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Promoting combined AFM-electrochemistry
techniques for analysis of charge transport at
grain boundaries of ceramic components in
electrochemical cells

K. Neuhaus, *a P. Mowe a and M. Winter ab

For decades, the differences between the transport properties of grains and grain boundaries in

polycrystalline oxides have been widely discussed in the scientific community. The reason is that grain

boundaries, although representing a much smaller fraction of a given material than the grain interior, can

greatly influence the performance of ceramic materials, which is a major drawback for the industrial

application of these materials. Detailed knowledge of the chemical and physical parameters at the

interfaces between adjacent grains is required in order to develop targeted synthesis strategies that

specifically influence the transport properties of grain boundaries. Atomic force microscopy (AFM)-based

electrochemical methods use an nm-sized tip as a probe and are able to image, for example, band bending

at grain boundaries or variations in electrical conductivity with extremely high local resolution, thus

providing small-scale insights into the physical and electrochemical conditions at grain boundaries. The

results obtained by AFM-based electrochemical experiments are complementary to conventional

electrochemical measurements and facilitate detailed modeling of grain boundary parameters in different

materials. In this work, the differences between grain boundaries and grain interiors with respect to charge

transport properties are first discussed with a special focus on oxide ion conducting and proton conducting

materials. In a second step, a broader perspective on current research and potential applications of AFM-

based grain boundary analysis in the field of lithium-ion battery materials is given.

1 Introduction

Atomic force microscopy (AFM) is a measurement technique
which was invented by Binnig, Quate and Gerber in 1986.1 It
evolved from scanning tunneling microscopy and can primarily
be used to measure the topography of a given sample. Basically,
a very fine tip with a diameter in the range of a few nm, which
is attached to a cantilever, is scanned along a sample surface.
The position of the cantilever is controlled by a laser
positioning system where a laser beam is reflected off the back
of the cantilever, and the reflection is then captured by a
photodetector. The possible resolution for AFM topography
measurements depends on the tip diameter, but is typically in
the nm range in the x and y directions and in the pm range in
the z direction. By monitoring the tilt and torsional motion of
the cantilever and tip, additional information about the surface
roughness and elasticity can be obtained.

AFM measurements are possible in three basic modes: i)
contact mode, where the tip remains in contact with the
sample surface throughout the whole experiment, ii)
intermittent contact mode, where the cantilever vibrates at
its resonance frequency (typically in the kHz-range) and taps
the sample surface at regular intervals during scanning, and
iii) non-contact mode, where the tip is moved at a constant
distance above the surface, allowing interaction between the
tip and short-range physical attractive and repulsive forces of
the sample surface.2

The AFM technique has been rapidly diversified, for
instance by the use of conductive AFM tips, which allow to
image different physical properties like electrical conductivity
or local surface potential distribution and to correlated them
with the sample topography. Due to the very high resolution,
AFM-based methods are well-suited to measure a range of
different parameters at very tiny interfaces and have been used
more and more frequently in the last decade to shed light on
the complex topic of charge carrier transport and defect
concentrations at grain boundaries and similar interfaces.3–5

The present work focuses on AFM-based electrochemical
methods and their application for measurements of grain
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boundary related variations in transport behavior and defect
concentrations in oxidic oxide-ion, proton, and lithium-ion
conductors. Corresponding measurement techniques have
already been successfully applied for example in the field of
solar cell materials,6,7 where grain boundaries play an
important role in charge transport, although the focus here
is on electron/hole transport rather than ion transport.

The overall goal of this perspective is, on the one hand, to
show how valuable AFM-based electrochemical measurements
can be for determining small-scale electrochemical interactions
at very small interfaces. On the other hand, challenges and
opportunities for AFM-based studies of charge transport at
grain boundaries are identified.

2 Theoretical background and
methods
2.1 Differences in transport characteristics between grain
interior and grain boundaries

In a first instance, grain boundaries represent confined zones
with a structural mismatch due to differing crystallographic
orientations between adjacent grains. However, grain
boundaries can have strongly different transport
characteristics for ions and/or electrons compared to the bulk
of a given material. This can have different reasons, which
are discussed in the following sections.

2.1.1 Space-charge layers. The concept of space-charge
layers (SCL) was first introduced by J. Frenkel in 1946.8 SCL
correspond to the charge carrier redistribution at space-
charge regions which exist in the immediate vicinity of a two-
phase contact. C. Wagner then extended the theory to explain
how the contact of two semi-conductors affects the
conductivity in the contact area.9 T. Jow and J. B. Wagner
further developed the concept to explain electrochemical
peculiarities which occur at interfaces in ionic conductors.10

Based on these initial findings, J. Maier and co-workers
established comprehensive concepts for qualitative and
quantitative determination of boundary effects and
associated changes in defect concentration in ionic
conductors.11–18 These concepts are valid for dilute materials,
i.e. ceramics with a very low dopant concentration and thus a
very low charge carrier concentration. Here, SCL at grain
boundaries arise due to the segregation of charged defects,
such as oxygen vacancies or dopant ions, at the grain
boundary regions. This segregation creates an electrostatic
potential, leading to the formation of depletion or
accumulation layers that influence ionic transport. In
contrast to the relatively narrow crystallographic grain
boundaries, which typically show a thickness of less than 10
nm, the space-charge layer can be considerably extended
(>100 nm) depending on the material and charge carrier
concentration.19 The inhomogeneity in charge distribution
has a strong effect on the charge transport characteristics
along and across grain boundaries, which again is of crucial
interest for the industrial application of ionic conductor
materials in energy generation and storage devices.

