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1. Introduction

Role of crystallographic orientation in atom probe
analysis of Li-ion battery cathode materialst

Jr-Wen Lin,® Dajie Xie,*" Hyewon Jeong, © ' Alexander J. Littlefield,® Timothy Spila,”
Beniamin Zahiri ©*2" and Paul V. Braun (& *acdef

Determining composition of Li-ion battery (LIB) cathodes at the nanoscale is important to understanding
cathode performance. However, in the widely adopted layered transition metal oxide cathode materials,
the high crystallographic anisotropy of lithium transport makes characterization particularly challenging
due to the potential mobility of Li during characterization. Atom probe tomography (APT) holds promise
to provide sub-nanometer, three-dimensional chemical information of such cathode materials, and in
particular the lithium distribution within these materials. However, such analysis assumes Li does not
migrate under the intense electric field required for APT. Using lithium cobalt oxide (LiCoO,) as a model
system, we evaluate the role of crystallographic orientation in APT analysis of anisotropic battery
materials. When the crystal orientation favors Li transport, the measured Li/Co ratio is highly dependent
upon applied laser pulse energy and ranges from near stoichiometric for a 1 pJ pulse, to as high as 6.4
for a 10 pJ pulse. In contrast, when the orientation impedes ionic transport, Li migration is largely
suppressed, and the Li/Co ratio reaches only 1.8 using a 10 pJ laser pulse. Using an extrinsically
deposited metallic capping layer, localized Li migration is largely stabilized, the Pearson coefficient is
reduced for all evaluated orientations. The results presented here shed light on the impact of and
emphasize the necessity to report crystallographic orientation on APT analysis results for materials with
fast transport characteristics.

density, decreasing cost, and increasing cycle life.>” Among
existing CAMs, the family of lithium layered transition metal

Rechargeable batteries are growing in importance in society.’?
Owing to their high energy density and rapidly falling costs,
secondary Li-ion batteries (LIBs) are now found in applications
spanning from grid-scale energy storage and electric vehicles to
consumer electronics.>* While already successful, there
remains considerable demands for LIBs with even higher
energy densities and longer cycle lives. Significant research
efforts on next-generation cathode active materials (CAMs) are
ongoing with goals including increasing gravimetric energy
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oxide (LTMO) materials are the most common due to their
desirable rate capability and superior cycle life.’®** But still,
there remains much unknown about these important materials,
especially in why and how they lose capacity over cycling.

Cathode degradation pathways include local phase
transitions,**** surface reactions,'**® and micro-crack forma-
tion."** These degradation pathways all have ties to local
atomic structures and compositional changes at the nanoscale.
Strategies to alleviate capacity loss induced by these effects
include surface coating/modification,*>* elemental doping,**>®
microstructure design,”*® and electrolyte optimization.'®*
While many successes have been achieved, fundamental
insights into the nanoscale origins of cathode degradation and
appropriate cathode modification strategies are missing. There
is thus a need for characterization techniques that can simul-
taneously provide (a) nanoscale spatial resolution for structural
and compositional analysis, (b) high compositional sensitivity,
and (c) high sensitivity to light elements (e.g., Li).

Atom probe tomography (APT) provides sub-nanometer,
three-dimensional (3D) resolution and chemical sensitivity at
the ppm level for most elements.*® The absence of high-energy
electron-beam prevents beam-induced artifacts during anal-
ysis®* although one must be careful to not introduce artifacts

This journal is © The Royal Society of Chemistry 2025


http://crossmark.crossref.org/dialog/?doi=10.1039/d5ta00728c&domain=pdf&date_stamp=2025-04-07
http://orcid.org/0009-0003-1558-1848
http://orcid.org/0000-0003-0508-6416
http://orcid.org/0000-0003-4079-8160
https://doi.org/10.1039/d5ta00728c
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d5ta00728c
https://pubs.rsc.org/en/journals/journal/TA
https://pubs.rsc.org/en/journals/journal/TA?issueid=TA013015

Open Access Article. Published on 14 March 2025. Downloaded on 5/5/2026 8:29:54 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

a

4

Co

. octahedron :

o » 4

® Li a

octahedron =
o
o
.
a

=
3

°
Oxygen

delithiation:

