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Abstract

This study presents an investigation of the properties of (Lag¢Sro.4)g99FeO3_s (LSF40) covering thermomechanical properties, oxygen
nonstoichiometry and electronic and ionic conductivity. Finally, oxygen permeation experiments have been carried out and the oxygen
flux has been determined as a function of temperature and driving force.

The electrical conductivity was measured using a 4 probe method. It is shown that the electrical conductivity is a function of the charge
carrier concentration only. The electron hole mobility is found to decrease with increasing charge carrier concentration in agreement with

recent literature.

Values of the chemical diffusion coefficient, Dchem, and the surface exchange coefficient, kg, have been determined using electrical

conductivity relaxation. At 800 °C Dcpen 1s determined to be 6.2 x 10"%cm?s

25! with an activation energy of 137kJmol™". The surface

exchange coefficient is found to decrease with decreasing oxygen partial pressure.

Oxygen permeation experiments were carried out. The flux through a membrane placed between air and wet hydrogen/nitrogen was
Jo, ® 1.8 x 10~ molem™2s~! (corresponding to an equivalent electrical current density of 670mA cm~2). The oxygen permeation
measurements are successfully interpreted based on the oxygen nonstoichiometry data and the determined transport parameters.

© 2007 Elsevier Inc. All rights reserved.
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1. Introduction

Materials in the system La;_,Sr,FeO;_s (LSF) have in
recent decades been investigated intensively. LSF has a
perovskite structure. The perovskite materials have the
general chemical formula ABO; where A is a large metal
ion, typically a rare earth or alkaline earth metal, and Bis a
small cation, typically a transition metal. LSF exhibits high
oxygen ion (~0.5Scm~!) and electronic conductivity
(~100Scm™") at 1000°C. Furthermore, LSF can be stable
in a reducing atmosphere and have good electro-catalytic
properties for the reduction of oxygen. Due to these
properties Sr substituted LaFeOs_s is interesting for
application as cathode material in a solid oxide fuel cell
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(SOFC) and as a membrane material for the partial
oxidation of methane.

The possible applications have led to detailed studies of
the mechanical properties [l], defect chemistry [2-6],
electronic transport properties [4,7-9] oxygen transport
properties [10,11] and oxygen permeation [12] studies.

In each of the above-mentioned studies only a single or few
material properties were studied and discussed. We believe
that it is very valuable to measure all of these properties for
one single composition prepared in one laboratory. The main
motivation of this study is thus to investigate the properties of
the system (Lag¢Sro4)y99FeO3_s. We put special emphasis
on relating the observed oxygen flux through a membrane
with the oxygen nonstoichiometry, electronic and ionic
conductivities and the catalytic properties.

We have studied the thermal expansion and the chemical
expansion of the material. The oxygen nonstoichiometry
has been measured as a function of the oxygen partial
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pressure, po,, and the temperature, 7, using thermogravi-
metry. Electrical conductivity and electrical conductivity
relaxation measurements have been carried out to deter-
mine the electronic and ionic transport parameters. Finally,
the oxygen permeation through a membrane has been
measured at different temperatures and p, -gradients.

When giving a formula as LaggSrg4FeOs_s, it is
tentatively assumed that no vacancies exist on the A- or
B-site. This is incorrect due to simple thermodynamics and
mainly because there will always be an uncertainty in the
purity content and concentration/amount of the raw
materials used for synthesizing the perovskite. From our
own experience we find it challenging to synthesize a
composition where |1 —[A]/([B] 4+ [A])| <0.001. If a small
amount of excess iron oxides or cation vacancies inflicts
physical properties such as the oxygen transport properties
(chemical diffusion coefficient and surface exchange rate),
it is imperative to know what excess component is present.
We have therefore chosen to study the nominal composi-
tion (LageSro4)ge9FeOs_s (LSF40). We are thus certain
that we have an A-site deficient perovskite or that an iron
rich compound is present in a small amount.

We have assumed that we have 1% cation vacancies on
the A-site when analyzing our data. We compare our
results with literature values given for the composition
Lag¢Srg4FeO;_s as this is the closest relevant composition
given in the literature. We feel confident that properties
such as the electrical conductivity, thermal expansion and
defect chemistry will not be affected by the slight
nonstoichiometry between the A- and B-site. The oxygen
transport properties may of course be grossly effected by
the nonstoichiometry between the A- and B-site [13];
however, in this study we know that we have an A-site
deficient or iron rich perovskite. This gives us an advantage
compared to other studies, where it is unknown if one has
excess lanthanum/strontium or iron in the structure.

2. Theory
2.1. Defect model for (Laj_xSry),FeOs_s

Materials in the system (La;_,Sry),FeOs;_s; can show
large variations in oxygen stoichiometry. J is the oxygen
nonstoichiometry defined as 6 = ¢y V', where ¢y is the
molar oxygen vacancy concentration and V' is the molar
volume. The oxygen stoichiometry in the (La;_,Sr,),FeOs_;
system can be well described using a point defect
model [5,6,8,10,14]. The point defects considered are given
in Table 1 where the Kroger—Vink notation has been used.
Lanthanum ferrite (LaFeOs) is used as the reference
composition.

Dissolution of SrFeOs in LaFeO3; can be described as

LaFeO3 _ .
SrFeO; — " Sry, + Feg, + 30§. (1)

The dissolution of SrFeOs results in the formation of Fep,.
The defect equilibrium is established through the following

Table 1
Point defects considered in (La;_,Sry),FeO;_;
A-site B-site O-site
Lay, (La*") Fey, (Fe'*) 0g (0*)
Sry, (Sr*™) Fej, (Fe*™) V4
vy Fey, (Fe*")

Vi,

Lanthanum ferrite (LaFeOs) is used as reference for the Kroger—Vink
notation. The chemical equivalent of the specie is given in parenthesis.

two reactions:

V§ + 2Fef, + 10, = O + 2Fep,, (2)
2Fef, = Fep, + Fef.. (3)

The first reaction is the oxygen incorporation into the
perovskite matrix resulting in the annihilation of oxygen
ion vacancies and the formation of tetravalent iron. The
second reaction is a charge disproportionation reaction [8].

Wernhus [5,6] suggested that a Schottky reaction also
takes place in the LaFeO; system, at high oxygen partial
pressures, pg, > 10~ atm:
nil = V[, + VL, 4+ 3V{,. @))]
For the material considered here with 40% Sr doping on
the A-site, the effect of the Schottky reaction is negligible
as compared to the effect of the extrinsic defects and we
have therefore neglected this reaction.

We have synthesized the nominal composition
(LageSro4)o99FeO3_s. We have assumed that the doping
has resulted in the creation of 1% A-site vacancies instead
of the composition Lag¢Srg4FeO;_s with iron oxide
particles included in a perovskite matrix. We thus have
[Vi"1=0.01 and [V/2] = 0.

