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ABSTRACT: High oxygen permeability and good thermochem-
ical stability of oxygen-transporting membranes (OTMs) are two
main requirements concerning the applicability of these devices
in chemical processes, such as CO, capture using the oxyfuel
concept or catalytic membrane reactors. In this work, a single-
phase perovskite-type membrane Pr, Sr,,Co, sFe,sO5_s5 (PSCF)
with 0.6-mm thickness was subjected to periodic thermal cycling
in the temperature range between 850 and 1000 °C in a 1000-h
long-term permeation test with pure CO, as the sweep gas. The
results of this long-term permeation operation revealed a
stepwise increase in oxygen permeation values at 1000 °C after
each thermal cycle, reaching from 1.38 cm® (STP) min~' cm ™2 in
the first cycle to 1.75 cm® (STP) min™' cm™ in the fourth cycle.
Furthermore, the membrane showed very good CO, stability at

900 °C and above. Despite a partial decrease in oxygen permeation fluxes at 850 °C, a steady state of 0.25 cm® (STP) min™' cm
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was reached and maintained for more than 100 h. The newly developed PSCF membrane also exhibited a higher oxygen
permeation flux with He and CO, sweeping at all measured temperatures compared to a similar La, Sty ,Cog sFeq,0;5_5 (LSCF)

membrane.
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1. INTRODUCTION

Mixed ionic—electronic conducting (MIEC) ceramic oxides
have gained considerable attention, because of their wide
variety of potential applications as oxygen-transporting
membranes (OTMs) in energy industries and petrochemical
processes involving oxygen separation at high temperatures.1
Some examples include utilization of OTMs as oxygen suppliers
and distributors in processes such as oxidative coupling of
methane to ethylene and ethane (OCM)>™* and partial
oxidation of methane (POM) to syngas (CO + H,)*”7 or as
cathode materials for solid oxide fuel cells (SOFCs).*®
Furthermore, OTMs have recently received more attention as
potential oxygen suppliers for CO, capture through an oxyfuel
route in power plants.lo_12

Among perovskite-type mixed oxides, the highest values of
oxygen permeation flux have been observed for the
compositions containing alkaline-earth metal ions (especially
Ba>* and Sr**) on the A site of their ABO, structures.'>'*
However, in the presence of notable concentrations of CO, on
the feed or permeate side of the membrane, formation of a
continuous layer of alkaline-earth carbonate on the membrane’s
surface hinders the oxygen exchange reaction, resulting in a
dramatic drop of the oxygen flux to a negligible level.">~'®
Therefore, the CO, tolerance of an OTM is of crucial
importance for its applicability in chemical processes involving
CO,, such as the oxyfuel concept.
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One strategy to obtain CO,-stable membranes is to develop
perovskite or perovskite-like materials completely free of
alkaline-earth metals as single-phase or as mixed-matrix
membranes. However, the oxygen permeability of these
materials is very low for practical applications.'>"? Another
approach is the enhancement of the membrane’s CO, stability
by partial substitution of the cations in the A and/or B sites
with elements that are less reactive toward CO,, thus preserving
the perovskite structure against carbonate formation at the cost
of lower permeation levels. For example, it was reported that
the CO, tolerance in SrCoygFe;,0;_5 could be improved by
replacing 10% of the cobalt and iron in the B site by tantalum’
or titanium.”!

Furthermore, the concept of replacing higher contents of
alkaline-earth elements in the A site with rare-earth cations has
been developed. Rare-earth cations are similar in size to
alkaline-earth cations, but their their carbonates decompose at
lower temperatures.”” As an example, the A site of calcium- and
strontium-containing perovskites was partially exchanged with
the rare-earth element lanthanum.”*** Evaluation of the
collective data regarding the thermodynamic stabilities of
carbonates under different CO, partial pressures, provided as
an Ellingham diagram,23 predicted a decomposition temper-
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Figure 1. Schematic drawing of the experimental setup for oxygen permeation measurements.

