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ABSTRACT: Nanostructures of the misfit-layered compound (MLC) LaS-
TaS, are brought to breakdown by application of high electrical currents
within a transmission electron microscope. Imaging, diffraction, and
spectroscopy techniques are employed to study their decomposition process
and the resulting structures. The main decomposition route is the breakdown
of the TaS, layers, which induces the formation of metallic Ta on the surface
of the nanostructures when the critical current density is surpassed. This
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observation confirms the assumption that TaS, is the current-carrying layer in Ll

these types of MLCs. The different behavior of tubular 1D and 2D structures E y Lacg
is revealed, and a metallic glass phase made of La, Ta, and S could be o

observed upon exceeding a threshold current. The work shows how in situ
transmission electron microscopy can help understand the breakdown mechanism of electrical devices or connectors.

B INTRODUCTION

Electronic conduction is a complex phenomenon that depends
mainly on the electronic band structure of materials, but can be

metals M, transition metals T and chalcogens X (see sketch in
Figure 1a,b). Recently, NTs made of sulfur-based MLCs have
been synthesized and investigated in large amounts and

strongly influenced by defects such as grain boundaries or
geometrical constraints, for example, in nanoscale electronic
devices.'~® Considerable research efforts have been dedicated
to elucidate these dependencies within nanodevices and
nanostructures using in situ approaches based on electron
microscopy.””'* For example, the contribution of grain
boundaries to the conductivity of Cu was quantitatively
determined by in situ scanning electron microscopy (SEM),"
and the impact of stacking faults on the stability toward
electromigration at high electrical currents in Ag nanowires
was revealed by in situ transmission electron microscopy
(TEM)."” TEM-based techniques have the advantage that the
process can be followed at extremely high spatial resolution,
but a clean sample must be prepared and good electrical
contacts are crucial for obtaining valid information on the
samples.'® An important field of research is the study of
electromigration and Joule heating leading to the electrical
breakdown of devices or (nano)materials with the aim of
improving their design and critical current density.'”'"~*°

A promising class of materials for applications in (thermo-
)electricity are misfit-layered compounds (MLCs), which
consist of two layered materials alternately stacked on top of
each other.”"** Nanotubes (NTs) made of an MLC based on
strontium, cobalt and oxygen have been shown to have an
extraordinary high ampacity, that is, allowing high current
densities.”” The two layers of MLCs typically consist of a
distorted rock-salt unit MX and a hexagonal unit TX,, with
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considerable variety.”*>” The electronic conduction in MLCs
is assumed to be dominated by the TX, layer, while the MX
can typically be seen as an electrical insulator and a phonon
glass,”® but direct experimental evidence for this assumption is
still missing. The electrical properties and also the electric
breakdown of several MLCs and related layered materials have
been investigated before.””*"**

In this work, we investigated the behavior of NTs and flakes
made of a LaS-TaS, MLC*® under extreme electrical current
densities by in situ TEM. This approach permitted studying
the underlying complex physicochemical processes of the
breakdown mechanism of the nanostructures at highest spatial
resolution. The experiments indicate that the main current-
induced breakdown mechanism of the MLC nanostructures is
produced by the decomposition of the current-carrying TaS,
layer forming metallic Ta. In MLC flakes, deintercalation of
LaS and bending of the flake was observed.
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Figure 1. Structure of the MLC specimens used for the in situ
experiments. (a) Sketch of a stack with alternating LaS and TaS,
layers along the c-axis of the MLC. (b) Sketch of hexagonal structure
of Ta$, in the a—b plane, omitting the LaS. (c¢) STEM-HAADF image
of the outer layers of a LaS-TaS, NT with atomistic structure model
overlaid and lattice distances of both subsystems marked. Reproduced
from ref 33. Copyright 2020 American Chemical Society. (d) SEM
image of the reaction product with mostly nanotubular structures and
flakes. (e, f) SAED patterns of (e) a MLC NT and (f) a MLC flake.
The 10.0 reflection of the TaS, (red) and the 110 reflection of the
La$S (green) sublattices have been indicated by dashed circles. The
tubular structure causes a streaking of the reflections and leads to the
presence of strong 00! c-axis reflections (orange), which are
perpendicular to the NT axis. Scale bars are (c) 1 nm, (d) 2 ym
and (e, f) 2 nm™.

B MATERIALS AND METHODS

Microscopic Techniques. Two aberration-corrected Titan
microscopes (Thermo Fisher Scientific), one image- and the
other probe-corrected, were used for conducting the in situ
experiments. High-resolution (HR)TEM imaging and selected-
area electron diffraction (SAED) were performed in the image-
corrected microscope and scanning (S)TEM using a high angle
annular dark field (HAADF) detector combined with energy-
dispersive X-ray spectroscopy (EDX) were performed in the
probe-corrected microscope. A DENSsolutions Wildfire TEM
sample holder was used in combination with custom chips,
whose design is shown in the Supporting Information (SI),
Section S1. Their fabrication is detailed elsewhere.'® Scanning
electron microscopy (SEM) and focused-ion beam (FIB)
processing were performed in a Helios 650 dual-beam
instrument (Thermo Fisher Scientific).

Correlative Raman spectra were acquired from the speci-
mens on the chip using a confocal Raman Alpha 300 M+
(WiTec) spectrometer with a 633 nm laser operated at a power
below 1 mW and a 100X objective with a numerical aperture of
0.9. The spectrometer was operated using a grating with 1800
grooves per mm.

Synthesis and Structure of the Misfit-Layered
Compounds. We used NTs and flakes made of Y-doped
(about 1 at %) LaS-TaS, for the in situ experiments. For the
sake of simplicity, the material will be denoted solely as LaS-
TaS, in the following. It is noted that all the studied
nanomaterials however include this 1 at% Y doping. The
NTs correspond to the “Y10” specimen of our recent work,*®
where synthesis, structure and composition are described and
discussed in detail. In short, the chemical vapor transport
(CVT) technique was used to synthesize the NTs and flakes
following a well-established protocol by mixing the precursors

and a transport agent (TaCls) in an agate mortar and sealing
them in a quartz ampule under vacuum (<107° Torr). The
MLC material is synthesized by annealing the ampule in a
preheated vertical furnace in two steps with opposite
temperature gradients between the bottom and top of the
ampule. In the first step, the ampule is heated at 350 °C/800
°C for 1 h and subsequently at 857 °C/400 °C for 6 h. After
cooling down to room temperature, the powder was collected
from the ampule.

MLC nanostructures are a complex material and Figure 1
reviews the structure of the as-synthesized product used for the
in situ experiment.”” The stack of alternating LaS and TaS,
layers along the c-axis of the MLC is sketched in Figure la.
While the La$S exhibits a (distorted) cubic structure, the TaS,
crystallizes in a hexagonal structure (Figure 1b). The atomistic
structure of the stack is revealed in the STEM-HAADF image
taken at the border of a NT”® (Figure 1c), which allows
identifying different crystallographic orientations. Predomi-
nantly tubular structures are visible in the SEM image of the
product of the synthesis (Figure 1d). The SAED patterns taken
from an individual NT (Figure le) and a flake (Figure 1f)
show that both (hk0) and (00I) crystallographic directions are
visible for the NT, while only planar reflections (hk0) are seen
for a flake with its c-axis corresponding to the electron-beam
direction.

