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Abstract: Solid oxide fuel cells (SOFCs) are efficient electrochemical devices that allow for the direct
conversion of fuels (their chemical energy) into electricity. Although conventional SOFCs based
on YSZ electrolytes are widely used from laboratory to commercial scales, the development of
alternative ion-conducting electrolytes is of great importance for improving SOFC performance at
reduced operation temperatures. The review summarizes the basic information on two representative
families of oxygen-conducting electrolytes: doped lanthanum aluminates (LaAlO3) and lanthanum
gallates (LaGaO3). Their preparation features, chemical stability, thermal behaviour and transport
properties are thoroughly analyzed in terms of their connection with the target functional parameters
of related SOFCs. The data presented here will serve as a starting point for further studies of La-based
perovskites, including in the fields of solid state ionics, electrochemistry and applied energy.
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1. Introduction

The long-term goal of a large body of relevant scientific research is to find a solution
to the problem of providing industrial and domestic human needs with renewable and
environmentally friendly energy [1,2]. The main fields of sustainable energy concern both
the search for renewable energy sources [3-5] and methods for the production of ecological
types of energy [6-9], which differ from traditional types based on hydrocarbon fuel [10-12].
The tasks relating to sustainable energy also include the development of technologies for the
use of non-renewable energy sources: efficient waste-processing [13-15], the construction of
nuclear mini-reactors [16], and the creation of energy devices based on the direct conversion
of various types of energy into electrical and thermal energy [17-19]. A well-known device
for directly converting the chemical energy of fuels into electrical energy is a fuel cell [19-21].
If the electrolyte in the fuel cell is a ceramic material that is permeable to oxygen ions, it is
referred to as a solid oxide fuel cell (SOFC) [21-25].

The advantages of SOFCs are the absence of noble metals in their composition and
the flexibility of fuel types [24,26,27], while the disadvantages include high operating
temperatures, which lead to chemical interactions between the parts of the SOFCs [28,29]
and fast degradation [30-32]. The high temperatures required to operate SOFCs with con-
ventional electrolytes on the basis of yttria-stabilized zirconia (YSZ) lead to the formation
of metastable phases, sealing, and thermal and chemical incompatibility with electrode
materials [33-35].

One of the ways to solve the described problem is to decrease the operating tempera-
ture of SOFCs and develop fuel cells operating at medium- [36-38] and low-temperature
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ranges [39,40]. This has resulted in investigations into new classes of electrolytes [41-44]
and the development of SOFCs enhanced with nanostructured materials [45,46]. The
utilization of nanotechnologies, energy production and energy storage devices is ex-
tremely prospective due to their durability, sustainability, long lifetime, and low cost [47].
Among the alternative electrolytes used in low- and intermediate-temperature SOFCs,
complex oxides with an ABOj3-type perovskite structure have attracted specific attention
due to their high efficiency in energy conversion [48-50]. Sr, Mg-doped lanthanum gallate
(LaGaO:3), possessing a high oxide ionic conductivity, which was established originally by
Ishihara et al. in 1994 [51], was first used in SOFCs by Feng and Goodenough in 1996 [52].
Later, much more economical materials based on doped lanthanum aluminate LaAlO3
were reported by Fung and Chen in 2011 [53].

It is worth noting that previous generalizing works on lanthanum aluminate were
aimed at the synthesis and characterization of LaAlO3 phosphors (published by Kaur et al.
in 2013 [54]) and at some properties and applications of LaAlO3 not concerned with SOFCs
(observed by Rizwan et al., in 2019) [55]. There is only one overview dedicated to Sr,
Mg-doped LaGaOj3 oxides as electrolytes for intermediate-temperature solid oxide fuel
cells: this was published by Morales et al. in 2016 [56]. The present overview is dedicated
to recent progress in the design, characterization and application of electrolyte materials for
SOFCs based on the LaGaO3 and LaAlO3; complex oxides with a perovskite structure. Both
these phases constitute a family of oxygen-conducting electrolytes, while other La-based
perovskites (LaScO3, LaInO3, LaYO3, LaYbO3) exhibit protonic conductivity as well [49].
For this reason, scandates, indates, yttrates, and ytterbates are not considered within the
present review.

A schematic image of an ABOj3 perovskite structure is shown in Figure 1a,b. Typically,
the size of A-site cations is larger than that of B-site cations, but is roughly close to that of
the oxygen ions. The A-site cations are surrounded by 12 oxygen-ions in a cubo-octahedral
coordination; the B-site cations are surrounded by 6 oxygen-ions in an octahedral coordi-
nation. In an ideal perovskite structure, BOg octahedrons are linked at the corners, thus
exhibiting the cubic Pm3m space group.

@@L oGa* ()o*r

Figure 1. ABO;3 perovskite structure: (a) B-cation centered and (b) A-cation centered representations;
the perovskite structure of the ABO; complex oxide with the B (a) and A (b) central ions [57]; (c) a
rhombohedral crystal structure (for example, LaAlO3). Reproduced from [58] with permission from
the American Physical Society, 2016; (d) an orthorhombic crystal structure (for example, LaGaO3)
Reproduced from [59] with permission by Elsevier Ltd. (Amsterdam, The Netherlands), 2004.
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If the complex oxide structure differs from the ideal perovskite structure by having
rhombohedral or orthorhombic distortions due to the BOg octahedron arrangement, the
stability of this oxide can be evaluated with the Goldsmith tolerance factor ¢ equation [60]
as follows: oty

b= A9 1

V(rs +10) v
where r4, rp, 7o are the ionic radii of the A-, B-cations, and oxygen ions, respectively. If ¢ is
equal to 1, an ideal cubic-type perovskite structure is formed. If ¢ deviates from 1, various
distortions occur in the ideal perovskite structure. The first reason for such distortions is
the rotation of the BOg octahedron without axis deformation, which causes tilting around
the large A-cations. Take, for example, the rhombohedral structure of LaAlO3 at room
temperature presented in Figure 1c. The second reason consists of the appearance of the
irregularity in the BOg octahedrons due to the non-centrality of the B-site cations. Consider,
for example, the orthorhombic structure of LaGaOs3 at room temperature presented in
Figure 1d.

2. Electrolyte Materials Based on LaAlO;
2.1. Synthesis, Structure and Morphology

For the synthesis of doped LaAlO3 oxides, several well-developed techniques are
usually used: solid-state reaction technology [61-64], the mechanochemical route [65],
co-precipitation [66,67] and organic-nitrate precursor pyrolysis [68-75].

Employing conventional solid-state reaction technology, LaAlO3 samples can be di-
rectly obtained from La; O3 and Al,O3. In [61], these initial reactants were ground down, ho-
mogenized in a water media, desiccated and pressed into pellets annealed at a temperature
range of 780-1100 °C. Such a temperature regime allows for single-phase LaAlO3; samples
to be prepared. A similar technology was used in work [62] to synthesize LaAl; _,Zn,O5_5
(here, J is the oxygen nonstoichiometry; 6 = x/2 in the case of oxidation-state stable cations
and one charge state difference between the host and impurity cations). As initial reagents,
stoichiometric amounts of aluminium and zinc oxides were milled in ethanol. The heat
treatment included five 24-h stages at a temperature range of 700-1100 °C. Single-phased
LaAlO; and LaAlj 95Zng gs03_5 were obtained at 1250 and 1200 °C, respectively.

Fabian et al. [65] synthesised Ca-doped LaAlO; powders using the mechanochemical
method. Oxide powders of LayOs, y-Al,O3 and CaO in appropriate proportions were
milled in a planetary mill at 600 rpm. The prepared powders were pressed into disks with
polyethylene glycol as a plasticizer. The LaAlO3 and La;_,CayAlO3_s pellets were sintered
at 1700 and 1450 °C, respectively, to achieve a desirable ceramic densification.

LaAlO3 complex oxides were prepared starting from water solutions of aluminium
and lanthanum chlorides with a molar ratio for the metal components of 1:1 [66]. Solutions
with high and low concentrations of starting reagents were mixed with an ammonium
solution serving as a precipitation agent. The obtained gels were filtered, washed with
distilled water and dried twice, at 25 °C for 24 h and at 100 °C for 2 h. The prepared
powders were calcined at a temperature range of 600-900 °C for 1 h. The powder obtained
from the high-concentration solution was annealed at 900 °C for 2 h in air, then ground in a
rotary mill with zirconia balls in dry ethanol, pressed and calcined at 1300-1500 °C for 2 h.

The most widely used technology for the preparation of LaAlO3 and its doped deriva-
tives is the pyrolysis of organic-nitrate compositions, known as the sol-gel [68,69,74] or
autocombustion methods (or self-propagating high-temperature synthesis, and the Pechini
method) [70-73,75]. Utilizing different fuels during the pyrolysis process coupled with
various annealing temperatures affects the crystallinity, powder dispersity, and ceram-
ics density, determining the functional properties of the obtained LaAlO3-based ceramic
materials [74,76,77].

LaAlO3 powders were prepared by Zhang et al. [68] from La(NOj3)3-6H,O and
AI(NO3)3-9H,0O: they were dissolved in 2-methoxyethanol and then mixed with citric
acid at a molar ratio of 1:1 to the total content of metal ions. The obtained solutions were
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heated and dried at 80 °C until gelatinous LaAlO3 precursors were obtained, which were
then calcined at 600-900 °C for 2 h.

To obtain Lao.gsro‘lA10.97Mg0.0303,5 powder, La(N03)3-6H2O, AI(NO3)3'9H20,
Mg(NOs3),-6H,0, Sr(NOs),, EDTA, C;H5NO, and NH3-H;O were used in [69]. The molar
ratio of glycine and EDTA to overall metal-ion content was 1.2:1:1; the ratio of NH3-H,O
to EDTA was adjusted to 1.15:1. The aqueous solution of metal nitrates was prepared
and heated at 80 °C, and then the EDTA-ammonia solution and glycine were added. The
colourless solution was dried, and the obtained brown resin was calcined at 350 °C; it was
then ground down and calcined at 600-1000 °C for 3 h. The obtained powders were finally
pressed into disks followed by sintering at 1600-1700 °C for 5 h.