A number of conditions apply to the defect chemical

equilibria. These include site restriction and charge
neutrality. The A-site restriction gives

[Laj,] +[Sri ]+ [VA]= 1. (5
For B-site restriction,

[Feke] + [Feg] + [Feg] + [Vi] = 1. (6)
For O-site restriction,

[O5]+ [Vol = 3. ()
And finally the electro-neutrality condition is

2[Vo] + [Fepl = [Fep] + [Srp, ] + 3[VI,] 4 3[ V] ®)

Insertion of the expressions for the chemical potential of
ideally diluted defects into the equilibrium condition for
reaction (2) and (3) gives the mass action-type equations:

O5NFerl _ .
PolFer Vel 0F .
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[Fepl[Fer.]
[Fer. I’
where Koy and Kp. are the equilibrium constants of the

corresponding reactions.

= KFes (10)

2.2. Electrical conductivity relaxation

The sample used for electrical conductivity measure-
ments had a well-defined rectangular bar shape with
polished surfaces. Changes in the ambient pg, will change
the electrical conductivity of the sample due to the new
defect equilibrium. The change in electrical conductivity
can, because of the well-defined geometry, be correlated to
diffusion of oxygen ions in the samples. This method is
henceforth referred to as electrical conductivity relaxation
and is well described in the literature for obtaining oxygen
transport properties [10,13,15-17]. According to Carslaw
and Jaeger [18] the solution to the two-dimensional
diffusion problem with a first order surface reaction can
be described using the equation

a(00) — (a(1)) _ izLi exp(— By Dchemt/ %)
o(00) —0(0) & B (Br + L2+ L)

y izﬁ exp(—f;, zzcmmz/zi)
n=1 ﬁn)(ﬁn) +L +Ly)

At time 0 the py,around the sample is suddenly changed.
a(00), o9 and (o;) are the electrical conductivities in the
new equilibrium situation, at the time of the gas change
and at time ¢, respectively. Ly = [\kgx/Dchem and B, is
the nth positive root to the equation f,  tan 8, , = L. kgx
is defined from the equation jg, = —kgx(Cpp-(2)|s—
C2-(00)l,), where jg, is the flux of oxygen ions through
the surface of the sample. C-(00)|, is the equilibrium
concentration of oxygen ions (or vacancies) at the
surface corresponding to the new pg,. Coa-(?)l, is the
concentration of oxygen ions (or vacancies) at the surface
at time ¢.

A two-dimensional solution is used since the conductiv-
ity is measured over a short distance in the center of a long
sample [19]. The chemical diffusion coefficient and surface
exchange coefficient have been determined by fitting Eq.
(11) to the change in conductivity following an abrupt step
in the ambient pg, . Further details on the fitting routine
can be found in [20].

(11)

2.3. Oxygen permeation measurements

The oxygen permeation through membranes of
La;_,Sr,FeO;3_s system has been investigated in detail by
tenElshof et al. [12] at high oxygen partial pressures
Do, > 1073 atm where the electronic conductivity is high. In
this study the membrane has been operated in mixtures of
nitrogen and air (pg, >10" 3 atm) and also under reducing
conditions  pg, <10~ Yatm. In the latter regime the
electronic trdnsfer number is no longer close to unity.

Therefore, it is necessary to use the ambipolar conductivity
instead of the oxygen ion conductivity in order to describe
the oxygen permeation precisely. Below, a summary is
given of the equations used for describing the oxygen
permeation through mixed ionic electronic conducting
(MIEC) membranes. For further details on the oxygen
permeation the reader is referred to [14,21-23].

The oxygen flux, Jo,, through a membrane can be
calculated using the Wagner equation:

/
RT In 70, Oel02-
02 ==
1

e dinp (12)
212 0y

4 F L n p/c,)z’s O¢l + 0-02— 2

where o> is the oxide ion conductivity, g is the
electronic conductivity, L is the thickness of the membrane,
R is the universal gas constant and 7T is the absolute
temperature. p’OQ,S is the oxygen partial pressure defined by

the defect equilibrium at the surface of the membrane on
the high-pg,side. pgzs is the oxygen partial pressure defined

by the defect equilibrium at the low-pg side. Eq. (12) is
valid through the entire pg -range and is used when
Po <107 atm when modelhng the oxygen permeation
measurements.

In the limits where the electronic conductivity is large
(052 <0e), Eq. (12) reduces to

RT [P0,
Jo, = 5 / oo din po,. (13)
2,8

02— can be calculated using the Nernst-Einstein relation-
ship [21]:

S 4F?cp-Do _ 4F*[05]1Do _ 4F*[V{]Dy ”
o = = = , (14)
RT RTVy RTVy

where Dg is the oxygen component diffusion coefficient
and Dy is the vacancy diffusion coefficient. The equivalent
electrical current density, i, corresponding to the oxygen
flux through the membrane is

i=4FJo,. (15)
Substituting Egs. (15) and (14) into Eq. (13) we obtain:

. DyF
i= VML/lnp (3dlnp02 (16)

Here, we have assumed that Dy is independent of [V{].
Notice, that Eq. (15) is an approximation only valid when
pgz > 107>, when the electronic conductivity is much higher
than the ionic conductivity.

The driving force for the surface exchange reaction is the
difference in the chemical potential of oxygen across the
surface. Assuming linear electrode kinetics for the surface
exchange reaction, the current density is proportional with
the overpotential, #. # can thus be expressed from the
oxygen concentration in the gas phase and the oxygen
concentration defined by the defect equilibrium in the
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surface of the MIEC, pg,, . This gives

, RT . [ Po
. RT . [ Po
= iy = —— | 2 18
nan ran 4F n <P62,5> > ( )

where, r. and r,, are the area-specific equivalent
resistance describing the cathode and anode reaction,
respectively. The area-specific resistance of the interface
region can be calculated from the surface exchange
coefficient, ko, measured in a nongradient driven experi-
ment such as a '°0/'®0 tracer diffusion experiment, using
the relation [24]:

_RT 1
4F2(jo(p02qu)ko(p02’S).

ko can be related to the surface exchange coefficient, kgy,
measured in a gradient driven experiment such as in
electrical conductivity relaxation using the relation ko =
kex/y [10]. y= 1/21616lnp02/61nco where co is the
concentration of oxygen ions [21]. Hendriksen et al. [22]
have given an algorithm to solve the bulk permeation
combined with the surface exchange reactions. In this way,
knowing the defect chemical equilibrium and the transport
parameters, prediction of the flux through the membrane is
possible.

r

(19)

3. Experimental

We have used the glycine—nitrate route to prepare LSF40
[25]. Stock solutions were prepared by dissolving the
nitrates of the metal ion in distilled water (pg. =
18.2MQcm). All the raw materials had a purity of 99.9%
or better. The concentration of the metal nitrate solutions
was carefully determined by thermogravimetry. The nitrate
solutions were mixed in the correct stoichiometric amount
and glycine was added, such that the stoichiometric
amount of glycine to that of the stoichiometric amount
of the nitrates was 0.548. When the nitrate and glycine
react, it takes place according to the reaction [26]

9
;M(NO;,)X + 5SNH,CH,COOH —

2
10CO;, + 7N, + ;Hzo + %Mox/2a (20)

where M is a metal ion. The reaction is very exothermic but
the heat of evaporation of water consumes a lot of the
released energy ensuring a controlled reaction. The
glycine—nitrate route gives a uniform powder with a small
grain size (< lpm). The powder obtained from the
synthesis was calcined at 900 °C for 24 h in order to obtain
a single phase material with a uniform cation distribution.
The calcined powder was ball milled in ethanol for 24 h.
Samples of the perovskites were prepared by using
polyvinyl alcohol (PVA) (MW = 100.000 gmol~!) as bin-

der. Samples were pressed uniaxially followed by isostatic
pressing at 325 MPa. Samples were sintered at 1200 °C for
4h and at 1150°C for 16 h and slowly cooled in order to
avoid fragile ceramics. The samples for dilatometry,
thermogravimetry, electrical conductivity and electrical
conductivity relaxation measurements were prepared using
the above method.