Sample Preparation. The as-synthesized powder was
dispersed in ethyl alcohol by ultrasonication. A conventional
TEM sample was prepared by drop-casting of the dispersion
on carbon-coated commercial SiN,, grids with an array of holes
with 2 pm diameters (PELCO). The sample was screened for
potential candidates for the in situ experiments by TEM and
their position within the hole array was identified in a low-
magnification TEM image. Selected specimens were sub-
sequently transferred to an in situ chip using a recently
developed FIB-based specimen transfer technique.'® For this
transfer, the region of interest together with a piece of the
surrounding membrane is cut free and lifted out using a micro
needle and focused-ion beam induced deposition (FIBID) of
Pt. It is then placed between the two contacts of the microchip
over a hole, previously milled by FIB. The membrane and
nanomaterial are fixed and electrically contacted by an
additional FIBID process with Pt. Finally, the membrane is
milled away in the hole area. In this way, the nanomaterial
remains the sole conductive path. This approach minimizes the
damage and contamination to below a monolayer allowing to
investigate the specimen in its pristine state.'® The preparation
of the first specimen described in this article is documented in
the SI, Section S2, where also a sketch of the process can be
found."

Although the transfer technique provides a good electrical
contact,'® the tendency of the LaS-TaS, MLC to oxidize
caused minor surface oxidation of the nanomaterials resulting
in non-Ohmic contacts. We therefore desist from calculating
conductivities and instead focus on current densities.

Application of Electrical Currents. A Keithley Instru-
ments 2450 SourceMeter and a 2611A System SourceMeter
(Tektronix) were used to apply DC electrical currents to the
nanomaterial and to the on-chip heating element, respectively,
while simultaneously measuring the voltage. Unless otherwise
noted in the text, the high electrical current was applied to the
nanomaterial in the form of relatively fast single sweeps of a
duration of up to 1 min. Instead of applying sweeps with
continuously increasing current, each sweep consisted of
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several steps with constant current and the period time of each
step (typically 4 s) was set to coincide with the time step of the
acquisition run of the (S)TEM image series in parallel. In
between these sweeps, the nanomaterials were characterized
electrically at low currents in a static way to avoid Joule
heating.

B RESULTS AND DISCUSSION

We have performed several in situ experiments on the LaS-
TaS, nanostructures. Here, we present the results obtained
from two main exemplary specimens, which consisted of a
bundle of two NTs (first specimen) and a NT and flake
(second specimen).

First In Situ Specimen. Figure 2 shows TEM, SEM and
STEM images of the first in situ specimen at different stages

Figure 2. Overview of the first in situ specimen. (a) TEM image of
the NT bundle suspended on a SiN, membrane prior to in situ
specimen preparation. (b) SEM image of the final device and STEM
image (inset) of its central part. (c, d) TEM and STEM images of the
ruptured NT after phase 1 revealing the cone-like shape of the
rupture. (e) STEM image of the rupture after phase 2. (f) STEM
image of the decomposed NT after the final phase 3. Scale bars are (a,
c) 300 nm, (b) 2 um, width of inset STEM image is 4 um, (d) 200
nm, (e, f) 70 nm.

throughout the conducted experiment. The specimen con-
sisted of a bundle of two LaS-TaS, NTs with only one of the
NTs spanning over the entire length of the hole as seen in the
TEM image prior to the in situ specimen preparation, see
Figure 2a. It is important to note the presence of a thin
amorphous carbon (aC) film attached to the NTs, which is
attributed to being caused by organic carbonaceous residues.
An SEM image and a STEM image (inset) of the prepared in
situ device are depicted in Figure 2b. More details of the
preparation process are given in Section S2. The polarity of the
applied electrical current and the resulting direction of the
physical electron flow are indicated in Figure 2b. The following
in situ experiment consisted of three main phases, which are
briefly summarized here and whose results are described and
discussed in detail within Figures 3—S5:

e Phase 1: The annealing at moderate temperatures by an
external heating element followed by the application of
fast electrical current sweeps up to a maximum current
of 325 uA leads to structural changes and an
inhomogeneous rupture of the long NT (Figure 2c,d).

e Phase 2: The application of an additional fast electrical
current sweep up to 300 pA causes the reconnection and
decomposition of the central part of the NT followed by
a second rupture of the NT (Figure 2e).

o Phase 3: The application of a constant electrical current
with increasing intensity up to 140 puA first leads to a
reconnection, then a further decomposition of the NT,
and finally to the complete rupture of the NT and the
aC film (Figure 2f).

The three phases are discussed in the following starting with

Phase 1. Prior to the application of electrical currents, the
specimen was heated up to approximately 600 °C using the on-
chip heating element. This step was performed with the
intention to remove possible adsorbed contaminants without
reaching temperatures sufficient to induce structural changes in
the specimen. Subsequently, electrical current was applied in
the form of gradually increasing sweeps up to a maximum
current and followed by an immediate drop to zero applied
current. The maximum current of the sweeps was increased
stepwise. Supplementary Video S1 shows the evolution of the
TEM images during a sweep up to a maximum current of 325
HA. Above a current of 275 pA, first a grainy contrast appears
along the long NT, then the NT shrinks in diameter and
protrusions appear at its edge. These currents correspond to
current densities of 8.75—10 X 10° Acm™ considering a
diameter of 200 nm of the single NT and neglecting the
contribution of the aC film. Finally, the NT ruptures after the
current drops to zero. Both TEM and STEM images taken
after the rupture (Figure 3a) reveal that the NT adopts a cone-
like shape at the rupture site, indicating that the inner and
outer part of the NT ruptured at different positions. The
images also confirm the presence of several protrusions at the
edge, visible as darker areas in other regions of the NT.

Figure 3b shows a HRTEM image of the large protrusion
marked in (a). The protrusion exhibits two crystalline
nanograins as revealed in the power spectrum obtained by
selecting only the protrusion area of the image. A STEM-EDX
analysis, performed later using the probe-corrected microscope
after air exposure, reveals that the protrusions are made of Ta,
which is partially oxidized (S3). An analysis of the spots seen in
the power spectrum in Figure 3b shows two slightly different
lattice distances of 0.235 nm (marked by blue circles) and 0.21
nm (purple) linked to the upper and lower nanograins,
respectively. The blue spots corresponding to the upper
nanograin can be linked to the Ta bec crystal structure ([111]
= 0.234 nm, Crystallography Open Database (COD)
#154126634). The lower nanograin, however, does not fit to
the bec structure, but instead would agree with the fcc crystal
structure of Ta ([200] = 0.211 nm, COD #1534932).%