According to Adak and Pramanik [70], LaAlO3; was prepared from a 10% aqueous
polyvinyl alcohol precursor that was added to a solution obtained from Lay;O3 (99%)
dissolved in nitric acid and AI(NO3)3-9H,O. The organic-nitrate mixture was evaporated
at 200 °C until dehydration; then, spontaneous decomposition and the formation of a
voluminous black fluffy powder occurred. The obtained powders were ground down and
annealed at 600-800 °C for 2 h to form a pure phase.

Verma et al. [71] synthesized LaAlO3 and Lag g_,Srg 1BayxAlgoMgp105_5 (x =0.00, 0.01
and 0.03) samples from initial reagents composed of La(NO3)3-H,O, Sr(NO3),, Ba(NO3),,
Al(NO3)3-6Hy0 and Mg(NOs),-6H,O initial reagents. C¢HgOy-HyO was used as an organic
fuel. The metal nitrates and citric acid were dissolved in distilled water, resulting in the
formation of a transparent solution. The pH value required for proper combustion was
achieved by the addition of ammonia solution. The self-propagating synthesis method is
shown in Figure 2a. The obtained powders were calcined at 700 °C for 4 h, then pressed
into pellets and sintered at 1300 °C for 8 h to achieve 92-t0-96% relative density, depending
on the aluminate composition.
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Figure 2. Preparation features of LaAlO3-based materials: (a) diagram of auto-combustion synthesis.
Reproduced from [71] with permission from Springer Nature (Berlin/Heidelberg, Germany), 2021;
(b) XRD patterns for LaAlO3 powders prepared and calcined at a temperature range of 600-900 °C
for 1 h on each stage. Reproduced from [66] with permission by Elsevier Ltd., 2013; (c) pore size
distributions of LaAlO3; powder bodies calcined at 900 °C for 2 h. Reproduced from [66] with
permission by Elsevier Ltd., 2013; (d) TEM image of LaAlO3; powder calcined at 900 °C for 2 h.
Reproduced from [66] with permission by Elsevier Ltd., 2013.
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The literature shows that the annealing temperature of the precursor powders plays
a significant role in complex oxide synthesis: this regulates the density of the final poly-
crystalline ceramic samples [78]. For practical applications, it is important to obtain
LaAlO3-based samples with a narrow distribution of fine-grained particles. These re-
quirements were fulfilled in [66], where a fully converted LaAlO3; phase was formed at
relatively low temperatures. In more detail, the authors developed a co-precipitation
technique enabling the formation of single-phase LaAlO3; powders after its calcination in
air at 900 °C for 2 h (Figure 2b). A narrow particle size distribution for LaAlO; powder
was achieved in [66], where milling in an ethanol medium was conducted. As shown
in Figure 2¢, the milled LaAlO3 powder exhibited mono-modal pore size distribution.
The TEM image (Figure 2d) demonstrates that the calcined powder consisted of isometric
particles of up to 15 nm in size. The use of a precursor solution with a high concentration
of metal chlorides and ammonia allowed for the researchers to realize gel homogeneity and
the direct synthesis of LaAlOs.

A Rietveld analysis of the XRD pattern confirmed the presence of a pure perovskite
phase with a rhombohedral structure, referring to the R-3c space group. Reference [66]
calculated unit cell parameters for the LaAlO3; sample (2 = 5.3556(1) Aandc= 13.1518(2) A)
agreed well with results from neutron powder diffraction [79]. The primitive LaAlO3 cell
consists of two formula units, as shown in Figure 1b. The rotation of AlO4 octahedra is
caused by changes to the 6 angle (Al-O-Al). Above 540 °C, a phase transition from the
rhombohedral to cubic structure was observed for LaAlOj [79]. The cubic lattice of LaAlO3
with a unit cell parameter of a = 3.8106(1) A corresponds to the Pm3m space group [79] (see
Figure 1a).

Concluding the chapter about the synthesis methods of doped LaAlO; oxides, from
the perspective of their use in SOFCs, the co-precipitation method should be noted as the
most optimal synthetic method. The co-precipitation method with a subsequent sintering
of samples at 900 °C is well-approved and allows for both single-phase powders with a
narrow nano-size particle distribution and ceramic samples with high relative densities to
be obtained.

2.2. Functional Properties

LaAlQOj3, a basic (undoped) lanthanum aluminate, has very low electrical conductivity,
equal to around 1 x 1070 S cm™1 at 900 °C [75]. La-site doping of LaAlO3; with strontium
enhances electrical conductivity because it improves the oxygen vacancy concentration
responsible for oxygen-ion transport (Equation (2), [80]). Al-site modification of LaAlO3
with acceptor dopants (for example, magnesium) can also increase the total and ionic
conductivities (see Figure 3a).
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Figure 3. Functional properties of LaAlO3-doped materials: (a) electrical conductivity of LaAlO3,
Lag 9Srp1AlO3_5, LaAlg9oMgg 1O3_5, Lag gSrg 2 Al 95Mgp 0503_ 5 samples. Reproduced from [80] with
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permission by Elsevier Ltd., 2000; (b) electrical conductivity of LaAlO3, Lag9Bag 1Alp9Y(.103_5, and
YSZ as a reference sample. Reproduced from [53] with permission by Elsevier Ltd., 2011; (c) total
conductivity of the LaggBag 1Alp9Y0103_5 ceramic as function of oxygen partial pressures [81].

The possibility of forming good oxygen-ionic conductivity by doping LaAlO3 oxides
has promoted studies on their potential application in SOFCs [53,65,71,82-90]. The co-
doping strategy is a beneficial way to further increase ionic conductivity [80,82,83,87]; this
is due to the fact that, along with Equation (2), an additional quantity of oxygen vacancies
can be formed according to the following mechanism [80]:

‘Al,Of
2MgO 57 2Mg’ \, + Ve + 205, 3)

According to the results of [53], the simultaneous doping of LaAlO3; with barium
and yttrium drastically enhanced ionic transport. For example, the total conductivity of
LagoBag1AlyoYo105_s at 800 °C was close to that of YSZ (2 x 1072 S cm™1), as shown
in Figure 3b. There are various ways to tailor the transport properties of LaAlOs-based
materials. For example, the doping of (La,Sr)AlO3; with manganese resulted in total
conductivity rising due to the substitution of Mn3* ions, which were transformed into
Mn?* and Mn** ions at the AI** position, enhancing an electronic contribution [75,84].
Therefore, co-doped (La,Sr)(ALMn)O;s is attributed to mixed ionic-electronic conductors
(MIEC). The Pr-doping of (La,Sr)AlO; had a positive influence on transport properties
due to the suppression of grain boundary resistivity [85], and the isovalent substitution
of La®*-ions with Sm®*-ions in (La,Sr)AlO;_5 resulted in the formation of a pronounced
mixed ion-electron conduction [88] due to the generation of more electrons than in the case
of the aliovalent substitution of La3* ions with Ba* ions.

The electrical conductivity values of LaAlO3-based ceramic materials are summarized
in Table 1. Analysis of these data confirms that the simultaneous modification of both
sublattices of LaAlOj results in improved conductivity compared to those reached using
single doping approaches (see Figure Al). However, it should be noted that the Sr- and Mg-
co-doped LaAlO3 materials exhibit mixed ionic-electronic conduction in air atmospheres
over a wide temperature range (800-1400 °C, see Figure 3c), while predominant ionic
transport occurs for more reduced atmospheres (for example, wet hydrogen). This is
typical behaviour for various La-based perovskites [49] as well as for other perovskite-
related ion-conducting electrolytes [91].

Thermal expansion coefficients (TECs) play an important role in material selection
when seeking to avoid thermal incompatibilities between various parts of SOFCs. Accord-
ing to da Silva and de Miranda [75], the average TEC values for LaAlO3 and Lag gSrp,AlO3
were equal to around 11.4 x 107% and 9.9 x 10~ K~!, respectively. These data confirm
that the TEC values of LaAlO3-based materials were close to those of the conventional YSZ
electrolyte, i.e., 10.9 x 1076 K~1 [92].

The chemical compatibility of Lag¢Srg 1Al 9yMgp03O5—s as an electrolyte material with
NiO—Ceo.ngmOz,&, Sro'ggYO'ogTiO;;,@ and La0,755r0,25Cr0,5Mn0.503,5 as anode SOFC ma-
terials was thoroughly investigated in [87] using XRD analysis and scanning electron mi-
croscopy with energy-dispersive X-ray spectroscopy. The obtained results demonstrated that
Srp.88Y0.08TiO5- 5 and Lag 7551 25Cro5Mng 5055 interacted with LagoSro.1Alp97Mgo.0303-5
due to the interdiffusion of Sr**, Ti**, Mn3* and Cr>* cations into the Lag 9Srg.1Aly97Mgo0303—s
lattice. An interaction between LaggSr1Aly9yMgp0303-_s and NiO-CepoGdy10,_5 at
1300 °C was not detected, which means that joint utilization is possible.

The XRD patterns of two mixtures, Lag gSrp2Gag 8sMgp.1503—5 /LaggSrg1AlO5;_5 and
NiO/Lag¢Srg1AlO3_5 (annealed at 1450 °C), confirmed that there were no chemical inter-
actions between these components [93]. The authors noted that doped LaAlO3 materials
can serve as additives to the composite electrolytes and the anode-protective layers [93].
In addition, Mn-doped LaAlOj; phases are considered a constituent part of the composite
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electrolytes, providing for the effective electrochemical oxidation of methane via ethylene
and ethane [94].

Table 1. Total conductivity and activation energy values for LaAlOj3 ceramic materials. Figure A1l
(see the Appendix A) provides a visualization of these data.

Sample T (°C) o (Scm1) E, (eV) Ref.