E-field direction

v e 0 0 0 0 0 o o

Current collector

o %—l—bm
o

View Article Online

Journal of Materials Chemistry A

Current collector

Fig. 1 Schematics illustrating the effect of crystallographic orientation on in situ delithiation in APT analysis for LTMOs. (a) When fast Li-ion
conducting directions are parallel to the applied field, severe in situ delithiation occurs due to Li* migration along high mobility directions. (b)
When the Li-ion blocking direction is parallel to the applied field, Li* motion and in situ delithiation is suppressed.

during sample preparation. These unique characteristics of APT
enable it to yield information not provided by other more
common techniques. For example, scanning transmission
electron microscopy (STEM) and electron energy-loss spectros-
copy offers high spatial resolution but can induce beam damage
and has limited sensitivity to light elements.**>** X-ray photo-
electron spectroscopy provides chemical compositional sensi-
tivity as low as few tens of ppm but lacks spatial resolution.**
Secondary ion mass spectroscopy (SIMS) has similar composi-
tional sensitivity to APT but not the lateral resolution.’**” APT
presents the unique opportunity to reliably map nanoscale Li
distribution within battery materials, which is crucial for
understanding cathode performance. APT has been widely
applied to provide extensive insights on compositional evolu-
tions at the nanoscale in metals,**** however, the use of this
technique to understand cathode materials remains limited
owing to most cathode materials’ brittle and in particular
semiconducting nature.*

Compared to metallic materials, the field evaporation
behaviors during APT analysis of semiconducting materials
such as LTMO materials are much more complicated due to
deeper electric field penetration under the required intense
applied electric field. Challenges in semiconducting materials
include field-induced premature sample fracture,** molecular
ion formation,*****” underestimation of oxygen content due to
molecular dissociation,*®**° and inhomogeneous laser heat-
ing.>"** These issues lead to lowering of spatial and composi-
tional resolution. For LTMO materials specifically, Li migration
and preferential evaporation under the intense field present as
the most significant obstacle.***** This phenomenon has been
termed “in situ delithiation” by Kim et al.>® on account of its
similarities to the Li movement during battery operation. In
that work, Kim demonstrated the effect of reaction product
under atmosphere exposure and a deposited shielding layer to
counter the problem. Parikh et al*® conducted thorough
investigations on the effects of laser pulse energy, Ga implan-
tation, field strength on APT analysis result for high-Ni LTMO
cathodes. Unexplored are aspects such as crystal anisotropy and
transport properties. For LTMOs, the stark difference in Li-ion
transport behavior along varying crystallographic orientations
has been widely reported,®”*® yet its impact on APT analysis has
not been discussed.

This journal is © The Royal Society of Chemistry 2025

By taking advantage of the crystallographically textured
nature of our dense, electrodeposited cathodes,>*° we elucidate
the role of laser pulse energy, extrinsically deposited capping
layer, and for the first time, crystallographic orientation in APT
of LTMO cathode materials. By using the air-stable LiCoO,
(LCO) as a prototypical system representative of the LTMO
cathodes, it was found that when the LCO is oriented in such
a way that the fast Li-ion conducting channels are aligned
parallel to the external electric field, there is a strong, positive
correlation between in situ delithiation and applied laser pulse
energy. At sufficiently low laser pulse energy (e.g., 1 pJ), Li-ion
outward migration can be largely suppressed. In contrast,
a less pronounced correlation between pulse energy and in situ
delithiation is observed when the Li-ion conduction channels
are perpendicular to the electric field. In this orientation, the Li-
ion movements are “blocked” and the extent of in situ deli-
thiation is less dependent on laser pulse energy. These findings
are summarized in Fig. 1. The results shed light on the largely
unexplored critical role that crystallographic orientation plays
in APT analysis of battery materials. The contributions of elec-
tronic, optical, and thermal anisotropies in LCO to APT analysis
are also presented. The effectiveness of extrinsic metallic
capping layer on circumventing localized Li migration was
evaluated for the case of LCO. This work highlights the
importance of understanding and reporting crystallographic
orientation in APT of battery materials.