Ta nanoparticles, which are a product of the MLC
decomposition, are also found close to the rupture site (Figure
3c). The analysis of the corresponding power spectra reveals
one grain of Ta with bcc structure and a second is found to
crystallize as f-Ta (S4)*° (COD #2103245). The HRTEM
images taken at the rupture site (Figures 3c and SS) show that
the inner, cone-like part still possesses an intact MLC
structure, however with a slightly larger c-axis periodicity of
1.16 nm (SS5) compared to the reference value at room
temperature of 1.15 nm.” This lattice expansion indicates that
the structure was quenched in an expanded state caused by the
sudden drop to zero applied current, which stopped the Joule
heating. The MLC structure in the inner cone at the rupture
site is confirmed by SAED (right-hand side of Figure 3e). Its
lattice expansion is visible from the shift of the 00! peaks
toward smaller spatial frequencies (larger lattice spacings)
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Figure 3. Analysis of the first specimen after the experiments of phase 1. (a) TEM and inset STEM image of the ruptured long NT. The areas for
the SAED patterns displayed in (e) are marked by purple and green circles, respectively. The position of the HRTEM images shown in (b) and (c)
are marked by white frames as indicated. (b) HRTEM image acquired from the protrusion grown on the NT edge as marked in (a). Inset power
spectrum has been calculated by selecting the protrusions only. The [110] and [111] reflections of the bec (blue) and fec (purple) Ta lattice have
been marked. (c¢) HRTEM image of the rupture site as marked in (a). The inner portion of the tube as well as several extracted Ta nanograins are
seen. (d) STEM-HAADF image of the inner part of the NT close to the region shown in (b). (e) SAED patterns acquired from the upper NT and
the ruptured site as marked in (a). (f) Radial profiles obtained from the SAED patterns in (e) compared to a profile obtained from the NT prior to
the application of electrical currents. Scale bars are (a) 20 nm, width of inset STEM image is 1 ym, (b, d) S nm, inset power spectrum in (b) has

width of 12 nm™, (c) 2 nm, and (e) 2 nm™.

compared to the pristine MLC NT (see SAED radial profiles in
Figure 3f).

Figure 3d shows a STEM-HAADF image of the upper part
of the NT taken close to the grown protrusions, revealing the
loss of the MLC structure due to the removal of the TaS,
layers. The remaining structure exhibits a stacking periodicity
of 1.26 nm made up of two slabs of LaS. The crystal structure
could not be directly related to any known crystal structure
based on La and S, but seems to be merely a modified form of
the original MLC structure, with deintercalated Ta$S, and in a
slightly relaxed form. This deintercalated structure will be
denoted as LaS, in the following, owing to the possibility that a
part of the S released upon deintercalation of TaS, could have
been absorbed by the LaS slabs.

The loss of the MLC structure throughout the entire NT in
its upper part is confirmed by SAED (left-hand side of Figure
3e), where no 00! reflections of the MLC structure are
observed and only several individual reflections can be seen.
The main reflection at 0.37 nm, marked in Figure 3e, is
associated with the LaS, structure, since this value agrees well
with the [201] lattice plane of La,S;*” (COD #1527122). The
0.37 nm lattice spacing is considerably different from the LaS
[110] lattice spacing (0.41 nm), as visible from the SAED
radial profiles in Figure 3f. A possible explanation is that, while
Ta is fully extracted from the MLC in practically the entire
upper NT caused by the high electrical current density, not all
the released sulfur could leach out of the lattice. Presumably,
the remaining sulfur from the inner part could react with the
remaining LaS to form La,S;. The SAED pattern from the
upper part (Figure 3e) reveals additional reflection spots with
reduced intensity. An exact assignment of these reflections to a
specific structure is difficult as both f-Ta and La,S; structures

exhibit a large number of reflections with similar lattice
spacings.

The extraction of TaS, from the MLC nanostructures is
opposite to the main decomposition route observed by
conventional high-temperature annealing. In this latter case,
deintercalation of LaS layers from the MLC lattice was
observed.”*® This striking difference can be solely ascribed to
the role of the electrical current, flowing exclusively through
the conductive Ta$, layers of the MLC NTs and causing them
to break down much earlier than the thermally induced
deintercalation of LaS would occur. The observation of the
pristine MLC structure in the inner part of the tube indicates
that the current flow is higher in the outer layers closer to the
surface of the NT. This observation is attributed to the sample
geometry: The outer layers of the NT are in direct contact
with the contact pad of the chip, causing the current to flow
mostly through the outer layers. Furthermore, the insulating
LaS slabs strongly limit the interlayer conduction, confining
the current flow to the current-carrying TaS, slabs at the
surface of the MLC NT. The tubular structure together with
in-plane conduction causes a distribution of the electrical
current along the circumference of the NT as suggested by the
appearance of extracted Ta all around the NT caused by
electrical breakdown. The critical current density for the
electrical breakdown of an individual layer will therefore be
considerably higher than the value calculated for the entire
NT.

Phase 2. After this first phase, the experiment was paused
and continued in the probe-corrected microscope. A STEM-
HAADF image of the specimen (Figure 4a) reveals that the aC
film remained intact, guaranteeing an electrical contact. The
electrical contact of the ruptured NT seems to be severely
limited. The electrical current was then increased in a stepwise
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Figure 4. Analysis of the first specimen during and after phase 2. (a)
STEM-HAADF image taken after the experiments of phase 1 reveals
the cone-like rupture of the NT and the intact aC bridge. (b) Series of
STEM images with increasing applied electrical current, as indicated.
Identification of Ta and LaS, was performed by STEM imaging and
EDX as described in the text. (c) Comparison of the electrical
characteristics before and after phase 2. Scale bars are 200 nm.

sweep up to a maximum current of 300 uA. Supplementary
Video S2 shows the evolution of the NT and the underlying aC
film during this increase and Figure 4b shows 5 images from
this series. With increasing current, the specimen is expanding
due to Joule heating and the gap between the two parts of the
ruptured NT reduces in size. At the final stage of the applied
current (300 pA), the two parts merge again and a bright line
appears on the outside contour of the inner tube. The bright
line can be linked to Ta, as it possesses a considerably higher
atomic number (Z = 73) compared to La (57) and S (16) and
thus causes an increased intensity of the STEM-HAADF signal.
The leaching of Ta from the MLC in the outer part of the tube,
which was observed in the first phase, is now seen in the inner
NT, too. Here, again, the remaining inner tube was
transformed into a LaS, structure. This interpretation is
confirmed by a STEM-EDX analysis and an additional
HRSTEM image (S6).

After turning off the applied current, the hot specimen cools
rapidly, again causing a rupture of the NT, this time with a
straight rupture line (Figure 4b). This indicates that the
extracted Ta acts as a soldering agent that strongly connects
the remainders of the inner and outer part of the NT, causing
the NT to fracture at a different place. The aC bridge still
remained intact (see Figure Sb). An electrical characterization
at low currents reveals that the resistance slightly increased
from 25 to 31 kQ during the second phase (Figure 4c),
indicating that likely there was a small contribution of the NT
to the conductivity after phase 1. The considerably higher
noise in the first measurement (blue curve) suggests that, as
expected, this electrical contact was not very stable due to the
rather loose contact between the two parts of the NT.

Phase 3. In the following third phase, a constant electrical
current was applied, increasing manually to a maximum of 140
HA. The evolution of the STEM-HAADF image is shown in
Figure Sa and in the Supplementary Video S3. Similarly to the

Energy / keV

Figure 5. Analysis of the first specimen during and after phase 3. (a)
Series of STEM-HAADF images of the central part of the ruptured
NT at different applied currents. The final image was acquired after
rupture without current flow. (b, c) STEM-HAADF images of the
intact and ruptured aC bridge before and after phase 3, respectively.
(d) EDX spectra attributed to two factors obtained from the statistical
analysis denominated as “Ta” (blue) and “La,Ta,S,0” (red),
respectively. Lines of the identified elements are indicated by different
colors. The inset image shows the distribution of the two factors
overlaid on the STEM-HAADF image. The EDX data was acquired at
a tilt of the stage of 20°. Scale bars are (a) 70 nm and (b, ¢) 30 nm.

previous phase, Joule heating of the specimen leads to its
expansion until the two ruptured parts contact each other again
at a current of 120 uA. In parallel, the NPs formed on the aC
film start to diffuse out of the central zone due to the strong
heat, which is similar to a process observed in our recent
study.”” A strong modification of the specimen starts to occur
once reaching a current of 140 pA. This modification manifests
itself as a decrease in HAADF intensity of the NT, linked to
the decomposition or removal of material from an area,
approximately 200 nm long, in the left part of the NT. This
process happens over the course of a few seconds before finally
both the NT and the aC film break (Figure Sa,c), leading to a
complete break of the electrical contact of the specimen.