LaAlO3 900 6 x 1074 1.30 [53]

LaAlOj3 700 6.7 x 10~* 0.99 [71]

LaAlO3 900 1.1 x 107 1.83 [75]

LaAlO3 900 1.4 x 1073 1.88 [80]

LaAlO3 800 20x 1074 1.30 [83]
LagoCag1AlO3_5 900 6.0 x 1073 1.08 [65]

Lag St AlO3z_5 900 1.1 x 1072 1.14 [80]
LaggSrg1AlO5_ 5 800 9.0x1073 0.93 [85]
LaggSrgpAlO5_s 800 6.2 x 1073 1.06 [75]

Lag gSrg2AlO5_; 900 1.5 x 1072 1.06 [75]

Lag gSrg,AlO3_5 900 1.1 x 1072 1.16 [80]

Lag gSrg2AlO;_ 810 43 %1073 1.06 [84]
Lag7Pro»Srp1AlO0;_ 5 800 2.3 x 1072 0.84 [85]
LaAlg95Zng 05035 700 85 x 1074 1.05 [62]
LaAly95Zng 05035 900 1.1 x 1073 1.05 [62]
LaAlggMgg103_5 900 9.6 x 1073 1.05 [80]
LaAlgsMng503_5 800 4.7(2) 0.22 [75]
LaA10_5Mn0,5O3,5 900 58(2) 0.22 [75]
LagoSrg1AlggMgo 1055 700 2.6 %1073 1.56 [71]
Lao_gsro_lAlo_gMg0,103,5 700 53 x 1074 1.38 [88]
LagoSrg1AlgoMgo 1035 900 2.0 x 1072 0.90 [82]
Lao‘gsro.zA10‘95Mg0‘0503_5 900 1.3 x 10_2 1.15 [80]
Lao'ggsl‘o_lBao_01A10_9Mg0_103,5 700 2.6 X 1073 1.48 [71]
Lag goSro.1Bag,01 AlggMgp 1055 tape 700 6.0 x 10~* 0.60 [86]
La0_898r0_1Ba0_01A10_9Mg0,1O3,5 pellet 700 4.6 x 1072 0.75 [86]
La0_875r0_1Ba0_03A10_9Mg0.103,5 700 1.7 x 1073 1.38 [71]
LaO,SSr0V2A10‘5MnQ.5O3_5 800 86(3) 0.15 [75]
La0_88r0_2A10.5Mn0,5O3,5 900 98(2) 0.15 [75]
La0_88r0.2A10_7Mn0_3O3,5 810 0.75 0.29 [84]
La0,88r0,2A10‘5Mn0.5O3_5 810 10 0.17 [84]
(La0,85r0,2)0.94A10_5Mn0,503,5 810 12 014 [84]
Lao_gBao_lAlogYo'lOg;,é 800 1.8 x 1072 0.82 [53]
LaggBag1Alp9Y0105_5 900 3.1 x 1072 0.82 [53]
La0.87Sr0,1SmgvogAlo.gMg0‘103_5 700 1.2 x 10_3 1.09 [88]
La0_85Sro.lSm0.05A10,9Mg0_1O3,5 700 1.1 x 1073 1.10 [88]

2.3. Applications in SOFCs

There are fragmentary data on the application of lanthanum aluminate electrolytes in
SOEFCs; see Figure 4.

For example, an SOFC was fabricated with 70% NiO-30% YSZ as an anode, SDC as an
interlayer, LaggBag 1Al 9Y0.103_5 (LBAYO) as an electrolyte and LSM as a cathode, and
tested in [53]. LBAYO films with thicknesses of 63 and 74 um were electrophoretically
deposited on the LSM pellets with a diameter of 25 mm and a thickness of 2 mm. The
LSM substrates and the deposited LBAYO films were then annealed at 1450 °C for 2 h
to achieve full electrolyte densification. The thickness of the LBAYO film varied due
to increases in the applied voltage. A NiO/YSZ anode with a thickness of 40 um was
screen-printed on the LBAYO/LSM sample and then sintered at 1500 °C for 6 h. To avoid
chemical interactions between the NiO and the LBAYO film, an SDC buffer layer with
a thickness of 10 um was additionally screen-printed on the LBAYO film between the
electrolyte and the anode. Humidified hydrogen was used as a fuel, while air was used as
an oxidant. Figure 4a presents the SEM micrograph of the NiO-YSZ/SDC/LBAYO/LSM
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cell, indicating that after the annealing procedure, the LBAYO film was highly densified
without cracks with a uniform thickness and a strong adhesion to the LSM substrate. The
open-circuit voltage (OCV) values of the fabricated cells were 0.927 and 0.953 V, while the
maximum power density values were 0.306 and 0.235 W cm 2 for the LBAYO electrolyte
layers with thicknesses of 63 and 74 pm, respectively (Figure 4b). The authors of the work
attributed the sharp decrease in the cells’ voltage at a small current to the slow oxygen
reduction reaction kinetics for the LSM cathode.

(b) 1

Los
T 0ttt R X £
—_—

Voltage (V)

100pm

T
120
Time(hrs)

Figure 4. Properties of the NiO-YSZ/SDC/LBAYO/LSM SOFC: (a) SEM micrograph of a cell
sintered at 1500 °C for 6 h; (b) current-voltage and current-power dependencies of a cell with an
electrolyte thickness of 63 um tested at different temperatures; (c) time dependencies of OCV and
Pmax measured at 800 °C for 10 days. These images were reproduced from [53] with permission from
Elsevier Ltd., 2011.

The long-term stability experiments demonstrated negligible degradation of the
LBAYO electrolyte over 10 days. Figure 4c illustrates the time dependencies of the obtained
open circuit voltage (OCV) and the maximum power density (Pmax) for a cell tested at
800 °C.

Another Ni-GDC/GDC/Lag 9Sr(.1 Algg7Mgp 03035 /GDC/Lag 75510 25 FeO3_5 electrolyte-
supported cell was tested in [87]. For this single cell with a LaggSr1Aly9yMgp.0303_s
electrolyte thickness of 550 um, the OCV and Ppax values at 800 °C were found to be equal
t0 0.925 V and 19.5 mW cm ™2, respectively.

3. Electrolyte Materials Based on Doped LaGaOj3
3.1. Synthesis, Structure and Morphology

Historically, La; SryGa; —yMg, O35 (LSGM) oxides were the first well-studied doped
materials in the LaGaOj3 system. In 1998, Huang, Tichy and Goodenough determined
the existence of single-phase La; _SrxGa;—yMg,O3_05(x4y) perovskites while studying a
LaOj 5-Sr0-GaO; 5-MgO quasi-quaternary diagram [95] (see Figure 5a). This was possible
due to variations in both x and y contents in a composition range of 0.05-0.30 with a step of
0.05. Sr- and Mg- co-doped LaGaOj3 samples were prepared from La,O3, SrCO3, Gay O3,
and MgO using solid-state reaction technology. The obtained powders were pressed into
pellets and calcined at 1250 °C for 12 h. After remilling and repressing, the final pellets
were finally sintered in air at 1470 °C for 24 h and quenched in a furnace at 500 °C.

Similar conventional techniques for synthesizing La; _,SryGa;,Mg,O3_5 were used
in other studies [96,97]. LaggSrp1GapsMgp203_5 samples were obtained from LayOs,
5rC0O3, GapO3 and MgO sources, which were mixed and sintered in a platinum crucible
at 1350 °C for 12 h [96]. The annealed powder was milled with zirconia balls and dried.
Then, the powder was pressed into disks and sintered at 1350 °C in air, nitrogen or oxygen
atmospheres for various times ranging from 20 min to 5 h. Moure et al. [97] obtained
Lao‘gSro.zGa0.35Mgo.1503,5 and Lao.ger.15Ga0,35Mg0.203,5 samples from La203, SI‘COg,,
GayO3 and MgO, which were mechanochemically activated in a Pulverizette 6 Fritsch
planetary mill with stainless steel balls. The mixtures were synthesized at 1300 °C for 16 h;
then after milling for 2 h and sieving with a 100-um sieve, the powders were pressed into
pellets and finally sintered at 1550 °C to form the desired ceramic samples.
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Figure 5. The phase and structure features of LaGaOs3-based materials: (a) phase diagram of a
La01 5-5r0-Ga01 5-MgO system up to 800 °C, P-cubic = single-phase La; ,SrxGa;,MgyO;_5,
214 = LaSrGaOy, 237 = LaSrGazO;. Reproduced from [95] with permission from John Wiley
& Sons, Inc. (Hoboken, NJ, USA), 1998; (b) the scheme of mechanosynthesis for the prepara-
tion of Laj _,SrxGaj . .MgyAl;O3_5. Reproduced from [98] with permission by Elsevier Masson
SAS, 2012; (c) the combustion scheme synthesis for the preparation of La;_,SryGa;—,MgyOs_s.
Reproduced from [99] with permission by Elsevier Ltd., 2007; (d) XRD pattern evaluation of
Lag gSrp2GaggzsMgp.1703_s precursor powders at various calcination temperatures. Reproduced
from [100] with permission from Elsevier Ltd., 1998.

For the synthesis of Lag¢Srp1Ga;_xNiyO3_5, Colomer and Kilner [101] grinded a
mixture of La;O3, SrCO3, Ga;O3 and NiO in an agate mortar with acetone medium and
then calcined them at 1000 °C for 6 h. After sieving with a 65-um sieve, milling for 1 h,
drying and secondary sieving to 65 um, the finishing powders were pressed into disks
and sintered at 1450-1500 °C for 48 h in air. The authors chose nickel as element for
gallium substitution in Lag ¢Srg1GaO3_sowing to the proposal about achieving a hopping
conductivity among the Ni-sites.

Al-substituted Lag 95519 05Gag9Mgo.105-_s and Lag 9Srg1GaggMgp203_s derivatives
were prepared using LayO3, GayO3, SrO, MgO and Al,O3 [98]. Mechanosynthesis was
employed in a planetary mill (Retsch PM100, PM200) with tetragonal zirconia balls, accord-
ing to a scheme presented in Figure 5b. The powders were pressed into disks that were
sintered at 1300-1450 °C for 2-24 h.

As can be seen, the aforementioned methods (solid-state reaction synthesis and
the mechanochemical route) that were conventionally used for the preparation of
Laj_,SryGa;—yMgyOs_; and its derivatives have two considerable disadvantages. First,
high sintering temperatures (above 1450-1500 °C) are required for full densification of
the pressed pellets [51]. This can influence the production cost of the final electrolyte
materials. Second, the appearance of Sr;LasOg, SrLaGazO; and/or SrLaGaO,4 impurity
phases in La; ,SryGa;,MgyO;_5 samples was frequently observed. This was due to
gallium evaporation [102], which resulted in the deterioration of the gallate material’s
ionic conductivity [51]. To solve the problems that arise during La; _SrxGa; —yMg, O35
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preparation, techniques based on co-precipitation [103,104], organic-nitrate precursors
combustion [96,99,100,105-109], self-propagating, high-temperature synthesis [110,111]
and spray-pyrolysis [112] were developed.