Due to problems in obtaining dense samples of LSF40,
powders were also prepared by a modified Pechini route
[27]. The sample for the oxygen permeation experiment
was thus prepared by mixing the aqueous nitrate solutions
in the correct stoichiometric ratio. The total amount
of cations in mole is designated by N;. 4N; citric acid
was added to the solution. The solution was heated
to 80—90°C and 2N; polyethylene glycol (MW =
200 gmol™") (PEG 200) was added to the solution. The
solution was heated to the boiling point on a hot plate for
several hours until no further reaction could be observed.
The powder was further heated to 300°C in a furnace.
Subsequently, the powder was removed from the beaker
and precalcined at 600 °C for 12 h and crushed and calcined
at 1000°C for 12h. The preparation with pressing and
sintering was carried out in the same way as with the
powder from the glycine—nitrate method.

Phase purity and lattice parameters of the compositions
were determined using a Stoe Bragg—Brentano X-ray
diffractometer with Cug, radiation.

The dilatometry measurements were carried out in a
Netzsch 402C dilatometer. A sample of Al,O3 was tested
on the equipment prior to use. The expansion curve of
Al,Os3 upon heating was within 4% similar to literature
data.

The density of the sample used for dilatometry was p =
5.82gem™ which corresponds to 94% of the density
determined from X-ray diffraction (XRD). Table 2 shows
the experimental program to which the sample was
subjected. At oxygen partial pressures lower than
Po, <8.84 x 10~ atm the sample contracted with decreas-
ing po,. This is attributed to degradation or sintering of the
sample. No measurements with physical meaning could be
obtained in this region. When the sample was removed
from the dilatometer, it seemed intact; however, the sample
was fragile and small pieces fell off upon removal from the
equipment. The sample holder in the dilatometer had
turned reddish (Fe,O3) indicating evaporation of iron.

A sintered pellet of LSF40 was crushed and used for the
thermogravimetry measurements (Seiko TG/DTA 320U).

Table 2
Experimental conditions during the dilatometry experiment

T'start (QC) TEnd (JC) Rate (OC min_l) Po, (atm)
20 1000 1 0.209

1000 1000 0.209

1000 1000 1.10 x 1073

1000 1000 8.84 x 1071
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At 800, 900, 1000, 1100 and 1200°C (£2°C) the oxygen
partial pressure over the sample was varied using mixtures
of nitrogen and air (10~* atm <po, <0.209 atm). The total
flow over the sample was 300 mImin~' (standard tempera-
ture and pressure (STP)) and was controlled using Brooks
5850s flow controllers. The py, was measured downstream
from the thermogravimetric analyzer using a zirconia
oxygen sensor. Following the measurements in nitrogen/
air, the po,was varied using carbon dioxide and 9%
hydrogen in nitrogen at 900, 1000, 1100 and 1200 °C. These
mixtures give oxygen partial pressures below 107> atm.
After thermogravimetry the phase purity was investigated
again using XRD. A hexagonal perovskite phase with very
high crystallinity was found.

A rectangular bar with dimensions 0.149 cm x 0.147 cmx
1.716cm, to be used for the conductivity relaxation
measurements, was cut from a larger sintered sample. The
bar was very fragile and therefore only polished with SiC-
paper #1000. The density of the sample was 92% of the
density determined from XRD. The electrical conductivity
of the sample was measured using a 4 probe technique.
A current of 10mA was applied through the sample and the
voltage drop was measured over a well-defined distance
(0.5cm) in the center of the sample. The sample was placed
in a quartz tube in which the atmosphere could be changed
rapidly (<10s). After heating to the desired temperature,
the oxygen partial pressure was changed by varying the flow
rates of nitrogen and air. The flows of nitrogen and air were
controlled using Brooks flow controllers. The total flow was
kept constant at 250 mImin~! (STP).

Fig. 1 shows a schematic of the equipment used for the
oxygen permeation experiment. The studied membrane had
a thickness of 1.34mm and a diameter of 15.3mm. The
sample was 95% dense (geometrical density) when
compared to the density determined from XRD. The
membrane was polished thoroughly with SiC-paper #1000
followed by 6 pm diamonds and finally an SiO; suspension.
The membrane was placed between two alumina tubes with
an inner diameter of 10.25 mm. Between the alumina tube
and the membrane, a gold ring is placed on both sides

N,/O,; H,O/M,/O,

it

(@

MIEC

(© ©)

Air

Fig. 1. Schematic of setup used for the oxygen permeation measurements.
(a) Thermocouple; (b) gold seals; (c) sweep gas compartment. The arrows
indicate the flow direction. A similar flow pattern applies for the air side.

(200 um thickness) for sealing. The area exposed to the
gases is therefore approximately 0.825cm?. A second
alumina tube is placed within the outer alumina tube
providing a gas outlet. It terminates approximately 1 mm
above the membrane. A thermocouple is placed within the
inner alumina tube such that it is close to the membrane
(<1mm). The gas is blown in via the space between the
outer and inner alumina tube and the gas exits via the inner
alumina tube. This arrangement ensures that no stagnant
gas layer is present close to the membrane. The setup is
placed in the hot zone of a 40 cm long tube furnace. The
membrane was heated to 1000 °C. The sealings between the
alumina tubes and the membrane were observed to be gas
tight after 24 h.

In all the experiments air was fed to one side of the
membrane with a flow of approximately 100mlmin~'
(STP). The other side of the membrane was first exposed to
different mixtures of nitrogen and air (pg, > 1075 atm) at
1000 and 850°C. The oxygen partial pressure was
measured upstream and downstream of the membrane.
The increased oxygen content in the gas (downstream of
the membrane) is assumed to originate from the oxygen
permeation through the membrane. Knowing the flow rate
of the gas, the oxygen permeation through the membrane
can be calculated. The oxygen flux has been corrected due
to edge effects according to the procedure described by
Crank [28]. The correction is Fy/F = 0.919, where F is the
measured permeation and Fy is the permeation without
edge effects.

When the flux had been measured with nitrogen/air
mixtures on the low-pg, side, the anode gas was shifted to
wet hydrogen/nitrogen mixtures. The oxygen permeation is
in this case calculated from the increase in the oxygen
partial pressure and the increase in water content. Oxygen
permeation experiments were carried out in the tempera-
ture range of 500-1000 °C.

4. Results and discussion
4.1. Structure

All reflections in the XRD pattern of a dense membrane
of LSF40 could be assigned to a hexagonal perovskite
phase, with space group R3c. The lattice constants were
determined to ap = 5.530, ¢, = 13.426. The results ob-
tained in this study are in agreement with literature values,
e.g. Dann et al. [29] and Menon et al. in [30].

