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Abstract

Perovskite-type oxides La1-aAaM1-bBbO3-x with
A=Sr2+, Ln3+, Ce4+ and M=Fe, Co, Ga; B=Co,
Fe, Mg were prepared in the concentration range
a=0.1 to 1mol and b=0.1 to 0.5mol. Additionally,
A-substoichiometric compositions were prepared.
Preparation conditions for monophase materials and
structure types of the perovskite were determined by
X-ray investigation. The electrical conductivity as a
function of pO2 in the range 105>pO2>10ÿ14 Pa
and temperature (500 to 1000�C) was measured on
ceramic shapes by a dc four-point technique in com-
bination with solid electrolyte coulometry. The ionic
part of conductivity in mixed conductors was deter-
mined by oxygen permeation measurements. The II±
III-perovskites Sr(Co,Fe)O3-x in their stabilized
form are excellent mixed conductors (maximum
500S cmÿ1 at 400�C) and have up to 2 orders of
magnitude higher oxygen ionic conductivity than the
preferred III±III-perovskite La(Sr)Mn(Co)O3-x.
The oxygen ionic conductivity of the electrolyte
La(Sr)Ga(Mg)O3-x, was increased by doping with
0.1mol Co. By applying higher Co or Fe doping
concentrations the lanthanum gallate, becomes a
mixed conductor. # 1999 Elsevier Science Limited.
All rights reserved
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1 Introduction

Solid Oxide Fuel Cells (SOFCs) are practically
completely ceramic devices with electronic or ionic
conducting materials. The cathode is a doped
LaMnO3 perovskite. The electrolyte consists of
yttria-stabilized zirconia (YSZ). The anode is a
cermet based on YSZ with metallic nickel. Recent

considerations plan the replacement of YSZ elec-
trolyte with a perovskite based on doped LaGaO3.
Materials with a mixed conductivity are required
to increase the electrocatalytic activity of the elec-
trodes of an SOFC. From this point of view the
investigation of this material group is attracting
increasing interest.
Many of the perovskite structured oxides show a

wide range of oxygen stoichiometry, indicating the
tendency to ionic and electronic defect structures.
These are the basis for a variety of electrical prop-
erties ranging from insulating materials through
ionic to electronic conductors. Additional doping
on A and B sites makes it easy to change the elec-
trical characteristics of perovskite-type oxides.
Although some of the rules of doping/property
relations are known, most of the developments of
new material compositions of interest for practical
application have been more or less empirical.
Recently Paulsen1 published an overview. It was
observed that high oxygen ionic conductivity cor-
relates with a cubic or orthorhombic structure.2,3

Additionally, Yokokawa4,5 observed a strong cor-
relation of the formation enthalpies of perovskite
phases from the oxides and the Goldschmidt num-
bers: thermodynamic stability increases with
increasing Goldschmidt number. This correlation
helps to establish doping strategies, calculating
with mean ionic radii in the case of doping.
Unfortunately, there is a tendency that high ionic
conductivity likewise correlates with low reduction
stability, simply because the ionic migration
requires weakly bonded ions.6

In this paper two examples are given for the
development of perovskite-type materials of
practical interest:

1.1 Strontium cobaltites
Especially the II±III cobaltites such as SrCoO3-x

lead one to expect high concentrations of ionic
defects, but they su�er from phase instability. Only
their high-temperature phase is a cubic modi®ca-
tion.7 The high-temperature phase of SrCoO3-x, is of
cubic structure, the electronic conductivity exceeds
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the conductivity of the low-temperature phase by
one order of magnitude.7 Composition variations of
this compound are now of interest as cathode
materials for medium temperature SOFC. The
electrocatalytic properties were investigated and
discussed.

1.2 Lanthanum gallates
For years several groups searched for an ionic
conductor with the perovskite structure. Finally,
Ishihara8,9 found the doped lanthanum gallates to
be excellent oxygen ionic conductors. The opti-

mum dopants and their concentrations were inves-
tigated.8±10 For the generation of oxygen defects
doping with Sr on the A-site and Mg on the B-site
is performed. At lower temperatures the activation
energy is increased, probably in¯uenced by changes
in ordering or structure. In this paper the variation
of the type of electrical conductivity by doping of
La(Sr)Ga(Mg)O3-x, (LSGM) with some transition
metal oxides was investigated and recommenda-
tions made for the application of transition- metal-
doped gallates as improved electrolytes or mixed
conductors.

