  Biologic)  equipped with electrochemical

impedance spectroscopy (EIS) and a 20 A booster was used for all electrochemical tests. The test

station used is a modified Fuel Cell Technology (FCT) test stand; the modification is an addition

of a water recirculation system for the electrolyzer mode testing. Before any electrochemical

testing, hot DI water was supplied at 80 °C at 125 ml min-1 on the anode side and the cell was

allowed to preheat for 30 min, after which an auxiliary heater is used to further heat up the cell to

80 °C. Temperature infirmity across the cell was verified with an IR camera. 100 mL min-1 of dry

H2 (no water flush was supplied to the cathode) was supplied to the cathode at ambient pressure

to  ensure  a  pseudo-steady  reference  electrode  for  electrolyzer  operation.  Conditioned  cyclic

voltammetry (CV) was taken via scanning between 1.2 and 2 V at 50 mV s-1 for ten cycles before

recording polarization curves and electrochemical impedance. The polarization curve was taken

by  holding  at  various  constant  cell  currents  for  130  s  while  recording  cell  voltage.  The

impedance  was  measured  in  a  galvanostatic  mode  by  applying  an  AC current  perturbation

between 200 kHz – 100 mHz to the cell and measuring its voltage response at each polarization
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step. The amplitude of the AC current was chosen for each step to obtain a sufficient signal to

noise ratio, while keeping the perturbation small enough to ensure a linear system response. The

Ir cyclic voltammetry was measured by cycling electrode form 0.05 – 1.2 V at 50 mV s-1 at 80 °C

with DI water and H2 fed to anode and cathode, respectively.

Overpotential  analysis.  The  cell  voltage  Ecell is  composed  of  the  sum of  the  reversible  cell

potential E rev
0  and the three main overpotential η i:

E cell=E rev
0

+ηkin+ηΩ+ηmt Equation SEQ Equation¿ ARABIC 2

where  ηkin is the kinetic,  ηΩ the ohmic and  ηmt the mass transport overpotential. Since HER is

more favorable in kinetics and mass transport under current testing conditions compared to OER,

the overpotential analysis only considers the OER side.

At a temperature of 80 °C, the saturation pressure of H2O is 0.47 bara.  For liquid water, the

activity of water, a(H2 O), is one, while the activity of the gaseous species is represented by the

ratio  of  their  partial  pressure  to  the  standard  pressure  of  1  bar.  The  temperature  dependent

standard reversible potential, E rev
0 , can be obtained from the literature 60 

E rev
0

=1.2291−0.0008456 ∙ (T −298.15 ) Equation SEQ Equation ¿ ARABIC3

where the voltages, first two terms on right hand side of equation, are measured in V, and the

temperatures in K. Under current electrolyzer testing condition, the E rev
0  is calculated to be 1.168

V, with a thermoneutral voltage, E tn, of 1.412 V.

Ohmic  overpotential  ηΩ.  EIS  is  used  to  measure  the  high  frequency  resistance  (HFR)

representing the total  electronic cell  resistance  Rtot.  The ohmic overpotential,  ηΩ, is therefore

determined as:

ηΩ=i∗Rtot=i∗HFR Equation SEQ Equation¿ ARABIC 4

Kinetics  overpotential  ηkin.   The kinetic  overpotential  was extracted  using a Tafel  model,  in

which the Tafel slope  b and exchange current density  i0 are the governing kinetic parameters.

Assuming a non-polarizable HER, the entire kinetic overpotential of the cell is governed by OER

with the Tafel slope b as 2.303*RT/4F where R is the ideal gas constant, T is temperature, and F

is Faraday’s constant:
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ηkin=b∗log(
i
i0 )Equation SEQ Equation ¿ ARABIC 5

Mass transport overpotential ηmt. The mass transport is a summary of gaseous/liquid transfer in

the PTL/CL and ionic transport in the CLs. In this  study, it  is calculated by subtracting the

reversible cell potential and kinetic and ohmic overpotentials from the measured cell potential.

Conversion Efficiency,  ηconv. The HHV-based conversion efficiency was calculated by dividing

the thermoneutral voltage (1.412 V) by the cell voltage. 

ηconv=
E tn

E cell

Scanning Electron Microscopy and X-ray Micro Computed Tomography 

CCM surface morphology and cross-sections were imaged by a FEI Quanta FEG 250 

scanning electron microscope (SEM). Ex-situ X-ray computed tomography (XCT) was 

conducted at the Advanced Light Source at Lawrence Berkeley National Laboratory (Beamline 

8.3.2) with a PCO.Edge CCD camera, an LuAG scintillator and 20x optical lenses. The resulting 

images had a resolution of 0.323 µm voxel-1 and a horizontal field of view of 1.8 mm. The 

samples were prepared for tomography imaging by cutting the CCMs into ~3 mm triangular 

sections each having an approximately 45-degree tip and 5 mm base for mounting on the pins 

which are mounted on the beamline rotating stage. A multilayer monochromator was used to 

select the X-ray energy at 20 keV. 300 ms exposure time was used. Operando XCT and 

radiography imaging were conducted at Beamline 2-BM at Advanced Photon Source (APS). A 

multilayer monochromator was used to select 27 keV energy. The optics used were Optique 2X 

lens, 20 um LuAGb scintillator, resulting in 1.73 um voxel-1 resolution. 20 ms exposure time was

used for XCT data acquisition. Radiography imaging was used to capture oxygen transport in the

channels. The data was collected with the cell in-plane and through-plane configuration, using 5 

ms exposure time for total time of 2 minutes per each operating condition, refer to Kulkarni et al.

for the experimental arrangement61. Constant current holds of 1 A – 5 A and OCV was used to 

observe oxygen transport. For operando imaging our previous work reports the cell dimensions 

and design 40. Operating temperature was 60 °C, water flow rate was 3 ml min-1 and active area 

of 1 cm2.  Images were reconstructed using TomoPy software and visualized with Dragonfly 3.6.
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Oxygen content in the channel was determined using area of approximately 160 µm x 60 µm. 

Two such areas were selected to create representative data set of threshold values. The mean 

greyscale values corresponding to oxygen bubbles were collected from different points within the

channel and the lowest value was the baseline for oxygen. The number of points lying above this 

baseline was divided by the total number of average threshold values to get the oxygen 

percentage in the channel. The oxygen baseline threshold was varied by ±0.5 to get error bars.  

Contact area calculations were performed on interfacial area of 1 mm2. 5 slices were selected 

near the interface corresponding to about 8.6 µm in length to accommodate the membrane 

swelling into the PTL during operation. The catalyst was thresholded within these slices and a Z-

project was done to superimpose it into one single slice. The area fraction of the catalyst slice 

was calculated and divided by the area fraction of the PTL slice at the interface to obtain the 

triple phase contact area (TPCA%). Three such representative areas were selected randomly and 

the TPCA% was calculated at each one to get error bars. 
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