4.2. Dilatometry

Fig. 2 shows the relative change in length upon heating
(left axis) for LSF40. The thermal expansion coefficient, o,
defined as « = 1//0l/0T is shown on the right axis. At
100°C, o= 112 x 107°K~" which increases to 14.0 x
107K =" at 600°C. For T'>600°C the thermal expansion
coefficient increases from 14.0 x 107 to 23.8 x 1076 K.
This is attributed to chemical expansion caused by the loss
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~ 08 - 1451 . . . . . .
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Fig. 2. Relative length (in percent, left axis) as a function of the temperature. Also shown is the linear thermal expansion coefficient, o (right axis). In the
inset is shown the change in relative length (in percent) as a function of the oxygen nonstoichiometry at 1000 °C. The line shows the best linear fit to the
relative length as a function of the oxygen nonstoichiometry. The value of the chemical expansion coefficient, f3, is depicted in the figure. The error bars
are shown for one point and the magnitude is representative for the remaining points.

of oxygen from the lattice [31]. The integral thermal
expansion coefficient, oy, defined as

TTOI «T)dT

- (21)

Olint =
has, in the temperature range of 100—600°C, been
calculated to oy = 12.9 x 107°K~!. Fossdal measured
the thermal expansion coefficient for LageSro4FeOs_;
using dilatometry [32]. In the temperature range RT <
T <600°C a value of (13.4 + 0.4) x 107° K~! was found. In
the temperature range 600°C< 7T <1000°C values in the
range 13.4 x 107°—(25.7 4 0.6) x 10" K~! were obtained.
The values in Fig. 2 are thus in good agreement with
the values measured by Fossdal. Fossdal et al. [32] also
found that LageSrg4FeO;_s5 undergoes a phase transition
from rhombohedral to cubic at 850+ 50°C. Adler
found a value of oy = 15.4 x 107K ™! for the composi-
tion Lag¢Srg4CogrFepsO3_s in the temperature range
100°C< T <600°C [31]. The addition of Co thus increases
the thermal expansion coefficient. In the temperature range
of 100—1000°C the integral thermal expansion coefficient
has been calculated to oy = 16.2 x 107 K~! for LSF40. It
is also observed from Fig. 2 that o becomes constant in the
range 850 <7 <1000°C. Assuming constant values of the
thermal and chemical expansion coefficient, this must
indicate that 00/0T is constant, cf. Eq. (22) below.

In order to analyze the chemical expansion further, the
inset in Fig. 2 shows (/ — /y)/ly (/p is the sample length at
RT) as a function of the oxygen nonstoichiometry. The
data were obtained by changing the py,around the sample.
Only three points were valid to include in the graph, air

(Po,= 0.209atm), CO, (po2=1.1x10*3atm) and one
mixture of CO, and H, (po2= 8.8 x 10_“atm). The
oxygen partial pressures have been converted to values of
0 using oxygen nonstoichiometry data (presented in
Section 4.3). The chemical expansion coefficient, f,,
defined as

=1y
= p,0
=5

has been calculated to 3.7 £ 0.3% from the data depicted in
Fig. 2. This can be compared to a value of 2.4 £+ 0.5% for
(Lag6Sro4)g99 CoO3_s [33]. Thus, it can be concluded that
(La, Sr)FeO;_; perovskites expand more on reduction than
(La, Sr)Co0Os;_; perovskites for the same changes in 9.

(22)

4.3. Oxygen nonstoichiometry from thermogravimetry

Fig. 3 shows the oxygen nonstoichiometry as a function
of log(po,) at different temperatures. The clearly observed
plateau is assumed to correspond to electronic stoichio-
metry ([Srj,] + 3[VX])/2 and has been used as reference
point for the determination of the absolute oxygen content
in the material. This plateau could be determined with very
high accuracy (6 was within the range +0.001) at 900°C.
We have not observed iron oxides in the material and from
the amount of material used in the synthesis up to 1%
cation vacancies may have formed on the A-sites. From
studies by Waernhus we are, however, skeptical regarding
the formation of such large concentrations of A-site
vacancies, since these only form to a very small extent in
LaFeOs; [5,6]. If one assumes that iron oxides form instead
of A-site cation vacancies, the oxygen nonstoichiometry
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Fig. 3. Oxygen ion vacancy concentration as a function of log(po, ). The
solid lines show the best fit to the point defect model presented in Section
2.1. The maximum value of the error is shown for 7' = 800°C.

curves should be shifted downwards such that the plateau
is at a vacancy concentration of ¢ =0.20. We have
therefore estimated the uncertainty of the measured values
of 0 on the absolute scale to be £0.015, whereas relative
changes in 0 with changing po, at one temperature are
determined with an uncertainty better than +0.005. When
lowering the po, (at a constant temperature) or increasing
the temperature (at a constant pg,), the oxygen vacancy
concentration increases. The solid lines represent the best
fit using the point defect model described in Section 2.1.
Values of Kox and Kg. are given in Table 3.

Expressing the changes in standard Gibbs free energy,
standard enthalpy and standard entropy for each of the
reactions i (reaction (2) and (3)) we get the relationship

RTInK; = —AG) = —AH! + TAS!. (23)

Values of AH; and AS; have thus been determined by
plotting In(K) against 1/7T. The slope gives —AH"/R and
the intercept with the second axis gives AS?. The values of
the enthalpy and entropy changes of the reactions are
compared to values reported by Mizusaki et al. [2] in
Table 4. The values measured in this study are observed to
be in good agreement with the values by Mizusaki et al.

It should be noted that the point defect model is
observed to fit well at 1100 and 1200°C. However, for
1000, 900 and 800°C a slight deviation between the point
defect model and the measured data is observed.

Fig. 4 shows the thermodynamic enhancement factor
defined as 1/2¢¢(0 Inpy,)/(@1nco) where co is the concen-
tration of oxygen ions [21]. £ is the electronic transference
number and has been calculated from electrical conductiv-
ity measurements presented in Section 4.4. t is approxi-
mately 0.6-0.8 in the region 107! atm < p07<10*15atm,
but for po,>10"*atm, 14>099. For ~0.209atm>
Po,> 10~ atm the value of y is approximately 100 for T =
900 and 1000°C. The inset shows 7 in the entire measured
Po,-range as calculated from the point defect model at
1000°C. Also shown is the actual measured value of y

Table 3
Equilibrium constants determined by fitting the model described in
Section 2.1 to the measured data

T (°0O) Kox (atm'/?) Kr.
800 4.2 x 1072 6.32 x 1077
900 1.15 x 107! 231 x107°
1000 1.59 x 107! 7.73 x 1076
1100 4.96 x 107! 1.60 x 107°
1200 6.10 x 107! 1.73 x 1073
Table 4

Standard enthalpy and entropy changes for the reactions presented in the
theory section. Values in parenthesis are from Mizusaki et al. [2] for
LagSro4FeO3_s

Redox reaction Disproportionation reaction

90.0 £ 9.5 (97.5)
57.7+£7.6 (67.7)

114.8 £ 13.4 (120.0)
~102 £ 10.8 (=4.7)

AH® (kJmol™")
AS" (Jmol ' K)

obtained from a third degree polynomial fit to the
measured data. y becomes large (~1000) at 1000 °C in the
range 10~ atm < Po, < 10~ 7 atm. In this region changes in
the po, do not lead to significant changes in the
oxygen nonstoichiometry, thereby resulting in a large value
of 7. Evidently, from the inset a slight deviation between
the values of y deduced from the polynomial fit to the
oxygen nonstoichiometry measurements and the value
deduced from the point defect model is observed. In order
to obtain more precise values of the oxygen transport
properties, we have used the polynomial fit curves as these
represent the variation of 6 with pg better than the point
defect model.