The width of these space-charge layers is typically larger in
low-dopant systems due to reduced screening effects, as
fewer mobile charge carriers are available.20,21 The
description of dilute systems assumes constant defect
mobilities in grain boundaries and grain interiors, whereby
the defect concentrations differ. However, defect–defect or
defect–dopant interactions are neglected here, which
increasingly influence the transport properties at higher
doping concentrations.22 Various studies have already shown
that the agreement between theory and experiment, which
works quite well with dilute materials, is insufficient for
higher dopant concentrations.23,24 However, materials with
low doping concentrations are not suitable for a range of
applications such as fuel cells, battery storage or sensors due
to their low ionic conductivity. D. S. Mebane and R. A. De
Souza25 were able to solve this problem and extended the
theoretical framework to predict experimental point-defect
behavior at grain boundaries in concentrated solid solutions.
By combining the Poisson–Boltzmann approach to describe
defect behavior near interfaces with the Cahn–Hilliard model
for concentrated solid solutions they achieved good
accordance between their model and experimental values
from impedance spectroscopy measurements.

Impedance spectroscopy is the most common method for
measuring the lateral extent of space-charge regions. Other
possibilities to investigate dopant segregation26 and also to
directly observe local grain boundary potential barriers are
transmission electron microscopy based methods (e.g. atom
tomography).27 Here, the advantage is the possible
combination with measurements of the local chemical
composition, but the disadvantages are the difficult sample
preparation (ion beam milling, FIB lamellae preparation etc.)
and high costs of the TEM instrumentation.

2.1.2 Secondary phases at grain boundaries. In addition to
space-charge zones, the segregation of dopant ions leading to
secondary phase formation at the grain boundaries as well as
the accumulation of impurities such as SiO2 (ref. 28) can also
have a strong influence on electron and ion transport at grain
boundaries (and also affect SCL formation). Secondary
phases can increase or decrease the grain boundary potential
barrier depending on their chemical nature. For example,
insulating impurity phases often increase the barrier by
trapping charge carriers, while conductive phases can reduce
it by providing additional pathways for ionic or electronic
transport. This has for example been exploited by adding
transition metal oxides as sintering aids in doped ceria
materials, which led to a drastic increase of electron partial
conductivity at the grain boundaries,29,30 promoting possible
application in fuel cell electrodes.

Recently, S. Kim and co-workers31 established an
impedance spectroscopy-based method to determine the
contribution of space-charge vs. insulating layers on the grain
boundary resistivity in proton and oxide-ion conducting
ceramic with low dopant concentrations. Apart from that, it
is difficult to study the transport properties of individual
grain boundary phases with conventional electrochemical
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methods due to their very low thickness. For both dilute and
high doping concentrations, but also for materials with
secondary phases at the grain boundaries, AFM-based
measuring methods are suitable as complementary
techniques for analyzing the grain boundaries. On the one
hand, they can act as a nanocontact for conventional
electrochemical measurements due to their small contact
diameter. On the other hand, special measuring methods
such as Kelvin probe force microscopy (KPFM) or
Electrochemical Strain Microscopy (ESM) can provide direct
information about the height and width of the potential
barrier at grain boundaries or enable high-resolution
measurements of ionic conductivity. Details will be discussed
in chapter 2.2 and 3.

2.1.3 Effect of temperature. Temperature is one factor that
significantly affects ionic transport in general, and also
space-charge layers in both dilute and non-dilute systems. As
temperature increases, the mobility of ions and defects rises,
reducing the potential barrier at grain boundaries and
enhancing ionic conductivity. Additionally, the thickness of
the space-charge layer decreases with temperature, following
a Debye-like screening effect, where the layer thickness scales
with the square root of temperature.32 Elevated temperatures
also promote defect diffusion, which can further modify the
space-charge layer properties and improve ionic transport.21

Ceramic proton and oxide-ion conductors work at ideal
operation temperatures between 400–900 °C. Since most
AFM-based observations are conducted in a low-temperature
regime, typically below 200 °C, or even at sub-room
temperature, impedance spectroscopy measurements of
ceramics can be performed at optimal operating

temperatures. For materials with high application
temperatures, AFM-based measurements at room
temperature therefore only provide limited information, but
can be used to complement measurements at the
corresponding application temperatures. There are some
AFM measurement setups that can also work at temperatures
well above 200 °C,33,34 but then there are problems with, for
example, the conductive coating or the very fine AFM tips
that cannot easily withstand these temperatures. Meanwhile,
AFM-based measurement methods are ideally suited for
battery materials that already exhibit very good conductivity
within the range of ambient temperature.35,36

2.2 AFM-based electrochemical measurement techniques

AFM-based electrochemical measurements allow for
measurement as well as visualization of different grain boundary
characteristics (see also Fig. 1). For this kind of measurements,
typically an AFM tip coated with Pt or Au is used to make it
conductive. Other than in most conventional electrochemical
measurement techniques which apply macroscopic electrodes, a
conductive AFM tip offers the possibility to gather information
on different parameters with a high lateral resolution and
simultaneously correlate the results to topographical attributes
of the sample. This means that grain boundaries can be easily
identified on crystalline samples which have not undergone a
surface treatment, as grain boundaries appear as small trenches
in the topography (similarly as in light or electron microscopy
images). In the following, the four most important AFM-based
measurement techniques in this context will be broadly
introduced. An overview can also be found in Table 1.