For example, LaggSrp,GaggMgp.03_s samples were prepared with carbonate co-
precipitation from La(NO3)3-6H,O, Sr(NO3)p, Ga(NO3)3-xH,0 and Mg(NO3),-6H,O start-
ing reagents [103]. The resulting aqueous solution containing La%*, Sr**, Ga** and Mg?*
cations was gradually dropped into an aqueous (NH,),COj3 solution with heating at 70 °C.
After 2 h of homogenization with continuous stirring, the formed sediments were washed,
dried at 25 °C for 24 h in a N atmosphere, and finally calcined in air at 900-1300 °C for
12 h.

Huang and Goodenough [100] have reported the use of wet synthesis techniques (the sol-
gel technique and the Pechini method) for forming single-phase Lag g§Srp2Gag gsMgp.1705—s
materials. Solutions of La(CH3COO);, Sr(CH3COO), and Mg(CH3COO), acetates and
La(NO3)3, Sr(NO3)2, Ga(NO3); and Mg(NO3); nitrates were used in these preparation
methods. During synthesis with sol-gel technology, the required amounts of metal acetates
and gallium nitrate solutions were mixed by stirring. An ammonia solution was then
added, forming a white gel. This was aged at 25 °C for 72 h and heated at 150 °C for
8 h upon full water evaporation. The resulting product was fired at 300, 500 and 700 °C
at varying times. Using the Pechini method, Lag gSry,GaggsMgp 1703_5 samples were
prepared from a mixture of the necessary amounts of metal nitrate solutions at 25 °C: citric
acid was then added. The citric acid was used to fulfil a mole ratio of citric acid/total
cations around 1.5/1. After stirring the precursor solution, ethylene glycol was added in
an equal amount to the citric acid. The obtained solution was heated at 150 °C for 12 h
and resulted in a polymer-like solid material. This resin was slowly heated to 300 °C and,
after several sintering stages, it was finally calcined at 1400 °C for 4 h [100]. The pressed
Lag g551r0.15Gap sMgp 203_ s samples were found to be single-phase after they were obtained
via the Pechini method and annealed at 1400 °C for 6 h [105].

A Lag gSrp2Gag gsMgp.1503_5 sample was also obtained via the glycine-nitrate com-
bustion method [106]. Ga, LayO3, MgO and SrCO3 powders were dissolved in strong
HNOj3 and mixed with water. Glycine was then added with a molar ratio of glycine/nitrate
ions equal to 1:1. The glass beaker with the precursor glycine-nitrate solution was heated
on a hot plate with spontaneous burning, which resulted in a white powder. Dense samples
were formed at a temperature range of 1400-1550 °C for 6 h at each stage [106]. A similar
method was used in [107] for the synthesis of Lag 9Sr 1GaggMgp203_5. The experimental
procedure included the heating of the precursor glycine-nitrate solution at 550 °C upon
combustion, initial calcination of voluminous oxide powders at 800 °C for 3 h, annealing
the powders at 1000 °C and final annealing at 1300 °C for 2 h. It should be noted that
the authors of [107] could not achieve single-phase sample. Huang and Goodenough also
concluded that a Lag gSrp 2Gag §3Mgp.1703_s single-phase material cannot be formed via
hydrothermal treatment synthesis [100]. A typical diagram of La;_,Sr:Ga;_,Mg,O3_5
synthesis via the glycine-nitrate combustion method described in [99] is presented in
Figure 5c.

In [110], Ishikawa et al., prepared LaggSrg1GaggMgo203—s and LaggSrg1Gag7Mgp303—s
samples via self-propagating high-temperature synthesis from La,;O3, SrCO3, Ga,O3, Mg
and NaClO4. An initial powder mixture was supplied to a self-propagating synthesis
reactor: it was then ignited with a disposable carbon foil in contact with the sample. The
obtained powders were washed with water to remove NaCl. The samples were pressed
into disks in vacuum and then sintered at a temperature range of 1000-1500 °C for 6 h in
air. An alternative process for Lag 9Srg 1GaggMgp203_s synthesis based on a preliminarily
mechanically activated powder mixture was proposed by Ishikawa et al. [111]. The initial
mixture was grinded in a planetary mill with stainless steel balls. The powder sample
was pressed into a disk, which was placed in a self-propagating synthesis reactor: the
aforementioned algorithm [110] was then used.
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The literature points out that temperature of about 1400 °C (or more) is required for the
synthesis of single-phase LSGM samples. Figure 5d presents the thermal evolution of the
XRD pattern for a Lag gSrg 2Gag ssMgp.1703_s precursor powder [100]. The powders calcined
at the intermediate temperatures were multiphase, containing Lag gSrg»Gag g3Mgp 1703_s
and LayO3, LaSrGaz Oy and LayO,CO;3 impurities. A single-phase Lag gSrg2Gag gsMgp.1703—s
sample with a cubic structure was formed during calcination at 1400 °C.

It is worth noting that the crystal structure of the obtained LSGM samples depends
on the strontium and manganese dopant contents. Basic LaGaO3 at room temperature
has an orthorhombic structure [113] but varying the doping contents can change the
crystal structure symmetry [100,114]. Generally, the substitution of La®*-ions with Sr>*-ions
increases the tolerance factor ¢t (Equation (1)), while Ga-with-Mg substitution decreases
it. Therefore, the f factor for La; ,SrxGa; Mg, O35 is nearly equal to that calculated for
undoped LaGaOs.

The t factor is equal to 1 for Lag gSrp Gag gMgp203_s, which exhibits an ideal Pm-3m
cubic structure with a unit cell parameter of 2 = 3.9146(1) A114] (Figure 6a). According
to [114], the crystal structure of Lag¢Srg1GaggMgp203_s and LaggSrg1GagoMgp105-s
samples (Figure 5a) was refined in a I2/a monoclinic space group.
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Figure 6. Properties of LaGaO3-based phases: (a) the crystal structure of Lag gSrp,GaggMgp203_s
(8282), La()_gsr()ll Gao_gMgQQOg,,é (9182) and LaoigsroilGaolgMng&é (9191) Reproduced from [114]
with permission from John Wiley & Sons, Inc., 2021; (b) observed and Rietveld-refined XRD patterns
of Lag ¢St 1Gag gMgp203_5. Reproduced from [115] with permission by Elsevier Ltd., 2018; (c) an
SEM micrograph of a Lag ¢Srp1GagsMgp203_s ceramic obtained via mechanically activated and
conventional self-propagating synthesis. Reproduced from [111] with permission by Elsevier Ltd.,
2009; (d) the temperature dependencies of the relative density of a Lag 9Srg 1 Gag sMgp203_5 ceramic
material. Reproduced from [115] with permission from Elsevier Ltd., 2018.

The crystal structure of LaGaO3 and Lag ¢Srg1GaggMgp203_s samples was investi-
gated via powder neutron diffraction at 25, 800 and 1000 °C in [116]. According to the
Rietveld refinement analysis of the diffraction data collected at 25 °C, an orthorhombic
structure was observed for both samples: fitting was provided in the Pnma space group for
LaGaOj3 (unit cell parameters were equal to a = 5.4908(1), b = 7.7925(1) and c = 5.5227(1) A)
and in the Imma space group for LagoSrg1GaggMgp203_s (unit cell parameters were
equal to a = 5.5179(1), b = 7.8200(1) and ¢ = 5.5394(1) A). The high temperature measure-
ments [116] show that the LaGaO3; sample possessed a rhombohedral structure in the
R-3c space group (unit cell parameters were equal to a = 5.5899(1) A and a = 5.5987(1) A
at 800 and 1000 °C, correspondingly), whereas Lag 9Srg 1GaggMgp203_5 exhibits a cubic
structure in the Pm3m space group (unit cell parameters were equal to a = 3.9760(1) A
and a = 3.9866(1) A at 800 and 1000 °C, correspondingly). Similar data at 25 °C (the Imma
space group, a = 5.5056(9), b = 7.8241(7), c = 5.5387(5) A) for a Lag9Srp1GapsMgp205_5
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sample obtained via solid-state route and sintered at 1350 °C for 2 h was reported in [115].
However, this sample consisted of an LSGM phase and a LaSrGazOy impurity phase, as
indicated by “*’ in Figure 6b. This fact proves the necessity of sintering temperatures of
1400 °C for obtaining single-phase LSGM samples.

Comparative analysis of the microstructural parameters for Lag 9Sr1GapgMgp203_s
disks sintered at 1400 °C for 6 h obtained via the self-propagating high-temperature and
solid-reaction synthesis techniques showed that the first sample was denser [110]. The
relative densities of the samples were 98 and 92%, respectively, despite the fact that the
sintering temperature for the first disk was 100 °C lower than that for the second one.
Images in Figure 6¢ show the SEM micrographs of LagoSrg1GaggMgp203_s samples
obtained via self-propagating synthesis with and without mechanical activation of the
starting mixture for 24 h [111]. These SEM images testify that mechanically activated
self-propagating synthesis provided the high-grade powders with nano-size particles. The
specific surface areas of the samples were 3.36 and 2.06 m? g~ !, respectively. Based on
both studies, Ishikawa et al. [110,111] concluded that this proved the advantages of using
self-propagating high-temperature synthesis (especially with mechanical activation of the
starting mixture) in comparison with the solid-reaction method.

The evolution of a Lag 9Sr 1Gag gMgp203_s sample’s density against temperature was
provided in by Batista et al. [115]. Based on dilatometry experimental results (Figure 6d), the
authors separated the process into three steps: an insignificant increase of relative density
at 25-1000 °C; gradual densification at 10001300 °C; and, finally, a fast densification above
1300 °C. According to [117], a relative density of over 99% was achieved after calcination at
1450 °C for 6 h.

Summing up the review section, which was devoted to the synthesis methods of Sr,
Mg-doped LaGaOs oxides as electrolyte materials, the self-propagating high-temperature
synthesis with mechanical activation of the starting mixtures can be identified as one of
the most optimal techniques. The above-mentioned method can obtain the single-phase
Lag 9Sr.1GaggMgp203_s powders with high specific surface areas, a narrow distribution
of nano-size particles, and high relative densities for the sintered ceramic samples.

