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Enhancing the performance and durability of solid oxide fuel cells (SOFCs) requires concurrent
improvements in electrochemical activity and mechanical integrity, both strongly dependent on the
initial anode microstructure and its degradation over long-term operation. This study presents a
comprehensive degradation investigation for nickel-gadolinium doped ceria (Ni-GDC) SOFC anode
microstructures, combining the generation of realistic synthetic microstructures and large-scale aging
simulations. Synthetic microstructures are generated and quantitatively validated against
experimental reconstructions of Ni-GDC employing an enhanced structure generator workflow that
incorporates sintering-like morphological coalescence, resulting in digital twins for optimization
studies. Representative synthetic microstructures are generated with systematically varying phase
volume fractions and subjected to long-term (2000 h) aging using a validated multiphase-field model.
Electrochemical performance descriptors, including triple-phase boundary (TPB), double-phase
boundary (DPB) densities, phase tortuosities, and mechanical properties, such as elastic moduli and
stress distributions resulting from thermal expansion coefficient mismatch between Ni and GDC, are
collectively analyzed. The results provide detailed insights into the design of anode microstructures by
highlighting trade-offs between initial and degradation-induced electrochemical and mechanical

performance.

Solid oxide fuel cells (SOFCs), characterized by fuel flexibility and high
operating temperatures (600 °C—900 °C), are promising energy conversion
devices. Improving their cost-effectiveness and long-term reliability requires
design strategies incorporating both micro- and macrostructural effects
influencing electrochemical performance and stability'. Although yttrium-
stabilized zirconia (YSZ) is typically the electrolyte and anode support
material, gadolinium-doped ceria (GDC) is emerging as a promising
alternative due to its superior ionic conductivity even at lower temperatures
of 500 °C **. In reducing atmospheres, GDC exhibits mixed ionic-electronic
conductivity (MIEC)", thereby enabling electrochemical reactions to occur
not only at triple-phase boundaries (TPBs), defined as the line or region
where the electron conductor, ion conductor, and gas phase intersect, as in

Ni-YSZ anodes, but also at extended sites of double-phase boundaries
(DPBs) between pores and MIEC materials, improving electrochemical
performance. Thus, the application of doped ceria can allow extension of the
operating range of SOFCs to lower temperatures, referred to as intermediate
temperature SOFCs (IT-SOFCs). Despite these advantages, performance
degradation during long-term operation remains a critical challenge limit-
ing the commercialization of SOFCs.

A major contributor to the degradation of the SOFC anode is the
morphological evolution of the 3D porous electrode microstructure during
operation. In Ni-based anodes, degradation is primarily caused by Ni
coarsening, agglomeration, and depletion’”. While the zirconia matrix in
Ni-YSZ anodes is relatively stable, Ni-GDC anodes exhibit notable GDC
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phase evolution, resulting in more complex microstructural dynamics™.
Several experimental studies reported their findings under electrochemical
operating conditions, whereas some were conducted under purely thermal
open circuit voltage (OCV) conditions*”. Recently, under humidified
thermal OCV conditions, Liu et al.’ reported Ni coarsening along with
minor GDC growth, without any evidence of nano-GDC particles or
nanoscale changes in the GDC phase. Understanding the degradation of
solid oxide cells (SOC) resulting from microstructural evolution is essential
for predicting long-term cell performance and durability. In this regard,
microstructural simulations can play an integral role in understanding SOC
degradation by reducing time and cost, and complementing experiments.
However, their predictive capability is strongly determined by the identifi-
cation of a suitable model for coarsening in Ni-GDC anodes, along with
accurately calibrated parameters for Ni-GDC systems.

The phase-field method'*"" is used in conjunction with SOFC anodes
to investigate microstructural evolutions'* . In this regard, the multiphase-
field (MPF) model based on grand-potential formulation””' presents a few
advantages, including independent control of binary interfacial energies,
uniform and finite interfacial thicknesses, and quantitative representation of
interfacial diffusion, enabling the direct incorporation of experimentally
measured surface diffusion coefficients and contact angles. It is noteworthy
to mention that the above-mentioned phase-field studies were primarily
focused on Ni-YSZ anodes, where microstructural evolution is dominated
by Ni coarsening, while the YSZ phase remains largely stable. In contrast,
phase-field investigations of Ni-GDC systems remain relatively unexplored
due to their complexity, as the evolution of both the Ni and GDC phases
results in a more complex microstructural evolution. Sun et al.”* developed
an integrated mesoscale model to predict long-term morphological and
performance-related degradation in Ni-GDC anodes. Previous work, while
informative, relied on indirect validation and was limited to three literature-
based descriptors, i.e., the mean particle diameters of Ni, GDC, and the TPB
density. Recently, Chang et al.” developed a multi-scale simulation frame-
work combining discrete element modeling to generate initial Ni-GDC
anode microstructures and a phased-field model to simulate the evolution of
the Ni-GDC anode microstructure. In their work, validation of the gener-
ated microstructures was limited to a small set of descriptors, primarily TPB
density and tortuosities of GDC and pore, and the simulation results were
validated against experiments using primarily TPB density values from the
literature. Due to computational limitations, the modeled electrode volume
was restricted to 3.5 ym x 3.5 gm x 1.1 ym, limiting the representativeness of
the anode microstructure.

In our previous work™, we performed quantitative 3D phase-field
simulations of Ni and GDC coarsening in Ni-GDC SOFC anodes, using
experimentally reconstructed pristine microstructures and quantitative
validation using aged microstructures (240 h and 1100 h) across an
extensive set of metrics. Due to the scarcity of literature data for Ni-GDC
systems, the required interface and diffusion parameters were determined
using a Bayesian active learning framework™. In the current work, this
validated model is employed to perform large-scale aging simulations over a
systematically generated set of initial synthetic microstructures. This work
utilizes the Phase-field Algorithms for Computational Engineering in 3D
(PACE3D) simulation framework™, a powerful multi-physics environment
enabling physics-based predictive modeling of microstructural evolution
driven by a range of influencing mechanisms™. Its highly efficient vectorized
SIMD (Single-Instruction Multiple-Data) solver, described in detail in the
work of Seiz et al’, constitutes the computational core for aging
simulations.

It is well established that SOFC anode microstructures profoundly
influence macroscopic properties, including mechanical integrity and
electrochemical performance. In particular, porosity has been shown to
influence the elastic modulus and biaxial strength significantly”’~". Despite
extensive studies on electrochemical behavior and microstructure evolution,
direct and time-resolved investigations of mechanical property degradation
under steady-state, isothermal aging conditions remain scarce. These stu-
dies are critical since the anode serves as a load-bearing component in many

SOFC designs, such as anode-supported and metal-supported cells, where
microstructural changes directly affect mechanical reliability™. Liu et al.”
developed a deep learning-based homogenization framework that links
porous Ni-YSZ anode microstructures to effective macroscopic properties,
including elastic modulus, Poisson’s ratio, shear modulus, and thermal
expansion, and demonstrates their dependence on porosity and Ni content.
However, their work was limited to Ni-YSZ anodes, and the effects of aging,
as well as the influence of electrolyte volume fraction, were not investigated.
More recently, Elmoghazy et al.* performed strain-controlled numerical
homogenization to evaluate the evolution of effective elastic properties in
Ni-GDC anodes during aging, but their analysis was confined to a single
initial microstructural configuration. Thus, a systematic investigation of
how variations in initial Ni-GDC microstructures, particularly phase
volume fractions, affect effective mechanical properties and their degrada-
tion during aging is still lacking. To the best of our knowledge, this has not
been comprehensively addressed in the literature. In multi-scale and multi-
physics SOFC modeling, accurate macroscopic mechanical parameters are
essential for stress analysis under thermal loading™. Since these properties
are determined by the microstructure of the electrode, establishing quan-
titative correlations between microstructural features and macroscopic
mechanical responses, together with electrochemically relevant metrics such
as TPBs, DPBs, and tortuosities, is essential.

The electrochemical performance of Ni-GDC SOFC anodes strongly
depends on microstructural properties such as TPB and DPB densities,
defining the available sites for electrochemical reactions, as well as the tor-
tuosity of the Ni, GDC, and pore phases, controlling the electron, ion, and
gas transport through the porous network. The initial phase volume frac-
tions and particle sizes of the microstructure strongly influence these
properties, enabling microstructure optimization through tailored electrode
compositions and particle sizes to enhance performance. In experimental
optimization studies, however, the number of microstructures being
investigated is inherently limited, as the fabrication of Ni-GDC samples, 3D
microstructure characterization using advanced imaging techniques such as
Focused Ion Beam Scanning Electron Microscopy (FIB-SEM), and the
large-scale aging studies to assess degradation are time-consuming,
resource-intensive, and costly. As an alternative, numerical modeling
approaches have been widely used to overcome these limitations, as they
enable the rapid generation and systematic evaluation of a large number of
microstructures’*. Despite advances in modeling synthetic micro-
structures, accurately reproducing the complex microstructures of SOFC
anodes, formed by the sintering of multi-component particles, remains a
challenge. Sintering-induced particle overlap was implemented by simply
enlarging the particle sizes”. A similar dilatation-based method was also
employed by Zheng et al."’ to reproduce sintering effects. Furthermore, key
geometric and statistical descriptors, such as phase volume fractions and
particle size distributions, are not always controllable in modeling approa-
ches. Since the systematic optimization of the microstructure is based on
these descriptors, the possibility to control these is crucial during the crea-
tion of structures in generator models. In this work, we extend and adapt a
flexible virtual structure generator originally developed by Schéller et al.*' for
multi-layer SOFC microstructures. The underlying framework of their work
builds upon methods developed by Feinauer et al.”” and Westhoff et al.” for
modeling lithium batteries and has been tailored to the specific require-
ments of multilayer SOFC architectures.

The microstructures of SOFC electrodes are defined by several inde-
pendent parameters, such as phase volume fractions and particle sizes,
which influence both initial performance and long-term degradation.
Optimizing for the slowest degradation may not necessarily result in opti-
mal initial performance, highlighting the complexity of microstructure
design. Timurkutluk et al.*’ systematically examined TPB density as a
function of particle size and phase volume fractions in synthetic SOFC
electrode microstructures by generating a large number of virtual micro-
structures and evaluating performance based solely on TPB density. Prioux
et al.* proposed a multiscale modeling framework for optimizing Ni-YSZ
hydrogen electrode microstructures, utilizing experimentally measured
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electrochemical data at the cell level and 3D electrode reconstructions as
references, and coupling synthetic microstructures with electrochemical
models on the cell and electrode levels. Miitter et al.** applied an artificial
neural network for optimizing process parameters. Despite attempts to
optimize microstructure in SOFC research, this domain is still evolving,
mainly as a result of limited understanding of microstructure evolution
phenomena. Peng et al.** highlighted this research gap in a comprehensive
review study. Optimizing electrode microstructures in such a high-
dimensional parameter space requires extensive modeling efforts com-
bined with a systematic investigation of independent parameters affecting
performance in pristine structures as well as over long-term operation, both
of which we have presented here.