Fig. 1 Schematic overview of possibilities of grain boundary characterization using AFM-based measurement techniques. Right: The AFM tip is
scanned over an idealized ceramic material with differently sized grains. The defect concentration varies from bulk to grain boundaries. Right:
Apart from the sample topography, AFM-based analysis methods allow directly obtaining or calculating important physical characteristics
associated with the defect concentration variations.
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2.2.1 Conductive AFM (CAFM). The straightest way to
gather information about local electrical conductivity of the
sample is called current sensing AFM or conductive AFM
(CAFM). For this technique, the sample is contacted with a
large contact either on the top edge of the sample or on the
backside of the sample. The AFM tip is used as second
contact, which allows for mapping the electric current
between both contacts, if a fixed potential is applied. Since
mainly Pt or Au are used as conductive layer on the AFM
tips, materials with low ionic and electronic conductivity
(like the typical oxide-ion or proton conducting ceramic as
Gd-doped ceria or BaCeO3 at room temperature) can
typically not be analyzed with this technique since the
measured currents are too low.

2.2.2 Electrochemical Strain Microscopy (ESM).
Electrochemical Strain Microscopy (ESM) is a relatively new
atomic force microscopy technique which is especially well
suited for investigating electrochemical reactivity and ionic
flows in solids down to the nanometer scale.36–38 It enables
to investigate the change of surface morphology due to
applying either a constant voltage or an increasing and
decreasing voltage sweep and simultaneously measuring the
strain of the material and possible particle growth. In the
past, this technique has mainly been applied to Li+

conductors,39–43 but also transport phenomena in oxide ion
conductors (among others) at room temperature were
analyzed.44–46

ESM can be divided into two main spectroscopy methods,
the time spectroscopy and the voltage spectroscopy. While in
time spectroscopy the signal is measured after a short voltage
pulse and normally is detected over a longer time, in voltage
spectroscopy the signal is measured during each pulse of
increasing and decreasing voltage.

It is possible to detect several different signals.
Information about the surface are similar to other standard
AFM techniques and are mainly described by the height and
phase signal. The topography shows an image of the sample
by scanning the surface with the AFM tip and depicts the
differences in both lateral and height difference, the height
information is directly connected to the change of the AFM
z-piezo. The phase signal is sensitive to the stiffness of the
surface as well as to the adhesion between tip and sample.
Both signals (height and phase) are detected in intermitting
contact mode (AC mode). The ESM amplitude signal gives
information about the change of the strain while applying
different bias pulses,47 either with comparably low frequency
or in the high frequency regime. This signal is detected while

the AFM tip is directly in contact with the surface and is
based on the deflection of the cantilever, which means that
variations in the pm-range can be detected. An increasing
ESM amplitude signal means that the surface height is
increasing locally and vice versa.

Based on the assumption that ion transport processes in
the sample material are diffusion-limited and that the
contribution of migration is minimal, the amplitude of the
oscillating surface displacement Adis, in units of distance, is
(in the high-frequency regime):

Adis ¼ 2 1þ vð Þβ Vac
ffiffiffiffi

ω
p ·

ffiffiffiffi

D
p

η
(1)

Here, Vac is the a.c. voltage amplitude, D the chemical
diffusion coefficient, ω is the frequency of the applied field,
and η describes the linear relation between applied field and
chemical potential. Coefficient β is an effective Vegard
coefficient, which expresses an (approximate) empirical linear
relationship between lattice size and concentration of the
ion, which is mobile in the material,48 and can be
determined by X-ray diffraction measurements.

2.2.3 Kelvin probe force microscopy (KPFM). Kelvin probe
force microscopy (KPFM) is a scanning probe microscopy
technique, which was invented by Nonnenmacher et al. in
the early 1990s.49,50 It enables observation of the topography
of a sample in combination with the Volta potential with a
resolution in the nm-range.51–54 The KPFM technique offers a
possibility to map potential differences associated with local
changes in defect concentrations51,55 and is therefore ideally
suited to investigate space-charge layers at grain boundaries.
KPFM is performed in intermittent contact mode with the
cantilever vibrating at its resonance frequency. During the
measurement, an AC potential with a certain frequency and
amplitude is applied to the AFM tip. This AC potential is
fixed by an additional external voltage UDC which
compensates the contact potential difference between sample
and probe tip51 by setting the tip to the same potential
according to

UKPFM ¼ − 1
e
ΔφCPD ¼ UDC ≈ φ (2)

A plot of the potential UDC during the surface scan of the
probe tip yields the KPFM image. The contact potential
difference (ΔφCPD) is proportional to the difference of the
work functions of the metal coated AFM tip and the sample
(ΔφCPD = Δφe).