An EDX analysis of the ruptured area of the NT reveals that
the decomposed part is made entirely of Ta, while the
remaining constituents of the specimen La, S, and O (from
contact with air during microscope change) together with
additional Ta, can be found only in the right and the outer left
part of the NT. This is seen from the spectra and the
composition map resulting from a statistical analysis of the
acquired EDX map (Figure 5d). An SAED analysis of the
decomposed part shows that the Ta exhibits a nanocrystalline
structure with a majority of the grains crystallizing in fcc
structure, but both bec and -Ta structure are also identified in
the analyzed area (S7).

The results of the experiments conducted in phase 3 indicate
that the physicochemical processes under electrical current
flow are different for the original MLC compared to the
deintercalated system composed of a mixture of metallic Ta
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and ceramic LaS,, found after phase 2 in the central part. The
MLC is stable up to a certain current density at which point
the TaS, layers break down. This happens before the critical
temperature is reached, at which the LaS would start to
deintercalate. In contrast, the system with the metallic Ta
(melting point of 3290 K) reaches considerably higher
temperatures leading to the decomposition and diffusion of
the La-based parts to colder areas and to the evaporation of S.
A quantification of the entire EDX map of this area reveals a
ratio between the main constituents of the MLC of Ta:La:S of
63:21:16 confirming the dominant presence of Ta.

Second In Situ Specimen. The second in situ specimen
consisted of a NT and a flake as seen from the TEM image
shown in Figure 6a taken after in situ specimen preparation.

-

Figure 6. TEM images taken at four different times during the in situ
experiments with the second specimen. (a) NT and flake after transfer
to the in situ microchip. Direction and entry points for the electrical
current have been indicated by white arrows. (b) The first observed
structural modification corresponds to the melting of a small flake
linking the large flake and the NT (marked by a blue circle). (c) At
this stage, decomposition has started mostly in the flake, and
protrusions have appeared on the edge of the NT as well. (d) Final
rupture of the specimen leading to the formation of a droplet. Scale
bars are 200 nm.

The direction of the current is indicated in the figure by white
arrows. For this specimen, the current feed is split into two
parts on the top side. The NT and flake on the right side as
well as the top left part of the flake are electrically connected to
the contact pads of the chip. This configuration hinders the
calculation of current densities. This specimen nevertheless
serves to demonstrate current-induced physicochemical
modifications of the MLC material not seen in the first
specimen. In addition to the large flake and the NT, some
smaller structures are visible. These structures are typically
composed of the same elements (Ta, La, S) as the MLCs. The
experiment was conducted in a similar way to the first
specimen by applying a series of electrical current sweeps up to
a maximum current of 414 pA. Three specific steps of the
performed experiments, which provide additional information
to those of the first in situ specimen, are presented in this

section. Three TEM images are shown in Figure 6b—d
illustrating the evolution of the specimen during the experi-
ment. These include the melting and crystallization of a small
flake; the different decomposition pathway of the flake
compared to the NT and the breakdown of the device.
These processes are detailed and discussed using Figures 7 and
8.

After several current sweeps up to a maximum of 300 pA,
which only yielded minimal structural changes in the specimen,
the first stronger change was observed when increasing the
current up to 350 pA. Supplementary Video S4 shows the
TEM images of the structural evolution during the stepwise
sweep. The final state is seen in Figure 6b. When reaching 325
HA, the loosely bound small flake attached to the lower part of
the NT (marked in Figure 6ab), melts and attaches to the
close-by flake, forming thereby a conductive bridge. Figure 7a
shows a TEM image of the flake and the molten bridge. The
molten phase is clearly inferred from the amorphous ring in the
power spectrum calculated from a HRTEM image of the
bridge area (inset in Figure 7a). It is also confirmed by the
SAED pattern taken from the lower part of the MLC flake
(Figure 7c), where an amorphous ring (dashed white line) is
seen in addition to the reflections from both the Ta$S, (orange)
and the LaS (blue) subsystems. The amorphous ring is
centered around 0.32 nm in both the power spectrum and the
SAED pattern. Given the elements present in the sample, this
amorphous glass phase could be a Ta/La-variant of a S-based
metallic glass.*” While the electrical current density is thus high
enough to melt the small flake, it is still below the threshold to
induce a decomposition of both the NT or the flake.

In the following step, a current sweep up to 330 uA was
applied. The structural evolution of the specimen during the
current sweep was followed by TEM imaging and is shown in
Supplementary Video SS5. The video reveals the appearance of
a grainy contrast in several regions of the flake above a current
of 320 pA. Figure 7b,f show HRTEM images of the flake and
bridge, revealing that the entire area has fully crystallized. The
power spectrum calculated from the image of the bridge area
(inset in Figure 7b) shows a large number of reflections. While
some could be assigned to either metallic Ta or TaS,, a clear
assignment to a known structure made of Ta, La, and S could
not be established. A different process is observed in the MLC
flake, where lattice fringes become visible at its edge, with a
parallel orientation with respect to the edge (Figure 7f). In
both images, small Pt NPs can be identified, which stem from
minor contamination inflicted during the specimen prepara-
tion. The SAED pattern acquired from the flake (Figure 7d)
reveals four main changes: First, the amorphous ring
disappeared; second, an additional, strong [110] reflection of
TaS, appeared (marked by an orange circle); third, the
intensity of the LaS [110] reflections diminished considerably
and finally, slight streaking contrast appears for two sets of
Ta$, [110] reflections.

These observations can be linked to two independent
processes. The loss of the amorphous ring and simultaneous
appearance of a Ta$S, reflection could be explained by the
crystallization of a TaS, grain segregated from the amorphous
molten material. The second process is related to the MLC
flake, where LaS layers start to deintercalate from the edge of
the flake leading to the lattice fringes at its edge and the
decreasing intensity of the LaS reflections. This deintercalation
is going in hand with a slight bending of the flake as visualized
from the streaking contrast, typically seen from SAED patterns
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Figure 7. Analysis of the melting process and the starting of the decomposition of the flake during the second in situ experiment. (a) The flake and
the bridge appear with homogeneous contrast, the inset power spectrum shows an amorphous phase in the molten bridge. (b) HRTEM image of
the bridge that crystallized into several TaS$, grains. Two exemplary reflections are marked in the power spectrum in the inset. (c—e) SAED patterns
taken from the flake (position marked in (a)) after the melting of the bridge (c), after crystallization into Ta$, and starting of the decomposition
(d), and after considerable decomposition and formation of metallic Ta (e). (f) TEM and HRTEM images of the edge of the flake after
crystallization into Ta$S, grains (same stage as in (b)). (g) TEM image showing strong decomposition and grainy contrast linked to Ta metal
extraction. Scale bars are (a, g) 50 nm, (b) 7 nm, (c—e) 2 nm ™2 and (f) 20 nm. Inset power spectra are shown up to (a) 0.2 nm and (b) 0.14 nm.
The inset TEM image in (f) has a similar size as (a, g) and the inset HRTEM image has a width of 10 nm.