In this work, we extend an original structure generator workflow" to
generate a realistic digital twin of Ni-GDC anode microstructures. The
extended workflow introduces a computationally efficient, sintering-like
morphological coalescence step based on a modified Allen-Cahn formula-
tion with volume preservation” and a correction term controlling curvature
minimization* to replicate the sintering process in experimentally fabri-
cated anodes without explicitly simulating physical mechanisms. The digital
twin is rigorously validated against FIB-SEM reconstructed 3D Ni-GDC
anode microstructures by incorporating seventeen quantitative structural,
geometrical, electrochemical, and mechanical relevant descriptors. Fifteen
synthetic microstructures are generated systematically by varying the Ni,
GDC, and pore volume fractions to investigate microstructural degrada-
tions. The aging behavior of Ni-GDC anodes is predicted using a
multiphase-field model based on the grand-potential functional, previously
validated against experimentally aged structures™ and parameterized using
Bayesian active learning methods™ to simulate long-term (2000 h) coar-
sening under thermal operating conditions. The mechanical response of Ni-
GDC anode microstructures is evaluated using a quasi-static solid
mechanics formulation with strain-controlled homogenization to estimate
effective elastic moduli and the stack boundary conditions method, enabling
coupled evolution of stress and strain resulting from thermal expansion and
mechanical confinement™. Electrochemical performance-relevant descrip-
tors such as TPBs, DPBs, and phase tortuosities, as well as mechanical
integrity-relevant descriptors such as elastic moduli, average von Mises
stress, and critical volume fractions (CVF), are analyzed as functions of
phase volume fractions in pristine structures and their temporal evolution
during isothermal aging, providing comprehensive insights into the design
and degradation of Ni-GDC SOFC anodes.

Results and Discussion

This section systematically investigates the influence of the volume fractions
of nickel, GDC, and pore phases in synthetic microstructures on both the
initial and long-term performance of Ni-GDC SOFC anodes. First, the
influence on microstructural properties relevant to electrochemical per-
formance, such as TPB and DPB densities, along with the tortuosity of the
phases determining ion, electron, and gas transport, is analyzed in the
pristine state, followed by the corresponding effects on effective mechanical
properties and response. Subsequently, multiphase-field simulation results
investigating the coarsening behavior of various synthetic microstructures
under thermal operating conditions of 900 °C with a gas composition of H,-
50%/H,0-50% are presented. The evolution of microstructure over time is
examined through particle diameter analysis, after which the influence of
aging on microstructural properties relevant to electrochemical perfor-
mance is discussed, followed by the effective mechanical properties in the
aged state.

Influence of initial microstructure on descriptors of electro-
chemical performance

TPBs represent the electrochemical reaction sites in both Ni-YSZ and Ni-
GDC SOFC anodes. Figure 1(a) compares the influence of phase volume
fractions on the total TPB density across all investigated synthetic micro-
structures. As expected, the TPB density shows a strong dependence on the
phase volume fractions. For each porosity group, the TPB density initially

increases, reaches a maximum at nearly equal Ni/GDC solid volume frac-
tions, and then decreases thereafter. The TPB density values are highest at
the equivalent Ni/GDC solid volume fraction (50/50) for the structures,
except for the group with 45% porosity. Furthermore, the TPB densities for
Ni/GDC compositions of 50/50 and 60/40 show only minimal differences.
Overall, the maximum TPB densities among the groups are observed for
structures A3, B3, and C4, which reach 4.98, 4.04, and 3.22 ym’z, respec-
tively. The highest TPB density can be seen in a group with 25% porosity, as
expected from the higher volume fractions of nickel and GDC. These results
are consistent with the percolation-based analyses reported in the
literature*™'. With comparable particle radii of the two solid phases, the
TPB density increases with the solid phase fraction, reaches a maximum at
the equivalent phase composition, followed by a decrease. In the current
work, the highest TPB density occurs in the A3 configuration, where nickel
and GDC represent around 37.5 vol.% respectively, and the pore is 25 vol.%.

DPBs also contribute to the electrochemical activity in Ni-GDC SOFC
anodes due to the mixed ionic and electronic conductivity of GDC, making
the GDC/Pore interface an additional site to the TPBs as electrochemical
reaction sites. As depicted in Fig. 1b, the DPB density decreases with
decreasing GDC solid volume fraction for all porosity groups A, B, C from
1.80-2.02 to 0.86-0.96 um™". Within each group, a higher GDC content
(solid volume fraction) leads to an increased DPB density as a result of the
increased available GDC surface area. Across different porosities (A, B, C
groups), however, a distinctive trend can be observed: Structures with a
porosity of 25% consistently exhibit lower DPB densities, while those with a
porosity of 35% and 45% exhibit higher and nearly identical values, sug-
gesting saturation. This behavior emphasizes that DPB density depends on
both the GDC volume fraction and the pore phase, as well as connectivity.
At lower porosity (25%), the pore phase is poorly percolated, as reflected in
high pore tortuosity values (in the range of 5.5-10; Fig. 1e), limiting contact
between GDC, pores, and rendering a significant fraction of the GDC
surface confined within the solid network. Increasing the porosity to 35%
significantly improves pore connectivity (tortuosity in the range of 2.7-3.4;
Fig. 1e), uncovering more GDC surface area and increasing the DPB density.
A further increase in porosity to 45% leads to no further enhancement in
DPB density, indicating a saturation stage in which nearly all accessible
GDC surfaces are already in contact with the pore phase. Overall, systems
with a porosity of 35% (group B) deliver better results with regard to DPB
densities.

TPB and DPB densities are not the sole determining factors for the
electrochemical performance of Ni-GDC SOFC anodes; the efficient
transport of fuel gas, electrons, and oxide ions is equally essential. The
transport of gas is determined by pore phase contiguity, while continuous Ni
and GDC pathways enable electronic and ionic conduction. Microstructure
influence on these transport processes can be quantified by tortuosity:
higher values indicate poorly connected phases with long and convoluted
paths that impede transport, while lower values correspond to well-con-
nected, short, and relatively straight paths that enable efficient transport.
Indefinite tortuosity values indicate a non-percolating phase for which
effective transport is not possible. Figure 1c—e shows the volume-dependent
tortuosity of the Ni, GDC, and pore phases, averaged over the three principal
directions.

Across all porosity groups, Ni tortuosity decreases with increasing Ni
volume fraction, reflecting improved phase connectivity, a general trend
reported for porous multiphase systems (Fig. 1c). Structures with Nivolume
fractions of 16.78% (C1), 19.67% (B1), 22.08% (C2), and 22.51% (A1)
exhibit non-percolating Ni and thus infinite tortuosity, while the closest
percolating case of B2 (25.71% Ni) exhibits connectivity yet with a high
tortuosity value of 31.36. These trends align with the experimental Ni-GDC
microstructure analyzed in this study, where a Ni volume fraction 0f21.92%
results in a non-percolating Ni structure, even though the mean particle size
(0.91 ym) is larger than in the synthetic structures (0.75 ym), but the particle
size ratios are comparable (Ni/GDC is 1.59 in the experimental structure
and 1.50 in the synthetic structure). In contrast, Ni volume fractions
between 37.60% and 52.71% result in well-connected pathways, with
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Fig. 1 | Variations in microstructural properties depending on porosity and solid volume fractions (solid vol. %) of nickel/gadolinium-doped ceria (Ni/GDC) phases.
a total triple-phase boundary lines (TPBL) density, (b) double-phase boundary (DPB) density, and mean tortuosities of ¢ Ni, d GDC, e pore.

tortuosity decreasing from 5.18 to 2.18. Although GDC offers mixed ionic
and electronic conductivity, its electronic conductivity is several orders of
magnitude lower than that of Ni*’. Consequently, anodes with low or non-
percolating Ni fraction may still be viable if GDC and pore phases are well
connected, subject to design considerations, such as the thickness of the
anode functional layer, and the dominant rate-limiting transport mechan-
ism. Thus, the present results provide quantitative insight into the selection
of Ni and GDC volume fractions tailored to specific cell designs, and the
extracted microstructural parameters provide needed input for transmis-
sion line modeling of Ni-GDC SOFC anodes for cell performance as a
function of microstructural composition.

The tortuosity of the GDC phase primarily determines the transport of
oxide ions and primary or auxiliary electrons in SOFC anodes. As shown in
Fig. 1d, GDC tortuosity decreases with increasing GDC volume fraction
across all porosity groups, showing a similar trend to the Ni phase. However,
GDC percolation is achieved at lower volume fractions: only a single structure
(C5, 16.50% GDC) is non-percolating, while the closest percolating case (B5,
19.34% GDC) exhibits a connected structure, with a high tortuosity (21.63).
The experimental Ni-GDC microstructure analyzed in this study, with a
GDC volume fraction of 41.57%, resulted in a mean tortuosity of 2.51,
whereas the synthetic structure B2 (39.13% GDC) with a tortuosity of 2.46
comes close to these results. Overall, GDC volume fractions in the range of
30.52 to 52.37% result in well-connected transport pathways, with tortuosity
decreasing from 3.69 to 1.61. GDC exhibits a lower percolation threshold and
a lower tortuosity compared to Ni at equivalent phase volume fractions,
indicating that transport connectivity is governed not only by volume fraction
and particle size, but also possibly by phase interactions and microstructural
evolution during fabrication of the anode. Due to their larger size, Ni particles
form fewer Ni-Ni contacts and can be disrupted more easily by surrounding
GDC phases; consequently, Ni connectivity could be interrupted, leading to
higher tortuosity and a higher percolation threshold. In contrast, the smaller
GDC particles exhibit higher coordination and denser packing, enabling
percolation at lower volume fractions and resulting in lower tortuosity. In the
three-phase Ni-GDC-pore system, phase connectivity is furthermore
explained by sintering-induced coalescence driven by particle size ratios,

initial contact statistics, and interfacial thermodynamics. While Ni coalesces
ata faster rate due to higher diffusivity and surface energy, these factors do not
necessarily enhance long-distance connectivity. GDC with slower coales-
cence and lower surface energy instead develops smoother and more con-
tinuous networks, eventually leading to long-distance connectivity.

Pore tortuosity is another important indicator for gas transport in the
anode, with higher values indicating more convoluted diffusion paths and
reduced accessibility of reactants to sites of electrochemical reactions. As
shown in Fig. le, pore tortuosity decreases with increasing porosity, as
expected: Group A (25% porosity) shows the highest values, while Group C
(45% porosity) shows the lowest values, reflecting improved pore con-
nectivity. A pronounced decrease in tortuosity can be observed between 25%
and 35% porosity, while small changes are observed between 35% and 45%,
suggesting saturation once a well-connected pore network is established. Ata
fixed porosity, pore tortuosity is additionally influenced by the ratio of Ni/
GDC solid volume fractions due to the differing particle sizes. Across all
porosity groups, an increase in the Ni fraction resulted in lower pore tortu-
osity. Specifically, pore tortuosity decreases from 9.92 to 5.49 in group A, from
3.37 10 2.69 in group B, and from 2.18 to 2.00 in group C as the Ni/GDC ratio
changes from 30/70 to 70/30. The influence of the solid phase composition is
most prominent at low porosity (group A) and is negligible at high porosity
(group C), which is consistent with the saturation of the pore network. This
behavior reflects the interaction between particle size, solid volume fractions,
and porosity: at constant porosity, a higher proportion of larger Ni particles
tends to result in coarser pore channels, while a higher proportion of smaller
GDC particles narrows the pore necks and increases the complexity of the
pathways. The experimental Ni-GDC anode microstructure with a pore
volume fraction of 36.51% features a mean pore tortuosity of 2.68, corre-
sponding well with the synthetic structures in group B (35% porosity), where
values range between 3.37 and 2.69 depending on the Ni/GDC ratio.

Influence of initial microstructure on effective mechanical
properties

As described in detail in Microstructure quantification section, this work
employs a homogenization method in which the heterogeneous anode
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Fig. 2 | Effect of porosity and nickel/gadolinium-doped ceria (Ni/GDC) solid
volume fractions (solid vol. %) on effective mechanical properties and stresses.