Table 1 Overview over AFM-based measurement methods relevant for grain boundary characterization. A detailed description can be found in sections
2.2.1 to 2.2.4

Technique
Common
abbreviations Measurand

Conductive AFM CAFM, CS-AFM Local electrical conductivity
Electrochemical strain microscopy ESM Change in surface morphology due to ion movement induced by applied voltage
Kelvin probe force microscopy KPFM, KFM, SKPM Local contact potential difference between metal coated tip and sample surface
Scanning microwave impedance microscopy sMIM, SMM Complex impedance → resistance
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ΔφCPD = φtip − φsmp (3)

The work function is proportional to the difference in the
Fermi energy levels of the tip and the sample. Therefore,
changes in the defect concentration of the sample can be
detected, assuming the work function of the tip is unchanged
during the experiments.

The KPFM signal can be calibrated using a reference
sample with a well-established work function like for example
HOPG, thus yielding absolute values for the contact potential
difference. Then, a correlation of the Volta potential at the
probe location and surface Fermi energy EFS can be
established by:

EFS = EVac − Vtip − φtip (4)

with EVac = vacuum level. Still, even when no calibration is
performed, the relative differences of Volta potential between
different areas on the sample, which are proportional to
changes in the surface-near defect chemistry, can be mapped
with high resolution.

In many cases, KPFM studies are not executed in vacuum
but in air, so an influence of adsorbed water and other
adsorbed species on the measurement signal cannot be ruled
out. Water acts as a dipole which can be aligned for example
in an electric field and which can have an additional effect
on the KPFM signal.56

2.2.4 Impedance spectroscopy and related AFM-based
methods. There have been various attempts to combine
impedance spectroscopy measurements with AFM
measurements by using the AFM tip as one contact in a
two- or three-electrode setup for “conventional” impedance
spectroscopy measurements57–59 This experimental setup
has several drawbacks: i) as the measurement cell is
asymmetrical and the AFM tip is very small compared to
the back contact, the analysis of the resulting spectra is
much more challenging. ii) Large tip-sample contact forces
are necessary to ensure excellent tip-sample contact, but
this leads to a fast wearing of the metallic coating of the
tip.58,59 However, the coating has to be completely intact,
otherwise the contact resistance between tip and sample is
determinant for the measurement results and the tip-
surface coupling becomes capacitive. iii) Other than in
many of the AFM-related measurement techniques, the
method does not only probe the uppermost surface layers
but has a certain penetration depth (complete length from
AFM tip to back contact).

Apart from conventional impedance spectroscopy
methods, there are two other impedance spectroscopy-related
AFM-based methods: Keysight, USA and Oxford Instruments,
UK offer Scanning Microwave Microscopy (SMM) and
Scanning Microwave Impedance Microscopy (sMIM),
respectively, which are measurement techniques utilizing an
external microwave signal in the GHz range to measure the
complex impedance of a sample. To achieve this, in contact
mode, the signal is conducted through the AFM tip onto the

surface of the sample and the diffracted signal is monitored.
During scanning, local sample variations in permittivity (ε)
and conductivity (σ) affect the reflected microwaves and can
be analyzed. Typical penetration depths are in the range of
80 nm to 120 nm, depending on the materials. Respective
techniques have already been used to measure charge carrier
mobility in different semi-conductive materials or
electrolytes60,61 and even for observation of grain boundary
characteristics in electron conductors such as solar cell
materials62 or ferrites,63 but comprehensive studies on grain
boundaries of ion conductive, oxidic materials are very scare
so far. However, the measurement approach would be
extremely interesting for a variety of different questions with
relation to defect concentration distribution at grain
boundaries.

3 AFM analysis of grain boundaries in
oxide-ion and proton conductive
oxides

Oxide ion conductive ceramics normally work at elevated
application temperatures compared to those typically used
for solid oxide electrolyzers, lithium ion batteries or semi-
conductors. Typical temperatures range from 600–1000 °C
with ceria-based materials at the low temperature end,
perovskites like (La,Sr)(Co,Fe)O3 (LSCF) and (Ba,Sr)(Co,Fe)O3

(BSCF, see also Fig. 2) in the low to middle temperatures and
yttria-stabilized zirconia (YSZ) at the high temperature end.
Apart from very few exceptions,33,34,64 these temperatures
cannot be accessed by AFMs, hence AFM-based research has
to focus on temperatures where the oxygen vacancies only
show very low mobility or are completely frozen.65,66

Nevertheless, near-surface defects can still be mobile and, for
example, participate in catalytic reactions and proton
conductivity in oxide-ion conductors also occurs at lower
temperatures than oxide-ion conductivity.

There has not been much scientific work published with
regards to AFM-based measurements specifically on proton
conductive oxides. However, predominantly oxide-ion
conductive materials like ceria and zirconia have shown to
transport protons via the surface in the low to intermediate
temperature regions.67–70

3.1 Perovskite proton and oxide ion conductors

Y-doped BaZrO3 (especially the composition BaZr0.9Y0.1O3−δ)
has one of the highest reported bulk proton conductivities
compared with other perovskite materials (6.5 mS cm−1 at
650 °C in wet air)71 and it also shows a higher chemical and
mechanical stability than corresponding cerate-based
materials, especially when exposed to CO2. Similar to the
oxygen ion conductive materials described in section 5,
BaZrO3 and its acceptor-doped derivatives have been shown
to develop a net positive charge at the grain boundaries with
an adjacent negatively charged SCL. The positive charge at
the grain boundary core is counteracted by segregation of the
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acceptor dopant, therefore a higher acceptor dopant
concentration leads to a decreased potential barrier height at
the grain boundaries, hence space-charge layers are mainly
relevant for dilute defect concentrations. The situation is
easily comparable to the one for oxide-ion conductive
materials, as BaZrO3 and related perovskite proton
conductors also show oxide-ion conductivity at elevated
temperatures.