ature of >1100 °C for pure SrCO; under an atmospheric
pressure of CO,. However, according to studies by Yokokawa
et al,> in the case of perovskite mixed oxides, the stabilization
energy of the perovskite should also be taken into
consideration. In other words, large negative stabilization
energies of the perovskite oxide in Sr-containing perovskite
structures result in higher stability against SrCO; formation.
However, despite their acceptable tolerance in long-term
oxygen permeation experiments under CO,-containing atmos-
pheres, the oxygen fluxes of these materials are relatively low,
because of the higher-valence state of La** in comparison with
Sr**, which results in a lower concentration of oxygen vacancies.
Furthermore, the smaller size of La*(XII) (r = 136 pm)>°
compared to Sr**(XII) (r = 144 pm)26 results in reduced lattice
parameters and, therefore, leads to a decreased oxygen flux. To
compensate this deficit of low oxygen flux, surface-rich hollow
fibers of LagSto,CogsFeg205 s have been developed.”’

Perovskite-type strontium cobaltite with A-site Pr substitu-
tion (PrySro4Co0;_5) was introduced by an early work of
Teraoka et al.”® In a more recent work, Serra et al. studied the
system A St 3Feq3C00,05_s5 (where A represents rare-earth
metals and Ba) as cathode materials.”® Also, in previous works
by our group, we developed two dual-phase membranes
containing perovskites with A-site Pr substitution as the
mixed conducting phase, such as CeyyPry 0, _s—
Pry ¢St 4FeO;_5 (CP—PSF)*° and CeyoPry, 0, s5—
Pry,Sro.4FesC0050;_5 (CP—PSFC),*" that show high oxygen
permeability and good chemical stability in a CO, atmosphere
at high temperatures. In this paper, we describe a new
perovskite material, Pr;Sr;4CoysFeysO;_s that shows a much
higher oxygen flux in the presence of pure CO, than the
perovskite-type oxygen-transporting materials published so far.
Furthermore, the Pr¢Sr,,CoqsFeysO;_s material was carefully
tested in long-term permeation operations with pure He or
pure CO, as the sweep gas on the permeate side of the
membrane.
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2. EXPERIMENTAL SECTION

Synthesis and Membrane Preparation. A powder sample of
PryS104C0osFegsO;_s (abbreviated as PSCF) was synthesized by a
conventional one-pot sol—gel ethylenediaminetetraacetic acid
(EDTA)/citric acid complexing method by mixing proper ratios of
the metal nitrates with a total metal cation/EDTA/citric acid ratio of
1:1:1.5, as described elsewhere.®® The as-synthesized powder was
pressed into disks in a stainless steel module (18-mm id.) under a
pressure of ~120 MPa that were then sintered at 1200 °C for S h in
ambient air with heating/cooling rates of 2 °C min~! to obtain disk
membranes (approximately 0.6-mm thickness and 16-mm id.). The
sintering time for the 1-mm-thick membrane was increased to 10 h
under the same conditions.

X-ray Diffraction. The structural properties of the membranes
were analyzed using X-ray diffraction (XRD) techniques. The data set
was acquired at room temperature and in ambient air on a Bruker-AXS
D8 Advance instrument with Cu K, radiation in the step-scan mode
within a 26 range of 20—80° at 0.02° intervals. In situ XRD
measurements between 30 and 1000 °C were conducted in an in situ
cell HTK-1200 N (Anton-Paar) in an atmosphere consisting of 100
vol % CO, with a heating rate of 12 °C min™" and an equilibrium time
of 30 min prior to each measurement. The XRD data were analyzed
using TOPAS 4.2 software (Bruker AXS).