Directional elastic moduli (E,,, E,,, E.;) are shown for pore volume fractions of

a25%, b 35%, and ¢ 45%. d Hill average elastic modulus (Ep;;), and e average von
Mises stress are also presented for varying porosity and solid volume fractions.

Table 1 | Properties of the materials used in the mechanical
simulations

Phase Elastic modulus Poisson’s Thermal expansion
E (GPa) ratio v coefficient ag (K ™)

Ni 200% 0.31% 16.00 x 107 %¢

GDC 120" 0.33%" 12.96 x 107 %

microstructure is replaced by an equivalent homogeneous continuum,
enabling a systematic evaluation of the effective mechanical properties and
their evolution during aging as a function of the initial microstructural
configuration. Effective mechanical properties of porous Ni-GDC anodes,
comprising directional elastic moduli and Hill’s average, were extracted
from the initial synthetic microstructures of groups A, B, and C to establish
structure-property correlations. The directional elastic moduli (E,, E,,, and
E,.) for groups A, B, and C are shown in the Fig. 2a—c. For groups A and B,
the directional moduli for a given composition are clustered closely, indi-
cating a nearly isotropic elastic response. In contrast, group C (45% por-
osity) exhibits pronounced elastic anisotropy (Fig. 2c). As shown in Fig. 2d,
the Hill average modulus (Ejy;;) decreases linearly with increasing porosity,
declining from 84.23-105.41 GPa for group A (25% porosity) to 41.51-48.19
GPa for group C (45% porosity). This tendency is consistent with compu-
tational studies on reconstructed Ni-YSZ anodes and porous media models,
which reported a reduction in the elastic modulus with increasing porosity,
in accordance with Gibson-Ashby’s scaling laws™ ", At fixed porosity, Ey
increases with increasing Ni solid volume fraction in all groups. Specifically,
Ep increases from 84.23 to 105.41 GPa in group A, from 62.66 t0 72.72 GPa
in group B, and from 41.51 to 48.19 GPa in group C as the Ni/GDC solid
volume fraction changes from 30/70 to 70/30. This behavior results from the
higher elastic modulus of Ni (200 GPa) in comparison to GDC (120 GPa), as
shown in Table 1.

Influence of initial microstructure on mechanical response

In order to approximate the mechanical constraints imposed on the anode
in an SOFC stack, a boundary condition setup was employed, similar to the
approach used in the work of Elmoghazy et al.*. The interface between the
anode and electrolyte was fully fixed (u,, Uy, u,) = (0, 0, 0), the interface
between the anode and interconnect was constrained only in the normal
direction (u, = 0), while the lateral surfaces were constrained in their normal
displacement (u,, = 0) to account for the confinement by neighboring cells.
Contrary to the strain-controlled homogenization framework employed to
estimate the effective elastic moduli (Microstructure quantification section),
the stack-level boundary condition setup enables the coupled evolution of
stress and strain resulting from thermal expansion and mechanical con-
finement, thereby providing a more physically representative evaluation of
the internal mechanical response. The von Mises stress is utilized here as an
equivalent scalar measure of the multiaxial thermomechanical stress state,
thereby enabling a quantitative comparison of stress levels and their spatial
distribution across different microstructures and aging states. It is used
solely as an indicator of the overall stress state and is not intended to predict
fractures, failure, or damage. Figure 2e shows the average von Mises stress
under the applied stack boundary conditions and thermal expansion, for
different porosities and Ni/GDC solid volume fractions. The average von
Mises stress is defined as (0,) = & [,0,,((X) dV. Overall, the average von
Mises stress decreases with increasing porosity, declining from a maximum
of 1.61 GPa for group A (25% porosity) to 0.90 GPa for group C (45%
porosity). At fixed porosity, the average von Mises stress increases with Ni
content in all groups: from 1.27 to 1.61 GPa in group A, from 1.15 to 1.49
GPa in group B, and from 0.90 to 1.14 GPa in group C, with the Ni/GDC
ratio changing from 30/70 to 70/30. As expected, these trends largely cor-
respond to those of the Hill average elastic modulus. The relatively high
stress values predicted in this study are attributed to the purely elastic
material model assumption. In practice, part of the stress would be relaxed
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Fig. 3 | Morphological evolution of the pristine
synthetic 3D nickel-gadolinium doped ceria (Ni-
GDC) anode microstructures after 1000 and
2000 hours of aging for selected initial configura- | ‘
tions (A1, A5, B1, B5, C1, C5) predicted from o by
multiphase-field simulations. \Q/Qé
After 1000 hours

Multiphase-field simulations

by inelastic deformation or damage mechanisms. Therefore, the present
stress values should primarily be interpreted comparatively when evaluating
differences between microstructures. It is observed that, on account of the
similar evolution of Eyy; and the average von Mises stress, i.e., increase with
Ni content and decrease with porosity, it can be approximated that the
thermal eigenstrain remains nearly constant across all configurations. This
insensitivity can be largely attributed to the relatively small differences in the
thermal expansion coefficients of Ni and GDC (Table 1), thereby reducing
the influence of solid volume fraction variations on the overall thermal
eigenstrain.

Evolution of microstructure and particle size during aging under
varying initial configurations
All pristine synthetic Ni-GDC microstructures were employed as inputs for
multiphase-field aging simulations performed for 2000 hours, with prop-
erties evaluated at 50-hour intervals. To comprehensively characterize the
anode degradation, the analysis focused on the temporal evolution of the
mean particle diameters of Ni, GDC, and pores; electrochemically-relevant
metrics such as TPB and DPB densities as well as phase tortuosities; and
effective mechanical properties like directional elastic moduli, Hill average
elastic modulus, and critical volume fraction. The objective here is to
quantify the influence of different initial configurations on the degradation
of these key properties. A detailed analysis of the correlations between the
initial configurations of the microstructure and the degradation of its
properties enables the targeted optimization of the initial microstructures,
ultimately leading to improved durability and efficiency of SOFCs. Figure 3
shows the 3D microstructure evolution of selected configurations (A1, A5,
B1, B5, Cl, C5) after aging times of 1000 h and 2000 h. Microstructural
evolution directly affects the electrochemical reaction sites, the transport of
ions, electrons, and gases, and thus the long-term stability of the anode.
Experimentally, aging-induced coarsening of Ni and GDC has been widely
reported and is reflected by an increase in the mean particle size>*’.
Figure 4a—c depicts the evolution of the mean Ni particle diameter for
porosity groups A, B, and C. In all microstructural configurations, Ni
coarsening is most pronounced during the early stages of aging and slows
considerably at later stages, in agreement with experimental observations®
and simulations'**". For all porosity groups, the relative increase in the mean
Ni particle diameter, as expected, increases with increasing Ni solid volume
fraction. The largest particle growth after 2000 aging hours is observed in A5
at 46.6% (0.762 to 1.117 ym), B5 at 54.8% (0.768 to 1.189 ym), and C5 at
56.7% (0.748 to 1.172 ym) with Ni volume fractions of 52.71%, 45.26%, and
38.60%, respectively. It is noteworthy that the highest relative growth occurs
in configuration C5, despite its lower Ni volume fraction. This behavior can
largely be attributed to the combined effect of higher pore content (44.9%
vol.) and lower inhibition by the GDC network (vol. 16.50%) in conjunction

with the significantly faster surface diffusivity of Ni in comparison to
interfacial diffusivity (five orders of magnitude™), promoting rapid particle
coalescence among the nickel particles and thus a higher increase in the
mean particle diameter. Figure 4d—f shows the evolution of the mean GDC
particle diameter for porosity groups A, B, and C. In contrast to Ni, GDC
exhibits a much slower and more gradual coarsening behavior over time,
reflecting its significantly lower diffusivity, about five orders of magnitude
lower than that of Ni**. Across all porosity groups, the relative increase in the
mean GDC particle diameter increases with increasing GDC solid volume
fraction, similar to the trend observed for Ni. Minor differences among the
curves at different solid volume fractions within a given group arise from
slightly different initial GDC particle sizes of those respective configurations.
After 2000 aging hours, the largest particle growth is observed for Al at
17.3% (0.514 to 0.603 ym), B1 at 8.9% (0.505 to 0.550 ym), and C1 at 5.6%
(0.503 to 0.531 pm), with GDC volume fractions of 52.57%, 45.28%, and
38.34%, respectively. The largest relative growth in GDC is observed in
configuration Al, which has the highest GDC volume fraction. Given the
smaller particle size, strong percolation, and relatively low diffusivity of
GDC, particle coarsening is primarily dependent on the volume fraction in
the investigated 2000-hour aging time, rather than the porosity and inhi-
bition by the nickel network. Figure 4g-i displays the evolution of the mean
pore diameter across A, B, and C porosity groups. Porosity evolves in
accordance with the rearrangement and coalescence of solid particles in the
structure. As particle coalescence progresses, the pore network becomes
increasingly connected - also reflected in the decreasing pore tortuosity as
shown in Fig. 7g-i - resulting in an increasing mean pore size over time.
During early aging, pore evolution follows Ni coarsening closely, due to the
rapid growth of Ni. In later stages, the continuing, but slower, coarsening of
GDC determines the further pore evolution. The largest growth in pore size
after 2000 aging hours is observed in A5 at 128.8% (0.320-0.732 ym), B5 at
119% (0.397-0.870 um), and C5 at 102.7% (0.475-0.963 um), with pore
volume fractions of approximately 25%, 35%, and 45%, respectively. As the
porosity varies between groups A, B, and C, their initial pore size distribu-
tions also differ correspondingly. As a result, group C with higher porosity
displays the largest absolute pore diameters, while group A of lower porosity
exhibits the largest relative pore growth, reflecting substantial enlargement
of initially smaller and more restricted pores despite smaller final abso-
lute sizes.

Electrochemical performance-related microstructural proper-
ties degradation

The evolution of the total TPB density for porosity groups A, B, and C is
shown in Fig. 5a-c. In accordance with the rapid coarsening of Ni during
early aging, the TPB density decreases sharply at the initial stage and slows
down considerably over longer durations. Overall, it can be seen that the
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Fig. 4| Evolution of the mean diameter over 2000 hours of aging from multiphase-field simulations. a-c nickel, d-f gadolinium-doped ceria (GDC), and g-i pore phases
at porosity groups of 25%, 35%, and 45%, respectively, across solid volume fractions (solid vol. %) of nickel/gadolinium-doped ceria (Ni/GDC).