Table 1. Calculated cell parameters from XRD data and activation energies (Ea) of investigated samples

Composition Prep. T
(�C) air

Structure a
(AÊ)

c
(AÊ)

Vcell

(AÊ3)
Temperature
range (�C)

Ea

(eV)

Sr0�9Ce0�1CoO3-x 1200 Cubic 3.849(4) Ð 57.07 100±430 0.114
Sr0�9Ce0�1FeO3-x 1350 Cubic 3.877(4) Ð 58.31 100±430 0.187
Sr0�9Ce0�1Co0�5Fe0�5O3-x 1200 Cubic 3.858(9) Ð 57.16 100±400 0.122
Sr0�9La0�1Co0�5Fe0�5O3-x 1200 Cubic 3.849(8) Ð 57.06 100±400 0.074
La0�9Sr0�1Ga0�8Mg0�2O3-x 1450 Cubic 3.905(0) Ð 59.55 450±620 0.981

700±1000 0.727
La0�9Sr0�1(Ga0�9Fe0�1)0�8Mg0�2O3-x 1450 Cubic 3.901(9) Ð 59.40 450±1000 0.657
La0�9Sr0�1(Ga0�8Fe02)0�8Mg0�2O3-x 1450 Cubic 3.986(5) Ð 59.16 300±1000 0.368
La0�9Sr0�1(Ga0�7Fe0�3)0�8Mg0�2O3-x 1450 Cubic 3.895(9) Ð 59.13 300±570 0.311
La0�85Sr0�1(Ga0�9Fe0�1)0�8Mg0�2O3-x 1450 Cubic 3.895(7) Ð 59.12 450±1000 0.578
La0�9Sr0�1(Ga0�9Co0�1)0�8Mg0�2)3-x 1450 Cubic 3.895(2) Ð 59.10 450±1000 0.707
La0�9Sr0�1(Ga0�8Co0�2)0�8Mg0�2O3-x 1450 Hexagonal 5.501(0) 13.345(9) 349.76 450±670 0.433

670±1000 0.310
La0�9Sr0�1(Ga0�75Co0�25)0�8Mg0�2O3-x 1450 Hexagonal 5.495(4) 13.341(2) 348.92 100±450 0.231

670±1000 0.192
La0�9Sr0�1(Ga0�7Co0�3)0�8Mg0�2O3-x 1450 Hexagonal 5.495(0) 13.312(8) 348.12 100±450 0.201

500±780 0.265
La0�85Sr0�1(Ga0�9Co0�1)0�8Mg0�2O3-x 1450 Hexagonal 5.507(8) 13.365(5) 351.13 450±1000 0.694
La0�9Sr0�1Ga0�9Co0�1O3-x 1450 Hexagonal 5.497(7) 13.306(3) 348.30 Ð Ð
La0�9Sr0�1(Ga0�9Co0�1)0�9Mg0�1O3-x 1450 Hexagonal 5.497(3) 13.303(4) 348.17 Ð Ð

Fig. 1. Cubic phase formation versus dopant concentration for samples prepared at 1200�C in air: lattice parameters of the
perovskite phase Sr1-�Ce�CoO3-x.
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2 Experimental Techniques

2.1 Sample preparation
The initial compounds SrCO3, CeO2, Co3O4 and
Fe2O3 (99.9% purity) were mixed in a mortar and
then reacted at 1000�C for 30 h in air. After cooling
the products were cracked and ground for 2 h, fol-
lowed by heating at 1100�C for 10 h. Ceramic
shapes were pressed without binder, sintered in air
at 1200�C for 15 h with heating and cooling rates
of 1�Cminÿ1. At higher iron contents reaction and
sintering was performed at 1350�C.
Samples of LSGM were prepared by mixing

SrCO3, MgCO3, Ga2O3 and La2O3 (99.9% purity)

and solid-state reaction at 1350�C/48 h in air. Cera-
mic shapes were sintered at 1450�C/20 h in air.
All sample densities after pycnometric results

were greater than 93% of the theoretical value,
calculated from unit cell volumes.
After that preparation, within the ranges of

existence of the perovskite phase (see Section 3)
no second phases were observed in X-ray di�rac-
tion with Siemens D5000 equipment. La0�9Sr0�1
Ga0�8Mg0�2O3-x displays a white-brown color, all
phases doped with transition metals were of a black
color. Modi®cations of the perovskite structure,
lattice constants and cell volumes are given in
Table 1.