Oxygen Permeation. The oxygen permeation flux was measured
using a high-temperature permeation device schematically depicted in
Figure 1. Freshly sintered disk membranes were sealed with gold paste
(conducting paste CS5754, Heraeus, Hanauy, Germany) onto an
alumina tube and positioned at the center of a vertical tubular oven.
Synthetic air (20 vol % O,/80 vol % N,) at a flow of 150 cm® (STP)
min~" was applied to one side of the membrane, and the permeate side
of the membrane was alternately swept with 50 cm® (STP) min™" of
He (Linde, 99.999%) and CO, (Linde, 99.5%). Mass flow controllers
(MECs) (Bronkhorst, Ruurlo, The Netherlands) were applied for all
inlet gases, and the total effluent flow rate was measured with a soap-
film flow meter. The quantitative analysis of the effluent mixture was
performed using an online-coupled gas chromatograph (Agilent
6890A). Gas leakage through possible flaws in the sealing could be
detected by monitoring the N, concentration in the effluent. The O,
leakage could then be calculated and subtracted from the total O, flux.

dx.doi.org/10.1021/am501657j | ACS Appl. Mater. Interfaces 2014, 6, 10274—10282
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Figure 2. In situ XRD patterns of PSCF powder in an atmosphere of 100 vol % CO, at the given temperatures with the reflex positions of

orthorhombic, rhombohedral, and cubic perovskite structures.
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Figure 3. Oxygen permeation flux through PSCF disk membrane M1 with thermal cycling between 850 and 1000 °C and M2 at 800 °C. Sweep side
M1: 50 cm® (STP) min™' He (black squares)/CO, (red circles). Sweep side M2: 50 cm® (STP) min™' CO, (red triangles). Feed side M1 and M2:

150 cm® (STP) min™" synthetic air. Membrane thickness: 0.6 mm.

The initial oxygen permeation measurements on a 0.6-mm-thick
PSCF membrane M1 were conducted with He as the sweep gas at
1000 °C. After a constant oxygen permeation flux was reached, the
permeation fluxes were measured at varying temperatures in the
following order: 1000, 950, 900, 850, and 800 °C. The measurements
were continued for 100 h at 1000 °C, during which a constant
permeation flux was maintained. The sweep gas was then switched to
CO,, and measurements were continued for 1000 h, during which the
membrane was subjected to four thermal cycles as described in the
next subsection. The heating/cooling rate was 2 °C min~! for all
temperature variations.

Thermal Cycling with CO, as the Sweep Gas. At 1000 °C, the
system reached and maintained a constant oxygen flux after 80 h. The
temperature was then lowered to 850 °C, and the oxygen flux was
further measured. After 50 h at 850 °C with a stable oxygen flux, the
second thermal cycle was started by ramping the temperature to 1000
°C. As in the first thermal cycle, the temperature was again lowered to
850 °C after a constant permeation level had been held for more than
100 h. Further oxygen permeation measurements were conducted for
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the third and fourth thermal cycles. After the oxygen flux had been
measured at different temperatures (1000—800 °C) during the fourth
thermal cycle, the temperature was again adjusted to 1000 °C, and the
sweep gas was switched back to He. The oxygen permeation was then
measured again at temperatures ranging from 1000 to 800 °C with He
as the sweep gas.

Further long-term oxygen permeation measurements were con-
ducted on 0.6-mm-thick PSCF membrane M2 at 800 °C with CO,

sweeping for 450 h.

Scanning Electron Microscopy (SEM). The microstructures and
surface morphologies of the membranes before and after the oxygen
permeation measurements were studied using a field-emission
scanning electron microscope of the type JEOL JSM-6700F at an
excitation voltage of 2 kV. Energy-dispersive X-ray spectroscopy
(EDXS) was employed using an Oxford Instruments INCA A-300
spectrometer at an excitation voltage of 20 kV to study the elemental
distributions on the membrane’s surface and within the grains.