2. Experimental methods
2.1 Materials preparation

The dense, textured LiCoO, was prepared in thick film form
using electrodeposition in a near eutectic molten salt bath
primarily composed of KOH and LiOH with Co(OH), added as
the precursor.**** The deposition was conducted in a nitrogen-
filled glovebox (oxygen and water level <0.1 ppm) using a three-
electrode system with the following setup: Co wire reference
electrode (RE), Ni foil (25 micron) counter electrode (CE) and
working electrode (WE). To obtain films with different textures,
the growth temperature was controlled between 300 and 350 °C.
Higher temperature results in the (003) basal planes lying
parallel to the substrate, whereas lower temperature leads to the
basal planes lying perpendicular to the substrate. At
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intermediate temperature (325 °C), a mixed orientation sample
containing crystals lying in both the aforementioned orienta-
tions can be obtained. The deposited sample thickness is
controlled with the deposition time and is typically 30-40
microns, corresponding to an areal loading of around 2 mA
h em™2. Subsequently, the as-deposited sample is taken out of
the glovebox and washed with deionized water for at least 1
hour to remove residual hydroxides at the sample surface.
Finally, the sample is homogenized through annealing at 600 °C
for 6 hours in air with a ramp rate of 3 °C min~ '3

2.2  General APT sample preparation

The sharp needle-like APT samples are prepared using
a Thermo Scios 2 Dual Beam focused ion beam (FIB). A 300 nm
Pt layer is first deposited using ion beam-induced deposition
(IBID), followed by a standard lift-out procedure provided by
CAMECA Instruments Inc. to obtain wedge-shaped lamella. The
lamella is subsequently mounted onto Si posts purchased from
CAMECA with Pt welding using IBID on both sides of the wedge.
Following that, annular milling steps with 30 kV Ga ion beam
(0.3 nA, 30 pA) are performed until the lamella are shaped into
pillars with diameters below 300 nm. Then, a 16 kv, 23 pA Ga
ion beam is applied to further reduce the diameter of the pillar
to below 200 nm in diameter and to reduce Ga ion beam
damage. Finally, 5 kV, 7 pA low-energy Ga ion beam milling is
applied to remove the surface Ga ion beam damage and to
shape the tip apex into sharp needle-shaped geometry with an
end radius under 100 nm. Retention of the crystal structure in
LCO TEM samples prepared by a similar Ga milling process

View Article Online
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gives us confidence Ga ion implantation related damage in our
samples is minimal.®*

2.3 Orientation-specific APT sample preparation

Surface and cross-sectional morphology of LCOs with different
textures are shown in Fig. 2. Fig. 2a and c represent samples
with basal planes perpendicular to the substrate. Fig. 2b and
d represent samples with basal planes parallel to the substrate.
To obtain APT samples with different crystallographic orienta-
tion at the tip apex, lift-out sites are carefully chosen to locate
the correct facets and position them at the center of the
lamellae, and similar milling steps to the previous paragraph
are conducted with extra caution to preserve the right portion of
the lamellae as the tip apex. The white triangles in Fig. 2c and
d visualize the approximate locations of the as-prepared tips
with reference to the cross-sectional images. Fig. 2e presents the
HAADF-STEM image showing the atomic arrangements at the
surface of the facets. The perpendicular alignments of the Co
atomic columns to the facets confirm the correspondence
between fast Li conducting channels and the facet features at
the microscale. Fig. 2f presents the diffraction patterns derived
from Fig. 2e.

2.4 APT analysis

The as-prepared APT samples are transferred into a CAMECA
local electrode atom probe (LEAP) 5000XS under air for APT
analysis. The laser-assisted mode with a 355 nm UV laser was
applied. The analysis base temperature is set at 30 K for all
experiments, and detection rates between 0.1 and 0.3% were