Differences between the grain boundary potential barrier
height calculated from eqn (1) under humid or dry
conditions have been attributed to a grain boundary core
hydration process (preferred absorption of protons at the
grain boundary core defects when changing from dry to
humid conditions).71 Also, a strong influence of the synthesis
conditions is reflected in differing potential height barriers
found for materials with the same compositions but different
synthesis routes.71–74

Specific measurements of the potential barrier at the grain
boundaries under different conditions using AFM-based
methods have so far (to the knowledge of the authors) not
been performed for BaZrO3-based materials, although the
potential difference is high enough to make grains and grain
boundaries easily distinguishable with AFM-based
electrochemical measurement methods,71–74 but there are
two AFM-based studies on proton transport which also are of
interest for fully understanding the grain boundary
characteristics in BaZrO3.

Yang et al.75 performed ESM measurements to detect the
electrochemical activity of fully hydrated BaZr0.8Y0.2O3−δ thin
films on NdGaO3 substrates, which show a 10% lattice
mismatch. Local electrochemical results were complemented
with scanning transmission electron microscopy (STEM)
investigations to obtain information about local structural
defects. The investigations showed a clear dependence
between the local conductivity and local structural defects
(introduced by lattice mismatch of thin film and substrate) at
temperatures between RT and 110 °C, which is in good
accordance to the idea that grain boundaries are main
obstacles for proton transport in Y-doped BaZrO3. For the
measurements, short polarization pulses with up to 42 V were
used and the polarization–relaxation of the lattice strain was

monitored using the local dilatation in z-direction. The
obtained activation energies for samples with 300 nm film
thickness were roughly comparable to literature results for
the bulk transport (0.3 eV with ESM compared to roughly 0.4
eV obtained from literature by conventional electrochemical
methods). Samples with a film thickness of 20 nm showed
considerably decreased activation energies. This was
attributed to a network of dislocations at the interface
between thin film and substrate, which could increase the
proton transport locally and have a major impact due to the
low thickness of the film.

These findings are backed up by investigations by Ding
et al.76 using time-resolved KPFM on epitaxial BaZr0.8Y0.2O3−δ
thin films grown on MgO substrates. For their
measurements, Ding et al. polarized their samples using
sputtered micro contacts and performed a series of
measurements before, during and after the polarization in
order to measure polarization–relaxation effects on the
surface potential. They were able to show that slightly Ba-
deficient/Y-enriched thin films show a smaller local
distortion accompanied by a decrease of proton-trapping
effect and a higher proton mobility (Ba vacancies act as
acceptor dopants on the A-side). Local enrichment of Y3+

cations has also been observed at the grain boundaries in
Y-doped BaZrO3.

Apart from proton conducting perovskites, there is a huge
variety of mixed oxygen ion and electron conductive
perovskite compositions which have been published so far,77

the most prominent example being lanthanum strontium
cobalt ferrate or La1−xSrxCo1−yFeyO3 (LSCF),78 which is a
chemically stable and already widely applied oxygen ion
conductor, and the related Ba1−xSrxCo1−yFeyO3 (BSCF).
Compared to the proton conductive perovskites, both LSCF
and BSCF show a very high electron conductivity, making
them ideal materials for oxygen permeation membranes or
electrodes in solid oxide fuel cells.77,79 Grain boundaries
within LSCF and BSCF are characterized by segregation of Sr
and Ba, which are mobile within the crystal structure at
common application temperatures, but also, depending on
the exact composition, by segregation of Co cations.80

However, there are no comprehensive AFM-based

Fig. 2 Topography (left) and corresponding KPFM image (right) of a Ba0.5Sr0.5Co0.8Fe0.2O3 ceramic pellet with very large grains. The grain
boundaries appear as lines with markedly increased potential and also step faults show light potential differences. Measurements were performed
with PPP-NCSTPt tips in a single-pass amplitude modulation mode in lab air.
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measurements of the height and extent of the potential
barrier in corresponding materials.

3.2 Doped ceria and yttria-stabilized zirconia

As doped ceria as well as YSZ show ionic conductivities
combined with – in case of ceria – a considerable electronic
conductivity depending on the dopant, they have already
been object of intense investigations. Due to the fluorite
structure of both materials, physical and electrochemical
characteristics are isotropic within a crystal.

Previous studies confirmed that grain boundaries in
acceptor doped ceria as well as YSZ13,81–84 can be described
as double-Schottky layer, with the grain boundary core being
positively charged with respect to the grain interior. The
positive charge of the grain boundary core is thought to be
counterbalanced by a diffuse SCL of negative charge
(electrons or small polarons), which extends into the bulk of
the grain similar to the structure confirmed for proton
conductive oxides.