dx.doi.org/10.1021/am501657j | ACS Appl. Mater. Interfaces 2014, 6, 10274—10282
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3. RESULTS AND DISCUSSION
CO, Stability by in Situ XRD. The phase stability of PSCF

was investigated using high-temperature in situ XRD measure-
ments conducted on a powder sample in an atmosphere of 100
vol % CO, (Figure 2). An orthorhombic perovskite structure
[space group Imma (No. 74)] exists at room temperature.
Between 500 and 600 °C, a phase transition from orthorhombic
to rhombohedral symmetry [space group R3¢ (No. 167)]
occurs. The system undergoes a second phase transition to
cubic perovskite symmetry [space group Pm3m (No. 221)] at
700—800 °C. It should be noted that, in an oxygen-free
atmosphere, the cubic structure is maintained after the sample
has been cooled to room temperature (Figure 2). However,
during another in situ XRD measurement in an atmosphere of
50% CO, and 50% synthetic air, the initial orthorhombic
symmetry was observed after the sample had been cooled to
room temperature as a result of a declining oxygen vacancy
concentration with decreasing temperature in an oxygen-
containing atmosphere. The possible formation of SrCO;
could not be confirmed from the in situ XRD results.
Oxygen Permeation. To investigate the membranes” CO,
stability, long-term oxygen permeation measurements were
conducted on two 0.6-mm-thick PSCF membranes with pure
He (black squares) or pure CO, (red circles and triangles) as
the sweep gas at different temperatures, as shown in Figure 3.
Membrane M1 was stressed by rigorous thermal cycling, and
the oxygen permeation flux was measured for both He and CO,
as the sweep gases in the temperature range between 850 and
1000 °C. During the initial measurements at 1000 °C with He
as the sweep gas, the PSCF membrane maintained a stable
oxygen permeation flux of ~1.38 cm® (STP) min™' cm™ for
100 h. Then, CO, was used as the sweep gas for the thermal
cycling instead of He. During the first thermal cycle at 1000 °C,
no significant decrease in permeation values was observed, and
a constant permeation flux of 1.37 cm® (STP) min™" cm™ was
measured for 80 h. Then, the temperature was gradually
decreased from 1000 to 850 °C. At 850 °C, after a slow
decrease in the oxygen permeation flux in the first 20 h, a steady
state was reached, and a stable value of 0.25 cm® (STP) min™"
cm™? was maintained for more than 50 h. This observation of a
state with slowly decreasing fluxes followed by a steady state
was also repeated in the following cycles (second and third
cycles) at 850 °C. Moreover, from the first cycle to the third
cycle, the duration of the state with decreasing fluxes increased
from ca. 20 to ca. 100 h, and the oxygen permeation flux
increased slightly from 0.25 to 0.27 cm® (STP) min™" cm™.
After the temperature had been increased from 850 to 1000 °C
in the second, third, and fourth cycles, at the constant
temperature of 1000 °C, a state of increasing fluxes and a
steady state were clearly observed for each cycle. With
increasing number of cycles, the duration of the state with
increasing fluxes increased from ca. 10 to ca. 50 h, and the
oxygen permeation flux increased clearly from 1.37 to 1.78 cm?®
(STP) min™' cm™. The observation of a state of decreasing
fluxes at 850 °C and a state of increasing fluxes at 1000 °C can
be explained by carbonate formation at the grain boundaries at
the lower temperature of 850 °C, followed by thermal
decomposition at the higher temperature of 1000 °C, resulting
in increased porosity of the membrane’s surface on the CO,-
swept side, as shown in Figures 6 and 7. In addition to an
increased surface area, the effect of a locally reduced membrane
thickness due to grain depletion should not be overlooked. The

observed holes varied in dimensions and were not uniformly
distributed on the membrane surface, making it difficult to
exactly determine the effect of the membrane’s reduced
thickness on the permeation flux. However, the observed
depth of the local holes varied between 100 and 150 ym, which
is obviously not sufficient to increase the permeation fluxes
from 1.37 to 1.78 cm® (STP) min™' cm™ Therefore, it can be
concluded that the higher membrane surface area is the crucial
factor for the increased oxygen permeation flux. The increased
porosity of the membrane’s surface on the CO,-swept side can
also explain the fact that, after each cycle, the system needed
more time to achieve a steady state of oxygen permeation flux
because increasing the membrane’s surface area led to the
formation of more carbonate and the higher amount of formed
carbonate required a longer decomposition time at 1000 °C. It
should be noted that the oxygen permeation flux maintained
constant values of 0.74 and 1.18 cm® (STP) min™" cm™ during
the whole time at 900 and 950 °C, respectively. It can be
expected that the formation of carbonate on the PSCF
membrane surface would not take place at 900 °C and above.
It should also be considered that, according to the previously
discussed in situ XRD results, no phase transitions were
expected to occur in the temperature range of 850—1000 °C
used for the thermal cycling and the perovskite-type cubic
symmetry (Pm3m) was maintained during each cycle. Possible
phase transitions could have resulted in mechanical stresses
across the membrane, thus leading to fractures and crack
formation. The absence of cracks was verified by monitoring
the concentration of N, in the effluent, which remained
insignificant during the entire experiment.

