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Electrochemical impedance spectroscopy (EIS) is an irreplaceable tool for investigating ion transport
mechanism and growth of solid electrolyte interphases (SEls) on Li or Na electrodes. Nevertheless,
studies providing understanding of the EIS response and establishing a proper equivalent circuit models
for SEls are rare. In this study, using already published and new data, we develop a most simplified, but
suitable EIS model by focusing not only on the measured resistances but also on the corresponding
activation energies of ion transport and the respective capacitances. The equivalent circuit model takes
account of channels filled with liquid electrolyte in parallel with the more resistive bulk parts of the SEI.
The growth of initially porous SEls proceeds at the liquid/solid interface in the channel, where an
additional thin passivation layer (for example native film) may exist. The channels (in reality pores of solid
SEl) are either eventually filled, or, if the products from the reaction between liquid electrolytes and alkali

metals possess a very different molar volume compared to the already-existing material (Li or Na),
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Accepted 13th February 2023 another internally porous structure forms. The first scenario seems rather typical for Li, in particular

at longer growth times. The latter potentially self-similar-growth behavior seems to apply for contacts of

DOI: 10.1039/d2ta09189e glyme-based liquid electrolyte with Na. Inclusion of the lateral compaction effects in an extended model
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1. Introduction

Battery technology continuously changes our lives by enabling
the easier use of portable electronic devices and electric vehi-
cles, as well as enabling fossil fuel-free economy."* Despite the
substantial improvement of energy density of batteries over the
years, the fundamental understanding of the exact physical
origin of the overpotential in the battery cells is still
insufficient.>*> The overpotential is determined by a variety of
kinetic factors including ohmic drop, charge transfer at inter-
faces, charge transport within the crystal structure of materials
(solid-state diffusion), concentration polarization in electrolytes
and additional parasitic reactions.*®” Electrochemical imped-
ance spectroscopy (EIS) is a powerful technique for achieving
a more detailed understanding of the electrical transport, since
it allows decoupling of kinetic processes with different relaxa-
tion times by measurement at a wide frequency range (MHz to
mHz).** In particular, EIS is an indispensable method for the
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allows for remarkably good description for the Na/glyme scenario.

investigation of the solid electrolyte interphase (SEI), the
organic/inorganic thin passivation layer formed by the (electro)
chemical decomposition of electrolyte in contact with the
respective electrode.”*™* The experimental difficulties of SEI
studies include air-sensitivity and the inherently complex and
fragile SEI morphology composed of many chemical
compounds with variable mechanical properties and some-
times non-negligible amount of pores.”>* The above
mentioned problems pose even greater challenges for the
studies of SEIs on the reactive Li/Na metals, currently consid-
ered to be the attractive anode materials for future-generation
batteries.>*?* Although novel experimental strategies such as
cryo-transmission electron microscopy (TEM),>*"** X-ray-based
analytical tools**** and nuclear magnetic resonance (NMR)
spectroscopy have been recently applied in SEI research,?3¢*°
EIS offers particular advantages, as it enables us to distinguish
between different electrochemical transport processes in situ
and in a non-destructive way.'®*'**

Recently, we collected evidence that SEIs on the alkali metals
are porous, especially for the Na case.** The corresponding
equivalent circuit model based on the so far not published data,
as well as their growth mechanisms will be discussed in this
paper. Very general models, such as a transmission line model,
have frequently been used to treat the ionic transport in porous
electrodes. However, given the high complexity of the system,
the parametrization of such models remains difficult.**™>°

J. Mater. Chem. A, 2023, 1, 5725-5733 | 5725


http://crossmark.crossref.org/dialog/?doi=10.1039/d2ta09189e&domain=pdf&date_stamp=2023-03-11
http://orcid.org/0000-0001-6618-4306
https://doi.org/10.1039/d2ta09189e
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d2ta09189e
https://pubs.rsc.org/en/journals/journal/TA
https://pubs.rsc.org/en/journals/journal/TA?issueid=TA011011

Open Access Article. Published on 13 February 2023. Downloaded on 1/10/2026 12:26:49 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Journal of Materials Chemistry A