Fig. 2 Surface and cross-sectional morphology for electrodeposited LCO and APT tip locations. (a) and (b) Top-view SEM images for (a) F-LCO
and (b) B-LCO. The step-like feature in (a) corresponds to the fast Li-ion diffusing facets, hence, they are referred to as faceted-LCO (F-LCO) in
this work. The plane-like features in (b) corresponds to the basal planes, which are blocking to Li ion transport. Hence, they are referred to as
basal plane-LCO (B-LCO). The orange rectangle marks the top-view location for the cross-sectional images taken. (c) and (d) Cross-sectional
focused ion beam SEM images for (c) F-LCO and (d) B-LCO. The white triangles, though not to true scale of the actual APT tips, mark their
approximate locations with respect to the locations of the facets and the basal plane. (e) Filtered HAADF-STEM image from selected region from
(c), where the blue box signifies the region for the image. (f) Filtered FFT image of (e) with zone axis of [100]. Similar HAADF-STEM images for (d)
can be found in Fig. S1.¥
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applied. The laser pulse energy is set from 1 pJ to 10 p]J, and the
pulse frequency is set at 200 kHz. Typical dataset size is around
1.5 to 2 million counts. The data reconstruction and analysis are
conducted using the CAMECA integrated visualization and
analysis (IVAS) software. The frequency distribution analysis is
performed by dividing the region of interest into bins, each
containing 100 ions. The calculated composition distribution
can be plotted alongside the corresponding binomial distribu-
tion, which represents a completely randomized distribution
for the atoms within the analyzed volume. The deviation of the
original distribution from the random, binomial distribution
can be used to calculate the Pearson coefficient (u), which
ranges from 0 for a random, uniform distribution to 1 for a non-
uniform distribution with possible solute aggregation. As dis-
cussed by Singh et al,” for Li distribution within battery
cathode materials, u > 0.9 represents non-uniformity possibly
induced by in situ delithiation, and u close to or smaller than 0.5
represents more random, uniform distributions. Note, owing to
the normalization process for the calculation of Pearson coef-
ficients, the ability to do additional statistical analysis is
limited.

3. Results and discussions
3.1 Effect of laser pulse energy on in situ delithiation

The influence of laser pulse energy on APT analysis results for
Li-containing battery materials has been extensively discussed
by Santhanagopalan et al.*®* and Kim et al.*® In this section, we
first evaluate the impact of the laser pulse energy, which is
directly correlative to peak tip heating condition,* on the APT
analysis results for electrodeposited, dense LCO. Due to their
superior electrochemical performance,®*** LCOs with (003)
basal planes oriented perpendicular to the substrate are first
investigated in this section. They are referred to as faceted LCO
(F-LCO) owing to their distinct microstructure.® Fig. S21 shows
the X-ray diffraction (XRD) of the electrodes, confirming the
texture of the applied LCOs. The galvanostatic charge-discharge
behavior and cycling profile for the F-LCO have been reported
by Zhang et al.*® and Zahiri et al.,** validating the quality and
performance of the as-fabricated material. Additionally, induc-
tively coupled plasma mass spectrometry (ICP-MS) confirms the
Li/Co ratio to be 1.09, close to the theoretical value of 1.

APT analysis results for F-LCO with applied laser pulse
energy ranging from 1 to 10 pJ are presented in Fig. 3. In Fig. 3a,
for a 10 pJ pulse, the elemental maps corresponding to each
LCO component are presented. The tomographic reconstruc-
tions visualize the elemental distribution within the material.
In this dataset, for all three elements, the results indicate
inhomogeneous elemental distributions. The visible “gaps” in
the 3D elemental maps can be correlated with the instability
observed in the applied voltage history for APT analysis shown
in Fig. S3.1 Additionally, Fig. 3d displays the one-dimensional
composition profile plotted for the dataset in a 15 nm-
diameter cylinder; the arrow indicates the direction of the
probed portion of the sample moving away from sample
surface. As evidenced by the green trace, a severe Li excess
accounting for close to 100% of the atomic concentration is