Figure 8. Analysis of the second in situ specimen after breakdown. (a)
STEM-HAADF image of the droplet and STEM image in the inset
with EDX map overlay separating the two identified phases. (b)
STEM-HAADF image of a metallic -Ta sheet formed at the lower
side of the droplet. Three reflection spots are indexed in the power
spectrum shown in the inset. (c) TEM image of the interface between
the NT and the droplet with position for the SAED acquisition
marked. (d) SAED pattern revealing an amorphous ring at 0.32 nm.
Scale bars are (a) 200 nm, (b) 4 nm, inset 1 nm™", (c) 90 nm, and (d)
2 nm™.

of NTs (see Figure 1d). This different behavior compared to
the extraction of metallic Ta seen in the NT is attributed to the
difference between the 1D structure of the NT and the 2D
structure of the flake. In contrast to the 1D-NT, the 2D flake
possesses open ends, where deintercalation processes are more
likely to happen than in the NT, where each layer is closed.

The experiment was continued with repeated applications of
electrical current sweeps up to a maximum current of 400 yA.
The structural evolution of the specimen during the last sweep
as viewed by TEM imaging is given in the Supplementary
Video S6. Figures 6¢ and 7g show TEM images of the
specimen after the current sweep. The video and the images
show a considerable decomposition of mostly the flake. In
analogy to the first specimen, the video shows also that the NT
starts to decompose with protrusions appearing on its edge.
The SAED pattern acquired from the flake after this current
sweep (Figure 7e) confirms the main decomposition process
under strong electrical currents to be the deintercalation/
decomposition of TaS, from the MLC and its subsequent
crystallization into metallic Ta. The SAED pattern reveals the
appearance of a ring and a strong reflection located at 0.23 nm,
which corresponds well with the [110] reflection of bec Ta.
Simultaneously, the intensity of the reflections linked to both
Ta$S, and LaS further diminish.

Section S8 sheds light on the protrusion formation on the
NT during the in situ experiments performed on the second
specimen. The analysis clearly shows the formation of a Ta—Pt
alloy, grown through the reaction between the deintercalated
Ta and Pt contamination inflicted during the specimen
preparation. In contrast to the first specimen, the MLC
structure in the second specimen remains intact in most of the
inner part of the NT. This observation indicates that the
critical current density for the breakdown of the TaS$, is only
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exceeded in the outer layers of the NT, which contribute most
to the current flow. Additionally, a considerable contribution
to the electrical conduction in this specimen could have been
provided by the flake. The stronger decomposition observed in
the flake compared to the NT suggests that the flake is less
stable, which can be attributed to the open ends of the layered
structure, closed in the case of the NT.

The final state of the specimen after the in situ experiment is
depicted in Figure 8. To reach this state, several current sweeps
were conducted, S9 describes three STEM images acquired
during these sweeps. The evolution of the specimen during the
final current sweep up to a current of 414 pA was followed by
STEM imaging shown in the Supplementary Video S7. The
video shows that the onset current for the structural
modifications is above approximately 390 uA. The final state,
given by a droplet formed at the end of the lower part of the
NT (Figures 6d and 8a), is reached within less than 10 us at
the end of the sweep, which is indicated by the sudden change
of contrast within three pixels of the STEM image. The
breakdown is indicated by a small increase in electrical
resistance in the electrical measurements.

The formed droplet appears with brighter, grainy contrast
compared to the NT in the STEM-HAADF image shown in
Figure 8a, indicating a segregation of Ta (element with highest
atomic number in the specimen). This is confirmed by an EDX
analysis, which shows that the bright areas correspond to Ta,
while the rest of the material is a mixture of Ta, La, S, and O
(S10). Segregated Ta sheets could be found at the edge of the
droplet as revealed by an EDX analysis (S10) and its crystal
structure, as -Ta can be identified using a power spectrum
analysis, see Figure 8b. The areas with brighter contrast in the
STEM-HAADF image found in the droplet form a sharp
border with the NT. An interfacial zone separating the NT and
the droplet with decreased and rather homogeneous intensity
can be observed (Figure 8a). This zone exhibits an increased
intensity in TEM imaging (Figure 6¢c). An SAED pattern
acquired from the edge of this transition area clearly indicates
the presence of an amorphous phase as revealed by the broad
ring located at 0.32 nm, similar to the molten phase observed
in Figure 7ac. An EDX spectrum taken from that area
indicates a composition of La:Ta:S of 67:23:10 at% of the
main constituents, but the additional presence of oxygen
cannot be excluded (S10).

The comparison of Raman spectra taken from the second
specimen on the in situ chip before and after the experiment
shows a strong modification of the Raman response (S11). The
modes related to TaS, are broadened and their intensity is
largely decreased after the current sweep. The appearance of
modes at low Raman shifts could be linked to metallic Ta. In
contrast, the modes related to the LaS subsystem exhibit only
smaller changes, suggesting that the main chemical mod-
ifications can be attributed to the decomposition of the TaS,
layers.

B CONCLUSIONS

We have investigated the breakdown behavior of nanostruc-
tures of the misfit layered compound (MLC) LaS-Ta$S, under
extreme electrical currents by in situ transmission electron
microscopy (TEM). The experimental results allow to observe
the following main physical/chemical processes:

e Breakdown of the Ta$, layer in nanotubes (NTs) above
current densities of 8.75—10 X 10° Acm™>. The

breakdown leads to segregation of Ta from the MLC
that crystallizes into bcc, fcc, and f-Ta crystal structures.

e Mechanical rupture of the nanostructures upon switch-
ing off the electrical current (Joule heating) due to fast
quenching to room temperature.

e Removal of La and S from the blend of metallic Ta and
remaining LaS, material due to Joule heating once the
MLC structure has broken down.

e Deintercalation of LaS from the edges of MLC flakes
located outside of the main current path and rolling up
of the flake.

e Sudden rupture within a few s of the device made up of
a flake and NT resulting in a droplet formation caused
by the high electrical currents.

o Generation of an unknown molten glassy phase based on
La, Ta, and S.