4.4. Electrical conductivity of LSF40

Fig. 5 shows the electrical conductivity of LSF40 as a
function of log(po,). A pn-transition is observed at 1000°C
in the pg,-range of 1071°-10""atm. At 900°C the pn-
transition has moved to lower pg approximately in the
range of 107'2—10"'® atm. From the pn-transition at 900
and 1000°C, the value of the electronic band gap, E,, can
be calculated. Extrapolating the p- and n-type conductiv-
ities, one determines a minimum value of the electronic
conductivity oy,. This has been done for the temperatures
1000 and 900°C. When calculating the band gap it is
assumed that the mobility of the electrons, p,, equals the
mobility of the electron holes, p,, and that the mobilities
are independent of the temperature. At the minimum
conductivity n = p and under the assumption p, = pu, it
follows that omin = 2nu,e = 2pu,e. The band gap can then
be calculated using the relation n=p = /NcNyexp
(—Ey/2kgT) [34], where Ncy is the effective density of
states of the electrons/holes in the conduction and valence
bands which equals Ncy = 2Q2mm? kT /I*)?, kg is the
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Fig. 4. Thermodynamic enhancement factor of LSF40 at 1000, 900 and 800 °C. y is defined as 1/2 ¢ (01n Po,) /(@1In ¢o). The curves have been calculated
by fitting a third degree polynomial to the oxygen nonstoichiometry data. The solid line in the inset shows the measured value of y as a function of log(pe, )
at 1000°C in the entire measured po,-range. The dotted line is calculated using the point defect model.
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Fig. 5. Electrical conductivity as a function of log(py,). The solid lines
indicate the slopes -i-}1 and —%.

Boltzmann constant, / is the Planck constant and m}, is
the effective mass of the electron/electron hole. In this case
m;, has been set equal to the electron mass. In this way the
band gap has been calculated to £, = 1.4eV. However, the
uncertainty is estimated to be approximately 0.7eV. It
should be noted that the band gap in this study has been
calculated on the basis of a slope determined from two
points, and therefore has such a large uncertainty.

In order to see if the electrical conductivity can be
described as a small polaron type, Fig. 6 shows the
electrical conductivity as a function of the site fraction of
tetravalent iron (calculated from the oxygen nonstoichio-
metry data). In the calculation it is assumed that the
remaining iron is trivalent.
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Fig. 6. Electrical conductivity as a function of [Fe**] for data recorded
with po, >107> atm. The lines indicate fits to the models presented in
Section 4.4.

From Fig. 6 it must be concluded that within the
uncertainty the electrical conductivity in the p-type region
is independent of the temperature and only depends on the
charge carrier concentration. A similar result was also
found by Patrakeev [4]. It should be noted that the slight
upward curvature of the c—[Fe**] curve is indicative of a
mobility that varies with the charge carrier concentration.
The lack of thermal activation of the electrical conduction
(or even decreasing electrical conductivity with the
temperature at a constant charge carrier concentration) is
surprising since LSF is generally considered as a small
polaron conductor [8].

Values of the electron—hole mobility measured in this
study have been calculated as w, = /(N ABo3e[Fe4+]),
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where N Ao, is the number of ABO3 formula units pr. cm?.
The values of the electron—hole mobility vary in the range
of 0.2ecm2V s~ (8 = 0.06)-0.1 cm®V~'s~! (6 = 0.16) (the
electron—hole mobility decreases linearly with decreasing
oxygen content). The electron—hole mobility values
calculated in this study are in very good agreement with
values measured by Patrakeev for the composition
Lag 5SrgsFeOs_s [4].

The lines in Fig. 6 are best fit to the equation
o= u,(N ABO3e[Fe4+]). Several models have been investi-
gated where the variation between the models lies in x, and
how this may be affected by considering variations on
available sites for the electron hole to jump to. The models
are described henceforth:

1. The mobility is assumed proportional to [Fef.]. In order
for an electron hole to jump to the next site, the next site
should be an [Fef, ]-ion.

2. The mobility is assumed proportional to [Feg J[O5]. In
order for an electron hole to jump to the next site, there
should be an oxygen ion in between the two sites (and
not an oxygen vacancy) and the next site should be an
[Fep.] ion.

3. The mobility is assumed proportional to [Fey,(free)][O4]
where [Fep (free)] = [Fefp.] —20. This corresponds to
one oxygen vacancy blocks two Fep, sites. And further
there should be an oxygen ion between the two sites.

4. The mobility is assumed proportional to [Fej, (free)][Og]
where [Feg (free)] = [Feg,] —nd, where n is a fitting
parameter. This correspond to one oxygen vacancy
blocks n Fef sites. And further there should be an
oxygen ion between the two sites. The solid line in the
figure corresponds to model 4, where n = 3.9.

From Fig. 6 it is observed that both models 1 and 2
(corresponding to a simple available site correction on the
mobility) show a curvature which is inconsistent compared
to the measured data. Model 3 has a correct curvature,
however, not large enough. In model 4 where the fitting
parameter n has been introduced, the model describes the
observed data with good accuracy. The electrical con-
ductivity can thus be described assuming that each vacancy
“eliminates™ 3.9 Fey, sites resulting in reduced mobility.

4.5. Oxygen diffusion

Fig. 7 shows the values of Dcpen deduced from the
transient response in conductivity to a step in pg, as
explained in Section 2.2. The values of Dcpem are taken
from reduction steps and are plotted as a function of the
final Po,- For p02<0.001 atm the uncertainty on Dchem
becomes large. For pg, <0.001atm oxygen incorporation
into the sample is governed by the surface exchange
reaction and thus, it becomes very difficult to measure
Dchem as illustrated with the large error bars. Dcpem 1S
observed to be fairly constant in the region 7 >850°C and
p02>0.005 atm. At lower temperatures Dcpen Seems to
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Fig. 7. log Dchem— log(po,) diagram for LSF40 as a function of the
temperature. The error bars are shown for 900°C and are typical for the
remaining temperatures. The dashed lines represent a calculation of the
chemical diffusion coefficient at 800, 900 and 1000°C using the oxygen
nonstoichiometry data and the assumption of a constant vacancy diffusion
coefficient. The values of the vacancy diffusion coefficients are displayed in
Table 5.