This journal is © The Royal Society of Chemistry 2025
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observed within a few nanometers of the surface. The bulk
composition analysis result, which takes into account the
complete dataset and calculates the elemental ratio, indicates
a Li/Co ratio of 6.4, far in excess of the theoretical value of 1.0.
This lithium excess matches that expected if there is significant
in situ delithiation. Occurring is the thermally activated outward
electromigration of the mobile Li under laser illumination and
heating during APT.*®* The semiconducting nature of the LCO
results in deeper electric field penetration than if LCO was
metallic, which serves as a driving force for Li migration to the
surface where it preferentially evaporates. The Li preferential
evaporation is owing to the low evaporation field of 14 Vm ™' for
lithium compared to cobalt (37 V. m™") and oxygen. Though no
accurate evaporation field has been reported for oxygen, both
atomic and molecular oxygen have higher ionization potential
than cobalt, making oxygen even more difficult to evaporate
than cobalt.*

APT performed with lower applied laser pulse energies are
presented in Fig. 3b, c, e and f. As shown in Fig. 3b, reducing the
laser pulse energy to 2 pJ results in improved homogeneity of
the elemental spatial distribution and absence of visible gaps in
the tomographic reconstruction. In the 1-D composition profile
shown in Fig. 3e, significantly less pronounced surface Li excess
is observed in comparison to the 10 pJ dataset. However,
apparent fluctuations in the Li concentration profile still indi-
cate the influence of in situ delithiation. As can be seen in Fig. 3¢
and f, when the laser energy is reduced to 1 pJ, which is the
lowest commonly used value in literature,*® a comparatively
uniform concentration profile agreeing with the expected stoi-
chiometry is obtained. A bulk Li/Co ratio of 1.1 is achieved
under this condition, close to the Li/Co ratio of 1.09 obtained
via ICP. For LCO of this crystallographic orientation, these
results indicate APT analysis is highly sensitive to applied laser
pulse energy, and hence, peak tip temperature and that the
extent of in situ delithiation can be modulated through tuning
the laser heating conditions. Note that although the Li excess
artifacts are mostly absent under low pulse energies (low laser
heating), small-scale fluctuations in the Li content profile,
which will be extensively discussed in Section 3.3, can still be
observed which may indicate localized Li migration under the
applied field. In the case for the profile shown in Fig. 3f, an
underestimated oxygen content can also be observed. This has
been commonly attributed to the formation of neutral O,
species that leads to incorrect quantification in APT for oxygen-
containing compounds.****¢” In summary, it is clear that there
is a strong positive correlation between laser pulse energy and
Li excess when the LCO is textured with (003) basal planes
oriented perpendicular to the substrate.

3.2 Influence of crystallographic orientation

The impact of crystallographic orientation on APT analysis
results for LCO cathode materials are further explored in Fig. 4.
In the results presented in Section 3.1, the positive correlation
between the detected bulk Li excess and laser heating condition
is summarized in Fig. 4a. Deviations from the stoichiometric
ratio indicate overall Li excess detected for the dataset, which

J. Mater. Chem. A, 2025, 13, 10910-10919 | 10913
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Fig. 3 Effect of laser pulse energy on APT results for F-LCO. (a)—(c) Reconstructed 3D ion maps for laser pulse energies of (a) 10 pJ, (b) 2 pJd and
(c) 1 pJd. (d)—(f) Analyzed 1-D composition profiles for laser pulse energies of (d) 10 pJ, (e) 2 pJ, and (f) 1 pJ. The illustration included in (a) indicates
the crystallographic orientation for all samples. Note, the 1-D composition profiles were calculated from 15 nm diameter cylinder sub-volumes
for all cases and the black dashed line in the profiles indicates Li stoichiometric ratio for LCO. The black arrow indicates the depth profiling
direction corresponding to the vertical direction in the ion maps. All experiments conducted at a base temperature of 30 K.

can be caused by the preferential Li evaporation owing to in situ
delithiation. Hence, bulk Li/Co ratio calculated from the dataset
can be used as a proxy for representing the extent of in situ
delithiation observed. A drastic increase from a Li/Co ratio close
to unity to 6.4 is observed as the laser power is increased from 1
pJ to 10 pJ. The anisotropic LCO crystal structure plays a critical
role in this. As discussed by Zahiri et al.®* and Patra et al.,* for
electrodeposited LTMO cathodes as evidenced by the charge-
discharge kinetics, there is a distinct difference in the Li" and
Na' diffusion kinetics parallel and normal to the (003) planes at
room temperature, in agreement with other works on the in-

10914 | J. Mater. Chem. A, 2025, 13, 10910-10919

plane and out-of-plane Li* diffusion kinetics in LTMOs.>*® In
the results reported in the previous section, F-LCO samples
were studied. As we note, the F-LCO orientation, which aligns
the fast Li-ion conducting channels with the applied electric
field direction in APT, is generally favorable for energy storage
applications.®® As Fig. 4 summarizes, and as discussed in the
following paragraphs, the severe in situ delithiation that occurs
at higher laser pulse energy is at least partially induced by the
favored Li migration for the F-LCO orientation.