Moreover, to investigate carbonate formation at lower
temperatures, additional long-term oxygen permeation meas-
urements were conducted on PSCF membrane M2 at 800 °C
with pure CO, as the sweep gas. After the initial fast decrease of
the oxygen permeation flux from 0.12 to 0.08 cm® (STP) min™"
cm™? in the first 150 h at 800 °C, the oxygen permeation flux
gradually reached a steady state after 300 h. This initial decrease
of the oxygen concentration could be indicative of the local
formation of SrCO; on the membrane’s surface on the CO,-
swept side, which was further explored using SEM and EDX
spectroscopy (Figures S—11). The rate of SrCOj formation on
the membrane surface is dependent on the concentration of
Sr** on the membrane’s surface layer, which decreases with the
operation time at 800 °C. As a result, a steady state can be
observed as the carbonate formation reaction (Sr** + CO;*~ 2
SrCO;) is limited by very low amounts of Sr** on the
membrane’s surface layer.

Structure Characterization and Phase Stability. For the
characterization of the PSCF membrane after long-term oxygen
permeation measurements with 100 vol % CO, exposure on the
sweep side at 1000 °C, X-ray diffraction (XRD) was applied on
both feed and sweep sides of the spent membrane. The
resulting XRD patterns measured at room temperature (Figure
4) indicate that the orthorhombic body-centered perovskite
structure [space group Imma (No. 74)] of the freshly sintered
PSCF membrane was maintained after the long-term oxygen
permeation measurements with CO, as the sweep gas. No
carbonate formation was evidenced, despite the fact that the A
site of PSCF contains 40% alkaline-earth metal ion Sr** because
the carbonate formed at the lower temperature of 850 °C was
decomposed at the higher temperature of 1000 °C, before the
sample was cooled to room temperature.

dx.doi.org/10.1021/am501657j | ACS Appl. Mater. Interfaces 2014, 6, 10274—10282
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Figure 4. Room-temperature XRD patterns of freshly sintered PSCF
membrane M1 (bottom), feed side of the spent membrane (middle),
and sweep side of the membrane after 900 h of CO, exposure and
1000 h of long-term oxygen permeation operation (top). The reflex
positions pertaining to gold from the sealing paste are marked with
asterisks (*).

Microstructure and Elemental Analysis. The surface
microstructure of the PSCF membranes before and after the
long-term measurements with CO, sweeping was studied by
SEM, as shown in Figures 5—7. The elemental distribution was

Figure S. SEM micrographs of the PSCF membrane: (a) fresh
membrane (cobalt oxide particles are marked with white arrows), (b)
feed side of PSCF membrane MI after long-term oxygen permeation
operation with thermal cycling between 850 and 1000 °C.

studied by EDXS. The SEM micrographs of the fresh PSCF
membrane show densely packed grains and a crack-free
membrane surface (Figure Sa). However, some small particles
could frequently be observed on the surface, which were found
to be Co-rich particles (most probably cobalt oxide) using
EDXS mapping. This observation of Co-rich particles was also
found on the fresh La, Sty ,CogsFey,0;_5 (LSCF) membrane
by Klande et al.”* Nonetheless, the elemental distribution
throughout the membrane’s surface and within the grains was
homogeneous. After the long-term measurements for 1000 h,
SEM micrographs of the feed/air side of PSCF membrane M1
showed no deterioration of the microstructure, and the Co-rich
particles almost disappeared from the surface (Figure Sb).
However, SEM micrographs of the membrane’s cross section
(Figure 6a) revealed a high occurrence of the local
disintegration of grains on the sweep side of the membrane,