3.2. Functional Properties

In 1994, Ishihara et al. [51] were the first to show that the La-substitution of LaGaO3 with
strontium and gallium with magnesium increased the electrical conductivity of doped materials
(Figure 7a,b) owing to the formation of oxygen vacancies in La; SryGa; Mg, O35 [118].

The measurements of Ishihara [51], Stevenson [119] and Goodenough [95] demonstrate
that the La; _,SryGa;,MgyO3_5 samples possess maximal electrical conductivity values at
x=0.15/0.2 and y = 0.2, as can be seen in Table 2. It should be also noted that conductivity of
nominally similar materials can be varied over a wide range (see Figure A2). This confirms
that the microstructural parameters of ceramics, as well as the presence of insulating
impurity phases, considerably affect the transport properties of gallates, encouraging the
continuous search for their new synthesis and fabricating techniques.

Hayashi et al. [120] concluded that the electrical conductivity of La; SrxGa;—,MgyOs 5
becomes greater when approaching the tolerance factor of the doped sample to ¢ for LaGaO3
and decreases when the tolerance factor for the doped samples differed from t for LaGaOs.
It was established that increasing the Sr, Mg-doping levels led to the association of oxygen
vacancies [51,119,120]; for this reason, further electrical investigations of the doped-LaGaOj3
oxides were performed on La; ,SryGa;—,Mg,O3_5 samples with a fixed content of Sr and
Mg dopants (nearly 20 mol.%, i.e., x = y = 0.2). The literature on the transport properties of
Laj_,SryGay —yMgyOs3_5 ceramic samples is summarised in Table 2. Figure 7c presents the
temperature dependencies of conductivity for the Lag ¢Srg1GagoMgp103-_5 (LSGM9191),
Lao.gsro.lGao.gMgo.zo\g,g (LSGM9182) and Lao.gsroizcao.gMgo.zog,,& (LSGMSZSZ) samples
obtained in [114]. These data agree with the conclusion that the maximal conductivity for
LSGM is achieved at x =y = 0.2.
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Figure 7. Properties of LaGaO3-based phases: (a) the crystal structure of Lag gSrp2GagsMgp203_5
(8282), Lag 9Srg 1 Gag sMgp203_s (9182) and Lag 9Srg 1GagoMgp 103_5 (9191). Reproduced from [114]
with permission from John Wiley & Sons, Inc., 2021; (b) observed and Rietveld-refined XRD
patterns of LaggSrp1GaggMgp203_5. Reproduced from [115] with permission form Elsevier
Ltd., 2018; (c¢) an SEM micrograph of a LaggSry1GaggMgp203_s ceramic obtained via mechan-
ically activated and conventional self-propagating synthesis. Reproduced from [111] with per-
mission by Elsevier Ltd., 2009; (d) the temperature dependencies of the relative density of a
Lag9Srg1GaggMgp,O3_s ceramic material. Reproduced from [115] with permission from Else-
vier Ltd., 2018; (e) conductivity of LaggSry,GaggMgp203_5 as a function of oxygen partial pres-
sure. Reproduced from [109] with permission from Elsevier Ltd., 2011; (f) the temperature depen-
dencies of TEC for Lao.gsl'o.zGa()gMgO.1O3_5 (LSGMZOlO), Lao.gSr0.2Ga0‘85Mg0.1503_5 (LSGMZOlS)
and Lag gSrp,Gag gMgp205_ 5 (LSGM2020). Reproduced from [121] with permission from Elsevier
Ltd., 2009.

Table 2. Total conductivities of LaGaO3-based materials depending on their compositions, prepara-
tion methods and temperatures. Figure A2 provides a visualization of these data.

Sample Samples Obtaining Method; Annealing Temperature (°C) T (°O) o (Scm™1) Ref.

LaGaOj3 Solid-state route; 1500 950 0.02 [51]
Lag9Srp.1GagoMgp10s_s Solid-state route; 1500 950 0.20 [51]
Lag 9Srg1Gap gsMgp.1503—5 Solid-state route; 1500 950 0.27 [51]
Lag9Srg1GagsMgp203_5 Solid-state route; 1500 950 0.29 [51]
Lag9Srg.1Gag7Mgp303-_s Solid-state route; 1500 950 0.28 [51]
Lag9Srp.1Gag sMgp4Os_s Solid-state route; 1500 950 0.10 [51]
Lag9Srg.1GagsMgp203-5 Glycine-combustion method; 1400 1000 0.26 [51]
Lag g5510.15Gap gMgp203_5 Glycine-combustion method; 1400 1000 0.36 [51]
Lag gSrg2Gap gsMgp.1503—5 Glycine-combustion method; 1400 1000 0.31 [51]
Lag gSrg2GagsMgp203-5 Glycine-combustion method; 1400 1000 0.40 [51]




Nanomaterials 2022, 12, 1991 14 of 29

Table 2. Cont.

Sample Samples Obtaining Method; Annealing Temperature (°C) T (°Q) oc(Scm™1) Ref.
Lag9Srp.1GapoMgp 1035 Solid-state route; 1470 800 0.116 [95]
Lag 9Srg.1Gag gsMgp.1503_5 Solid-state route; 1470 800 0.127 [95]
Lag9Srg.1Gap sMgp 2035 Solid-state route; 1470 800 0.132 [95]
Lag9Srg.1Gap7Mgp 3035 Solid-state route; 1470 800 0.096 [95]
Lag g5510.15Gag sMgp203_s Solid-state route; 1470 800 0.150 [95]
Lao_gSro_QGao_g5Mg0_1503,5 Solid-state route; 1470 800 0.149 [95]
Lag gSrg2Gap 83Mgp.1703—5 Solid-state route; 1470 800 0.17 [95]
Lag gSrg2GagsMgp205-5 Solid-state route; 1470 800 0.14 [95]
Lag 7510 3Gap sMgp 2035 Solid-state route; 1470 800 0.109 [95]
Lag9Srp.1GapgMgp 2035 Self-propagating high-temperature synthesis; 1500 800 0.11 [110]
Lag9Srg1GagsMgp205_5 Carbonate co-precipitation; 1400 800 0.045 [104]
Lag9Srp.1GapoMgp103—_s Solid-state route; 1450 800 0.071 [114]
Lag9Srg.1GapgMgp 2035 Solid-state route; 1450 800 0.1095 [114]
Lag9Srg1GagsMgp203_5 Glycine-combustion method; 1500 800 0.092 [122]
Lag9Srg.1Gap sMgp 2035 Glycine-combustion method; 1400 800 0.0395 [123]
Lag g55r0.15Gag 85Mgp.1503—5 Acrylamide polymerization technique; 1432 800 0.093 [124]
Lag g5510.15Gag sMgp203_s Mechanochemical route; 1380 600 0.016 [97]
Lag g5510.15Gap sMgp 2035 Glycine-combustion method; 1300 800 0.053 [125]
Lag g55r0.15Gag sMgp203_5 EDTA-combustion method; 1300 800 0.06 [125]
Lag g5510.15Gag sMgp203_s Glycine-combustion method; 1400 800 0.096 [105]
La0_858r0,15Ga0_8Mg0.203,5 Pechini method; 1400 800 0.135 [126]
Lag gSrg2GagsMgp203-5 Carbonate co-precipitation; 1300 600 0.014 [103]
Lag gSrg2GagsMgp205-5 Glycine-combustion method; 1300 700 0.022 [109]
Lag gSrg2Gap sMgp 2035 Glycine-combustion method; 1400 700 0.085 [109]
Lag gSrp2Gap gMgp 2035 Spray pyrolysis; 1400 500 0.0029 [112]
Lag gSrg2GagsMgp203-5 Solid-state route; 1450 800 0.126 [127]
Lag gSrg2GagsMgp203-_5 Solid-state route; 1400 800 0.035 [127]
Lag gSrg2GagsMgp203-5 Hydrothermal urea hydrolysis precipitation; 1400 800 0.056 [127]
Lag gSrg2GagsMgp203-5 Carbonate co-precipitation; 1400 800 0.137 [128]
Lag gSrg2GagsMgp203-_5 Solid-state route; 1250 727 0.019 [129]
Lag gSrg2GaggMgp205-5 Sol-gel technique; 1300 450 29 x107* [130]
Lag gSrg2Gap sMgp 2035 Solid-state route; 1400 800 0.132 [131]
Lag gSrp2Gap gMgp 2035 Thin film deposited by vacuum cold spray; 200 750 0.043 [132]
Lag gSrg2GagsMgp203-5 Step-wise current-limiting flash sintering process; 690 850 0.072 [133]

It was shown in [119] that the ion-transfer numbers were nearly equal to 1. For
Lag9Srp1GagsMgp203_s and Lag gSrg»GaggMgp203_5 ceramic samples, the oxygen-ion
transference numbers were found to be equal 1 at 700-1000 °C [107], confirming the pres-
ence of electrolyte-type behaviour. Savioli and Watson [134] studied the defect structure
of LaGaOj3 upon the use of various doping strategies using DFT calculations. They con-
firmed that Sr-, Ba-, and Mg-doping should result in the greatest improvements to the ionic
conductivity of the LaGaO3 parent phase, while the Ni**-, Co?*-, Fe?*-, and Zn?*-doping
is responsible for the generation of a mixed ionic-electronic conducting behaviour. Sr-
and Mg- co-doped LaGaO3; complex oxides are predominantly oxygen-ionic conductors,
for which the electronic conductivity levels are 34 magnitudes lower compared to the
oxygen-ionic conductivity levels [135].

According to [125], the dependence In(c'T) vs. 1/T had a break at 700 °C for Lag 85510 15-
Gap gMgp203_5, which indicates that the activation energy value of oxygen-ion conductiv-
ity at a low-temperature range was higher than that at a high-temperature range.