TPB evolution shows a qualitatively inverse correlation to the mean Ni and
GDC particle diameter evolution. After 2000 hours of aging, the TPB density
decreases by 43.8% to 69.4% relative to the respective initial values, indi-
cating a significant loss of electrochemical reaction sites and a corre-
sponding degradation in cell performance. At a fixed porosity, a higher Ni
solid volume fraction leads to relatively greater TPB degradation and lower
absolute TPB densities after aging. Across all porosity groups, the structures
with high porosity (group C) exhibit the lowest TPB densities after
2000 hours of aging, while the structures with low porosity (group A) display
comparatively higher values. Considering both the initial TPB density and
long-term stability, configurations A2 (Ni vol. 29.77%, GDC vol. 45.33%)
and A3 (Ni vol. 37.60%, GDC vol. 37.99%) show the best properties, with
TPB densities decreasing from initial values of 4.5, 4.98 yum™ to values of
1.87 and 1.85 um’, respectively, after 2000 aging hours. Competing
mechanisms of Niand GDC coarsening in conjunction with wettability or
dewetting behavior at Ni/GDC interfaces enhance the complexity of mor-
phological evolution. As demonstrated in our previous work, interfacial
energy configurations in the Ni-GDC-Pore system with wetting behavior
can mitigate TPBs loss and enhance microstructural stability during long-
term operation™. Figure 6 shows the evolution of the total triple-phase
boundary from the initial state to 2000 hours of aging for selected config-
urations (A3, B3, C3). Figure 5d-f illustrates the DPB density evolution for
porosity groups A, B, and C. Across all configurations, DPB density
decreases monotonically with aging, resulting in an overall reduction of
14.6% to 18.9% from the initial values after 2000 h of aging. Porosity groups
B (35%) and C (45%) maintain higher and nearly identical DPB densities

over the entire aging period, in line with the higher initial values. Within
each porosity group, a higher GDC solid fraction is also associated with
higher DPB densities after long-term aging. Kishimoto et al*® have
demonstrated through sensitivity analyses at 700 °C that the electrochemical
reaction at the DPB is the rate-limiting step in ceria-based electrodes,
indicating that increasing the DPB density is more effective for improving
performance than increasing species transport. In accordance with these
results, configurations B1 and C1 exhibit the highest DPBs both in their
pristine state (2.02 and 2.02 gm ") and after 2000 hours of aging (1.70 and
1.72 yum™), implying their preference in terms of both initial performance
and long-term stability.

To quantify effective electronic, ionic, and gas transport pathways, the
time evolution of the mean tortuosity of the Ni, GDC, and pore phases is
presented in Fig. 7. The evolution of nickel mean tortuosity for porosity
groups A, B, and C is shown in Fig. 7a—c. Multiple configurations (A1, B1,
Cl, C2) were not included, as nickel is non-percolating in the initial
structures. Configuration C3 (Ni vol. 27.58%, GDC vol. 27.34%) was initially
percolated, with a mean nickel tortuosity of 27.94; however, it becomes non-
percolating over aging due to a very high initial directional tortuosity value
of 54 in the x-direction. Although percolation persists in the y- and z-
directions, the loss of connectivity in the x-direction results in a non-
percolated mean value. These results indicate that microstructures with high
initial tortuosity values are prone to forming nickel islands, particularly at
low nickel volume fractions. Configuration A2 (Ni vol. 29.77%, GDC vol.
45.33%) exhibits a significant increase in nickel tortuosity from 21.12 to
29.93 after 2000 h. In configurations with low Ni and high GDC volume
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Fig. 7 | Evolution of mean tortuosity over 2000 hours of aging from multiphase-field simulations. a-c nickel (Ni), d-f gadolinium-doped ceria (GDC), and g-i pore
phases at porosity groups of 25%, 35%, and 45%, respectively, across solid volume fractions (solid vol.%) of nickel/gadolinium-doped ceria (Ni/GDC).

fractions, nickel coarsening can lead to encapsulation of Ni particles by the
GDC network in some areas, restricting further coalescence, but forming the
isolated Ni regions. This significantly increases tortuosity, as electron
transport paths must circumnavigate the high density of GDC networks.
Such microstructural configurations are highly sensitive to local morpho-
logical changes, where minor connectivity losses can cause large tortuosity
variations. Increased tortuosity, resulting in an increased isolated Ni volume
fraction, is reported in the literature’. The increase in tortuosity is most
pronounced during early aging, consistent with rapid nickel coarsening, but
shows various discontinuities (absent in particle size evolution). It could be
due to tortuosity being highly sensitive to local variations in particle con-
nectivity or isolation, unlike volume properties (which are less affected by
such local events), where local particle isolation or percolation changes can
significantly alter the values.

Configurations B2 (Ni vol. 25.71%, GDC vol. 39.13%) and C4 (Ni vol.
32.85%, GDC vol. 21.96%) show an initial decrease followed by a gradual
increase and eventual stabilization of tortuosity. Despite lower nickel con-
tent in the B2 structure than in A2, reduced GDC network and higher
porosity promote better connectivity initially as particle coalescence starts,
but over time, the reduction in particle number and formation of nickel
islands could result in increasing tortuosity values. Despite containing a
similar nickel content to A2, the C4 structure, with its higher porosity of
45%, exhibits better initial properties and a similar evolution to the
B2 structure. These results demonstrate that nickel tortuosity depends not
only on Ni content, but also on GDC fraction and porosity, consistent with
prior studies stating that both solid fraction and porosity control percolation

thresholds™. At higher nickel contents, the correlation is noticeably weaker,
and an increasing particle size of Ni does not necessarily result in increased
tortuosity of nickel over time. Consistent with previous studies that inves-
tigated structures with nickel contents of 20%, 25%, and 33% for the Ni-YSZ
system, the high nickel content of 33% resulted in a tortuosity value that
remained nearly invariant over time”.

Electron transport is often not the rate-limiting process in SOFC
anodes and may therefore make Ni tortuosity values seem less critical. In Ni-
GDC anodes, the GDC phase also exhibits electronic conductivity, which is
one to two orders of magnitude higher than its ionic conductivity, further
reducing the likelihood of electron transport limiting electrochemical
reactions. Consequently, the distribution of electrochemical activity is pri-
marily determined by ionic conduction rather than electronic transport®.
From this standpoint, nickel tortuosity may not be a primary design focus in
Ni-GDC anodes. In cases where the nickel network becomes non-perco-
lating, the effective electronic conductivity is predominantly controlled by
the GDC phase. Nevertheless, the assumption that the entire DPB is elec-
trochemically active remains subject to debate; instead, reactions may be
localized around TPB regions. This effect can become more pronounced at
lower operating temperatures due to the lower electronic conductivity in the
GDC phase. Consequently, higher TPB and DPB densities, together with
lower tortuosity of the Ni and GDC phases, may remain desirable in certain
cell designs and operating conditions. Therefore, the sensitivity of electrode
performance to all microstructural properties in terms of initial config-
urations and degradation remains important, as it determines the para-
meters that need to be prioritized for microstructural optimization. Findings
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and insights gained from this study are likely to be useful in future efforts to
enhance the microstructure of electrodes, as well as in cell-level modeling
and TLM for electrochemical performance.

The evolution of GDC tortuosity for porosity groups A, B, and C is
depicted in Fig. 7d—f. Configuration C5 was excluded due to the initial non-
percolating GDC phase. For all other configurations, GDC tortuosity dis-
plays only a slight decrease over the aging period, indicating that the ionic
and electronic transport pathways remain largely stable with respect to their
initial states. Such behavior correlates with the slow coarsening kinetics of
GDG, as reflected in only minor increases in the mean particle diameter.
While local coalescence of GDC particles occurs, the degree of coalescence
remains insufficient to result in particle isolation or loss of percolation.
Instead, the low diffusivity and surface energy of GDC promote the for-
mation of smoother, more continuous networks, thereby preserving long-
range connectivity over time. Kishimoto etal.” investigated the sensitivity of
electrode area-specific resistance (ASR) to key microstructural parameters,
including DPB density, GDC tortuosity, and mean pore size. Their analysis
concluded that ASR is most sensitive to DPB density, with variations
spanning nearly two orders of magnitude, while changes in GDC tortuosity
and pore size resulted in comparatively small ASR variations within the
same order of magnitude. Furthermore, increased DPB density remains the
most effective strategy for improving performance, with a 10% increase in
DPB density resulting in a 10% reduction in ASR. Finally, the increase in
GDC tortuosity needs to be limited to prevent an increase in ohmic losses
associated with ion conduction.

Based on the aforementioned results, several conclusions could be
drawn. In the initial microstructures, GDC volume fractions between
30.52% and 52.37% resulted in well-percolated transport networks, with
GDC tortuosity dropping from 3.69 to 1.61. Given the role of GDC in
electrochemical reactions, as well as ionic and electronic transport pathways,
configurations with non-percolating or low Ni content might still be viable
depending on the cell design. In this regard, configurations B1 (Ni vol.
19.67%, GDC vol. 45.25%), B2 (Ni vol. 25.71%, GDC vol. 39.13%), and C1
(Nivol. 16.78%, GDC vol. 38.34%) prove to be favorable, as they exhibit high
initial DPB densities and modest aging degradation (B1: 2.02 to 1.70, B2:
1.77t01.49,C1:2.02 to 1.72 um ") along with low and stable GDC tortuosity
(B1: 2.02 to 1.95, B2: 2.46 to 2.36, Cl: 2.72 to 2.55). Previous studies have
shown that ceria-based electrodes hold the potential to operate as SOFC
anodes without a secondary electronic phase. Chueh et al.*" demonstrated
this for single-phase ceria, and Nakamura et al.”**’ showed the same for
micrometer-sized pure GDC. In addition to DPB density and GDC tortu-
osity, if Ni-related metrics are prioritized, such as TPB density and Ni
tortuosity, configuration B2 may be preferable. Compared to Bl (3.12 to
1.62ym*) and C1 (2.49 to 1.40 ym ), configuration B2 exhibits higher TPB
density and lower degradation (3.68 to 1.67 yum ) in addition to being the
only configuration among the three with a percolated Ni network. Never-
theless, simultaneous maximization of both the electrochemical reaction
sites (TPBs and DPBs) and minimization of the tortuosity of the Ni and
GDC transport networks is difficult, as these microstructural properties are
inherently coupled and often compete with each other. Increasing and
balancing solid volume fractions of Ni and GDC tends to increase TPB
density but is likely to decrease DPB density. Conversely, high GDC volume
fractions do not necessarily lead to the highest DPB densities, as limited pore
volume could constrain DPB formation. Furthermore, efficient transport
generally favors higher volume fractions of each phase, which further
competes with the need for substantial interfacial reaction sites. Figure 7g-i
shows the evolution of pore tortuosity for porosity groups A, B, and C.
Group C (45% porosity), with an already low initial pore tortuosity, shows a
moderate but overall decreasing pore tortuosity across all Ni/GDC solid
volume fractions with aging. Pore tortuosity correlates well with initial pore
size and its evolution, with larger pores promoting improved connectivity
and lower tortuosity. These findings are consistent with the phase-field
studies by Chen et al.", reporting that prolonged coarsening in Ni-YSZ
systems can enhance gas transport through the pore phase. In contrast,
groups A and B across different Ni/GDC compositions show rather

discontinuous and non-monotonic trends in pore tortuosity. In these sys-
tems with lower porosity, the correlation between pore size and tortuosity is
noticeably weaker, and an increase in pore size does not necessarily corre-
spond to a reduction in tortuosity over time. This behavior reflects the
complex microstructural evolutions of Ni and GDC coarsening and inter-
facial dynamics, thus making direct correlations between morphological
evolution and pore tortuosity less straightforward. Furthermore, micro-
structures with lower porosity are more sensitive to local particle redis-
tributions occurring during aging than highly porous systems. Overall, pore
tortuosity, similar to GDC tortuosity, shows no significant changes during
aging across all configurations (except for configuration A1), indicating that
gas diffusion pathways remain largely stable compared to their initial state.