Figure 6. SEM micrographs of PSCF membrane M1 after long-term
oxygen permeation operation with thermal cycling between 850 and
1000 °C: (a) membrane cross section, (b) formation of a flat hole as
grains disintegrate from the permeate side, (c) cross section of the
unchanged part in the middle of the membrane with densely packed
grains and some closed porosity (black pinholes), (d) microstructure
of the surface of the flat hole showing disintegrated grains.

which led to formation of several spots with alternating grain
depletion (Figure 6b,d) and grain accumulation (Figure 7).

Figure 7. SEM micrographs of the permeate side of PSCF membrane
M1 after long-term oxygen permeation operation with thermal cycling
between 850 and 1000 °C: (a,b) local disintegration of the grains with
different magnifications, (c) microstructure of the disintegrated grains,
(d) unchanged part of the membrane with densely packed grains and
some closed porosity (black pinholes).

This phenomenon could be caused by several thermal cycles
with CO, sweeping. Long dwell times at 850 °C and below in
the presence of 100 vol % CO, could have resulted in the
formation of carbonates in the grain boundaries. The
subsequent temperature rise at the end of each cycle should
have then caused the decomposition of the formed carbonates,
followed by the release of gaseous CO, from the grain
boundaries, resulting in the local disintegration of grains from
the membrane’s surface and the formation of hills/valleys. The
observation of the local accumulation of grains in the form of
hills on the sweep side of the membrane was difficult to explain.

dx.doi.org/10.1021/am501657j | ACS Appl. Mater. Interfaces 2014, 6, 10274—10282
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However, it is plausible that a mechanism similar to the primary
nucleation stage during crystallization could be responsible for
this phenomenon. Furthermore, no additional alteration of the
microstructure could be detected in the inner depths of PSCF
membrane M1 (Figure 6c). The formation of carbonates could
not be verified by the in situ XRD results under pure CO,
atmosphere at temperatures below 850 °C, which might be
because the amount of the carbonate formed in the short dwell
time was lower than the detection limit of the XRD instrument.

PSCF Membrane after 450 h of CO, Sweeping at 800
°C (M2). To investigate the CO, tolerance of the PSCF
membrane at lower temperatures, a long-term oxygen
permeation test was conducted on a PSCF membrane at 800
°C for 450 h of CO, sweeping, followed by SEM, EDXS, and
XRD analyses. The SEM micrographs and the related elemental
EDXS mappings of the sweep side and of the membrane’s cross
section close to the sweep side are depicted in Figures 8 and 9,

Figure 8. (a) SEM micrograph of the sweep side of PSCF membrane
M2 after 450 h of CO, sweeping at 800 °C, (b—f) elemental
distributions by EDXS of the area shown in panel a.

respectively. As expected, no alteration of the microstructure
was observed on the feed side of the membrane. However,
SEM imaging of the CO,-swept permeate side revealed several
spots where local formation of a second phase had occurred on
top of the membrane’s surface. Furthermore, numerous pores
were formed at the grain boundaries, frequently resulting in
dislocation of the grains. The EDXS analysis of the membrane’s
surface indicated that the extra phase was rich in Sr and C, as
shown in Figure 8e,f. A closer inspection of the Sr distribution
depicted in Figure 8e confirms the relative Sr depletion from
the grain boundaries. However, no interconnecting cracks were
observed, which was also in accordance with the absence of N,
leakage in the gas chromatographs. The EDXS mapping of the
membrane’s cross section shows that the Sr-rich layer was

Figure 9. (a) SEM micrograph of PSCF membrane M2 cross section
close to the permeate side after 450 h of CO, sweeping at 800 °C, (b—
f) elemental distributions by EDXS of the area shown in panel a.