The experimental results confirm that TaS, is the current-
carrying layer in the MLC. They also reveal that a tubular
structure is more stable due to the lack of open ends present in
flakes. This work illustrates the potential of in situ TEM
investigations with high electrical current density. The
electrical breakdown and the induced structural and composi-
tional changes during the current sweeps can be tracked with
high spatial resolution.
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Supplementary video S1, TEM image evolution of
specimen 1 under application of an electrical current
sweep up to 325 yA (Phase 1) (MP4)

Supplementary video S2, STEM-HAADF image evolu-
tion of specimen 1 under application of an electrical
sweep current up to 300 pA (Phase 2) (MP4)
Supplementary video S3, STEM-HAADF image evolu-
tion of specimen 1 under application of a manually
increased electrical current up to 140 uA (Phase 3)
(MP4)

Supplementary video S4, TEM image evolution of
specimen 2 under application of an electrical current
sweep up to 350 uA (MP4)

Supplementary video S5, TEM image evolution of
specimen 2 under application of an electrical current
sweep up to 330 uA (MP4)

Supplementary video S6, TEM image evolution of
specimen 2 under application of an electrical current
sweep up to 400 uA (MP4)

Supplementary video S7, TEM image evolution of
specimen 2 under application of an electrical current
sweep up to 414 yA (MP4)

Additional experimental data including SEM, TEM, and
STEM images, EDX data, FFT analysis, and Raman
spectra comparison (PDF)

B AUTHOR INFORMATION

Corresponding Authors
Simon Hettler — Instituto de Nanociencia y Materiales de
Aragon (INMA), CSIC-Universidad de Zaragoza, 50009
Zaragoza, Spain; Laboratorio de Microscopias Avanzadas
(LMA), Universidad de Zaragoza, 50018 Zaragoza, Spain;
Present Address: Laboratorium fiir

https://doi.org/10.1021/acs.jpcc.5c03498
J. Phys. Chem. C 2025, 129, 1380313812


https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_008.pdf
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_007.mp4
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_008.pdf
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_008.pdf
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_008.pdf
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_008.pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.5c03498?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_001.mp4
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_002.mp4
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_003.mp4
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_004.mp4
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_005.mp4
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_006.mp4
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_007.mp4
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5c03498/suppl_file/jp5c03498_si_008.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Simon+Hettler"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
pubs.acs.org/JPCC?ref=pdf
https://doi.org/10.1021/acs.jpcc.5c03498?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

The Journal of Physical Chemistry C

pubs.acs.org/JPCC

Elektronenmikroskopie, Karlsruher Institut fiir
Technologie, Karsruhe, Germany; ® orcid.org/0000-
0002-9102-7895; Email: simon.hettler@kit.edu

Raul Arenal — Instituto de Nanociencia y Materiales de
Aragon (INMA), CSIC-Universidad de Zaragoza, S0009
Zaragoza, Spain; Laboratorio de Microscopias Avanzadas
(LMA), Universidad de Zaragoza, 50018 Zaragoza, Spain;
ARAID Foundation, 50018 Zaragoza, Spain; © orcid.org/
0000-0002-2071-9093; Email: arenal@unizar.es

Authors

MB Sreedhara — Solid State and Structural Chemistry Unit,
Indian Institute of Science, Bengaluru, Karnataka 560012,
India; ©® orcid.org/0000-0003-4925-4346

Reshef Tenne — Department of Molecular Chemistry and
Materials Science, Weizmann Institute of Science, Rehovot
7610001, Israel; © orcid.org/0000-0003-4071-0325

Complete contact information is available at:
https://pubs.acs.org/10.1021/acs.jpcc.5c03498

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

SH and RA acknowledge funding from the European Union’s
Horizon 2020 research and innovation programme under the
Marie Sklodowska-Curie grant agreement No 889546, from
the Spanish MICIU ((PID2023-151080NB-I00/AEI/
10.13039/501100011033), from the Spanish MICIU with
funding from European Union Next Generation EU(PRTR-
C17.I1) promoted by the Government of Aragon as well as
from the “Severo Ochoa” Programme for Centres of 758
Excellence in R&D of the Spanish MICIU (CEX2023-759
001286-S MICIU/AEI/10.13039/501100011033) and the
Government of Aragon (DGA) through the project E13
23R. RT acknowledges the support of the Estate of Manfred
Hecht and the Estate of Diane Recanati and the Perlman
family foundation. The microscopy and spectroscopy works
have been conducted in the Laboratorio de Microscopias
Avanzadas (LMA) at Universidad de Zaragoza. The authors
thank 1. Echaniz and N. Navascuez (INMA) for help with
Raman spectra acquisition.

B REFERENCES

(1) Andrews, P. V.; West, M. B.; Robeson, C. R. The effect of grain
boundaries on the electrical resistivity of polycrystalline copper and
aluminium. Philos. Mag. 1969, 19, 887—898.

(2) Mayadas, A. F.; Shatzkes, M. Electrical-Resistivity Model for
Polycrystalline Films: The Case of Arbitrary Reflection at External
Surfaces. Phys. Rev. B 1970, 1, 1382—1389.

(3) Charlier, J.-C; Blase, X.; Roche, S. Electronic and transport
properties of nanotubes. Rev. Mod. Phys. 2007, 79, 677—=732.

(4) Feldman, B.; Park, S.; Haverty, M.; Shankar, S.; Dunham, S. T.
Simulation of grain boundary effects on electronic transport in metals,
and detailed causes of scattering. physica status solidi (b) 2010, 247,
1791—-1796.

(5) Munoz, R. C.; Arenas, C. Size effects and charge transport in
metals: Quantum theory of the resistivity of nanometric metallic
structures arising from electron scattering by grain boundaries and by
rough surfaces. Appl. Phys. Rev. 2017, 4, No. 011102.

(6) Jacob, J.; Rehman, U.; Mahmood, K; Ali, A.; Ashfaq, A.; Amin,
N.; Ikram, S.; Alzaid, M.; Mehboob, K. Simultaneous enhancement of
Seebeck coefficient and electrical conductivity in ZnSnO by the

engineering of grain boundaries using post annealing. Phys. Lett. A
2021, 388, No. 127034.

(7) Mypati, O.; Kumar, P. P,; Pal, S. K.; Srirangam, P. TEM analysis
and molecular dynamics simulation of graphene coated Al-Cu micro
joints. Carbon Trends 2022, 9, No. 100223.

(8) Bueno Villoro, R.; Wood, M.; Luo, T.; Bishara, H.; Abdellaoui,
L.; Zavanelli, D.; Gault, B.; Snyder, G. J; Scheu, C.; Zhang, S. Fe
segregation as a tool to enhance electrical conductivity of grain
boundaries in Ti(Co,Fe)Sb half Heusler thermoelectrics. Acta Mater.
2023, 249, No. 118816.

(9) Graham, R. L.; Alers, G. B.; Mountsier, T.; Shamma, N.; Dhuey,
S.; Cabrini, S.;; Geiss, R. H,; Read, D. T.; Peddeti, S. Resistivity
dominated by surface scattering in sub-50 nm Cu wires. Appl. Phys.
Lett. 2010, 96, No. 042116.

(10) Aslam, Z.; Nicholls, R.; Koos, A. A.; Nicolosi, V.; Grobert, N.
Investigating the Structural, Electronic, and Chemical Evolution of B-
Doped Multi-walled Carbon Nanotubes as a Result of Joule Heating.
J. Phys. Chem. C 2011, 118, 25019—-25022.

(11) Luong, M.; Robin, E,; Pauc, N.; Gentile, P.; Sistani, M,;
Lugstein, A.; Spies, M.; Fernandez, B.; Den Hertog, M. L In-Situ
Transmission Electron Microscopy Imaging of Aluminum Diffusion in
Germanium Nanowires for the Fabrication of Sub-10 nm Ge
Quantum Disks. ACS Applied Nano Materials 2020, 3, 1891—1899.

(12) Hettler, S.; Sebastian, D.; Pelaez-Fernandez, M.; Benito, A. M.;
Maser, W. K,; Arenal, R. In-situ reduction by Joule heating and
measurement of electrical conductivity of graphene oxide in a
transmission electron microscope. 2D Materials 2021, 8, No. 031001.