To evaluate the influence of crystallographic orientation on
in situ delithiation, APT experiments with a different LCO

This journal is © The Royal Society of Chemistry 2025
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Li/Co ratio of 1. The drastic scaling relationship between the Li excess and the laser pulse energy for F-LCO can be attributed to the favored Li
migration in this orientation. Whereas the suppressed correlation for B-LCO is due to the impeded Li transport under the blockage by the basal

planes.

orientation are performed, specifically, with basal planes
parallel to the current collector (B-LCO). Use of B-LCO results in
an APT sample with orthogonal orientation compared to when
F-LCO is used to prepare the APT sample. The B-LCO APT
sample has the fast Li-ion conducting direction perpendicular
to the applied field. A series of B-LCO APT samples were
prepared and analyzed using laser pulse energies from 1 to 10
pJ- The relationship between the Li/Co ratio and laser energy is
presented in Fig. 4b. For a 10 p]J pulse, a Li/Co ratio of 1.8 is
obtained for B-LCO, which is significantly less than the Li/Co
ratio of 6.4 obtained for F-LCO. Though the Li/Co ratio is still
positively correlated with pulse energy, the relationship
between the Li excess and laser pulse energy is significantly less
pronounced for B-LCO. We believe the difference between the B-
LCO and F-LCO is due to the strong anisotropy in Li migration
in LCO relative to the gradient in the applied electric field
(which is either parallel (F-LCO) or perpendicular (B-LCO) to the
fast diffusion directions in LCO). Note there is still a Li excess
present even for B-LCO under high laser pulse energy, so, even
for B-LCO the influence of Li migration cannot be ignored when
analyzing APT data.

It is important to consider other potential contributions to
the observed Li-excess. There are significant differences
between the electronic conductivity perpendicular to and in the
(003) plane in LCO.® The effect of conductivity anisotropy is
evident in the applied base voltage history presented in Fig. S4,f
where the required voltage to reach the same detection rate for
B-LCO is consistently higher than that of F-LCO across various
laser heating conditions. The lower electronic conductivity
would, in turn, lead to a deeper field penetration depth and
result in a more severe case of Li migration. However, this
contradicts the observed trend that the in situ delithiation is
more severe for the more electronically conductive F-LCO. Since
F-LCO shows greater in situ delithiation, we suggest contribu-
tions of the ionic transport anisotropy outweigh those imposed
by the electronic anisotropy.

This journal is © The Royal Society of Chemistry 2025

The possible effect of anisotropic light absorption and its
consequent influence on peak temperature also needs to be
considered. As extensively discussed by Vella,> the laser
absorption and heating behavior of a semiconducting, nano-
metric oxide APT tip can be extremely complicated owing to
factors including light diffraction, surface band bending, and
the presence of oxygen defect states. Due to the complexity of
the situation, we provide only qualitative insights for the case of
dense LCO. To estimate laser pulse absorption, micro spec-
trometer measurements were performed, and calculations
based on the data are presented in Fig. S5.f The detailed
experimental protocols are elaborated in the ESI.T The results
indicate that the extinction coefficient (k) with incident light
perpendicular to the (003) planes is near 0.12, which should be
the highest among all crystallographic orientations for LCO.
Simulation results from prior works® suggest that the temper-
ature rise difference arising from anisotropic light absorption
under this scenario is lower than few tens of degrees and is not
significant enough to result in the observed difference in Li
migration. These results again suggest ionic transport anisot-
ropy plays a more significant role than anisotropic laser
absorption. Finally, it is important to consider the possibility of
heat conduction anisotropy. Simulations have shown that the
thermal conductivities normal to and in plane with (003) planes
in LCO are of the same order of magnitude,” indicating
anisotropy in heat conduction is a relatively insignificant factor.