A linear correlation between hardness and total ionic conductivity was revealed
in [126] for LagoSrg1GaggMgp203_5 and LaggsSrg15GagsMgp203—5 samples. It was
shown that the electrical and mechanical properties of La; ,SryGa;—,MgyOs3_; are strongly
defined by microstructural peculiarities and the presence of low-conductive LaSrGaO4 and
LaSrGazOy impurity phases [123]. The LaSrGaOy phase exhibits a tetragonal structure
K, NiFy-type and crystalizes in the [4/mmm space group; its conductivity is found to be
around 21077 S cm ™! at 900 °C [136]. The LaSrGazO7phase belongs to a melilitestructure
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described in the P421m space group; its ionic conductivity level is around 2:107¢ S cm !
at 800 °C [137]. The maximum values of ionic conductivity and hardness were achieved
for single-phase Lao‘gsrohlcaothngOg,,é (LSGMlOZO) and La0‘85Sro,15Ga0‘8Mgo‘203,5
(LSGM1520) samples with a high relative density, as shown in Figure 7d. With a significant
amount of impurity phases at the grain boundaries, the samples exhibited a gradual de-
crease in hardness and the grain boundary conductivity, which resulted in a decreasing total
conductivity. The data in Table 2 may also be analysed from the aforementioned perspective.

The electrical conductivity of LaggSrp2GapsMgp203_5 was investigated over a Poy
range of 10-%—1 atm at 700 °C [109]. The results of the measurements are presented in
Figure 7e for Lag gSrg,GaggMg203_s samples, sintered at 1470 °C (LSGM-CON-1400),
1400 °C (LSGM-1400) and 1300 °C (LSGM-1300), and an LSGM sample with 1 wt% V,05
sintered at 1300 °C (LSGM-1V-1300). All these samples show an approximately constant
conductivity over the measuring pO, range, implying a realization of the electrolytic
conduction behaviour.

The thermal expansion of La; _,SryGa; Mg, O5_ 5 was studied by Baskaran et al. [138].
The TEC values measured for the Lag 9Sry1GaggMgo203_ 5 sample were equal to 10 x 1076 K~
over a low-temperature range and 13.5-14.0 x 10~ K~ above 600 °C. Lee et al. [99]
reported about an average TEC of 12.1 x 10~ K1 for Lag gSrp2GaggMgp203_5 at a tem-
perature range of 25-1000 °C, which is close to 12.3 x 10~° K1 for a Lag 5519 3sMnO5_j
electrode at the same temperatures [92].

The expansion behaviour for La; ,SryGa;_,MgyO5_; is correlated with its crystal
structure in the observed temperature range. Therefore, the presence of a phase transition
from an orthorhombic phase to a cubic one for Lag¢Srp1GagsMgp205-_5 [116] and the
existence of an ideal perovskite cubic structure for LaggSrp2GagsMgp203_5 [114] are
responsible for the aforementioned variations in their thermal expansion behaviour.

Datta et al. [121] observed that the temperature of phase transition from an orthorhom-
bic to a rhombohedral structure for La; ,SryGa;_,Mg,O3_5 increased as Mg content
increased at a fixed Sr content, as shown in Figure 7f, and decreased with increasing Sr
content at a fixed Mg content. The effect of Sr and Mg co-doping on TEC values was ex-
plained for La; ,SryGa;,MgyO3_5 in terms of the amount of generated oxygen vacancies.
It was concluded that TEC values increased as oxygen vacancies increase, regardless of the
dopant type. This was the result of the binding energy weakening as a result of oxygen
vacancy formation.

Shkerin et al. [139] analysed the structure and phase transitions of Lag ggSr.12Gag g2-
Mg 1803_s using dilatometry, XRD and Raman spectroscopy. According to the obtained
data, Lag gsSrp.12Gag g2Mgp.1803—_5 exhibited two phase transitions of the second order at
502 and 607 °C. The first transition was attributed to a phase transition from an orthorhom-
bic phase to a cubic one, while the second phase transition was attributed to the ordering
of the oxygen vacancies.

Wu et al. [140] studied transport properties of Lag 85519 15GagsMgp203_s upon the
partial or full Sr-substitution with calcium or barium. Their analyses have shown that both
types of substitution result in a decrease in ionic conductivity by 20-30%. However, at the
same time, the Ca-substituted ceramic materials showed higher conductivities compared
to the Ba-substituted analogues. This confirms that strontium is an ideal dopant (from the
steric and energetic viewpoints) to be introduced into the La-sublattice of LaGaO3-based
phases.

The chemical compatibility of La; _,SryGa;—,Mg,O5_5 was investigated with oxide
materials used in SOFCs, cathodes [141-152] and anodes [153-167]: this is presented in the
corresponding reviews [28,56,153].

Chemical interactions between a Lag 9Srg 1Gag gsMgp203_5 electrolyte and cathode ma-
terials such as La0.65Sro,3Mn03,5, La0,7Sro,3C003,5, Lao,65Sr0,3Fe03,5, La0.65Sro,3N103,5
and Lag ¢Srp4Cop2FeggO3_s are demonstrated in [141]. The LSGM/cathode powders were
mixed at a weight ratio of 1:1, pressed into disks and annealed at 1300 °C for 3 h in air.
The XRD data revealed that impurity phases were not formed in the LSGM mixed with
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Lag 65519 3MnO3_5, Lag 7Srg3Co03_5, and Lag ¢55r93FeO3_5, but appear in the calcined
mixtures with Lag 65519 3NiO3_5 and Lag ¢Srp4Cog2FepsO3_5. The absence of reactivity
between Lag gSrp2GaggsMgp 2035 and Lag gSrgoMnO;_5 was also confirmed during calci-
nation at 800 °C [142].

Sydyknazar et al. [143] showed that Lag g35rg.17Gag sMgp203—5 exhibited good chem-
ical compatibility with a novel cathode material, Srg9Bag1Cogo5Ru00505_5, after joint
calcination at 1100 °C for 12 h. According to the literature, Lag 9Srg1GaggMgp,05-s does
not react with the following cathodes: Lag4SrgsCo09Sbg103_5 after heat treatment at
1150 °C for 6 h [144], SrCOO.gFe().leo.]Og,‘s at 950 °C for 10 h [145], BaCO()ero‘zTao.lOg,(s
at 950 °C for 10 h [146] and Sr,Tip §Cog2FeO¢_s after at 950 °C for 10 h [147]. According to
Tarancon et al. [148], Lag gSrp2GagsMgp203_ 5 interacted with a GdBaCo,05. 5 cathode at
temperatures above 900 °C, forming BaLaGaz O, and BaLaGazO7 secondary phases.

An analysis of works devoted to Ruddlesden-Popper phases demonstrates that
La0.95r0.1 Gao_gMg0_203_§ and Prz,xLaxNio_85Cu0.1 A10.0504 +8 (x = 0, 02, 05, 10) have no in-
teractions at 1000 °C for 5 h [149], but Lag 9551¢ 05Gag9oMgp.1O3—_s reacted with NdyNiOg, s
after annealing at 1000 °C for 5 h [150]. Equally, Lag g55r¢.15Gag s5sMgp.1503—s reacted with
Pry_,CayNiOy, s after annealing at 900 °C for 10 h (x = 0, 0.5) [151] and at 1200 °C for 1 h
(x=0,0.3) [152].

Zhang et al. [154] showed that a Lag ¢Srg1GapgMgp203_5 electrolyte reacted with
the nickel component in a Ni-SDC anode. The chemical interaction between LSGM and
the composite was due to the interface diffusion of nickel from the anode to the LSGM
electrolyte; this led to the formation of La-based poor-conductive secondary phases, which
block oxygen-ion transport. The unit cell design with a buffer layer of SDC was sug-
gested as an effective way of avoiding the problem of interface diffusion [155]. However,
chemical reactivity was observed between La;_,SryGa;,Mg,O3_;5 and buffer layers of
Gdp.1Ce 901 .95, scandia-doped zirconia [156] and GdgCep 019 [157].

An alternate solution to the problem of nickel interface diffusion from a Ni-based
anode is to find novel anode materials. A study of the chemical compatibility between
Lag9Srp1GaggMgp203_5 and Fe, O3, Cop,O3, NiO as anode materials is provided in [158].
Powder mixtures of LSGM with metal oxides at a weight ratio of 1:1 were mixed in ethanol,
pressed into pellets and annealed at 1150, 1250 and 1350 °C for 2 h. The obtained XRD data
showed that the LSGM reacted with NiO and Co,03 at 1150 °C, while a detectable reaction
with Fe;O3 occurred only after calcination at 1350 °C.

Du and Sammes [159] reported good chemical compatibility between Lag gSrp2Gag s-
Mg 205_s and an alternative Lag 7551( 25Crg5sMno 503 anode at a temperature range of
1100-1500 °C. However, the authors note that a low-conductivity phase formed if the
annealing time was more than 6 h or the annealing temperature was greater than 1500 °C.

Good chemical compatibility between LSGM and anodes with a double perovskite
structure was shown for: Lag¢Srg1GaggMgp203_s and Sr,TiMoOg_s after calcining the
samples at 1000 °C for 10 h in an atmosphere of 5% H,/ Ar [160], Lag gSrg»GaggMgp205_5 and
SI'2F€15MO()’506,5 after heat treatment at 1200 °C for 24 h in air [161], LaO.ggSro'lzcaobgzMgO.lgo3, s
with SroNiMoOg_5 at 1000 °C for 20 h [162,163] and SryNig 75Mgp25sMoOg_s at 1100 °C
for 20 h [164] and at 1250 °C for 2 h [163]. The formation of secondary phases be-
tween LSGM and double perovskite anodes was observed for LagSrg1GagsMgp205—5
and SrpMgMoOg_ s after calcining at 1100 °C [165], for Lag ggSrg 12Gag g2Mgp.1803-_5 and
Sr,ZnMoQOg at 1000 °C for 20 h [166] and for LaggSrp,GagsMgp,05-_s at 1300 °C for
10 h with Srp,Nig7Mgp3MoOg_s [167] and, after heat treatment at 1200 °C for 24 h, with
SroCoMoQOg_ [161], StoNiMoOg_s [161] and SroMgMoOg_s [168].