For YSZ, the positive net charge of the grain boundary
core was found to be mainly produced by segregation of
immobile oxygen vacancies,81 while for 10 cat% Gd-doped
ceria an enrichment of Gd3+ in the first cation layer and an
enrichment of positively charged, immobile oxygen
vacancies V°°O Þð in the first anion layer of the grain surface

was proposed based on simulations.85 In the surrounding
SCL, a decreased concentration of mobile V°°O is found, while
at the same time, the concentration of electrons is
increased to compensate the positive net charge of the grain
boundary core.84,86 The simulations were confirmed by a
variety of AFM-based experiments: direct measurements of
the grain boundary potential barrier by KPFM have already
successfully been achieved for Gd-doped ceria87,88

confirming a potential barrier height in the area between
100–200 mV for 10 cat% acceptor doping, but strongly
variable on a local scale depending on dopant
concentration, inhomogeneities, crystal orientation etc. As
can be seen from Fig. 3, the potential difference between
grains and grain boundaries in 20 cat% Gd-doped ceria can
still be perceived, but at a significantly reduced level. This
is attributed to the phenomenon of reciprocal cancellation
of effects at high dopant concentrations. In addition,
combined polarization-KPFM measurements have been
carried out on doped ceria and YSZ, which were used for
the investigation of the surface exchange and local
reduction–re-oxidation processes89–91 as well as gathering
information about the effect of grain boundaries by
comparison of the polarization–relaxation characteristics of
nanocrystalline and epitaxial ceria thin films.92

Doria et al.93 compared the effects of polarization between
nanocrystalline and epitaxial Sm-doped ceria thin films using

Fig. 3 Top left: Topography measurements of 20 cat% doped CGO (Sigma Aldrich, USA), top middle: corresponding surface potential
measurement by KPFM, where grain boundaries can be observed as faint outline with higher potential, top right: average grain boundary potential
for 50 grain boundaries, the grain boundary potential barrier is in the range of the noise. Bottom left: Topography measurements of 10 cat%
doped CGO (Treibacher Industrie AG, Germany), bottom middle corresponding surface potential measurement by KPFM, where grain boundaries
can be observed as clear outline with higher potential, bottom right: average grain boundary potential for 71 grain boundaries. The average grain
boundary potential barrier height is about 100 mV. Both samples were measured as received using Pt-coated cantilevers (PPP-NCSTPt) with
amplitude modulation mode in lab air.
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ESM. By measuring the local vertical strain during
application of short bias pulses and the subsequent
mechanical relaxation of the samples, which relate directly to
changes in the local defect concentration, they were able to
show the existence of space-charge regions at Sm-doped ceria
grain boundaries as well as at the sample surface with high
resolution. The results were later backed up by
measurements by Chen et al., who used a similar
measurement method at temperatures between 20–200 °C.94

3.3 ZnO – high electron conductivity paired with low proton
conductivity

Pure ZnO is a cheap, non-toxic, transparent, n-type semi-
conductive material for multi-purpose application,95,96 which
also shows a slight proton conductivity. Historically, it has
been commercially used as a pigment since the 19th
century.97 In electronics, ZnO ceramics and thin films are
additionally widely used for photovoltaic and light emitting
applications98 and have also been proposed as material for
other electronic components,96,99 especially LEDs.100,101 Apart
from this, one of the most important applications of ZnO
with additions of Bi2O3 and other oxides is as varistor
material,102 as it shows highly nonlinear I–V-properties,
which are caused by double-Schottky barriers formed at the
grain boundaries of the material.103 Below a critical
breakdown voltage, which is typically in the range of 3–4 V,
charge transport across grain boundaries is almost purely
capacitive and the boundary behaves like an insulator. Above
the critical voltage, however, electron transport across the
grain boundary becomes ohmic.

It is already known that negative charges represented by
cation vacancies V′Zn and V″Zn segregate at the grain boundary,
while a positively charged SCL surrounds the grain boundary,
including mainly oxygen vacancies VO°; VO°°Þð and zinc on
interstitial lattice sites (Zni°; Zni°°), but also impurity donor
cations at the place of Zn (D°Zn, cf. Fig. 4).

103,104 These cations
can either be donor dopants or impurities like Bi or Sb, but

it has been shown that protons or rather OH-groups at
oxygen sites OH°Oð Þ work as shallow donors in ZnO,105–107

increasing the electronic conductivity.
AFM-based impedance spectroscopy methods have first

been demonstrated using commercial ZnO varistor
materials.58,59 It was found that a parallel resistor–capacitor
equivalent circuit associated with transport in the grain
boundary in addition to the Schottky contact build by the
metallic tip and surface, provides the best description of the
impedance spectroscopy data, which was to be expected from
macroscopic results.

It has been shown by KPFM measurements that the
potential barrier height at the grain boundaries of ZnO is
strongly depending on the synthesis process,108 structure of
the crystallites109 and substrate in case of thin films.110 For
example Gonzalez-Julian et al.108 reported that an increase of
the total proton concentration in a sample by wetting during
sample synthesis (in this case spark plasma sintering) leads
to an increase of positive charge in the space-charge region
and also to an increase of negative charge in the direct
vicinity of the grain boundary. This resulted in an increased
potential barrier at grain boundaries and increased electronic
conductivity along the grain boundaries. The results were
confirmed by macroscopic impedance spectroscopy
measurements.

