
This journal is©The Royal Society of Chemistry 2020 Chem. Commun., 2020, 56, 15537--15540 | 15537

Cite this:Chem. Commun., 2020,

56, 15537

Molecular layer deposition of Li-ion conducting
‘‘Lithicone’’ solid electrolytes†

Eric Kazyak, ‡a Minjeong Shin,‡a William S. LePage,a Tae H. Choa and
Neil P. Dasgupta *ab

We demonstrate the fabrication of Li-containing (‘‘lithicone’’) thin films

prepared via molecular layer deposition (MLD) using lithium tert-

butoxide and ethylene glycol. X-ray photoelectron spectroscopy

reveals that the stoichiometry of the lithicone is Li1.5C2O1.8 (H omitted),

with C–O–Li moieties present in the film. The bonding environment of

lithicone is distinct from that of lithium carbonate or MLD alucone films.

Electrochemical impedance spectroscopy measurements show that

annealed lithicone films exhibit room temperature ionic conductivity

of 3.6–5 � 10�8 S cm�1 with an activation energy of B0.6 eV. The

lithicone MLD process provides a pathway to further develop hybrid

inorganic–organic Li-ion conducting materials for future battery

applications.

Atomic layer deposition (ALD), and its organic analog molecular
layer deposition (MLD), are gas-phase thin film deposition tech-
niques that have been broadly applied in lithium battery
applications.1,2 This includes interfacial coatings for anodes
and cathodes, deposition of electrodes and solid electrolytes,
and fabrication of thin-film/three-dimensional batteries.3–6

ALD/MLD are based on self-limiting surface reactions where
gaseous precursors are sequentially exposed to the substrate to
grow a film in a layer-by-layer manner.1,2 The unique capability
of ALD/MLD to conformally coat non-planar geometries with
precise control of thickness and composition enables the for-
mation of passivation layers that can prevent electrode materials
from degradation at low/high electrochemical potentials, while
facilitating the flux of ions across interfaces.3–8

Among the various ALD/MLD films developed for battery
applications, Li-ion conducting films are receiving great interest
due to their potential to be directly adopted as solid electrolytes
or interlayer materials that allow ion transport through the film

without significantly increasing cell impedance.9 In the past
decade, significant advancements have been made in developing
Li-ion conducting ALD materials.10–20 Several Li-ion conducting
ALD films such as LixAlyO, LixAlyS, LiTaxOy, LiPON, Li7La3Zr2O12,
and Li3BO3–Li2CO3 have been reported with ionic conductivities
ranging 10�10–10�6 S cm�1.10–20 Despite great achievements in
fabricating ALD thin films for Li-based batteries, research efforts
to develop Li-conducting films prepared via MLD have been
limited.

MLD is an organic equivalent to ALD where organic precursors
are employed as oxidizers. Similar to ALD, MLD is characterized
by sequential and self-limiting surface reactions that result in a
conformal and uniform coating of polymeric or inorganic–organic
hybrid thin films (‘‘metalcones’’).2 MLD films have been explored
for battery applications where increased mechanical ductility of
the coating is desirable, such as surface coatings for high volume
expansion electrode materials (e.g. Si anodes) or as an interlayer in
solid-state batteries.4,5,21–23

In liquid electrolyte systems, Piper et al. investigated the
MLD coating of alucone (deposited using trimethylaluminum
and glycerol precursors) as a buffer layer for Si anodes.22 Si
nanoparticles coated with alucone exhibit superior cycling
stability relative to bare Si nanoparticles, which is attributed
to the formation of a stable passivation layer that is able to
accommodate large volume changes of the active material.22 In
another work, Sun and co-workers demonstrated the use of
dual protective layer of ALD Al2O3 as the inner layer and MLD
alucone as the outer layer to stabilize the Li metal anode,
showing enhanced cycling stability and suppressed growth of
mossy Li.21 In solid-state batteries, alucone was shown to be
more effective than ALD Al2O3 as an interlayer between Li metal
and Li10SnP2S12 solid electrolyte, which was attributed to the
improved mechanical properties of the MLD film.23