Mechanical performance-related effective properties
degradation
Evolution of elastic properties for porosity groups A, B, and C is shown in
Fig. 8a-1. All configurations show an overall reduction in elastic properties
over aging. An increase in pore size and shape change generally results in a
degradation of mechanical strength and a reduction in stiffness. For
example, in configuration Al, the effective directional moduli E,,, E,,, and
E_, decrease from 83.63, 84.89, and 84.62 GPa to 78.77, 80.27, and 80.39
GPa, respectively, while Hill average elastic modulus Ejp;; decreases from
84.23 t0 79.77 GPa as the mean pore diameter increased from 0.351 to 0.476
pm over 2000 hours of aging. Figure 8a—c depicts the evolution of the Hill
average elastic modulus Ejy;; for porosity groups A, B, and C. For all con-
figurations, Epy; shows a pronounced initial decline, corresponding to rapid
Ni coarsening in the early stages, followed by a gradual decline or a nearly
constant value at longer aging times. The overall reduction in Epy; ranges
from 5.30% to 14.48%, with the highest deterioration observed in the high
porosity group C and the lowest in group A. Figure 8d-1shows the evolution
of the effective directional elastic moduli (E,,, E,.E.) for porosity groups A,
B, and C. The moduli show a sharp initial decline, followed by a slower
decline or near stabilization at later stages, except for configurations B5 and
C5, consistent with the trends in the Hill average elastic modulus. The
correlation between the increase in mean pore diameter and the reduction in
effective directional elastic moduli is weaker for configurations B5 and C5.
Although the pore size increases monotonically in these structures, the
discontinuous evolution of pore tortuosity in B5 and Ni tortuosity in C5,
arising from local particle rearrangements, might strongly influence the
evolution of the directional moduli. Overall, the effective directional elastic
moduli decrease between 5.7% and 18.9% for all configurations. Group C,
with high porosity, shows the largest relative decrease, while group A shows
the lowest. Configurations with higher Ni content, higher porosity, and less
inhibition by the GDC network (e.g., B5 and C5) also display increased
anisotropy during aging. In configuration C5, for example, the effective
directional elastic moduli decrease by 0.9%, 1.9%, and 17% along the x, y,
and z directions, respectively, after 2000 hours of aging. In the work of Brus
et al.*, it was shown that long-term SOFC operation of a Ni-YSZ anode
resulted in strong anisotropy in the anode microstructure. An initially
isotropic anode, after prolonged operation of 3800 hours, exhibited strong
anisotropy, particularly in the nickel and pore phases of the investigated Ni-
YSZ anode. As possible causes for the anisotropies, nickel migration,
growth, and coarsening were mentioned. Also, they highlighted the
importance of credible numerical simulations of SOFCs accounting for
these anisotropies. Liu et al.”* reported an increase in elastic properties
during the sintering stage of Ni-YSZ anode fabrication, as progressive
densification resulting in reduced porosity enhances elastic properties with
sintering time. The current study demonstrates that during long-term aging
of Ni-GDC anodes, microstructural coarsening and pore evolution result in
a decrease in elastic properties. Overall, the elastic properties and the evo-
lution of these properties over time are determined by the combined effects
of porosity, Ni/GDC volume fractions, pore size and shape, as well as the
connectivity of the phases.

A common degradation mechanism in SOFCs is delamination at the
electrode-electrolyte interface, which compromises cell integrity and leads
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Fig. 8 | Evolution of elastic properties over 2000 hours of aging from multiphase-
field simulations. a—c Hill average elastic modulus (Ez;;), and effective directional
elastic moduli (d-f) E,., g-i E,,, j-1 E.. for porosity groups of 25%, 35%, and 45%,

respectively across solid volume fractions (solid vol. %) of nickel/gadolinium-doped
ceria (Ni/GDC).

to performance degradation. This damage is primarily caused by thermo-
mechanical stresses arising from different thermal expansion coefficients of
the electrode components and the electrolyte; Consequently, the composi-
tion of the anode has a strong influence on the resulting stress distribution.
In addition, partial performance degradation during operation is often
associated with some partial breakup of Ni/YSZ or Ni/GDC interphases,
which disrupts ionic and electronic transport pathways and reduces the
density of three-phase boundaries. Figure 9a—f shows the evolution of the
average von Mises stress and the CVF under the applied stack boundary
conditions. From a mechanical standpoint, the CVF quantifies the fraction
of the microstructure exposed to stresses exceeding a threshold level. The
CVF is defined as CVF = % J Viow > o )dV, where the threshold value
. tot WM > Othreshold DR
Othreshold 18 taken as the average von Mises stress of the pristine state of the
corresponding configuration. This microstructure-specific normalization

accounts for intrinsic differences in stiffness, phase connectivity, and con-
straint among microstructures, enabling the CVF to reflect aging-induced
stress localization with respect to the threshold of each configuration, rather
than an absolute stress threshold applied uniformly to all structures. As
microstructure coarsening progresses, the internal load distribution also
changes: Stress concentrations are reduced in areas where sharp curvatures
and small features vanish, while other regions carry a larger proportion of
the load. These redistributions are also influenced by initial Ni/GDC solid
volume fractions, porosity, and the evolution of particle sizes and shapes,
and directly affect both overall stress and localized stress concentrations. As
shown in Fig. 9a—f, the coarsening of the microstructure over aging results in
a significant redistribution of local stress fields and large changes in global
loading conditions. Consequently, both the average von Mises stress and
CVF exhibit similar qualitative trends across configurations.
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Fig. 9 | Evolution of mechanical response over 2000 hours of aging from multiphase-field simulations. a-c Average von Mises stress, and d-f critical volume fraction for
porosity groups of 25%, 35%, and 45%, respectively, across solid volume fractions (solid vol. %) of nickel/gadolinium-doped ceria (Ni/GDC).

In group A (low porosity), both the average von Mises stress and the
CVF increase with aging across all Ni/GDC solid volume fractions, indi-
cating an enhancement of thermally induced stresses resulting from the
coefficient of thermal expansion (CTE) mismatch between Ni and GDC.
These results suggest that high-density Ni-GDC anodes experience elevated
stress levels during long-term operation. From a mechanical integrity
standpoint, an increase in average von Mises stress, particularly when
coupled with an increase in CVF, indicates an overall elevation of the
internal stress state and stress concentration within the microstructure. This
behavior might be attributed to the high effective stiffness (Eyy;) and low
porosity of the structures, which strongly constrain the thermal-expansion
mismatch and limit stress reduction through pores. In the absence of
external mechanical loading, stresses resulting solely from thermal expan-
sion might be determined by competing effects of porosity, stiffness, phase
connectivity, and local heterogeneity at the interfaces between Ni/GDC and
solid/pores, in addition to the primary CTE mismatch. An increase in the Ni
volume fraction further increases the stress levels, as the more rigid Ni phase
increasingly restricts GDC deformation. For example, in configuration A5,
the average von Mises stress increases from 1.61 to 1.88 GPa over aging. The
CVF increases from 46.4% to 60.0%, indicating that substantially larger
volumes of the microstructure exceed their initial stress threshold. This
stress amplification and redistribution caused by coarsening suggest an
increased mechanical loading state within the microstructure. Similarly,
Xiang et al.” simulated thermomechanical stresses arising from the CTE
mismatch between Ni and YSZ under operating conditions and external
loading. Their results demonstrated that the YSZ volume fraction plays a
dominant role in controlling the mechanical strength of the anode, and
optimizing the YSZ skeleton during fabrication could significantly improve
the resistance to mechanical failure in Ni-YSZ composite anodes.

In the highly porous Ni-GDC anodes of group C, aging enhances stress
reduction, as reflected in a systematic reduction in both the average von
Mises stress and the CVF across all Ni/GDC compositions. High porosity
may promote stress reduction through the pores, allowing the Ni or GDC
phase to expand without restriction, and coarsening of the particles under
reduced phase constraint might smooth local stress gradients. As a result, a
smaller portion of the microstructure is exposed to stresses above the
pristine average. For example, in configuration C5, aging resulted in a
decrease in the average von Mises stress from 1.14 to 0.97 GPa, and the

corresponding critical volume fraction decreases from 46.0% to 36.8%. The
decrease in average von Mises stress and CVF over the aging indicates
improved tolerance to thermal mismatch strains. However, this improved
mechanical stability is achieved at the expense of reduced stiffness
(see Fig. 8) and possibly lower electrochemical performance (see Fig. 5).
Previous studies have highlighted the strong influence of anode composition
and porosity on the thermomechanical behavior in SOFC anodes. Celik
et al.*® numerically investigated the stress distributions in porous Ni-YSZ
anodes at the microstructural level and demonstrated that increasing the
volume fraction of a particular solid phase (Ni or YSZ) stabilizes thermal
expansion and reduces thermo-mechanical stress. They further reported
that the lowest stress levels occur at high porosity due to stress reduction
through the pores. To further illustrate the local stress redistribution during
aging, Fig. 10 shows representative 3D contour maps of the von Mises stress
together with the histograms for configurations A5 and C5 in the initial and
2000h aged states. In all cases, the stress field is strongly heterogeneous, with
elevated stresses confined to small localized regions, whereas the majority of
the microstructural volume remains at comparatively low stress levels. The
histograms are strongly right-skewed, showing that very high stress values
occur only with very low probability and therefore contribute only weakly to
the volume-averaged stress. Aging shifts the stress distribution differently
depending on the volume composition. In the A5 configuration, the dis-
tribution shifts toward higher stresses and the maximum local stress
increases (from 7.76 GPa to 10.30 GPa), while in C5, the distribution shifts
toward lower stresses and the maximum stress increases slightly (from 11.55
GPato 12.57 GPa). The color scale of the stress contour plots is limited to the
range of 0 to 4 GPa to enhance the representation of the dominant stress
regime, at which the majority of the distribution density is concentrated.
These local stress maps and the histograms show that aging is accompanied
by a redistribution of stress within the microstructure, as reflected by the
change in the probability distribution from the initial to the aged state. A few
isolated extreme stress values are also observed, likely associated with very
thin neck regions, but these occur with very low probability.

Each microstructure exhibits distinct stiffness, phase connectivity,
constraint, and thermal load sharing, resulting in different distributions of
thermal stresses depending on the Ni/GDC/porosity balance. In group B
(intermediate porosity with 35%), both the average von Mises stress and the
CVF remain relatively stable during aging, with only a slight increase
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observed in the Ni-rich configuration B5 (CVF: 48.6% to 51.1%; average von
Mises stress: 1.49 to 1.56 GPa). These results suggest that a Ni-GDC anode
with intermediate porosity offers a mechanically favorable balance: rela-
tively better stiffness values compared to the high porous group (Fig. 8) to
sustain load-bearing requirements while limiting stress localization and
CVF growth. These results provide an understanding of the possible
mechanical degradation in the initial configurations of porous Ni-GDC
electrode structures over the aging process as a result of thermal expansion-
related stresses and the resulting performance losses, degradation of the
SOFC. The current work investigates the overall behavior of the mechanical
properties and their deterioration resulting from aging-induced complex
morphological evolutions of the 3D Ni-GDC SOFC anode. A detailed
analysis of the relevant mechanisms and trends with regard to porosity and
evolution within specific groups is beyond the scope of the current research.
Nevertheless, these findings provide a basis for future research focusing on
more comprehensive investigations.

The rigorously validated digital twin microstructure of the Ni-GDC
SOEC anode enabled optimization investigations of anode microstructures
using combined electrochemical performance and mechanical integrity
metrics in both pristine and aged states. The extended structure generator
workflow incorporating sintering-like morphological coalescence produced
greatly closer, realistic synthetic microstructures, yielding a global mean
absolute percentage error of below 5% over 16 quantitative descriptors.
Systematic investigations of fifteen synthetic anode microstructures in the
pristine and aged states revealed strong, correlated dependencies of TPB and
DPB densities, phase tortuosities, elastic moduli, and stress distributions on
Ni and GDC volume fractions and porosity.