3.3 The role of extrinsic shielding layer

While reducing the pulse energy even for F-LCO reduces in situ
delithiation, even for low pulse energies there remains a non-
uniformity in Li distribution for the F-LCO APT datasets. To
quantitatively assess the Li distribution uniformity in the APT
data, frequency distribution analyses are performed. The details
of the analysis method can be referenced from the previous
experimental section.* First, using the 1 pJ pulse F-LCO APT
data presented in Fig. 3f, the observed distribution and

J. Mater. Chem. A, 2025, 13, 10910-10919 | 10915
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Fig.5 Effect of in situ deposited metal capping layer on APT analysis result for dense LCO. (a) and (b) Frequency distribution analysis results for F-
LCO with and without capping under (a) 1 pJ and (b) 10 pJ laser pulses. (c) and (d) Frequency distribution analysis results for B-LCO with and
without capping under (c) 1 pJ and (d) 10 pJ laser pulses. The solid lines represent the observed distributions, and the shaded areas represent the
theoretical binomial distributions. The color code red corresponds to the uncapped datasets, and blue corresponds to the capped datasets. The
calculated Pearson coefficients represent the degree of deviation of observed distributions from theoretical random distributions.

a theoretically random binomial distribution are plotted
together in Fig. 5a. A deviation from random distribution can be
reflected by histogram shifting away from the binomial distri-
bution, and the Pearson coefficient (u) can be extracted from
this deviation. A high calculated Pearson coefficient (1) of 0.98
is obtained for Li, indicating the Li distribution as measured by
APT is non-random, which agrees with the small-scale fluctua-
tions observed in Fig. 3f, and indicates the presence of localized
Li migration even at low laser pulse energy for F-LCO. Similar
behaviors can be observed for both F- and B-LCO across the
laser pulse energy range as presented in Fig. 5b—d. Prior work by
Kim et al.>® has demonstrated that surface also plays a role in
stabilizing Li movement during APT analysis for LTMOs. In the
case of LiNi, gCog 1Mn, 10, (NMC811), during air transfer, there
are surface reactions which result in formation of a thin layer of
product, later confirmed by APT to be lithium carbonate,® that
shields electric field penetration and improves the quality of the
APT data. As LCO is generally inert in air, we apply an alternative
strategy involving a thin, extrinsically deposited shielding layer
to inhibit even small-scale field-driven Li movement.

The application of thin, conformal coatings that provide
electronic shielding onto sharp needle-shaped APT samples is
challenging. Conventional physical vapor deposition (PVD) is

10916 | J Mater. Chem. A, 2025, 13, 10910-10919

compatible with APT and poses no significant interference to
field evaporation.®® But the non-uniform deposition thickness
at the nanoscale across the tip apex calls for additional milling
steps and is not ideal. Alternatively, Singh et al.®> demonstrated
the feasibility of an extrinsically, in situ deposited metallic
chromium capping layer through ion beam redeposition in
SEM-FIB on stabilizing localized Li migration. Here, following
this method, Ni was chosen as the capping layer material owing
to its similar evaporation field as Co and strong adhesion to
LCO. The corresponding tomographic reconstruction of ion
maps and mass spectrum for the capped samples are presented
in Fig. S6.7 As expected, Ni is initially detected indicating
successful capping of the tip. However, the deposited metal
layer thickness is significantly thinner than previously re-
ported.®* This could be due to the variation in the sputtering
yield for Ni and Cr. Frequency distribution analysis for the
capped sample is presented in Fig. 5a. The analysis shows a Li
distribution with a u value 0.36, similar to the value reported for
UHYV transferred, capped NMC811 tips.®* This indicates capping
significantly improves the Li uniformity in the collected dataset,
which is evident from the uniform 1-D composition profile
presented in Fig. S6.1 Exemplary applied base voltage history for
both uncapped and capped trials are presented in Fig. S7.1 For

This journal is © The Royal Society of Chemistry 2025
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the uncapped tip, the multiple voltage drops events observable
throughout the voltage history signifies unstable field evapo-
ration behavior. In comparison, the monotonic, steadily
increasing trend of the applied voltage for the capped case
indicates good field evaporation stability, further supporting
the value of capping.