Further, de Lucas-Gil et al.109 showed that by formation of
star-shaped ZnO-particles consisting of stacked thin ZnO
micro-platelets, the Schottky barrier character of the grain
boundaries can be used to create negative charge
accumulations by accumulating the band bending effect at
the grain boundaries. The tips of the “stars” show an
extremely high surface potential difference of up to 3.5 V
between bulk and tips, which makes these particles suitable
for antimicrobial applications. Similarly, Moreira et al.110

were able to confirm using a combination of EFM, KPFM and
CAFM band bending in the range of 50 meV at grain
boundaries of ZnO thin films.

4 Lithium ion conductors

From the previous section, it can be concluded that
consistent results for the analysis of charge transport and the
potential barrier at grain boundaries can be achieved in both
oxide-ion or proton conducting oxide electrolytes and mixed
ionic/electronic conductive (MIEC) using conventional and
AFM-based measurement techniques. The AFM-based
measurement methods, which have so far been used more as
niche applications, are therefore a valid instrument for
carrying out detailed spatially resolved analyses at grain
boundaries and should also be recognized as such by the
community. In the following, we would like to show that this
can also be utilized for lithium-ion conducting materials,
which are much more in the scientific and industrial focus.

One of the key challenges for the design of efficient and
long-living lithium batteries is to keep up a homogeneous Li-
ion flow throughout several hundred charge and discharge

Fig. 4 Scheme of the local Volta potential distribution at the grain
boundary of ZnO, showing a complex interplay of different types of
charged defects which are mobile to different extents. At the grain
boundary, negative defects are abundant, while in the adjacent
positive depletion layer, an increased concentration of positive
defects can be found.
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cycles and throughout the full reaction area to prevent
inhomogeneous lithium deposition, which is frequently
called Li metal dendrite formation, which is a severe problem
for battery safety. One reason for inhomogeneities of the
lithium ion distribution can be internal interfaces in the
solid electrolyte or electrode materials,111 for example grain
boundaries and boundaries between different phases in
composite materials. Investigation of local chemical,
electrochemical and physical aspects can therefore help to
improve the material design and battery safety.

Lithium ion conductors, similar to other ion conductors,
can be divided in purely ion conductive (electrolyte) materials
and MIEC materials, which are commonly used as active
materials in lithium battery electrodes. Apart from this, the
way of lithiation plays an important role: for layered
materials like lithium cobalt oxide or NMC, Li+ is intercalated
and de-intercalated, while for the electrolyte lithium
lanthanum titanate or high-voltage spinels like lithium
manganese oxide, Li+ can be inserted or de-inserted on
lithium vacancies within the crystal structure (solid solution).
In both cases, grain boundaries can either be disruptive or
supportive for lithium transport.

For typical battery applications, however, active materials in
particular are not installed as a block in the electrode but
normally particles are mixed with carbon and a binder and this
mix is applied to a current collector serving as substrate for the
mix. For such applications, grain boundaries in the materials
tend to play a subordinate role, but can nevertheless be of
importance for instance in crack formation which is
accompanied by capacity loss,112,113 dendrite formation, or
general ageing of the material. Still, the prevalent use of
particles as well as the high moisture sensitivity of most battery
materials are part of the reasons why there are even fewer
studies dealing specifically with AFM-based measurements at
grain boundaries for lithium-ion conductors than for the
previously discussed oxidic materials.

4.1 Insertion materials

Li3xLa0.67−xTiO3 (LLTO) is an oxidic perovskite material that
was first mentioned in the 1980s114,115 and which exhibits
very high lithium-ion conductivity.116–121 The best
conductivity with about 1 mS cm−1 has been found for a
composition of Li0.3La0.57TiO3.

122 Therefore, the material has
since been carefully investigated for applications in lithium
ion batteries122 but also for pH sensor application.123–126

AFM measurements of LLTO samples were performed by
Roffat et al.127 to establish why LLTO shows either sensitivity
or insensitivity to the pH of the environment depending on
the sintering temperature. For all observed materials, the
grain boundaries (which were not specifically addressed in
this study) show a distinctly lower surface potential than the
grain interior. Sasano et al. used AFM combined with atomic-
resolution scanning transmission electron microscopy to
study Li-ion conductivity at LLTO grain boundaries. The
study found that certain grain boundaries reduce Li-ion

conductivity due to positive charge formation and Li-ion
depletion layers.128,129

The garnet-type material Li7La3Zr2O12 (LLZO) is another
example for an oxide insertion-type electrolyte with high
lithium-ion conductivity.130,131 Lu et al. used LLZO as a
model to show significant local inhomogeneity with a
hundredfold decrease in dendrite triggering bias at grain
boundaries compared to grain interiors using CAFM.132 A
small difference in the range of 25 mV can also be observed
in KPFM measurements (cf. Fig. 5).