approximately 1—2 pm thick (Figure 9a). The formation of
carbonates at 800 °C resulted in a decline in the oxygen
permeation flux in the long run. However, it can be observed
from Figure 3 that, after 150 h of slowly decreasing fluxes, a
steady state was reached for at least 300 h. The existence of a
micrometer-thick continuous carbonate layer was previously
observed by Arnold et al.'” and Klande et al.** In the case of the
PSCF membrane, several isolated patches of SrCO; were
formed on the membrane’s surface. Furthermore, several Co-
rich spots were detected, which were most probably cobalt
oxide particles. The remaining elements, namely, Pr, Sr, and Fe,
were homogeneously distributed. The presence of SrCO; could
also be verified by the subsequent XRD measurements at room
temperature on the spent PSCF M2 membrane (Figure 10).
PSCF Membrane after 300 h of CO, Sweeping at 950
°C (M3). To investigate the effect of CO, on the microstructure
of the PSCF membrane, an additional test on PSCF membrane
M3 was performed using CO, as the sweep gas at 950 °C for
300 h. After this test, the microstructure of the surface of the
PSCF membrane M3 on the sweep side was characterized by
SEM, and room-temperature XRD measurements were
conducted to investigate the carbonate formation on the
surface. The XRD patterns of PSCF membranes M2 and M3
and the corresponding SEM micrographs of their CO,-swept
sides are depicted in Figure 10. Although the formation of small
amounts of carbonate on membrane M2 (after long-term CO,
sweeping at 800 °C) is obvious, no carbonate formation on the
M3 membrane surface was observed. In addition, no local
disintegration of grains on the membrane surface on the sweep
side of membrane M3 was observed in the SEM micrograph. In
addition, the SEM micrograph of membrane M2 clearly exhibits
pore formation at the grain boundaries due to strontium

dx.doi.org/10.1021/am501657j | ACS Appl. Mater. Interfaces 2014, 6, 10274—10282
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depletion, as was previously confirmed by EDXS analysis
(Figure 8). The EDX mapping of the elements on the sweep
side of membrane M3 also confirms a homogeneous elemental
distribution and no detectable carbonate formation. By
combining the results of the long-term operation of PSCF
membrane M1 at 900 °C with constant fluxes during the third
thermal cycle and no carbonate formation on the surface of
PSCF membrane M3 at 950 °C, it can be deduced that the
PSCF membrane exhibits an excellent stability in CO, at 900
°C and above.

Comparison of the Oxygen Permeabilities of PSCF
and LSCF Membranes. The comparative results of oxygen
permeation measurements conducted on the 1-mm-thick PSCF
membrane and the previously reported Lay¢Sr,CogsFe,05_5
(LSCF)** membrane with the same thickness are shown in
Figure 11. As can be seen, our PSCF perovskite membrane
provided higher permeation fluxes than the LSCF perovskite
membrane, which also had 40% Sr on the A site. For instance,
at 950 °C, the PSCF membrane exhibited an oxygen
permeation flux of 0.54 cm® (STP) min™' cm™, which was
slightly higher than the 0.30 cm® (STP) min™' cm™ value
measured on the LSCF membrane with the same sweep gas
(He). It should be noted that, at a lower temperature of 850
°C, the PSCF membrane had a higher permeation flux in an
air/CO, oxygen gradient in comparison to the LSCF
membrane in an air/He oxygen gradient. Nevertheless, in
terms of CO, stability, the LSCF membrane also exhibited a
good tolerance in CO, atmosphere after more than 200 h of
operation at 900 °C,** which was similar to the tolerance of our
PSCF membrane.