Table 5
Values of Dy used to calculate the dashed lines in Fig. 7

T (°C) Dy (ecm?s7")
800 1.46 x 107°
900 437 x 107°

1000 1.41 x 1073

decrease with decreasing pg,. The dashed lines are a
calculation of the chemical diffusion coefficient using the
oxygen nonstoichiometry data (third degree polynomial fit
to the 6 — log (po,) measurements) and the assumption of a
constant vacancy diffusion coefficient. We have used that
Dvycey = Doco and Dcpem = yDo, where Dg is the oxygen
component diffusion coefficient. The values of the vacancy
diffusion coefficient that have been used to calculate the
dashed lines in Fig. 7 are presented in Table 5.

The decrease in Dchem Wwith decreasing pg, for
T <850°C is due to a decreasing thermodynamic factor
according to Fig. 4. The increasing (or nearly constant)
value of Dcpem With decreasing Po, for T>850°C is due to
an almost constant value of the thermodynamic factor, but
an increasing oxygen vacancy concentration.

At 750 and 700 °C it was not possible to measure oxygen
transport properties at po, <0.0latm since the oxygen
exchange became very slow (relaxation times >24h).

The measured values of Dcpem have been converted to a
vacancy diffusion coefficient. Values of Dy are shown in
Fig. 8, but only for the temperatures 800, 900 and 1000 °C,
where the thermodynamic enhancement factor can be
calculated accurately on the basis of the oxygen non-
stoichiometry data. The vacancy diffusion coefficient is
determined less accurately than the chemical diffusion
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coefficient due to the uncertainty on the absolute value of
the oxygen nonstoichiometry (£0.015). For pg, >0.008 atm
Dy is observed to be fairly constant and the activation
energy (average of the three measurements at each
temperature) has been calculated to FEa =129+
9kJmol™!. A slight decrease in Dy might be observed;
however, the effect is masked by the uncertainty. If a
decrease in Dy is present, it would indicate that the
mobility of the vacancies decreases with increasing oxygen
nonstoichiometry.

Values of the oxygen ion transport parameters of
Lag¢Srg4FeOs3_s have been measured by Ishigaki [35] and
tenElshof et al. [10,12]. These values are shown in Table 6
and compared with values obtained in this study. The
values measured in this study seem in general slightly lower
(by approximately 50%) than the literature values. In Refs.
[10,12] it is only specified that the density exceeds 92% of
the theoretical value, which is the same as in this study. In
Ref. [35] single crystals of LaggSrg4FeOs;_5 were used;
however, only little detail was given on the fabrication and
phase purity of the material.
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4.5 - s 0 800°C
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L 504 I B = B
= o l |
Q 55 A l: L
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e l o
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Fig. 8. log Dy—-log(po,) diagram for LSF40 as a function of the
temperature. The error bars shown at 900°C are representative for the
remaining temperatures. The activation energy displayed in the figure is
calculated as an average of the three measurements where pg, >0.008 atm.
The dotted lines are a guide to the eye and have no theoretical significance.

Values of the oxygen ion conductivity have also been
calculated from the electrical conductivity relaxation
measurements, ¢- (ECR), and compared with values of
the oxygen ion conductivity from electrical conductivity
measurements, oyo-(EC). The values of ¢, (EC) have
been calculated by subtracting the p- and n-type contribu-
tion from the measured electrical conductivity. The values
of 62— (ECR) have been calculated as o2~ = (cozpe*Do)/
(kgT), where zp is the charge number of an oxygen
ion. Table 7 shows the oxygen ion conductivity determined
with the two methods. It should be noted that
02-(ECR) has been calculated in the pg,-range of
0.008—0.209 atm where 6 =~ 0.10 at 900°C. The electrical
conductivity measurements have been carried out in a
region where 0 ~ 0.213. Assuming a constant value of Dy,
the oxygen ion conductivity is proportional with o.
A corrected value of the oxygen ion conductivity based
on the electrical conductivity relaxation measurements,
02— (ECR,d = 0.213), has thus been calculated and is also
displayed in Table 7. 04~ (ECR,6 =0.213) has been
calculated as
052-(ECR,6 =0.213) = g- (ECR)%. (24)
O0(ECR) is the average value of J for the three measurements
(6(ECR) = 0.12) in the pg, -range of 0.008—0.209atm at
each temperature and 6(EC) = 0.213. Fairly good agree-
ment is observed between ionic conductivity determined by
the two methods.

Table 8 shows values and activation energies for
the different transport parameters. Do is the oxygen
component diffusion coefficient and is calculated as

Table 7
Oxygen ion conductivity of LSF40 measured from electrical conductivity
relaxation o>- (ECR) and electrical conductivity measurements - (EC)

T(C)  ou (ECR) 602 (EC) 60> (ECR,
(Sem™!) (Sem™!) 6=0213) (Sem™)
900 0.05+0.01 0.25 +0.05 0.10 £ 0.01
1000 0.21 £0.05 0.44 £+ 0.05 0.35+0.05

A corrected value, o,>- (ECR, 6 = 0.213), of the electrical conductivity
measurements corresponding to = 0.213 is also shown.

Table 6

Transport parameters measured in this study compared with literature values

Composition Temperature (°C) Transport parameter (cm?s™!) Value This study
Lag¢Sro4FeOs3_s 1000 Dy* 1.95 x 1073 [35] 1.41 x 1073
LagSro4FeOs_g 1000 Dy® 0.77 x 1075 [12] 141 x 1073
LagSro4FeOs3_s 950 Dy¢ 1.3 x 1073 [10] 0.82 x 1073
LagSro4Fe0;_; 800 Dy° 0.60 x 1073 [10] 0.15 x 1073

Dy is the vacancy diffusion coefficient. The values in this study are based on the average value of the three measurements for pg, >0.008 atm.

aDetermined from '°0/'30 isotopic exchange experiments.
®Determined from oxygen permeation experiments.
“Determined from ECR.
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Table 8
Various transport parameters calculated on the basis of data from electrical conductivity relaxation and the oxygen nonstoichiometry data
800°C 900°C 1000°C Ex (kImol™)
Dchem (cm?) 0.62 x 1073 1.8 x 1073 7.1 x 1073 137
Do (cm?) 0.39 x 1077 1.5 x 1077 6.2 x 1077 157
D* (cm?) 0.27 x 1077 1.1 x 1077 43 x 1077 157
Dy (cm?s™") 0.15 % 1073 0.44 x 1073 14x107° 129
0o~ (Sem™) 0.013 0.049 0.21 156
tor- (V-'em?s7h 0.084 x 107° 0.31 x 1073 1.3 x 1073 157
Notice that these data are an average of the three measurements at each temperature where pg, >0.008 atm.
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Fig. 9. Fast relaxation in the region where the thermodynamic factor is
large (~400), according to Fig. 4. Relevant parameters are displayed in the
figure. The data could equally well be fitted with Dcpeny = 0o and
kex = 7.0 x 103 cms™!.