To evaluate the effect of the capping layer under extreme
laser heating conditions and for samples with different orien-
tations, APT experiments for capped F-LCO and B-LCO under
different laser pulse energy are performed. Corresponding
frequency distribution analysis results are presented in the
remainder of Fig. 5. As plotted in Fig. 5b, for capped F-LCO at 10
pJ, a significant decrease in u from 0.98 for the uncapped case to
0.23 can be observed, verifying the improved Li uniformity
under high laser pulse energy. In Fig. 5c and d, for capped B-
LCO at 1 and 10 pJ, similar trends of decreasing u confirms
suppressed localized Li migration by capping for both orienta-
tions. Note, capped B-LCO at 1 pJ showed relatively high u value
even after capping. We believe the primary advantage of the
applied thin, metallic layer is that it provides consistent elec-
tronic shielding that alleviates field propelled Li migration to
a certain extent but cannot rule out that capping also improves
heat transfer throughout the tip as others have discussed,””*
with further investigations needed. We suggest the latter to be
a more plausible cause for the improved Li uniformity obtained.
The impacts of capping on detected Li stoichiometry as a func-
tion of laser pulse energy are plotted in Fig. 6. As shown in
Fig. 6a, with metal capping, the Li/Co ratio reduces from 6.4 (no
cap) to 2 for F-LCO for a 10 pJ pulse. The 1-D concentration
profile presented in Fig. S8t further validates the absence of
extreme in situ delithiation. The Li/Co ratio remained the same
at 1 pJ for capped F-LCO. For B-LCO, similar Li/Co ratio are
detected for both the capped and the uncapped case throughout
the laser pulse energy range (Fig. 6b). These results showed that
(a) capping is also conducive to suppressing large scale Li
migration and preferential evaporation with the fast transport
direction oriented parallel to the applied electric field, and (b)
distinctly different response to metal capping can be observed

This journal is © The Royal Society of Chemistry 2025

for F- and B-LCO. The latter further confirms the crucial role of
crystallographic orientation in interpreting APT analysis results
for anisotropic battery materials. Note though that for both
orientations, slight Li excess can still be observed at 10 pJ with
capping, indicating capping alone is not sufficient to fully
mitigate the effect Li transport in APT studies of air-stable
LTMOs.

4. Conclusions

Using air-stable, electrodeposited, dense LiCoO, as a prototyp-
ical system, we highlight the critical role of crystallographic
orientation in APT for LTMO cathode materials. When fast Li
conduction channels (parallel to (003) planes) are aligned with
the external applied field, the extent of in situ delithiation is
highly dependent on laser heating conditions (laser pulse
energy) with the in situ delithation being directly observable in
the APT data. When (003) planes are normal to the applied
external field, Li ion migration is blocked, and in situ delithia-
tion is significantly suppressed. Contributions to the observed
phenomena from electronic, optical, and thermal conduction
anisotropies are found to be small relative to the impact of the
anisotropic ionic conduction in LCO. It is also found that
applying an extrinsically, in situ deposited metallic capping
layer significantly improves the uniformity of Li distribution in
the acquired dataset even when fast Li conduction directions
are parallel to the applied field, which may extend the capability
of APT in obtaining nanoscale chemical information for varying
sample orientations.

The findings here provide insights into how sample orien-
tation impacts APT of battery materials. The significant effects
of sample orientation on APT could explain the wide range of
optimal APT conditions reported for structurally similar LTMO
materials.?>***%>°%73 The inconsistent stoichiometry reported
in these works indicates previously unexplored factors at play,
such as the effect of crystallographic orientation discussed here.
The results presented here apply not only to LTMOs but to any
materials with anisotropic, reasonably fast atomic transport
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characteristics. We hope this work encourages others to
consider the importance of crystallographic orientation when
interpreting APT data for anisotropic materials. Reporting
crystallographic orientations should be standard in APT anal-
ysis of energy storage materials and other materials with rapid
transport characteristics.
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