(13) Hsueh, Y.-H.; Ranjan, A.; Lyu, L.-M.; Hsiao, K.-Y; Chang, Y.-
C; Lu, M.-P; Lu, M.-Y. In Situ/Operando Studies for Reduced
Eletromigration in Ag Nanowires with Stacking Faults. Adv. Electron.
Mater. 2023, 9, No. 2201054.

(14) Hettler, S.; Roy, K. S.; Arenal, R; Panchakarla, L. S. Stable
Co02 Nanoscrolls with Outstanding Electrical Properties. Adv. Mater.
Interfaces 2024, 11, No. 2400317.

(15) Bishara, H; Lee, S; Brink, T.; Ghidelli M.; Dehm, G.
Understanding Grain Boundary Electrical Resistivity in Cu: The
Effect of Boundary Structure. ACS Nano 2021, 15, 16607—16615.

(16) Hettler, S.; Furqan, M.; Arenal, R. Support—Based Transfer and
Contacting of Individual Nanomaterials for In Situ Nanoscale
Investigations. Small Methods 2024, 8, No. 2400034.

(17) Chernyj, O. V.; Tikhinskij, G. F.; Storozhilov, G. E.; Lazareva,
M. B.; Kornienko, L. A, Andrievskaya, N. F.; Slezov, V. V,;
Sagalovich, V. V.; Starodubov, Y. D.; Savchenko, S. I. Nb-Ti
superconductors of a high current-carrying capacity. Supercond. Sci.
Technol. 1991, 4, 318—323.

(18) Huang, J.-W.; Pan, C; Tran, S; Cheng, B.; Watanabe, K;
Taniguchi, T.; Lau, C. N.; Bockrath, M. Superior Current Carrying
Capacity of Boron Nitride Encapsulated Carbon Nanotubes with
Zero-Dimensional Contacts. Nano Lett. 20185, 15, 6836—6840.

(19) Mohsin, K. M,; Srivastava, A. Modeling of Joule Heating
Induced Effects in Multiwall Carbon Nanotube Interconnects. IEEE
Transactions on Very Large Scale Integration (VLSI) Systems 2017, 25,
3089—-3098.

(20) Roy, K. S.; Hettler, S.; Arenal, R.; Panchakarla, L. S. Strontium-
deficient SrxCoO2—CoO2 nanotubes as a high ampacity and high
conductivity material. Mater. Horiz. 2022, 9, 2115—-2127.

(21) Wwilliams, T. B.; Hyde, B. G. Electron microscopy of cylindrite
and franckeite. Physics and Chemistry of Minerals 1988, 15, 521—544.

(22) Wiegers, G. Misfit Layer Compounds: Structures and physical
properties. Prog. Solid State Ch. 1996, 24, 1—139.

(23) Serra, M.; Stolovas, D.; Houben, L.; Popovitz-Biro, R.; Pinkas,
1; Kampmann, F.; Maultzsch, J.; Joselevich, E.; Tenne, R. Synthesis
and Characterization of Nanotubes from Misfit (LnS)1+TaS2 (Ln =
Pr, Sm, Gd, Yb) Compounds. Chem. — Eur. . 2018, 24, 11354—
11363.

(24) Serra, M.; Arenal, R;; Tenne, R. An Overview of the Recent
Advances in Inorganic Nanotubes. Nanoscale 2019, 11, 8073—8090.

(25) Sreedhara, M. B.; Bukvisova, K.; Khadiev, A.; Citterberg, D.;
Cohen, H.; Balema, V.; Pathak, A. K; Novikov, D.; Leitus, G.;

https://doi.org/10.1021/acs.jpcc.5c03498
J. Phys. Chem. C 2025, 129, 1380313812


https://orcid.org/0000-0002-9102-7895
https://orcid.org/0000-0002-9102-7895
mailto:simon.hettler@kit.edu
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Raul+Arenal"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-2071-9093
https://orcid.org/0000-0002-2071-9093
mailto:arenal@unizar.es
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="MB+Sreedhara"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-4925-4346
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Reshef+Tenne"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-4071-0325
https://pubs.acs.org/doi/10.1021/acs.jpcc.5c03498?ref=pdf
https://doi.org/10.1080/14786436908225855
https://doi.org/10.1080/14786436908225855
https://doi.org/10.1080/14786436908225855
https://doi.org/10.1103/PhysRevB.1.1382
https://doi.org/10.1103/PhysRevB.1.1382
https://doi.org/10.1103/PhysRevB.1.1382
https://doi.org/10.1103/RevModPhys.79.677
https://doi.org/10.1103/RevModPhys.79.677
https://doi.org/10.1002/pssb.201046133
https://doi.org/10.1002/pssb.201046133
https://doi.org/10.1063/1.4974032
https://doi.org/10.1063/1.4974032
https://doi.org/10.1063/1.4974032
https://doi.org/10.1063/1.4974032
https://doi.org/10.1016/j.physleta.2020.127034
https://doi.org/10.1016/j.physleta.2020.127034
https://doi.org/10.1016/j.physleta.2020.127034
https://doi.org/10.1016/j.cartre.2022.100223
https://doi.org/10.1016/j.cartre.2022.100223
https://doi.org/10.1016/j.cartre.2022.100223
https://doi.org/10.1016/j.actamat.2023.118816
https://doi.org/10.1016/j.actamat.2023.118816
https://doi.org/10.1016/j.actamat.2023.118816
https://doi.org/10.1063/1.3292022
https://doi.org/10.1063/1.3292022
https://doi.org/10.1021/jp206424v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp206424v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.9b02564?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.9b02564?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.9b02564?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.9b02564?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1088/2053-1583/abedc9
https://doi.org/10.1088/2053-1583/abedc9
https://doi.org/10.1088/2053-1583/abedc9
https://doi.org/10.1002/aelm.202201054
https://doi.org/10.1002/aelm.202201054
https://doi.org/10.1002/admi.202400317
https://doi.org/10.1002/admi.202400317
https://doi.org/10.1021/acsnano.1c06367?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsnano.1c06367?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/smtd.202400034
https://doi.org/10.1002/smtd.202400034
https://doi.org/10.1002/smtd.202400034
https://doi.org/10.1088/0953-2048/4/7/009
https://doi.org/10.1088/0953-2048/4/7/009
https://doi.org/10.1021/acs.nanolett.5b02716?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.nanolett.5b02716?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.nanolett.5b02716?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1109/TVLSI.2017.2737884
https://doi.org/10.1109/TVLSI.2017.2737884
https://doi.org/10.1039/D1MH01987B
https://doi.org/10.1039/D1MH01987B
https://doi.org/10.1039/D1MH01987B
https://doi.org/10.1007/BF00311023
https://doi.org/10.1007/BF00311023
https://doi.org/10.1016/0079-6786(95)00007-0
https://doi.org/10.1016/0079-6786(95)00007-0
https://doi.org/10.1002/chem.201801877
https://doi.org/10.1002/chem.201801877
https://doi.org/10.1002/chem.201801877
https://doi.org/10.1039/C9NR01880H
https://doi.org/10.1039/C9NR01880H
pubs.acs.org/JPCC?ref=pdf
https://doi.org/10.1021/acs.jpcc.5c03498?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

The Journal of Physical Chemistry C

pubs.acs.org/JPCC

Kaplan-Ashiri, I; et al. Nanotubes from the Misfit Layered
Compound (SmS)1.19TaS2: Atomic Structure, Charge Transfer,
and Electrical Properties. Chem. Mater. 2022, 34, 1838—1853.