Fig. 2. Electrical conductivity of Sr(La,Ce)Co((Fe)O3-x: (a) versus oxygen partial pressure at 800�C; (b) conductivity±temperature
relation in air.

Ionic/electronic mixed conduction relations in perovskite-type oxides 793



The powders reacted in a temperature-pro-
grammed furnace with a gas of oxygen partial
pressures controlled by the OXYLYT device (Sen-
soTech Magdeburg).11

The electrical conductivity was measured on sin-
tered shapes of 2�4�10mm size, during pressing
the shapes were equipped with four Pt-wires of
0.1mm diameter. For the cobaltite/ferrate samples
with high electronic conductivity, a dc four-point
technique was used. For the gallates with high
ionic conductivity, ac impedance measurement
(average 50 kHz) was preferred. where the impe-
dance became independent from pO2. Oxygen per-
meation measurements were performed on

polished pellets (10�1mm), hermetically ®xed by a
gold ring seal into the end of an alumina tube. The
two surfaces of the pellet were exposed to gas ¯ows
with di�erent oxygen partial pressures, controlled
by the OXYLYT. The permeation ¯ux of oxygen
from the high to the low pressure side was measured
by the solid electrolyte technique.

3 Phase Formation and Stability

3.1 Strontium cobaltites/ferrates
The cubic high-temperature modi®cation of
SrCoO3-x and SrFeO3-x is stabilized by Ce or La

Fig. 3. Oxygen permeation as a measure of oxygen ionic conductivity. Calculated oxygen ionic conductivity for II±III-perovskites
in comparison to the ionic conductivity of a III±III-perovskite.

Fig. 4. Electrical conductivity of La0�9Sr0�1(Ga1-yMy)0�8Mg0�2O3-x versus oxygen partial pressure at 800�C as function of dopant
concentration y. M=Fe, Co y � 0 to 0.03.
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doping. The solubility of the dopant on the A-site
in the monophase perovskite is limited to about 15
mol%, as shown by the breaks in the lattice con-
stant±doping concentration dependence (Fig. 1).
The La is 3+, the Ce on the A-site is assumed to
be forced into the 3+ state with a tendency to the
less voluminous Ce4+ ion.
Cobalt-containing perovskites are less reduction-

stable compared with the manganites or ferrates,
thus fact should result in high oxygen ionic mobi-
lity.6 The reduction mechanism of III±III-per-
ovskites (a) di�ers from that of the II-III-
perovskites (b):

2LaCoIIIO3 ! La2CoIIO4 � CoIIO�O2

La2CoIIO4 ! La2O3 � CoO

SrCoIIIO2�5 ! SrO� CoIIO� 1=4 O2

Depending on pO2 and temperature the reduction
may end in the formation of metallic cobalt.

3.2 Doped lanthanum gallates
La0�9Sr0�1 (Ga1-yMy)0�8Mg0�2O3-x with the dopants
M=Fe, Co and y=0 to 0.3mol in the air-oxidized
state show cubic and hexagonal perovskite phases
(Table 1). The cubic phase is preferred at lower
doping concentrations (Co up to 0.1mol) and by
the more reduction-stable Fe-doped oxides (up to
0.3mol). The ionic radii of the +4 and +3 cations
are very similar to that of Ga3+, whereas the Co2+

di�ers more from Ga3+. No second crystal phases

could be detected, even after reduction (10ÿ12 Pa
O2/800

�C). It should be noted that the concentra-
tion of Mg also plays an important role in the
solubility of Co into the lattice: second phases such
as LaSrGaO4 and La4SrO7 were detected in all
samples with a Mg content lower than 0.2mol.