Considering the initial TPB density and its long-term stability as pri-
mary design criteria, configurations A2 (Ni vol. 29.77%, GDC vol. 45.33%)
and A3 (Ni vol. 37.60%, GDC vol. 37.99%) emerge as the most promising,
exhibiting high initial TPB density accompanied by relatively low degra-
dation after 2000 hours of aging. A3 additionally demonstrated better nickel
percolation compared to A2. Given the MIEC nature of GDC and its role in
electrochemical activity and transport, configurations with reduced or even
non-percolating Ni content may remain viable depending on the cell design.
In this context, B1 (Ni vol. 19.67%, GDC vol. 45.25%), B2 (Ni vol. 25.71%,
GDC vol. 39.13%), and C1 (Ni vol. 16.78%, GDC vol. 38.34%) configura-
tions offer favorable trade-offs, exhibiting high initial DPB density, relatively
low degradation rates, and stable GDC transport pathways. Among these,
the B2 configuration provided the best overall performance whilst prior-
itizing Ni-related metrics, as it incorporated Ni-percolation along with a
relatively high TPB density, and reduced degradation.

The effective elastic properties and average von Mises stress
decreased linearly with increasing porosity. For all configurations, the
effective elastic properties exhibited a pronounced initial decline cor-
responding to rapid Ni coarsening in the early stages, followed by a
gradual decline or near-constant behavior at longer aging times. The
coarsening of the microstructure during aging led to a significant
redistribution of local stress fields and substantial changes in global
stress conditions resulting from thermal eigenstrains. Microstructures
with medium porosity (35%) offered the most balanced mechanical
performance by limiting stress localization and critical stress volume
fractions during aging. In contrast, anodes with low porosity exhibited
increased stress concentrations, while anodes with high porosity showed
improved stress tolerance at the expense of lower stiffness and reaction
site density values.

Taken together, these findings demonstrate that optimal SOFC anode
design requires an integrated electrochemical-mechanical performance
consideration based on multiple microstructural descriptors rather than a
single-metric optimization. The quantitative results presented here provide
guidance for selecting Ni and GDC volume fractions tailored to specific cell
designs, while the extracted microstructural parameters serve as necessary
inputs for transmission line modeling of Ni-GDC-SOFC anodes for cell
performance as a function of microstructural composition, as well as for
modeling at the cell and stack levels. A comprehensive investigation of
particle size sensitivity and optimization is planned as a natural extension of
the present work.

Methods

In this section, we present the comprehensive methodology employed to
generate synthetic Ni-GDC SOFC anode microstructures and to model
the degradation of microstructural properties pertinent to electro-
chemical performance and mechanical integrity during aging. The
workflow begins with an overview of a synthetic microstructure gen-
eration process, including a newly implemented extension to the original
structure generator. This is followed by modeling of microstructure
coarsening utilizing the phase-field method and formulations of solid
mechanics to resolve the stress-strain distribution within the evolving
microstructure. Thereafter, we detail the quantification of the 3D Ni-
GDC anode microstructure relevant to electrochemical and mechanical
performance. Lastly, the validation of the generated synthetic micro-
structure against an experimental structure and the subsequent gen-
eration of fifteen statistically representative synthetic microstructures
are discussed.
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Fig. 11 | Schematic representation of the extended microstructure generation workflow, emphasizing the extended sintering-like morphological coalescence step and
resulting enhancements to synthetic solid oxide fuel cells (SOFCs) nickel-gadolinium doped ceria (Ni-GDC) anode microstructures.

Extension of the structure generator for sintering-like
morphologies

In the work of Schéller et al.*, synthetic microstructures were generated in a
four-step process as shown in the schematic workflow (original workflow)
in Fig. 11: (i) dense packing of hard spheres using a discrete element method,
enforcing prescribed particle size distributions for different material phases;
(i) identification of contact points via a neighbor graph connecting all
spheres based on a minimum spanning tree (MST); (iii) generation of
individual particle geometries using spherical harmonics with specified
angular energy spectra, incorporating the previously identified contact
points; (iv) The resulting parameterized microstructure was then voxellized
and converted into a diffuse-interface representation using a multiphase-
field method. Further details on the original framework can be found in
ref. 41. Validation of the virtual structure generator was performed by
comparison with experimentally reconstructed electrode microstructures in
previous work*'. A comparison of key microstructural descriptors, such as
phase volume fractions, specific surface areas, and tortuosities, as well as a
qualitative visual comparison, showed that the reported deviations were
limited to a few percentage points. The generator relies on several input
parameters, such as particle size distributions and angular power spectra;
their influence on the resulting morphology is not known a priori. A multi-
objective Bayesian optimization was employed to systematically calibrate
the generator by minimizing the discrepancy between the morphological
metrics of the generated and experimental microstructures across multiple
objectives.

Although the original structure generator workflow provides a rea-
sonably close representation of the experimental SOFC anode micro-
structures and agrees well with several quantitative descriptors, the
workflow lacks the ability to generate microstructures more realistic to the
experimental structures. In particular, key quantitative metrics such as TPB
density and mean particle diameter are not validated against experimental

structures. The current work extends the original workflow to further
improve synthetic SOFC anode microstructures in comparison to experi-
mental structures. One significant limitation of the original generator is the
missing particle coalescence, which results from the sintering stage in the
experimental fabrication process. To address this, a sintering-like mor-
phological coalescence step is integrated as an extension of the original
workflow. The aim of this extension is not to simulate the physical
mechanisms governing sintering, as this would require detailed governing
equations, extensive parameterization, and substantial computational
resources, as well as time for large 3D domains. Instead, the focus is on
efficiently replicating sintering-like morphological features, particularly the
formation of sintering neck and particle coalescence, in a computationally
tractable manner suitable for synthetic microstructure generation. Figure 11
shows a qualitative comparison between the synthetic microstructures
obtained using the original and extended Workflows.

The primary objective of the structure generator workflow extension in
this work is to generate synthetic SOFC anode microstructures that are
visually and quantitatively representative of the experimental structures
across a large set of microstructural descriptors. To achieve sintering-like
morphological coalescence in the synthetic structures, a multiphase-field
(MPF) method is employed. The MPF method is well established for
simulating the evolution of complex microstructures across micro- and
mesoscopic length scales. The model utilized in this study is based on the
multiphase-field formulation of Steinbach et al."” and Nestler et al.”” and
incorporates a targeted modification of the Allen-Cahn equation to simulate
sintering-like coalescence while preserving phase volumes. Although the
classical Allen-Cahn equation® is not inherently volume-conserving, this
property can be enforced by means of an extra artificial bulk driving force for
volume preservation of specific phases”. In addition, an obstacle potential is
used together with a corrective term that suppresses the curvature mini-
mization dynamics intrinsic to the Allen-Cahn equation. This curvature
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minimization behavior, resulting from the Laplace term A¢ in Eq. (7), leads
to changes in both phase shape and phase volume. Following the approach
proposed by Sun et al.”, this dynamics can be partially or fully eliminated,
enabling controlled morphological coalescence.

In a system with N phases, the microstructure is represented by a set of
order parameters ¢ = {¢,,¢,, ..., §y }, whereby each order parameter or
phase field variable ¢, (x, t) represents the presence of phase « at position x
and time t. Values ¢, = 1 and ¢, = 0 correspond to the presence or absence of
phase a. Diffuse interfaces with finite thickness are employed in place of
sharp phase boundaries, where ¢, smoothly varies between 0 and 1. The
phase field variable ¢, can therefore be interpreted as the local volume
fraction of phase . The total free energy F of a multi-phase heterogeneous
material containing N solid phases is represented as the volume integral of
the free energy density f over the domain V

FONI= [ fuaVO+ @@ 5@V,

Fut (V.8 Foux($)

Following the notation of Nestler et al.”, the combined potential £,
and the gradient term f . ; together account for the interfacial energy and
ensure a diffuse interface with finite thickness. The term f(¢) represents the
phase-inherent bulk energy of the phases and acts as the driving force for
phase transformation. An additional positive contribution g(¢) enforces the
volume preservation of the phases. For more details, interested readers are
referred to Nestler et al.”. The gradient'” and potential terms are as follows:

fgrad (V¢) =€ Z y"fﬁv¢"‘ ’ V(/)ﬁ’ (2)

af>a
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Here, y,; represents the interfacial energy of the « and  phases, and
controls the diffuse interfacial width. The second term in Eq. (3) prevents the
growth of unwanted interfacial contributions at binary interfaces. The order
parameter ¢, evolution follows an Allen-Cahn type equation driving the
system towards minimal energy. The evolution equation reads as follows:
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where M, represents the mobility, N refers to the number of locally active
phases, and the variational derivative
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Meanwhile, A% is given as:

) 1)
A% = <w - 8_%>f bulk’ (6)

where f, , denotes the phase-inherent bulk energy of the phases and an
additional positive contribution that enforces volume preservation. As
demonstrated by Schoof et al. in the multiphase-field context, the addition
of an extra isotropic gradient energy density term, ea(¢,, V¢,), to the

phase-field evolution is specified as follows:

) s Na
ea(m,wa)—%(% [vo.[v (IV%l))' v

This term enables the calibration of the curvature-driven interface
evolution by a surface energy-like parameter y¢, which does not contribute
to curvature minimization. The parameter y¢ can be understood as a
numerical factor for calibrating the strength of the artificially constructed
interface. The combined contribution of the interfacial free energy density
and this additional isotropic gradient term, as discussed in ref. 48,70, pro-
vides a means of controlling the curvature minimization dynamics deter-
mined by y,s. In the present work, these formulations are used as a
numerical means of controlling curvature minimization. The extended
workflow’s ability to generate synthetic microstructures representative of
experimental SOFC anode microstructures is validated in this work using an
extensive set of quantitative descriptors.

Multiphase-field framework for aging simulations

A simplified modeling approach is followed with the aim of capturing the
essential physical mechanisms governing the aging of the Ni-GDC SOFC
anode microstructure whilst ensuring computational tractability. In parti-
cular, a multiphase-field method based on the grand-potential functional
of ** expanded to include surface self-diffusion™ is employed to model the
coarsening of both the Ni and GDC phases under thermal operating con-
ditions. The porous anode microstructure is represented by three order
parameters corresponding to the nickel, GDC, and pore phases. The model
assumes mass and volume conservation, isotropic interfacial properties,
along with surface and interfacial diffusion as primary mass transport
mechanisms. In the current work, each solid phase is treated as homo-
geneous, and grain boundary effects are not explicitly resolved. Incorpor-
ating grain boundary effects and achieving quantitative validation requires
reconstructed pristine and aged microstructures with resolved grain
boundary or crystallographic orientation information, along with experi-
mentally determined orientation-dependent parameters (e.g, grain
boundary energies and diffusion coefficients) under relevant operating
conditions, which are currently limited. In our previous work™, phase-field
simulations based on FIB-SEM reconstructed pristine microstructures
(without resolved grain boundaries) were quantitatively validated against
experimentally aged microstructures (240h and 1100h). For a more detailed
discussion, including the scope and limitations of the current modeling
framework, the interested reader is referred to the work of Jeela et al.**.
Coarsening of Niand GDC s considered to be the predominant degradation
mechanism in thermal aging. Accordingly, this study focuses on quantifying
the impact of microstructural coarsening on the long-term performance of
SOFCs. The model is applicable to Ni-GDC and Ni-YSZ anodes subjected to
high-temperature thermal aging in open-circuit conditions. Detailed
descriptions of the model formulations, parameters identified by a Bayesian
active learning approach and parameterization, as well as the multiphase-
field simulation results in comparison to experimentally aged 3D FIB-SEM
microstructures after 240 hours and 1100 hours under thermal operating
conditions of 900 °C with a gas composition of H,-50%/H,0-50% are
reported in our previous works”*”’. Building upon this validated framework,
the current work performs large-scale multiphase-field simulations to
investigate microstructural evolution over 2000 hours, utilizing a range of
initial synthetic microstructures. The temporal evolution of microstructure
descriptors relevant to electrochemical performance and mechanical
integrity is predicted, enabling the evaluation of distinct anode configura-
tions for optimal initial performance, as well as minimal degradation of
performance over long-term operation.
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Solid mechanics in PACE3D framework