Despite these demonstrations of MLD interlayers in battery
applications, alucone films do not contain lithium as-deposited,
and instead, rely on chemical and/or electrochemical lithiation
of the films during cycling. This leads to a general lack of control
over the ionic conductivity of the films, which is also difficult to
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measure, and may evolve during extended cycling. Therefore,
there is a need to develop Li-containing MLD films that act as
solid electrolytes with high ionic conductivity, which could be
used in a wide range of battery applications. However, there are
only a few Li-containing MLD films reported to date, and no
reported measurements of the ionic conductivity values of MLD
films.24–27

In this work, MLD was used to deposit Li-containing organic
thin films that we refer to as ‘‘lithicone’’, in analogy with other
metalcone films.2 Lithium tert-butoxide (LiOtBu) was used as
the lithium precursor and ethylene glycol (EG) was used as the
organic linker. This specific combination of precursors has not
been previously reported. Spectroscopic ellipsometry, in situ
quartz crystal microbalance (QCM), and atomic force micro-
scopy (AFM) measurements were performed to study the MLD
growth characteristics. The lithicone film composition and
chemical environment was characterized using X-ray photo-
electron spectroscopy (XPS). The room temperature Li-ion con-
ductivity of the annealed lithicone film is 3.6–5 � 10�8 S cm�1,
measured by electrochemical impedance spectroscopy (EIS),
which illustrates the potential of these films as solid electrolyte
layers.

For the choice of lithium precursor, LiOtBu was selected because
it has been successfully demonstrated in other Li-containing ALD
films, owing to a sufficiently high vapor pressure and demonstra-
tion of self-limiting surface reactions.10,12–18 EG was used as the
organic precursor, owing to its high vapor pressure and thermal
stability within the deposition temperature window.2,28 A saturation
study of the lithicone MLD process was performed by varying
precursor pulse length of both the LiOtBu and EG precursors
(Fig. 1a, b and Fig. S1, ESI†). The thicknesses of the lithicone films
after 200 MLD cycles were measured by spectroscopic ellipsometry.
As shown in Fig. 1a and b, the film thickness increases with
increasing precursor exposure time before reaching a plateau,
which indicates the self-limiting nature of this MLD process. Pulse
saturation time was determined to be 8 s for LiOtBu and 0.15 s
for EG.

The measured thicknesses of the films as a function of MLD
cycle number is shown in Fig. 1c. The film thickness increases
linearly with increasing cycle number, corresponding to the
growth-per-cycle (GPC) of 2.6 Å cycle�1. We note that the linear
regression line does not pass through origin, suggesting the
presence of initial nucleation delay in the initial cycles on a
Si substrate. A similar growth profile with a nucleation delay was
reported in a previous MLD study using LiOtBu and 1,3-pro-
panediol.26 We performed AFM measurements to further study
the initial film nucleation, which will be discussed below.

In situ QCM studies were performed to monitor the mass uptake
during film growth. Fig. S2 (ESI†) shows that the mass uptake
increases linearly, which is in good agreement with the trend shown
in Fig. 1c. Fig. 1d shows a magnified view of 3 representative cycles
from a longer deposition. As shown, the LiOtBu pulse results in an
initial mass gain followed by a gradual decrease. A similar trend is
observed after the EG exposure. The slight decrease in mass during
purging is attributed to the initial adsorption/absorption of precursor
onto the surface and into the bulk, followed by desorption.28,29

The saturation-limited growth characteristics were further
investigated by depositing the film on a Si trenches (Fig. S3,
ESI†). The SEM images show conformal deposition of the
lithicone film on Si microstructures, demonstrating the non-
line-of-sight deposition characteristics of the MLD process.