Do = Dchem/y- D* is the tracer diffusion coefficient and is
calculated as D* = Dqof, where f is a correlation factor,
which for perovskites approximately equals 0.69 [35]. pqy2-
is the oxygen mobility and is calculated according to

Por- = O - [(coo-ze).
4.6. Relaxations for large values of y

Fig. 9 shows the electrical conductivity as a function of
time upon an oxidation at 1000°C occurring in an
H,/H,0/CO,/CO gas mixture (see graph for pg, -condi-
tions). It is observed that the time before the new
equilibrium condition has been reached is extremely short
(<30s). From this relaxation it is possible to extract a
minimum value of Dcpen. It can with certainty be
concluded that Dcpem>1.75 x 107*cm?s™!. Notice that
this value of the chemical diffusion coefficient is approxi-
mately twice the value observed at high pg, (according to
Fig. 7 and Table 8). Such fast relaxations can only be
accounted for by realizing that the thermodynamic factor
in this po,-range is significantly larger, by a factor of 2-3,
than in the high p -range. We have to notice that the time
for changing the gas surrounding the sample is probably of
a time scale such that it influences the relaxation. We
therefore refer to the measured value of Dcpem as a

-35 30 -25
log(pO,/[atm])

Fig. 10. log(kex)-log(po,) diagram. For 900°C the error bars are shown.
This error bar is typical for temperatures below 900°C; however, for
T>900°C and pg, >0.004 the error is significantly larger.

minimum value. The data could equally well be fitted with
Dchem = 00 and kgy = 7.0 x 103 ems™.

4.7. Oxygen surface exchange

The surface exchange coefficient, kg, is shown as a
function of log(pp,) at different temperatures in Fig. 10.
The error bars are shown for 900°C. A line segment with
the slope 1 is also given in the figure. For the values where
T>900°C and where kg, >0.004cms™!, the uncertainty is
significantly larger than the error bar given for 900°C. In
this region the oxygen incorporation into the sample is
governed by diffusion and it thus becomes very difficult to
measure kgy accurately.

Fig. 11 shows ko as a function of log(po,). ko has been
calculated as ko = kgx/y [10]. The measured value of y has
been taken from Fig. 4. ko has therefore only been
calculated at 800, 900 and 1000°C where the thermo-
dynamic factor can be determined accurately. It is observed
that ko decreases with decreasing po, and as a first
approximation kgx and ko can be described using the
expressions kgx = ap,, and ko = bp(,. Table 9 shows
values of the best fit to the expression described above.

tenElshof measured n-values in the range of 0.75—0.83.
We are, however, skeptical regarding the large n-values at
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Fig. 11. logko-log(po,) diagram. For 900°C the error bars are shown.
These error bars are typical for all the other point in the figure.

Table 9
Best fit values of kgy and ko to the expressions kgy =a [’02" and

ko = bpoz'”

T (°0) a (cms™") n b (cms™") m
700 15%x 1074 0.62

750 6.4 x 1073 1.14

800 3.5% 1073 0.78 1.05 x 1073 0.55
850 0.012 0.76

900 0.015 0.66 9.61 x 1073 0.57
950 0.18 0.88

1000 2.66 1.22 0.22 1.20

750 and 1000°C for our sample, since thin film measure-
ments on LSF40 also have indicated slopes in the range of
0.66—1.03 for kg [36].

We have calculated the activation energy for kgx at po, =
8.7 x 10~*atm to be 199 & 23kJmol™!. For ko the activa-
tion energy is 173 & 34kJmol~! at Po, = 8.7 % 10~*atm.
tenElshof et al. [10] found an activation energy of
131 £ 14kJmol™" for ko. At 800°C we measure the
same values of kg as tenElshof, but at higher temperatures,
the values measured in this study are significantly
higher. The larger activation energy of kgy than for Dcpem
shows that, when going to lower temperature, surface
exchange will become the limiting process for oxygen
exchange.

4.8. Oxygen transport through a dense membrane

Oxygen permeation measurements were carried out on a
membrane of LSF40 with a thickness of 1.34 mm. Air was
applied on the cathode side of the membrane. On the anode
side of the membrane, mixtures of nitrogen and oxygen
were applied. After these measurements the membrane was
tested with H,/H,O/N; on the anode SIDE.
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Fig. 12. Current density through a membrane of LSF40 as a function of
log(po,) at the anode side. Also shown are curves calculated on the basis
of the model presented in the Theory section. The dotted lines depicted
in the figure correspond to an infinitely fast surface exchange reaction
and with the depicted values of Dy. For further details see the text and
Table 10.

Table 10
Values used to calculate the lines displayed in Fig. 12

Dy (cm?s7h) ko (cms™1)

Solid (850°C) 2.70 x 107° 52 x 107 po, ¢
Dotted (850°C) 1.99 x 107° o0

Dashed (850°C) 2.70 x 107° 00

Solid (1000°C) 1.41 x 1075 0.22:po, 20
Dotted (1000°C) 7.39 x 107° o

Fig. 12 shows the equivalent electrical current density i
through the membrane as a function of the downstream
log(po,)- It is observed that when decreasing the po, on the
low-po, side the oxygen flux increases. An increase in
temperature at a constant pg, also increases the flux
through the membrane, which is attributed to an increase
in the vacancy diffusion coefficient and an increase in the
oxygen nonstoichiometry. The lines are calculated using
Egs. (16)—(19).

Due to the difference in the magnitude of flux at 850 and
1000°C and the difference in the predicted fluxes, we
discuss these results separately.

4.8.1. Oxygen permeation at 850°C

The solid line which goes through the data points at
850°C (Fig. 12) has been calculated using an interpolated
value of the vacancy diffusion coefficient (data in Table 8)
and an interpolated value of ko (data from Table 9). The
oxygen nonstoichiometry data have been calculated using
the values in Table 4. The solid line describes the measured
data with good accuracy. Table 10 shows the values used
for calculating the three curves in the figure. Assuming an
infinitely fast surface exchange coefficient on both sides of
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the membrane, the data at 850 °C could be fitted well with
Dy =199 x 107 %cm?s™! (dotted line). An infinitely fast
surface exchange coefficient and Dy = 2.70 x 10~ ®cm?s~!

give the dashed line in Fig. 12.

4.8.2. Oxygen permeation at 1000°C

The solid line in Fig. 12 shows the calculated flux
using the oxygen nonstoichiometry data (third degree
polynomial fit to the actual measurements), the measured
vacancy diffusion coefficient and the surface exchange
coefficient displayed in Table 9. The measured flux is
thus significantly smaller (by a factor of ~2 over the
measured pg,-range) than the calculated flux. The
oxygen permeation fluxes could be fitted well with Dy =
7.39 x 107%cm?s~! (dotted line in Fig. 12). This value must
represent a minimum value of Dy. The vacancy diffusion
coefficient determined from oxygen permeation values is
thus lower by a factor of 1.9 than the value determined
from electrical conductivity relaxation measurements.
From data by tenElshof [10,12] the same tendency
and similar values can be found (these data are also
displayed in Table 6). The reason for measuring a
smaller vacancy diffusion coefficient in an oxygen
permeation experiment is at present unclear. In the
permeation experiment leaks would increase the oxygen
flux thereby resulting in a larger value of the vacancy
diffusion coefficient. The uncertainty on the vacancy
diffusion coefficient is estimated to be approximately
4+20% which originates mainly from the uncertainty on
the absolute oxygen nonstoichiometry. A shift in the
absolute oxygen nonstoichiometry of Ad = —0.015 in-
creases the fitted vacancy diffusion coefficient to Dy =
8.40 x 10~ %cm?s™! (increase of 14%). It should be noted
that the density of the sample used for the oxygen
permeation measurements (95% of the theoretical value)
is larger than the density used for the electrical conductivity
relaxation measurements (92% of the theoretical value). In
addition, the synthesis of the two samples was not
identical. Differences in the synthesis method can also lead

Table 11

to different values of the oxygen permeation as shown by
Qi et al. [37].