4 Electronic and Oxygen Ionic Conductivity

4.1 Strontium cobaltites/ferrates
The total electrical conductivity [Fig. 2(a)] of the
strontium cobaltites/ferrates decreases with
decreasing oxygen partial pressures, indicating p-
type semiconductivity. Sr0�9Ce0�1CoO3-x decom-
poses below pO2<10ÿ1 Pa, Co containing ferrates
below 10ÿ10 Pa oxygen. Increasing substitution of
Co by Fe stabilizes the perovskite oxide, pure fer-
rate changes the conductivity below 10ÿ8 Pa O2 to
n-type.
The temperature dependence of the conductivity

[Fig. 2(b)] demonstrates increasing conductivities
with temperature up to a maximum at about
400�C, indicating thermally activated p-type semi-
conductivity (Table 1), which changes to metallic
conduction behaviour above the maximum. Acti-
vation energies up to 400�C are in the range of 0.1
to 0.2 eV. Maximum values of conductivity are
500 S cmÿ1 for Sr0�9Ce0�1CoO3-x, the conductivity
of the other compositions decreases with increasing
substitution of Co by Fe. This is an expression of
growing reduction stability, that means lower con-
centration of oxygen vacancies. Replacing the Ce
by La on the A-site leads to improved conductivity.
The oxygen ionic conductivity of this type of

mixed conducting oxides is some orders of magni-

Fig. 5. Electrical conductivity of La
0�9Sr0�1(Ga1-yMy)0�8Mg0�2O3-x in air as function of dopant concentration y. M=Fe, Co y � 0 to 0.30.
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tude lower than the electronic conductivity. In this
case, the measurement of the permeation ¯ux of
oxygen through a ceramic membrane in an oxygen
partial pressure gradient is a key to the calculation
of oxygen di�usion and oxygen ionic conductivity.
The ionic current density jion is an expression of
the ionic conductivity and the driving force, the
relation of oxygen partial pressures divided by the
membrane thickness L. The ionic current density is
calculated from the partial pressures in test gas at
the inlet and outlet and the ¯ow rate of this gas.
Sources of errors in these measurements are
su�cient, nevertheless, the ®rst results (Fig. 3)
show a clear tendency: for comparison the oxygen
ionic conductivity of the preferred cathode mate-
rial of doped lanthanum manganite is depicted.
The oxygen ionic conductivity of the II±III-per-
ovskites is up to 2 orders of magnitude higher, even
higher than the conductivity of YSZ.

4.2 Lanthanum gallates
The fact that conductivity is independent on oxygen
partial pressure (Fig. 4) for the 0.1 mol cobalt- and
iron-substituted gallates is a sign of dominating ionic
transfer over the whole pO2 range from air to hydro-
gen-containing gas. The conductivity at 800�C
increases from Fe to Co at 0.1mol concentrations
at the Ga site, indicating the in¯uence of enhanced
oxygen defect concentrations in this raw. The
conductivity values of the well-known8±10,12

La0�9Sr0�1Ga0�8Mg0�2O3-x (LSGM) were con-
siderably exceeded by the A-sub-stoichiometric
composition La0�85Sr0�1(Ga0�9Co0�1)0�8-Mg0�2O3-x

(LSGCM).
Increasing cobalt or iron content led to increased

p-type conductivity. For cobalt, this is in agree-
ment with a cubic to hexagonal phase trans-
formation observed at 0.1mol (Fig. 5). The p-type
conductivity of the hexagonal phases is char-
acterized by considerably lower activation
energies compared to the ionic conductivity (see
Table 1).
Within the range of ionic conductivity regime

the temperature dependence shows a break in
activation energy for LSGM near 700�C, This can
be discussed as order±disorder or phase transfor-
mation from cubic at high-temperature to rhom-
bohedral at low temperature, which was observed
in doped praseodymium gallates.13 For the ionic
conductivity of LSGCM and LSGFM (y � 0�1) a
change in activation energy could not be observed.
In this case, the low values of activation energy at
high temperature were observed down to 400�C.
Due to this fact the conductivity values of the Co
and Fe (y � 0�1) substituted LSGM especially
below 700�C exceed the values of nonsubstituted
LSGM, and even of Ce(Gd)O2-x.

5 Prospects for Application

At elevated temperatures the high oxygen ionic and
electronic conductivities make the II±III-perovskite
oxides attractive candidate materials for several
important applications, including solid oxide fuel
cell electrodes and electrolytes, oxygen separation
membranes and catalytic membrane reactors for
partial oxidation of natural gas. Especially the
strontium cobaltites/ferrates with their high oxygen
ionic conductivity and very high electronic conduc-
tivity are applicable at remarkably lower tempera-
tures than the well-known lanthanum manganites.
For solid oxide fuel cell application at medium tem-

peratures, a combination of the strontium cobaltites/
ferrates with lanthanum gallate electrolytes seems
to be of interest because of the positive in¯uence of
lower cobalt contents in the latter materials.
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