The effective elastic properties during the aging are determined by load
simulations of the aged microstructures within the PACE3D multiphysics
framework™. A quasi-static solid mechanics formulation is adopted for
determining the locally resolved stress and strain fields within the micro-
structure, assuming negligible body forces and small deformations. Under
these assumptions, the momentum balance is given by

N
V5=00=) ¢,0° ®)
a=1

cf.!, where G refers to the interpolated Cauchy stress calculated from phase-
specific stresses 6, and ¢, represents the order parameter of the « phase.
The infinitesimal strain tensor is interpolated analogously as

e=Y N ¢, €. In accordance with the jump condition approach’”,
the local phase strain & is expressed as

N
& =g+ Z ¢s -, )

8=1,0#a

whereby —{]-*° indicates the strain jump over diffuse interfaces between
phases aand & defined by —{e}-°° = &* — &°. The phase-specific strain " is
additively decomposed as £* = £ + %% with £ denoting the elastic
contribution and £ the thermal contribution. In this regard, el = agAOI
is considered, wherein «f is the isotropic thermal expansion coefficient of
the phase o, AG = 0 — 0}, is the temperature difference relative to the
reference temperature, and I is the identity tensor of second order.
According to Hooke’s law, the corresponding phase-specific stresses in
each phase are given by 0® = C”[¢¢] = C*[¢* — &¢], with C* indi-
cating the phase-specific stiffness tensor. Under the assumption of isotropic
elasticity, the stiffness of phase a is given by C* = 3K*P, + 2G*IP,, where
K" and G" denote the compression and shear moduli, respectively. The
projection tensors are givenby Py =1 I®@ Iand P, = I® — IP,, whereby

I® refers to the fourth-order symmetric identity. Material properties used for
this study are listed in Table 1. As the material properties considered here
refer to room temperature conditions, this could result in an overestimation
of the predicted absolute values of effective stiffness at the operating tem-
peratures of SOFCs. However, the relative differences in effective stiffness
between the microstructures remain unchanged, since all microstructures
were evaluated under the same constitutive assumptions.

Microstructure quantification

Microstructural descriptors related to electrochemical performance are
discussed below. The geometrical and electrochemically relevant micro-
structural descriptors of the 3D Ni-GDC SOFC anode, including phase
volume fractions, median particle diameter, tortuosity, TPBs, and DPBs, are
quantified according to established methods. Collectively, these parameters
determine the anode’s performance, influencing electrochemical activity
and ion, electron, and gas transport significantly, and thus affecting the
overall performance of the cell. Particle coarsening is evaluated using con-
tinuous particle size distributions, with the median diameter (ds,) as the
representative measure’”. Phase tortuosity (z,), which describes the com-
plexity of transport pathways, is estimated from the ratio of ideal to effective
current, averaged over the three spatial directions to obtain a representative
value for the overall transport properties of a phase’’. The TPB length is
calculated using a 3D skeletonization method”. The specific surfaces are
determined from the phase-field gradientsas A, = - [|,|V¢,|dV, whereby
each interface (A,_p) is extracted by solving a set of linear equations. Owing
to the mixed conductivity of GDC, the interface between GDC and pores
forms the electrocatalytically active surface. All methodologies were
implemented in-house within the PACE3D framework and benchmarked
against established test cases”.

Mechanical-related descriptors are described below. The effective
elastic properties of the 3D SOFC anode microstructure are determined
using numerical homogenization. In this regard, the effective stiffness tensor
C is determined using six independent strain-controlled macroscopic load
cases. For eachload case =1, ..., 6, a defined macroscopic strain vector #is
applied, such that u = gy(x) € 62 holds true. For example, = 1 corresponds
to the macroscopic strain &' = ¢;e; ® e;. The solution to the resulting
linear elastic boundary value problem yields the local stress field ¢°(x),
from which the volume-averaged macroscopic stress response can be
determined as

(o) = % / Vaﬁ(x)dv. (10)

The macroscopic stress-strain relation from the numerical homo-
genization scheme is described as follows: (6f) = C &8. The stiffness con-
tribution for each load case is determined by

Cﬁ _ @@T

= 11
C=o® (1)

where C denotes the matrix representation of the stiffness tensor C in

normed Voigt notation and C? refers to the matrix representation of the Sth
column of C. Each load case results in a column of the effective stiffness
tensor. For example, a uniaxial strain & = ¢;e; ® e; with the Voigt
representation &! = [¢,0,0,0,0, 0]" determines the first column of C,
while shear load cases provide the corresponding shear columns using the
standard +/2 Voigt normalization™. Since the mechanical model used for
extracting the effective stiffness is fully linear elastic, the homogenized
stiffness tensor is independent of the amplitude of ¢.

The effective stiffness tensor is constructed by superimposing the
contributions of all six independent load cases: C = 22:1 Qﬁ . The meth-
odology presented in Bhlke and Briiggemann” is used to calculate and plot
the elastic modulus body. The directional elastic moduli (E,, E, and E,) can
be directly extracted from the elastic modulus body as detailed in ref.79.
Beyond the directional moduli, an effective isotropic modulus is obtained by
projecting the anisotropic tensor onto its isotropic Voigt and Reuss bounds
and combining these using the Hill average®. The Voigt estimates of the
bulk and shear moduli are then evaluated accordingly

_C+ Gy + Gy +2(Cpy + Cp3 + Cy3)

KVoigt - 9 (12)

G — Cii+Cy + Gy —(Cpp + Ci3 + Cp3) + 3(Cyy + Css + Co)
Voigt = 15 :

(13)

Whereas the Reuss bounds result from the compliance tensor
according to

1
=S+ S +S5+ 2(312 + 83 + 523)7 (14)
KReuss
1 4 3
G = 1—5(511 +8 +85 =S =83 —53)+ 1—5(344 + Ss5 + Se)-
(15)

This gives the Hill average values Ky = %(K voig T K Reuss)>
Gy = %(GVoigt ~+ Gpeuss)» Whereas the effective isotropic modulus of
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Table 2 | Input parameters given to the structure generator for creating a synthetic microstructure

Phase Volume fraction (%) Mean particle diameter (um) Standard deviation (um) Angular spectrum amplitude (W nm ") Dilation iterations
Ni 17.59 0.886 0.352 10" 1
GDC 29.21 0.494 0.070 1072 1

Table 3 | Comparison of microstructural and mechanical
properties: Digital Twin vs. Experimental results

Property Unit Phase Experimental Synthetic Relative
error (%)
Volume (%) Ni 21.92 21.33 —2.69
fraction
GDC 41.57 41.25 -0.77
Mean (um) Ni 0.91 0.91 0
diameter
GDC 0.57 0.57 0
Pore 0.57 0.55 —3.51
Surface area (m™) Ni 1.038 1.00 —-2.91
density
GDC 2.19 1.90 —13.24
Pore 1.87 2.00 6.95
Mean (-) Ni inf inf -
tortuosity
GDC 2.51 2.21 -11.95
Pore 2.68 3.02 12.69
TPB density wm? - 1.80 1.95 8.33
DPB density wm™ - 1.51 1.45 -3.97
Elastic moduli  (GPa)  E. 59.16 62.78 6.11
E 58.47 59.45 1.68
E= 63.94 62.52 —2.22
Enin 60.40 61.38 1.62
elasticity is given by
Epy = 9K hin G ) (16)
3Ky + Gy

We emphasize that the Voigt-Reuss-Hill estimates give an isotropic
projection of the generally anisotropic effective stiffness tensor and should
therefore solely be used as scalar measures for comparing the overall stiff-
ness evolution across different aging states.

Synthetic microstructure generation and experimental validation
The performance of the extended structure generator in replicating
experimental microstructural features of the SOFC anode was evaluated by
generating a synthetic SOFC anode microstructure utilizing particle size
distributions and phase volume fractions derived from a 3D FIB-SEM
reconstructed experimental microstructure” as input for the generator. The
generated structure was subsequently validated against the experimental
reference through a combination of visual assessment and comprehensive
quantitative metrics. Since the multi-stage structure generator workflow
depends on several input parameters, such as phase volume fractions,
particle size distributions, angular power spectra, and dilation factors, whose
effects on the resulting morphology are not known a priori, a multi-objective
Bayesian optimization (BO) approach was used for systematic calibration. A
total of 200 trials were performed to minimize the global deviation from an
experimental reference microstructure, with emphasis on key metrics such
as phase volume fractions, tortuosities, and specific surface densities of the
Ni, GDC, and pore phases. The resulting database was analyzed to refine the
parameter search space and identify suitable fixed input parameters.

Following the BO calibration, a limited number of manual tuning
iterations were performed to adjust the simulation time and tuning para-
meters for curvature minimization that control the sintering-like mor-
phological evolution, aiming to achieve TPB densities closer to the
experimental values as well as to achieve particle coalescence in an efficient
manner. The model parameters were determined through an iterative
manual tuning procedure, in which the curvature control parameter and the
interfacial energy configurations were adjusted to achieve closer agreement
between simulated and experimental microstructural descriptors (e.g., TPB
density, DPB density, and surface area densities). This was achieved by
controlling the curvature-driven evolution to obtain realistic morphologies
within a limited number of iterations, followed by a minor refinement of the
interfacial energies to enhance the agreement with the target values.
Without this sintering-like morphological step, the generated structures
exhibit much higher TPB densities than the experimental reference struc-
ture, as the generated structures consist of isolated, nearly spherical particles
resembling green body configurations. Since the primary objective of the
current work is to investigate the influence of initial microstructure con-
figurations on degradation behavior, a total of 15 synthetic microstructures
with predetermined volume fractions and particle sizes need to be gener-
ated. All other generator parameters are defined based on a combination of
BO calibration and manual fine-tuning to ensure consistency across all
generated structures, without necessitating repeated experimental valida-
tion for each structure. The optimization and validation approach thus
establishes a robust set of parameters to be employed consistently across the
generation of all synthetic microstructures. The Bayesian optimization was
performed on a reduced but statistically representative domain, keeping the
experimental voxel resolution™, to reduce computational effort. For a more
detailed description of the original structure generator, parameter sensi-
tivities, and BO framework, the reader is referred to Scholler et al.*’. The
optimized input parameters given to the structure generator for creating a
synthetic microstructure are summarized in Table 2. The mean particle
diameter and standard deviation listed in Table 2 define the lognormal
particle size distribution employed as input for the synthetic structure
generation procedure to generate particle size distributions from a given
distribution.

The extended workflow incorporates a sintering-like morphological
coalescence step based on a modified Allen-Cahn phase-field equation that
preserves the volume”, as well as a correction term controlling curvature
minimization®, as described in Extension of the structure generator for
sintering-like morphologies section. All parameters are expressed in a
consistent arbitrary unit system. To accelerate morphological evolution,
equal interfacial mobilities were assigned across all phase pairs, with My;pore
= Myicpc = Mgpcpore = 1 u;* / (uEut). The interfacial energies were set to
(Ynigper Yxiporer YoDCpore) = (1.43, 1.2, 2.43), while the curvature control
parameter was chosen as ), = 9ugp/u?. A higher-order term Yaps =
50ug/u? was included to suppress the formation of spurious phase for-
mation. The simulations were performed using an interfacial width para-
meter € as 2.0 u;, number of time steps as 100, and a total simulation time of
2.5 u,. It is emphasized that this morphological evolution does not represent
a physical sintering process. Instead, the phase-field simulations are
employed as a numerical tool to generate sintering-like morphologies
through particle coalescence rapidly. Accordingly, the simulation time
represents a pseudo-time, and the parameters for mobility and surface
energy are treated as numerical controls governing the rate and extent of
morphological evolution.