Several measurements were also performed in
H,/H>,O/N; mixtures. Table 11 shows measured values
of the current density, imeas, as a function of the Po,0n the
anode side. At 1000°C the measured current density is
observed to be approximately 10 times larger than what
was measured in the oxygen/nitrogen regime (Fig. 12). This
is attributed to the larger driving force over the membrane.
When decreasing the temperature the current density also
decreases. When increasing the driving force (decreasing
pgz) the flux is expected to increase. This is observed at

900 °C; however, the uncertainty on the measurements is
fairly large and this is most likely the origin for the data not
showing this trend at 800 and 1000 °C.

Using ambipolar diffusion theory (Eq. (12)), current
densities based on é and D¢y, measurements have been
calculated, icy.. These values are also displayed in
Table 11. When using the ambipolar conductivity instead
of the oxygen ion conductivity, the flux decreases with
approximately 13% at 1000°C when being at a p62 lower
than the pm-transition. The n-type contribution to the
electrical conductivity at 800 °C has been calculated from
the band gap as described in Section 4.4, since no electrical
conductivity measurements were carried out at this
temperature and at these low pg, .

From Table 11 it is observed that the calculated current
density is larger than the measured by an average of 15%.
Part of this can be ascribed to a surface exchange reaction,
which is not accounted for in this model, but also effects
like vacancy ordering will decrease the measured current
densities.

When including the surface exchange reaction on the

cathode side of the membrane at 800°C and pj, =

3.63 x 107" atm the flux decreases to 189mAcm™2, a
reduction of 8%. Decreasing the membrane thickness to
100 um at the same temperature and pg,, the flux is
(without surface exchange reactions) 2.77 Acm™2. Includ-
ing the surface exchange reaction the flux decreases to

Measured values of the current density, inmeas, compared with calculated values, icac

T (°C) p/(/)z (atm) IMeas (MA Cmfz) Dy (sz Sfl) icale (MA Cmfz) icale — IMeas (%)
IMeas
1000 723 x 10714 671 739 x 10~° 732 9.1
1003 336 x 10714 664 739 % 10°° 752 13.3
1004 1.74 x 1074 681 7.39 x 107° 761 11.7
900 5.15x 1071 411 437 x 107° 498 21.2
900 321 x 10716 433 437 x 107° 505 16.6
900 1.44 x 10716 435 437 x 107° 516 18.6
800 1.80 x 10~'8 199 1.46 x 107° 198 -0.5
800 1.01 x 108 165 1.46 x 10°° 201 21.8
800 3.63 x 107" 165 1.46 x 107° 206 24.8

All measurements were carried out with air on the cathode side (p’02 = 0.209 atm). p’(’)2 is the oxygen partial pressure on the low-po2 side. ipeas and icarc are

the measured and calculated current density, respectively.
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Fig. 13. Arrhenius-type plot showing the natural logarithm of the flux
versus the reciprocal absolute temperature. The activation energy is shown
in the figure.

0.93 A cm~2, a reduction of 66%. For a thin film membrane
the total loss in driving force over the membrane is thus
mainly found over the cathode side of the membrane. It
should be noted that ko was derived from electrical
conductivity relaxation. In these types of experiments the
sample is only subjected to small perturbations in the
oxygen partial pressure across the interface. The maximum
current density in the electrical conductivity relaxation
experiments performed in this study is of the order of
10—20 mA cm~2. However, in the membrane experiment,
the current density is of the order of 150—700 mA cm™2
causing the assumption of a small perturbation to be very
questionable.

Fig. 13 shows the natural logarithm of the current density
as a function of the reciprocal absolute temperature. The
slope corresponds to an activation energy of
69.0 + 3.3kJmol™'. The activation energy of the flux is
significantly smaller than the activation energy of the
transport parameters listed in Table 8. This can be accounted
for by realizing that according to the H,O/H,/O, equili-
brium a decrease in temperature decreases the pg,, thus
increasing the driving force across the membrane. At
approximately 500°C the current density levels off which is
attributed to a leak of approximately 10 mA cm™2.

Upon disassembling the membrane reactor it was
observed that the membrane had cracked into many small
pieces. We have previously observed that it is possible to do
a thermal cycle with a membrane (different composition)
which has not been subjected to such a pg,-gradient. The
disintegration of the membrane is due to stress that arises
due to chemical expansion. That is, the gradient in the
oxygen ion vacancy concentration in the membrane
material gives rise to a significant stress, which causes the
destruction of the membrane.

5. Conclusion

Here, we have investigated and analyzed properties of
the composition (Lag¢Sro4)) 99 FeOs_s.

The oxygen nonstoichiometry as a function of the
temperature and po, has been determined using thermo-
gravimetry. A large region where the oxygen nonstoichio-
metry was constant as a function of py, was found. This
region was attributed to electronic stoichiometry.

The electrical conductivity, o, was determined in the
high-temperature region (700—1000°C) and under varying
oxygen partial pressures. A pn-transition was found when
going to reducing conditions. Correlating the electrical
conductivity with values of the concentration of tetravalent
iron, it was observed that the electrical conductivity was
almost solely determined by the concentration of charge
carriers and not the temperature. The mobility of the
electron holes decreased with increasing oxygen vacancy
concentration  (from 0.2cm?V~!s™! (8 =0.06) to
0.1cm?V~'s™! (6 = 0.16)). Similar values and tendencies
have been observed by Patrakeev et al. [4].

Using electrical conductivity relaxation, values of the
chemical diffusion coefficient, Dcpem, and the surface
exchange coefficient, kg, have been determined. At 800°C
Dchem Was found to be Dcpem = 6.2 x 107 cm?s™!. The
activation energy of Dcpem has been calculated to be
137kImol ™. kg,was found to decrease with decreasing Po,-

Oxygen permeation measurements were carried out on a
membrane disk with air on the cathode side and nitrogen/
air mixtures and wet nitrogen/hydrogen mixtures on the
anode side. It was found that at 850°C in nitrogen/air
mixtures, the oxygen nonstoichiometry measurements in
combination with the oxygen transport properties could
describe the observed flux. Measurements in wet hydrogen/
nitrogen yielded high oxygen fluxes e.g. Jo, ~ 1.8 x
10~° molem™2s~! (corresponding to an equivalent electri-
cal current of 670mA cm~2). From model calculations it
was estimated that the oxygen permeation under very
reducing conditions is determined by a combination of the
surface exchange coefficient on the air side of the
membrane and the ambipolar conductivity. It is interesting
to note that when the fundamental properties such as the
oxygen nonstoichiometry and the electronic and ionic
transport properties are known, the oxygen permeation
under a large oxygen flux can be calculated with an
accuracy within 15%. Upon disassembling the membrane
reactor it was observed that the membrane had cracked
into many small pieces which was attributed to chemical
expansion.
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