We performed AFM analysis to study the morphology and
growth characteristics of lithicone as a function of cycle number.
As shown in Fig. 2, the surface morphology of the film evolves
with cycle number, along with the RMS roughness. During the
initial deposition cycles, the film morphology consists of small
grains, which grow vertically and laterally with increasing cycle
number. This evolution corresponds well with the increase of
RMS roughness between cycles 50–150. This is consistent with
the nucleation delay observed in ellipsometry measurement
shown in Fig. 1c. After 150 cycles, the film morphology remains
relatively unchanged, and the RMS roughness value reaches a
plateau. This result implies that once the initial nucleation stage
is complete, the film grows in a layer-by-layer manner.

XPS was performed to determine the composition and
chemical environment of the lithicone film (Fig. 3). Fig. 3
shows XPS O 1s, C 1s, and Li 1s core scans of the lithicone
film deposited at 135 1C. For reference, XPS spectra of alucone
(MLD of TMA + EG) and lithium carbonate (ALD of LiOtBu +
H2O + CO2) are also shown in the first and second rows of
Fig. 3, respectively. Curve fitting of the XPS spectra was per-
formed to deconvolute each species. Peak assignments are
based on previous values reported in the literature along with
known standard samples.26,28,30–32

Fig. 1 Thickness of the lithicone film after 200 cycles as a function of
(a) LiOtBu and (b) EG pulse lengths, showing self-limiting growth char-
acteristics. (c) The film thickness as a function of number of MLD cycle
numbers, showing linear growth. Error bars in panels (a–c) represent film
uniformity across a 100 mm-diameter wafer. (d) In situ QCM measured
during sequential exposure of LiOtBu and EG. The shaded color regions
represent LiOtBu and EG pulses, respectively. The film deposition tem-
perature was 135 1C in all cases.
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As shown in Fig. 3d, the prepared lithicone film contains
B28 atomic % of lithium, demonstrating successful incorpora-
tion of lithium into the MLD film. The stoichiometry of the
as-deposited lithicone film was calculated to be Li1.5C2O1.8

(hydrogen content not included).
As shown in Fig. 3, the XPS spectra of alucone can be fit with

a primary peak corresponding to C–O bonding – 533.1 eV for
the O 1s peak and 287.4 eV for C 1s peak (yellow). The lithicone
film exhibits a distinct chemical environment from that of
alucone, showing predominant peaks at 531.0 eV for O 1s,

286.0 eV for C 1s, and 55.2 eV for Li 1s (light blue), associated
with C–O–Li moieties (Fig. 3). The binding energy of the primary
peak in lithicone is significantly lower than that of alucone, for
both the O 1s and C 1s peaks. This is the consequence of Li
association with C–O bonds, forming C–O–Li bonding environ-
ments in lithicone.

Next, we examine the ionic conductivity of lithicone to
evaluate the possibility of using lithicone in Li battery applica-
tions. The ionic conductivity was measured by depositing the
film onto interdigitated Pt electrodes (Fig. S4, ESI†), as reported
previously.13,17,18 This electrode geometry enables characteriza-
tion of the ionic and electronic conduction properties of thin
films without the need to further deposit blocking electrodes
on top of the film after the ALD/MLD process. Electrochemical
impedance spectroscopy (EIS) was conducted on a lithicone
film deposited on Pt electrode. The ionic conductivity of the
as-deposited lithicone was unmeasurable. After post-deposition
annealing at 350 1C, the film exhibits an irreversible increase in
ionic conductivity upon heating and subsequent cooling back
to 30 1C. This is similar to the behavior observed for ALD of
Li3BO3–Li2CO3, where the increase in ionic conductivity is
attributed to structural changes in the film.18 The impact of
annealing temperature on ionic conductivity and transference
number is shown in Fig. S5 (ESI†).