The representativeness of the synthetic microstructure was evaluated
by systematically comparing a comprehensive set of geometric, statistical,
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Synthetic microstructures

Fig. 12 | Comparison of the Focused Ion Beam Scanning Electron Microscopy (FIB-SEM) reconstructed 3D solid oxide fuel cells (SOFCs) anode microstructure® and the

individual phase morphologies with a digital twin created by a structure generator.
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—— Synthetic —— Synthetic —— Synthetic
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Nickel Diameter (ym)

Fig. 13 | Comparison of particle size distributions of synthetic and reconstructed
microstructures. Continuous particle size distributions (PSD) for the synthetic
microstructure and the Focused Ion Beam Scanning Electron Microscopy (FIB-

GDC Diameter (um)

Pore Diameter (um)

SEM) reconstructed anode for a nickel phase, b gadolinium-doped ceria (GDC)
phase, and ¢ pore phase.

and microstructural descriptors, relevant to both electrochemical perfor-
mance and mechanical behavior, with an experimental reference structure
(Table 3). The employed experimental 3D microstructure was recon-
structed from Ni-GDC SOFC anode samples produced at For-
schungszentrum Jiilich and FIB-SEM tomography at KIT’. The statistical
representativeness of the experimental domain and its subvolumes was
demonstrated in our previous work™. The 3D experimental and synthetic
microstructures are shown in Fig. 12. A visual inspection reveals a high
degree of morphological resemblance at both the electrode and phase levels,
including particle shapes, phase connectivity, and spatial distribution. A
quantitative assessment, as shown in the Table 3, validates this agreement
across an extensive set of 17 quantitative metrics. Most relative errors
remain below 5%, with larger discrepancies of 11 to 13% observed for GDC
surface area density and the tortuosities. The generator precisely replicates
the phase volume fractions and particle sizes of Ni, GDC, and pores, while
showing high agreement in the specific surface areas for Niand pore phases;
the GDC surface area shows a higher underestimation of around 13%. TPB
and DPB densities, important descriptors for electrochemical activity, are
reproduced with errors of about 8% and 4%, respectively. The inclusion of a
sintering-like coalescence step proves essential in achieving TPB values
closer to those observed in experiments. The tortuosity values show larger
deviations of about 12% for GDC and pore phases. These values are highly
sensitive to local microstructural changes. The tortuosity of nickel is not
reported, as the Ni phase is not percolating in both experimental and

synthetic structures. The directional and effective elastic moduli are also well
captured and largely agree with the experimental values.

In order to quantify the overall accuracy of the synthetic micro-
structure, a global error metric was calculated, defined as the mean absolute
percentage error (MAPE) in all metrics considered, which yields a value of
4.92%, calculated from 16 parameters. One parameter with an infinite
reference value was excluded, as the percentage error is undefined in this
case. This single scalar metric demonstrates the generator’s ability to
accurately reproduce across a wide range of geometric, transport-related,
and mechanical properties. The strong agreement in both morphology and
quantitative descriptors confirms the synthetic structure as a digital twin of
the real SOFC anode and enables subsequent sensitivity analyses, correla-
tions between microstructure and properties, to guide optimization of the
electrodes. This work employs the continuous particle size distribution
method of Miinch and Holzer”’, which is particularly useful for porous
networks as it avoids artificial segmentation into discrete particles. The
method determines the fraction of the phase volume that can be occupied by
overlapping spheres of a certain diameter and, in principle, results in a
complementary cumulative distribution that decreases monotonically from
unity to zero. For the validation of the generated synthetic microstructure,
the continuous particle size distributions of the nickel, GDC, and pore
phases are compared with those obtained from 3D FIB-SEM reconstruction
(Fig. 13). The close agreement across all phases, as shown in Fig. 13, further
supports the validation of the generated structure in comparison to the
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Table 4 | Evaluation of statistical variations in microstructural

properties across 10 synthetic structures (S1 to S10 samples)

generated independently under identical conditions from the structure generator

Property S1 S2 S3 S4 S5 S6 S7 S8 S9 S10 Mean Standard Coefficient of
deviation Variation (%)
TPB density (um ) 190 192 188 18 196 18 18 187 195 189 1.89 0.03528 1.86
DPB density (um™") 146 146 148 144 143 147 146 147 145 145 146 0.01418 0.97
Ni SA density (um™") 095 096 095 096 099 095 096 095 098 097 0.96 0.01327 1.38
GDC SA density (um™") 190 189 190 187 189 189 190 189 189 189 1.89 0.00831 0.44
Pore SA density (um™") 198 198 2.01 197 195 199 198 199 200 199 1.98 0.01562 0.79
GDC Meantortuosity (—) 2.19 220 217 226 226 222 218 219 218 221 2.21 0.03040 1.38
Pore Mean tortuosity (—) 2.93 3.13 2.86 3.01 312 297 313 298 3.10 299 3.02 0.08908 2.95
Ni Mean diameter (um) 093 094 094 088 091 093 095 090 093 094 0.92 0.02062 2.23
GDC Mean diameter um) 0.57 057 058 059 058 058 058 058 058 057 0.58 0.00600 1.04
Pore Mean diameter um) 056 0.56 055 055 056 055 056 056 056 056 0.56 0.00458 0.82
E,x (GPa) 59.57 61.04 61.81 59.72 61.86 60.51 60.18 59.48 61.34 61.38 60.69 0.87160 1.44
E,, (GPa) 60.69 61.14 59.35 60.11 59.97 61.40 60.50 59.51 59.99 59.75 60.24 0.64370 1.07
E,, (GPa)) 60.59 61.74 59.71 61.80 61.17 60.93 60.61 61.04 61.92 61.03 61.05 0.63450 1.04
Epin (GPa) 60.18 61.26 60.00 60.07 60.72 60.78 60.39 60.00 60.83 60.38 60.46 0.40150 0.66
Table 5 | Microstructural parameters of the generated synthetic structures
Synthetic Pore vol. Ni GDC Ni Mean dia. (um) GDC Mean
structures frac. (%) dia. (um)
Target (solid Synthetic Target (solid Synthetic Target Synthetic Target Synthetic
vol. %) (vol. %) vol. %) (vol. %)
Al 25 30 22.51 70 52.57 0.75 0.757 0.50 0.508
A2 40 29.77 60 45.33 0.737 0.495
A3 50 37.60 50 37.99 0.740 0.493
A4 60 45.00 40 30.52 0.749 0.514
A5 70 52.71 30 22.87 0.755 0.499
B1 35 30 19.67 70 45.28 0.75 0.748 0.50 0.502
B2 40 25.71 60 39.13 0.761 0.498
B3 50 32.66 50 32.37 0.756 0.502
B4 60 38.91 40 26.10 0.758 0.502
B5 70 45.26 30 19.34 0.762 0.506
C1 45 30 16.78 70 38.34 0.75 0.753 0.50 0.497
Cc2 40 22.08 60 32.94 0.742 0.510
C3 50 27.58 50 27.34 0.750 0.504
C4 60 32.85 40 21.96 0.753 0.497
C5 70 38.60 30 16.50 0.748 0.499

The bold values denote the target (reference) parameters used in the design of the fifteen synthetic microstructures, while the remaining values represent the corresponding realized parameters obtained

from the generated structures.

experimental microstructure. Furthermore, a statistical analysis of 10
independently generated microstructures under identical conditions (as in
the validation case) was performed, and the resulting variability in key
microstructural properties is summarized in Table 4. The low variance
observed across a wide range of properties, with coefficients of variation of
about 1% for the majority of properties and 2-3% for two other properties,
confirms the robustness and reproducibility of the structure generation
method. This further demonstrates the reliability of the comparisons pre-
sented in this work.

Generation of synthetic structures for aging simulations

The influence of initial phase volume fractions on microstructural attributes
that govern electrochemical performance and mechanical behavior initially
and during aging was investigated by generating a series of synthetic

microstructures through variation of phase volume fractions. Fifteen syn-
thetic microstructures were created by varying the volume fractions of Ni,
GDC, and pore phases while maintaining constant particle sizes. The tar-
geted parameters for analysis and their values in the generated synthetic
structures are summarized in Table 5. Three pore volume fractions were
considered: 25% (group A), 35% (group B), and 45% (group C). Within each
group, five configurations were generated by varying the Ni/GDC solid
phase ratio in 10% increments from 30/70 to 70/30. These parameter ranges
comprise widely reported experimental and investigated compositions and
enable a systematic evaluation of the effects resulting from the volume
fractions of the three phases. To isolate the influence of particle sizes, the
average particle sizes of Ni and GDC were kept constant in all configura-
tions. Average particle diameters of 0.75 ym for Niand 0.5 ym for GDC were
chosen, corresponding largely to the experimental values for conventional
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screen-printed anodes. The resulting particle sizes in all generated micro-
structures remained close to these target values, as shown in Table 5.
Some representative examples of generated synthetic microstructures
are shown in the first row of Fig. 3. The statistical representativeness of the
microstructures is ensured by the appropriate domain size, voxel resolution,
and number of particles. All synthetic microstructures comprise a cubic
domain of 10°’um’ and a voxel size of 35 nm, providing sufficient resolution
while maintaining computational tractability for long-term aging simula-
tions. The volume of the domain is well above the representative volume
element (RVE) threshold of 10° particles, where most properties converge to
stable values, as found by Joos et al.”’. In our previous work™, statistical error
analysis of a FIB-SEM reconstructed domain (9.4 x 124 x 6.4 uym’)
demonstrated low variability in microstructural properties, with coefficients
of variation (CV) ranging from 1-5% (mean CV of about 3%), confirming
negligible spatial heterogeneity. In the current work, the simulation domain
of 10.0 x 10.0 x 10.0 ym’ with a total volume of 1000 ym’ is comparable to
and slightly larger than the previously validated representative volume,
ensuring statistical representativeness. Accordingly, any microstructural
inhomogeneities are expected to be minimal, with no significant influence
on the computed properties. Structure generator enables direct and flexible
control over phase volume fractions and particle sizes. By modifying the
parameters of the particle size distribution, microstructures with finer or
coarser particle sizes can be systematically generated. Comprehensive
investigation of particle size sensitivity and optimization, however, is
beyond the scope of the current study and is planned for future work.

Data availability

The datasets generated and/or analyzed during the current study are not
publicly available due to their use in ongoing research; however, all relevant
data are provided within the article, but are available from the corre-
sponding author on reasonable request. The datasets generated and ana-
lyzed during the current study were produced using the proprietary Pace3D
simulation framework developed at the Karlsruhe University of Applied
Sciences [**], the open-source Lammps molecular dynamics package [*’],
and the open-source Optuna optimization framework [*']. Due to licensing
restrictions, the Pace3D source code cannot be made publicly available.
However, licenses can be obtained upon request.

Code availability

The datasets generated and analyzed during the current study were produced
using the proprietary PACE3D simulation framework developed at the
Karlsruhe University of Applied Sciences”*, the open-source LAMMPS
molecular dynamics package®, and the open-source OPTUNA optimization
framework™. Due to licensing restrictions, the PACE3D source code cannot
be made publicly available. However, licenses can be obtained upon request.
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