(26) Khadiev, A.; Sreedhara, M. B.; Hettler, S.; Novikov, D.; Arenal,
R; Tenne, R. Misfit Layered Compounds: Insights into Chemical,
Kinetic, and Thermodynamic Stability of Nanophases. Acc. Chem. Res.
2024, 57, 3243—3253.

(27) Sreedhara, M. B.; Khadiev, A.; Zheng, K.; Hettler, S.; Serra, M.;
Castelli, I. E.; Arenal, R.; Novikov, D.; Tenne, R. Nanotubes from
Lanthanide-Based Misfit-Layered Compounds: Understanding the
Growth, Thermodynamic, and Kinetic Stability Limits. Chem. Mater.
2024, 36, 4736—4749.

(28) Merrill, D. R;; Moore, D. B.; Bauers, S. R; Falmbigl, M,;
Johnson, D. C. Misfit Layer Compounds and Ferecrystals: Model
Systems for Thermoelectric Nanocomposites. Materials 2015, 8,
2000—2029.

(29) Stolovas, D.; Popovitz-Biro, R;; Sinha, S. S.; Bitton, O.; Shahar,
D.; Tenne, R.; Joselevich, E. Electrical Properties of LaS-TaS2Misfit
Layered Compound Nanotubes. Isr. J. Chem. 2022, 62,
No. €202100072.

(30) Pan, Y,; Chen, W.; Zheng, C.; Lv, Z.; Zhong, M,; Hu, K;
Huang, F,; Dong, W. “Lasagna”-Structured SnS-TaS2Misfit Layered
Sulfide for Capacitive and Robust Sodium-Ion Storage. Small 2024,
20, No. 2404127.

(31) Molina-Mendoza, A. J.; Island, J. O.; Paz, W. S.; Clamagirand, J.
M,; Ares, J. R;; Flores, E.; Leardini, F.; Sinchez, C.; Agrait, N.; Rubio-
Bollinger, G.; et al. High Current Density Electrical Breakdown of
TiS3 Nanoribbon-Based Field-Effect Transistors. Adv. Funct. Mater.
2017, 27, No. 1605647.

(32) Empante, T. A,; Martinez, A.; Wurch, M.; Zhu, Y.; Geremew,
A. K; Yamaguchi, K; Isarraraz, M.; Rumyantsev, S.; Reed, E. J;
Balandin, A. A,; et al. Low Resistivity and High Breakdown Current
Density of 10 nm Diameter van der Waals TaSe3 Nanowires by
Chemical Vapor Deposition. Nano Lett. 2019, 19, 4355—4361.

(33) Hettler, S.; Sreedhara, M. B.; Serra, M.; Sinha, S. S.; Popovitz-
Biro, R.; Pinkas, I; Enyashin, A. N.; Tenne, R.; Arenal, R. YS-TaS2
and YxLal-xS-TaS2 (0 < x < 1) Nanotubes: A Family of Misfit
Layered Compounds. ACS Nano 2020, 14, 5445—5458.

(34) Mueller, M. H. The lattice parameter of tantalum. Scripta
Metallurgica 1977, 11, 693.

(35) Higlund, J.; Fernandez, G. A.; Grimvall, G.; Kérling, M. Theory
of bonding in transition-metal carbides and nitrides. Phys. Rev. B:
Condens. Matter 1993, 48, 11685—11691.

(36) Arakcheeva, A.; Chapuis, G.; Grinevitch, V. The self-hosting
structure of fB-Ta. Acta Crystallographica Section B Structural Science
2002, 58, 1-7.

(37) Basangon, P.; Adolphe, C; Flahaut, J.; Laruelle, P. Sur les
varietes @ et f des sulfures L2S3 des terres rares. Mater. Res. Bull.
1969, 4, 227-237.

(38) Sreedhara, M. B.; Khadiev, A.; Zheng, K.; Hettler, S.; Serra, M.;
Castelli, I. E.; Arenal, R.; Novikov, D.; Tenne, R. Nanotubes from
Lanthanide-Based Misfit-Layered Compounds: Understanding the
Growth, Thermodynamic, and Kinetic Stability Limits. Chemistry of
materials 2024, 36, 4736—4749.

(39) Hettler, S.; Arenal, R. Synthesis and dynamics of PtSi
nanoparticles on a carbon nanofilm by in-situ TEM Joule heating.
Carbon Trends 2024, 15, No. 100348.

(40) Kuball, A;; Gross, O.; Bochtler, B.; Busch, R. Sulfur-bearing
metallic glasses: A new family of bulk glass-forming alloys. Scripta
Materialia 2018, 146, 73—76.

B NOTE ADDED AFTER ASAP PUBLICATION

Due to a production error, the Supporting Information videos
were linked incorrectly in the version of this paper that was
published ASAP July 21, 2025. The corrected version was
reposted July 21, 2025.

13812

CAS INSIGHTS™

EXPLORE THE INNOVATIONS
SHAPING TOMORROW

Discover the latest scientific research and trends with CAS Insights.
Subscribe for email updates on new articles, reports, and webinars
at the intersection of science and innovation.

Subscribe today

https://doi.org/10.1021/acs.jpcc.5c03498
J. Phys. Chem. C 2025, 129, 1380313812


https://doi.org/10.1021/acs.chemmater.1c04106?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.1c04106?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.1c04106?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.4c00412?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.4c00412?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.4c00481?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.4c00481?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.4c00481?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.3390/ma8042000
https://doi.org/10.3390/ma8042000
https://doi.org/10.1002/ijch.202100072
https://doi.org/10.1002/ijch.202100072
https://doi.org/10.1002/smll.202404127
https://doi.org/10.1002/smll.202404127
https://doi.org/10.1002/adfm.201605647
https://doi.org/10.1002/adfm.201605647
https://doi.org/10.1021/acs.nanolett.9b00958?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.nanolett.9b00958?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.nanolett.9b00958?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsnano.9b09284?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsnano.9b09284?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsnano.9b09284?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/0036-9748(77)90141-7
https://doi.org/10.1103/PhysRevB.48.11685
https://doi.org/10.1103/PhysRevB.48.11685
https://doi.org/10.1107/S0108768101017918
https://doi.org/10.1107/S0108768101017918
https://doi.org/10.1016/0025-5408(69)90098-1
https://doi.org/10.1016/0025-5408(69)90098-1
https://doi.org/10.1021/acs.chemmater.4c00481?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.4c00481?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.4c00481?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.cartre.2024.100348
https://doi.org/10.1016/j.cartre.2024.100348
https://doi.org/10.1016/j.scriptamat.2017.11.011
https://doi.org/10.1016/j.scriptamat.2017.11.011
pubs.acs.org/JPCC?ref=pdf
https://doi.org/10.1021/acs.jpcc.5c03498?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://solutions.cas.org/CASInsights_Subscribe?utm_campaign=GLO_GEN_ANY_CIS_AWS&utm_medium=DSP_CAS_ORG&utm_source=Publication_CEN&utm_content=pdf_footer 