According to Takano et al. [165], Lag 9Srg1Gag sMgp203_ 5 did not react with Cep gLag 201 g
after annealing at 1300 °C for 1 h; therefore, it was concluded that Lag ¢Srp1GapsMgp205_s
and Cep gLag»0,_s might be recommended as SOFC electrolyte and buffer materials, respec-
tively, with SryMgMoQOg_ 5 used as the anode material. However, a comprehensive investiga-
tion of the chemical compatibility between various compositions of La; _,SryGa;—,MgyO3_5
and lanthanum-doped CeO,, provided in [169], showed that only a Lag 9Srp1GagsMgp 2035/
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CepsLap 40,5 mixture did not result in additional phases after being annealed twice at
1350 °C for 2 h at each stage.

3.3. Applications in SOFCs

The problem of reactivity between the LSGM and SOFC electrode materials dur-
ing sintering can be solved by reducing sintering temperatures or/and using the SDC
buffer layer as a barrier, eliminating lanthanum- and nickel-cation diffusion. Several
unit cell designs have been proposed in the literature. Table 3 presents a summary of
electrochemical performances for different types of hydrogen-fuelled SOFCs with LSGM-
based electrolytes. These data testify that enhanced power densities were achieved for
electrolyte-supported SOFCs when the LSGM electrolyte thickness was in a range of
100-300 pm. Buffer layers of doped ceria were used between the electrolyte and anode:
CeO.SSmOQOz_é [144,145,149,155,160,167], Ceo.ng0_202_5 [170] and Ce0.6La0.4Oz_5 [171,172].

Table 3. The performances of SOFCs with La; —xSrxGa; -, MgyO3_5 electrolytes. Figure A3 provides
a visualization of these data.

SrzMgM006, 5

Buffer Layer/ .
Anode Electrolyte (Thickness, pm)/ Cathode (01(":) P‘()w‘% Dellzl)ty Ref.
Buffer Layer mWw cm
Ni-Ce §Smo 0,5 Lag §St92Gag.ssMgo.1703-5 (265) Lag¢S10403-5 800 290 [52]
Ni-Lag gSro2Gao.s3Mgo.1702.515 c Tgao.sScr)o.zG?%ssMégowgsfzs I\/([395)O L éao.ecsro.z;ggféo 800 363 [52]
. ) e0.8Sm0 20,5 /LagySro1GagsMgo 2035 0.4510.6C00.95b0 1035~
Ni Ceo_gsmo'zozfz, (300) C60'85m0'202,5 700 432 [144]
Ni-CeoSmo 20z CeosSmo202-s/LaaBo1Go0sMg020s-0 - 5iCopgFeqiNbo1035 800 756 [145]
. Ce.§5Smo 20,5 /LageSro.1GagsMgo 2055 SrCopgFeg1Nbg 103 5—
Ni Ce0,88m0,202_5 (100) Ce0.9Gd0,102—5 800 829 [145]
Ni-Ceg §Smp 2025 Lag9Srp.1GagsMgo.203-5 (300) BaCog7Fep2Tag103-5 800 460 [146]
Ni-CepgSmg 0,5 CengSmo202-5 /L?ggg)l‘OJGao.sMgo.zOzfs PryNigg5Cug1Alg 050445 700 392 [149]
Ni-Ce 85mp202-5 Lag gSro2Gag.s3sMgo.1703-5 (500) Lag 65104035 800 270 %1%5]’
Ni-Ce sSmo20s_s CeSmo20;-5/ La?SsOsor)o.zGao.ssMgo.WOsf5 LagSr040s. s 800 550 [1175?3,
) Lag.g7510.13Gap.ssMgo.1503—5-
Ni-Ce §Smo 2025 Lag 87510.13Gag.ssMgo.1503-5 (3.8) 750 1420 [174]
Lag 5r0.4Fep3C00203-5
Ni-Ce Y0202 5 Lag9Sr0.1GapsMgo 2035 (45) Lag¢S19.403_5 700 500 [175]
Ni-CepsLap4O2-5 Lag g5r0.2GapsMgo 2035 (30) Lag gSro2FeosC00205-5 700 780 [176]
Ni-Cep¢Lag4Or_s CepLag4Oz-s/ La%.gg(r)()).zGao.ssMgo.WO% 5 SrCopsFep20s_5 800 900 [177]
. Ceps5La0.4502—5 /Lag 9Sr0.1GagsMgo205—5 LaggSrp.10;-s-
Ni Ceg'ngOJOz,;, (75) CeO455LaOA4502—5 800 1100 [178]
Ni-Ce)Gdo10_s Ceos5L20.4502-5/ L?gg)sro-lcao'sMgMO% 5 LageSr0405_s 800 1565 [179]
. Ceps5La0.4502—5 /Lag9Sr0.1GagsMgo2055
Ni: Ceg'ngOJOz,g (50)/Ce0455La0.45OZ,5 La0,6Sr0_4O3_5 800 871 [179]
Ni-Ce5Gdg20s_s Cep3Gdo 2025/ Lao7955ro‘1Gao.sMgo.20375 Bag.55r05C00.5Fe0205_s 700 760 [180]
Ni-Fe CepgSmp20;-5/ La(%gSI'OJGaOBMgOQOC”*‘S Smp 55105035 700 1790 [181]
. CepLag40s-5/LageSro1GapgMgo203-5 Lag9Sr0.1GapsMgo205-s-
Ni-Cep sLap4O2-5 e Lo (9)// (]ie()ﬁ%a0481,8 N— Lag 6Sro.4Fe8C00205-5 700 910 [182]
. e0.6Lag402—5/LagySro.1GagsMgo203-5 LagoSrg1GagsMgp205—5-
Ni Ceo‘gsm04202_5 (11)/CEO'6L30401,3 La0.6erA4FeOA8COOA20376 800 1230 [183]
Ni-CeogGdg20s_5 CeosGo202-s /(La(%gﬁ)l;o‘l)0‘97Ga0‘9Mg0‘1O3’5 Lag6Sro.4FesC0p205_5 800 540 [170]
. Lag9St0.1GaosMgo203-5-
Ni CeO‘gsmoAzozfé Laolgsrg,lGao,sMngg% (3.4) Lao,éerAFeO.SCOO,ZOS—é 750 736 [] 84]
Ni-CepgGd20:-5 Lag §Srp2Gag sMgo.203-5 (50) La.6Sro.4FepsCo0203_5 700 831 [185]
Ni-Fe CeosLao4O2-s/ La(%ggo.lcao,sMgogOH Smy 55105035 800 1350 [171]
Pd-Sr, TiMoOg_s CepgSmp20;-5/ L?ggg)rmGaosMgonafé NdBaCog ¢7Feq7Clig 70545 850 1009 [160]
. Lag ggSr0.12Gag.s2Mgp.1803—5
SI'leMOOe,,g (700)/Ce0,8Sm0,202_5 La0'7Sro‘3Fe0.9Coo'1O3,5 800 61 [163]
SI'zNiMOOe,,g La0,98r0,1Ga0,gMg0,2O3_5 (300) Ba0,5Sr0A5C00A3Fe0‘203,5 800 595 [] 86]

Ce.§Smp 20,5 /LaggSro2Gag.sMgo205-5
(700) SmBaCon5+5 800 39 [167]
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Table 3. Cont.

Buffer Layer/

T

Power Density

Anode Electrolyte (Thickness, pm)/ Cathode o _ Ref.
Buffer Layer o (mW em~2)

Sr,MgMoOg_s CepsGd202-5/ Lag.gg)ro‘zGao.gMgO»ZOS*5 Lag¢Sro4FepsC00205—s 800 330 [168]
. Lag sSro.12Gag s2Mgo 18035

SraNig75Mgo.25MoOg 5 (700)/Cep sSm >0y s Lag 7Sro3Fe9Co00.105-5 800 429 [163]
. Lag §Sr0.12Gag.s2Mgo 18035 :

SraNig75Mgo.25M0Og 5 (500)/Cep.sSm 202 La;NiOy, s 800 276 [187]
. Lap 8sSr0.12Gap.s2Mg0.1803-5 : )

SraNip 75Mgp.25M0oOg 5 (500)/CesSmp 205 s Lay 5Cag5Nig 67F€03304+5 800 273 [187]
Sr,Nig yMgo3MoOs_ s Ce.§Smp20;—5/ L?ggg;0,263048Mg04203*5 SmBaCo0,0s, 5 800 160 [167]
St,Nig sMgo7MoOg_s CeoSm20;-5/ Fa085r02GaosMg20s-s SmBaCo,0s.5 800 119 [167]

Bag 55rg5Moq 1Fep o055 Lag gSrp2GaggMgp.20s-5 (150) Bag 55rg5Mop 1Feg 9035 800 2280 [188]

SrFeq.75Mo00 25035 Lag 9Srp.1GagsMgo.20s-5 (30) SrFeq.75Moq 25035 800 703 [189]
P§B¥F80§ECUA2gO5+5 Lao‘gsrg‘lcaOAgMg0‘203,5 (275) PéBaP(‘Feoﬁ/[SCOZ()§05+5 800 713 [190]
Tp e 5M005VU6—5- 1o e1,5M005V6—5-
Lag 95r0.1GaosMgo202.85 Lag 9Sro.1Gag.sMgo203-5 (10) Lag.9St0.1GaosMgo203-s 700 880 [191]
. Cep.8Gdp20,_5/LaggSrp1GaggMgp,03_5 .
ProSro.4FeosNig 2035 €082 (fzogjcaeggség; zg(ii 80235 Prg 6Sro.4Feg sNip203_5 800 500 [192]
PrBaMn; 5Fe( 505,35 Lag gSro2GaggMgg 2035 (520) PrBaMn 5Fe)505.5 800 540 [193]
Lag5Sro.5Feg9Nbg.105_5 c LSaO482560.18%?)4831%%0.1&03—1%[ (300C)) Lag5Sro5Feg9Nbg105_5 750 630 [194]
€0.8oMp 275/ Lag.9orp.1Gap g MgpoUs 5
Lag 545r0.36Cop.2Fe sNbp 2035 (200)/Cep sSma 201 9 Lag545r0.36Cop.2Feg.sNbg203-5 800 539 [195]
Sr,TiFeqoMog1Os_s Ceo-ssmﬂ-z(()zz(ﬁ jg@g—zg&gjfg{i—zMgOloﬂ Sr,TiFeqoMog1Os_s 800 444 [196]
SraFe; 4Nbg.1 Moo 5065 Lay Sr0.2Gag.s3Mgo1703—s (243) SraFe; 4Nbg1Mog 5065 800 531 [197]
Sro.05Tio sFe0.65Nio 0y O3 s CeoLag 402 5/LaggSro2Gag.ssMgo.1703-5 Lag 65Sr0.4Co0.2Fep gO3—5- 800 1000 [172]

(300) Gdo.1Cep9025

Considering the details in Figure A3, one can see that the SOFCs’ power density tends
to increase with a decrease in the electrolyte’s thickness (due to a corresponding decline in
the ohmic resistance) despite the existence/absence of CeO,-based buffer layers. Never-
theless, the performance of the compared SOFCs varies greatly, even for close electrolyte
thicknesses, indicating that other functional components (cermets, oxygen electrodes) have
a significant effect on the achievable output characteristics.