ZnFe2O4 is a material with spinel structure that has been
discussed as a possible active material for the negative
electrode in lithium-ion batteries as well as potential
candidate for the positive electrode in zinc-ion batteries.
Apart from this, it is in the focus of research due to its high
photocatalytic activity and interesting magnetic properties.
Recent measurements of the potential difference between
grains and grain boundaries by KPFM show a similar
difference as for LLZO.133

4.2 Layered intercalation materials

Lithium cobalt oxide (LixCoO2) is a typical layered material,
where Li+ ions are intercalated or de-intercalated rather than
solved in a solid solution. LixCoO2 exhibits a strong
correlation between its lithium content and the lattice
parameters, making it an ideal material for ESM studies.134

Balke et al.48 showed that the Li+ ion concentration within
the material can be changed on a local scale by application
of a constant voltage to the AFM tip. Using ESM to measure
the local Li+ ion transport, it was revealed that the Li+ ion
diffusivity is dependent on the crystallographic orientation of
the respective grains. The orientation of the adjacent grains
was found to influence the Li+ ion transport behavior of the
grain boundaries. The local conductance has therefore to be
closely associated with localized Li+ deficiency.
Measurements by Zhu et al.135 are in good accordance to
these findings. They observed by means of CAFM that the
grain boundaries in LixCoO2 generally show an increased Li+

ion diffusion due to a decreased potential barrier compared
to the grains, which is beneficial for Li+ ion transport. The
experimental findings are also in accord to their first
principle calculations. It was concluded that high-rate charge
lithium ion batteries with a high capacity can be achieved by
adapting LixCoO2 nanostructured electrodes composed of
grains with a large grain boundary to grain ratio.

Compared to LixCoO2, LiaMnxNiyCozO2 (NMCxyz) shows a
higher cost and performance effectiveness and can be
tailored especially for high power or high energy applications.
Yang et al. applied CAFM to measure the locally resolved
conductivity of a Li1.2Co0.13Ni0.13Mn0.54O2 thin films under
different electric fields.136 With increased applied voltage,
the current flow at the grain boundaries increased
significantly, while the current flow measured at the grain
surfaces only increased moderately (cf. Fig. 6). Similar to Lix-
CoO2, the authors determined an increased Li+ diffusion at
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Fig. 5 KPFM measurements on an untreated LLZO ceramic pellet. The sample was investigated using Pt-coated cantilevers (PPP-NCSTPt) with
frequency modulation mode under glovebox atmosphere (Ar). Left: Topography measurements showing individual grains, middle: corresponding
surface potential measurement where grain boundaries can be observed as faint outline with lower potential, right: average grain boundary
potential for 80 grain boundaries. The average grain boundary potential difference is about 25 mV.

Fig. 6 The changes of the current in Li1.2Co0.13Ni0.13Mn0.54O2 cathode thin film under various electrical fields over the scanning area of 1.5 × 1.5
μm2. (a) to (f) are the current images scanned with the bias of 0.5 V, 1 V, 1.5 V, 2 V, 2.5 V and 3 V, respectively; and (g) is the current profile along
the lines in the images (d) to (f), respectively. Image and caption taken from ref. 136 (Creative Commons license CC BY 3.0).
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grain boundaries for this NMC composition, which is
associated with a lower diffusion energy barrier for Li+ ions
compared to the bulk of the grain.

In summary there have been first promising studies on
the use of AFM-based measurement methods for the analysis
of grain boundaries are also available in the field of lithium
ion conductors. Particularly for issues in all-solid-state
batteries, corresponding measurement techniques can
provide interesting and further impulses for research.

5 Conclusions and future
perspectives

AFM-based electrochemical measurement methods are well-
suited to give detailed information about the charge carrier
transport characteristics at grain boundaries with very high
local resolution. By complementing other imaging methods
like electron microscopy methods, various vibrational
spectroscopy methods or cathodoluminescence as well as a
broad range of macroscopic electrochemical experiments,
AFM-based methods have become more common in
electrochemical analysis but however, are still rarely used.

A major disadvantage of AFM measurements is that they
usually only provide information about the top few nm of the
surface. Some deviation from the behavior of the bulk
material is to be expected, especially when additional
preparation techniques such as polishing etc. are used, which
may introduce additional (immobile) defects or
contamination. Therefore, complementary measurements
using bulk techniques such as impedance spectroscopy are
still essential for a complete description of the grain
boundaries in a sample. In addition, it must always be
considered that AFM measurements take place at a boundary
to the gas phase or vacuum and therefore a different defect
distribution and activity is to be expected than in the bulk.
Conversely, this represents a key advantage of AFM-based
measurement techniques, especially for oxide-ion and
proton-conducting materials, as it is possible to study the
surface exchange in different gas environments in more
detail. The same holds true for lithium-ion conducting
materials, as they can be studied in direct contact to liquid
electrolytes which mainly is not possible with other high-
resolution imaging methods.

Similar to grain boundaries, other interfaces in a given
material can of course be investigated by AFM – as is already
done in photovoltaics. Regions of interest for AFM-based
electrochemical characterizations for example in battery
research could be interphases, i.e. the solid electrolyte
interphase (SEI) at the anode side or cathode electrolyte
interphase (CEI) as well as interfaces in hybrid electrolyte
materials137 or electrode composites. Published
measurements include several in situ and operando
measurement setups and already yield valuable results. Other
areas of interest are of course fuel cell materials and
especially catalytic reactions at MIEC surfaces, for example
for membrane reactor applications, as well as oxygen or

proton permeation membranes (O2 and H2 splitting and
incorporation, methanation of CO2 syngas formation, etc.).

Generally speaking, it can be said that although AFM-
based measurement techniques enable a wide range of
possible measured variables, these possibilities are still far
from being widely applied in “classical” defect chemical and
electrochemical research.
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