It is expected from the ionic radii of Pr’* (132 pm) and La’*
(136 pm)26 that replacing Sr** (144 pm) with Pr should result
in a smaller unit cell than replacing Sr** with La. Nevertheless,
the data analysis of the in situ XRD measurements shows a
negligible difference in lattice parameters of the cubic
perovskite structures at 1000 °C, with 39.3 and 39.4 pm for
PSCF and LSCEF, respectively.* However, from a steric point
of view, doping the A site with a smaller rare-earth cation could
increase the oxygen-ion mobility in the cubic perovskite lattice,
which is in accordance with the geometric calculations of Kilner

- B PSCF, He swept -
i O PSCF, CO, swept o
— A LSCF, He swept
I3 A LSCF, CO, swept
L 064
2= u
E o
o
:'Z’_ 0.4 .
E O A
£ 0.2 u A
[} & 7N
m]
0.0 T v T - T - T - T
800 850 900 950 1000

Temperature (°C)

Figure 11. Temperature-dependent oxygen permeation fluxes of 1-
mm-thick PSCF (square) and LSCF (triangle) disk membranes. Feed
side: 150 cm® (STP) min™" of synthetic air. Sweep side for PSCF: 50
cm?® (STP) min™" flow rate of He (solid) and CO, (open). The oxygen
partial pressure gradient [In(Pg, fed/Po,permeate)] across the PSCF
membrane at 950 °C was 2.894 with He as the sweep gas. Sweep side
for LSCF: 30 cm® (STP) min™" flow of He (solid) and CO, (open).
The oxygen partial pressure gradient across the LSCF membrane at
950 °C was 2.996 with He as the sweep gas.**

and Brook on LnAlO; systems (Ln = lanthanides), predicting a
slight decrease in the oxygen migration enthalpies with
decreasing dopant (here, rare-earth metal) ionic radius, for a
fixed B-site composition.*® In the comparative case of LSCF
and PSCF, both materials contain 40 at. % Sr at the A site of
the perovskite. However, the smaller ionic radius of Pr
compared to La could facilitate oxygen-ion migration through
the saddle-point configuration (the triangle of two A-site and
one B-site cations), according to various studies.>®3%3*
Furthermore, it should be noted that Pr can simultaneously
exist in the two valence states of Pr’* and Pr* in its oxide
form,> whereas La*, with the highest fourth ionization energy
among lanthanides and the xenon noble-gas electron
configuration, maintains its trivalent oxidation state.>® The
concurrence of different valence states of Pr** and Pr*" could
also be beneficial to the dissociation and reduction of molecular
oxygen on the membrane’s surface. Furthermore, Ishihara et al.
reported high dissociation rates of molecular oxygen into ionic
oxygen, which might be related to the facile redox cycle of Pr**/
Pr** in Pry4Sry,MnO,>" thus contributing to faster surface-
exchange kinetics, when considering the dissociation of
molecular oxygen at a Pr-terminated surface as in the following
reaction using Kroger—Vink notation

L X J 1 L] L]

Pry Vo 'Pry, + —0, — Prj O5Pry,

2 (1)

where Prps and Prp, are Pr’* and Pr*, respectively, and Vg is
an oxygen vacancy.

4. CONCLUSIONS

The perovskite-type mixed-oxide conductor
Pry Sty 4Cog sFeqsO5_5 was successfully prepared by a conven-
tional sol—gel citric acid/EDTA complexing method. In situ
XRD measurements revealed a structure transition from
orthorhombic perovskite symmetry to rhombohedral symmetry
at 500—600 °C and a second phase transition from
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rhombohedral to cubic at 700—800 °C. In comparison with the
extensively studied Laj¢Sry,CogsFeq,0;_5 (LSCF) materials
under similar conditions, the PSCF membrane shows higher
permeation fluxes because of the smaller ionic radius of the Pr**
cation, which can decrease the potential energy barrier of
oxygen migration. The fact that Pr can simultaneously exist in
two valence states, Pr’* and Pr*', not only could facilitate
oxygen migration in the lattice from a steric perspective, but
also could enhance the dissociation rate of molecular oxygen
into jonic oxygen. A series of long-term oxygen permeation
studies and chemical stability tests conducted on PSCF
membranes showed that the PSCF membrane exhibits an
excellent CO, tolerance and a high oxygen permeation
performance at 900 °C and above, which suggests that PSCF
can be considered as a promising candidate for applications in
chemical processes involving the oxyfuel concept for CO,
capture in this temperature range.
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