A diagram of a typical LSGM-supported cell with a barrier layer between the anode
and the electrolyte, using a Ni-Fe/Ce ¢Lag 4025 /Lag 9Srg 1 GagsMgo205_5 /Smg 55105055
cell, is presented in Figure 8a. In [171], it was shown that the OCV values were equal to 1.07 and
1.15V at 800 °C and 700 °C, respectively, and there was no significant difference in the thickness
of the CepgLag 40O g interlayer. This LSGM-supported cell yielded up to 2200 and 1350 mW
cm~2 at 850 and 800 °C, respectively. The typical I-V curve and power densities at different
temperatures for the LSGM-supported cell are shown in Figure 8b, which is based on the Ni-
CepsGd202—5/CepGdo202— 5/ (Lag.9Sro.1)0.97GagaMgo.10s 5 /Lag ¢Srp.4FepsCop 203 5 cell
tested in [170]. The maximum power density of the aforementioned cell reached 540 mW cm 2
at 800 °C, while the maximum power density of a cell containing a Lag 9Srg1GagoMgp 1029
electrolyte reached 450 mW cm~2 at 800 °C. The electrode polarization resistance values of
the Lag 9Srp1GagoMgp103_5 and (Lag9Srp.1)0.97GagoMgp103_s based cells were equal to
0.34 and 0.30 Q@ cm? at 800 °C, respectively.

Table 3 shows that, for electrode-supported SOFCs with thin-film LSGM electrolytes, a
barrier layer between the electrolyte and the electrodes is not necessary [174-176,184,185].
An anode-supported cell containing a Lag 9Srg1GaggMgp203_5 film deposited on an an-
ode supported substrate using radio-frequency magnetron sputtering was fabricated
in [174]. The anode substrate was composed of a Ni-Sm,CepgO;,_s functional layer
and a Ni collector layer; an LSGM-Lag ¢Srg 4Cog2FeggO3_5 composite layer was used as
a cathode. The obtained SOFC revealed no cracking, delamination or discontinuity, as
shown in Figure 8c. The polarization resistance of an anode-supported cell containing
a Lag¢Srg1GaggMgp203_5 film decreased from 0.41 to 0.05 O cm? as the temperature
increased from 600 to 800 °C. The OCV and Pmax values were in the range of 0.85-0.95 V
and 650-1420 mW cm~2, respectively, at a temperature range of 600-750 °C.
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Figure 8. Design and performances of LaGaO3-based SOFCs: (a) schematic illustration of Ni-
Fe/CeggLag4Oy_5/LagoSrg1GaggMgp203_5/Smg 5510 503_5. Reproduced from [171] with permis-
sion from Elsevier Ltd., 2021; (b) I-V and power density curves of the electrolyte-supported cell with
an LSGM electrolyte at different temperatures. Reproduced from [170] with permission from John
Wiley & Sons, Inc., 2018; (¢) SEM micrograph of an anode-supported cell with an LSGM electrolyte.
Reproduced from [174] with permission from Elsevier Ltd., 2002; (d) I-V and power density curves of
an anode-supported cell with a Cep gLag 401 g-LSGM bi-layered electrolyte at different temperatures.
Reproduced from [178] with permission from The Electrochemical Society, 2004.

Combining the two approaches for SOFC design can be found in [178-181]. Bi et al.
deposited a Cep gLag40;_5 /LSGM bi-layer film on a Ni-Ce 9Gdg 10,_5 anode. Therefore,
the cell design allowed for high OCVs (1.02 and 1.043 V at 800 °C) and high power density
values (1100 and 1565 mW cm~2 at 800 °C) to be achieved at a LDC/LSGM bi-layer
thickness of 100 and 65 um, respectively [178,179]. The I-V and power density curves for a
Ni-CeggLag.4O25/Cepglag4Oz— 5 /LSGM(100 pm)/Lag 9Sro.103-5-Ceps55La0.4502 5 cell
at different temperatures, are shown in Figure 8d [178]. Ju et al. [181] reached a paramount
performance of 1790 mW cm~2 at 700 °C for a SOFC based on an LSGM film with a
thickness of 6 um: this used an SDC buffer layer with a thickness of 500 nm, which was
deposited on a Ni-Fe porous anode support. After a thermal cycle going from 700 to 25 °C,
the fabricated cell showed an OCV of 1.1 V and Pmayx of 1620 mW cm 2, which was almost
the same as the first cycles.

According to a number of investigations [179,182,183,198], the most effective design
for SOFCs composed of barrier layers is the LDC/LSGM/LDC tri-layered electrolyte.
Bi et al. reported [179] that an anode-supported SOFC with an LDC/LSGM/LDC tri-
layered electrolyte film significantly increased when using a cell with an LDC/LSGM
bi-layered electrolyte film with the same thickness [178]. Guo et al. [183], depositing an
LDC/LSGM/LDC tri-layer with thickness of 30 um on a Ni-CeygsSmg0;_5 anode, fab-
ricated a cell with a 75 mL min~! H, flow rate that generated 1230 W cm~2 at 800 °C.
The specific ohmic resistance across the LDC/LSGM/LDC tri-layer electrolyte film was
measured to be equal to 0.086 () cm? at 800 °C. The obtained data showed that the polar-
ization resistance was higher than the ohmic resistance at temperatures below 700 °C. A
long-term stability experiment was performed on the aforementioned cell with a current
density of 1000 mA cm~2 and a 30 mL min~! H, flow rate at 800 °C. The results of 95 h-test
demonstrated that the maximum power density values decreased from 1.08 to 0.81 W cm 2.
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The authors of [183] suggest that there was little diffusion of the transition metal from the
electrodes to the electrolyte during the test.

Serious efforts have been made to replace traditional cermet anodes with single-phase oxide
materials: this is in an attempt to avoid chemical interactions. Complex oxides with double per-
ovskite (Sr;MMoOg_s (M = Mg, Ti, Ni, Fe) [160,162,167,168,186,187,191,196]), layered [190,193]
and perovskite [172,189] structures were successfully tested as alternative anode materials for
SOFCs with LSGM electrolytes. A buffer layer of doped ceria was used to avoid chemical
interactions between an LSGM electrolyte and double perovskites [160,167,168], as well as be-
tween an LSGM electrolyte and an oxide cathode [163,187,199]. The composite electrodes
SroFeq sMog 506 5-Lag 9Sro.1Gag sMgo203— s [191], SroxCoMoOg — 5-LagoSro.1Gag sMgo203 5 and
Sr,CopgMng 1NbOg_ 5-Lag oSt 1 Gag sMgp205_ 5 [200] have been proposed to solve the thermo-
mechanical incompatibility between an electrolyte and an electrode due to a mismatch in
the materials’ thermal expansion [174,182-184,191,200-203].

An analysis of recent studies illustrates that LSGM can be used as a base matrix for the forma-
tion of both composite electrodes and new composite electrolytes [200,204-210]. Xu et al. [200] fab-
ricated a cell based on a Lag ¢Srg 1 GagsMgp205_5-CegsGdo 201 9 electrolyte, with SryCoMoOg_s-
Lao.gsro_lGao_gMg0_203_5 as the anode and Sr2C00.9MnO.1NbO6_5-La0.9SI‘0_1Gao_gMg0_203_5 as the
cathode. For this cell, obtained with a 95 wt.% Lag ¢St 1GaggMgp203_5-5 wt.% CepsGdg202—5
electrolyte, the OCV, Ppax and current density values at 800 °C were equal to 1.08 V,
192 mW cm 2, and 720 mA cm ™2, respectively [200].

The electrochemical investigations in [211-215] for LSGM-based SOFCs confirm that
these cells can operate in both fuel cell and electrolysis cell modes. Reversible cells were
fabricated in [215] with NiO-YSZ-substrate as an anode, Lag 9Srg1GagsMgp 2055 film
as an electrolyte and Smy55r)5CoO3_5 as an air electrode. It was established that the
infiltration of cerium nitrate into the substrate was an effective means of increasing cell
performance. The maximum power density of this cell at 3 M Ce nitrate infiltration achieved
950 mW cm 2 at 600 °C.

4. Conclusions

Complex oxides based on LaGaOj3 offer a convenient basis for the design of oxygen-
conducting electrolytes that can be employed in intermediate-temperature solid oxide fuel
cells (SOFCs). A rational combination of appropriate dopants incorporated at various
sublattices of LaGaOj5 allows superior transport properties to be achieved for co-doped
derivatives (La;,SryGa; ,MgyOs_5, LSGM). LSGM materials are considered one of the
most conductive oxygen-ionic electrolytes, enabling a decrease in SOFC operation tem-
peratures by 100-300 °C compared to YSZ-based SOFCs. As a result, very high SOFC
performances (from 0.5 to 1.5 W cm~2 at 700 °C) were reported for lab-type electrochemical
cells. However, to efficiently place laboratory studies on a manufacturing scale, several is-
sues remain, including the development of simple and low-cost technologies for electrolyte
preparation (including thin-film forms), searching for strategies to improve the chemical
stability of LSGM with other SOFC components (especially with nickel) and the design of
new electrochemically active electrodes. In this regard, the present review serves as the
starting point for further research in fields such as solid-state chemistry, physical chemistry,
electrochemistry and the technology of LaGaOs3-based materials and electrochemical cells.
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Figure A1. Total conductivity of the LaAlO3 ceramic materials at 700-900 °C depending on doping
strategies. These data are taken from Table 1.
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