We performed XPS analysis on the lithicone film after
annealing, and observed subtle changes to the core spectra
(Fig. S6, ESI†), and negligible changes to the overall composi-
tion. X-ray diffraction (XRD) analysis show that the lithicone
film remains amorphous after annealing, suggesting no phase
transition upon annealing (Fig. S7, ESI†). Fourier-transform
infrared spectroscopy (FTIR) spectra of the as-deposited and
annealed film show that the chemical bonding of the film
remains unchanged with annealing, consistent with the XPS
analysis (Fig. S8, ESI†). A full mechanistic understanding of
conductivity increase with annealing will be the subject of
future studies.

Representative Nyquist plots of films after post-deposition
annealing were collected at several temperatures are shown in
Fig. 4a. The Nyquist plots were fit with the equivalent circuit
shown in the inset of Fig. 4a to quantify the resistance of each
cell component. The linear relationship of the ln(sT) vs. T�1

data allows for determination of the activation energy, as
shown in Fig. 4b.

Our measurement shows that the annealed lithicone film
deposited at 175 1C exhibits an ionic conductivity of 3.6 �
10�8 S cm�1 at 30 1C with activation energy of 0.6 eV. The lithicone
film deposited at 135 1C shows similar ionic conductivity trend,
with a value of 5 � 10�8 S cm�1 at 30 1C (Fig. S9, ESI†). To the
best of our knowledge, this is the first reported Li-ion con-
ductivity of an MLD film. The ionic conductivity and activation
energy value are comparable to several Li-ion conducting thin
films prepared by ALD such as LiAlO2, LiPON, LixAlyS, LiAlF4,
and LiNbxOy.11,13–16 Although the film exhibits relatively low
ionic conductivity compared to bulk solid electrolytes, the
additional ohmic resistance introduced by a nanoscale thin
film lithicone would be minimal. For example, a 10 nm thick

Fig. 2 AFM images of lithicone films at (a) 50, (b) 100, (c) 150, (d) 200,
(e) 250 deposition cycles. (f) RMS roughness as a function of MLD cycle
number is shown.

Fig. 3 XPS spectra of the alucone (first row), lithium carbonate (second
row), as-deposited lithicone film (third row). Core scans (A) O 1s, (B) C 1s,
and (C) Li 1s are shown. XPS peak assignments are as follows: C–O in
alucone (yellow), adventitious carbon (grey), Li2CO3 (red), Li2O (dark blue),
C–O–Li in lithicone (light blue). (D) Atomic compositions of the as-
deposited and annealed lithicone film are tabulated.
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lithicone film corresponds to an area specific resistance of
B28 O cm2, which is lower than the interfacial impedance of
many solid-state battery systems.

To confirm that the origin of conductivity is predominantly
ionic, the electronic conductivity of the lithicone film was
measured by chronoamperometry, and the corresponding Arrhe-
nius plot is shown in Fig. S10 (ESI†). The measured electronic
conductivity of the film is 5 to 6 orders-of-magnitude lower than
the ionic conductivity, exhibiting an ionic transference number
greater than 99.999%. Therefore, these films have the potential
for use as either an interlayer or a bulk solid electrolyte in thin
film batteries.

In summary, we have successfully deposited Li-containing
organic thin films through a MLD process using LiOtBu and EG
as precursors. The self-limiting surface reactions and film
growth profiles were confirmed using spectroscopic ellipsometry
and by monitoring mass gain by in situ QCM. We demonstrate
that the lithicone film grows in a layer-by-layer manner showing
surface saturation and linear increase in film thickness. The
growth rate of film was 2.6 Å cycle�1 at a deposition temperature
of 135 1C. XPS revealed the composition and chemical structure
of the deposited lithicone film, with a bonding environment that
is distinct from lithium carbonate or alucone. The films exhibit
an ionic conductivity of 3.6 � 10�8 S cm�1 at 30 1C with an
activation energy of 0.6 eV. This is the first quantified measure-
ment of Li-ion conductivity in an MLD thin film to-date. This
study will serve as a springboard to develop advanced organic/
inorganic hybrid thin films for use in future battery applications.
Further studies will focus on developing other Li-containing
MLD processes using other precursors of varying functionalities
and compositions.
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