Rather than applying such a deductive approach, we follow an
inductive approach, which is based on a most simplified
equivalent circuit which contains a minimum number of circuit
elements. Guided by the values of activation energy and relax-
ation times, which enable us to identify the major transport
pathways, we chose the basic motif to be as simple as possible,
and make it more complex only if it appears unavoidable. In
addition to studying initial structures, we follow and discuss the
growth behavior of SEIs on Li/Na over time under open circuit
potential (OCP) from the EIS data and give suggestions about
the feasible morphological changes of the SEI. Using such
simple concepts, the growth behavior of the systems under
concern can be described amazingly well on a semi-quantitative
level. We highlight the importance of measuring the activation
energy (E,) and inspecting the capacitances, since these
parameters provide insight into the dominant ionic transport
pathways and the morphology of the SEIs.

2. Results and discussion

2.1. Equivalent circuit model for ion transport in the SEI

Li and Na electrodes were contacted with two types of liquid
electrolytes (glyme-based and carbonate-based) and the result-
ing symmetric cells were measured with EIS. The experimental
details were given in a previous publication and can also be
found in the ESI.;* The initial impedance spectra are shown in
the ESI (Fig. S1}), where only a single semicircle is observed in
the Nyquist plot for the measured frequency range (10°~1 Hz).
The semicircle corresponds to transport in the SEI as supported
by the values of capacitances which are in the range of 10”7 to
107° F cm ™2 and the values of relaxation times (Fig. 2, will be
discussed later), which do not correspond to the ion transport
in bulk liquid electrolyte or to the concentration polarization
(e.g. in bulk liquid electrolyte or in liquid electrolyte inside of
open-pores, see Fig. S1i for more details). However, for the
situation when some or many pores are closed (e.g. liquid
electrolyte encapsulated in solid SEI), such concentration
polarization may not be negligible. We also neglect current
constriction phenomena, as we expect a large number of closely
packed pores. In our previous study, we proved that SEIs on Na
metal electrodes formed by the contact with glyme- and
carbonate-based salt-in-solvent electrolytes are porous directly
after assembly, and remain porous even after the symmetric
electrochemical cell was aged under OCP for 600 hours.* This
finding was supported by the measured activation energy of
ionic transport in the SEI (E,(SEI)) (0.15-0.3 eV for the initial
storage with Na, showing values close to the ones of the
respective liquid electrolyte). Further corroboration stems from
focused-ion beam-scanning electron microscopy (FIB-SEM)
images, where a number of larger pores (ca. 50 nm) were
visible.** Thus, the SEI semicircle observed for SEI on Na metal
should not be interpreted as just a contribution of composite
material of several solid phases, as previously suggested for Li
metal.>®* Such SEI semicircle rather corresponds to a complex
transport through a solid-liquid composite material.

In order to model our EIS data, we start out with the most
meaningful parameter as far as the identification of the rate
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determining step of ion transport through the SEI is concerned,
namely the E,, derived from the temperature dependence of the
(temperature)/(diameter of the semicircle arc) from our
previous publication. The most striking difference between the
Li and Na SEIs is the contrasting value of E,(SEI) measured at
the early stages of the SEI formation (Table 1). The measured E,
values support the claim that Na SEIs are more porous than Li
SEIs, since the E, values of solid-state SEI compounds are much
higher than and the ones of the liquid electrolytes (see ESI,
Tables S1 and S2}). Furthermore, the measured effective ionic
conductivities of the SEI (ogg) calculated from the SEI geometry
(Table 1) and the measured resistance in the systems are at least
four orders of magnitude higher than the ionic conductivity
values of Li/Na single inorganic SEI compounds (Tables S1 and
S2%). As already mentioned in our previous work, the higher
porosity of the Na SEI in contrast to the Li SEI is most likely
attributable to the volume effects during the passivation layer
formation characterized by the Pilling-Bedworth ratios (Rpg, the
molar volume ratio between the SEI compounds and the metal).
These are smaller than unity for the relevant Na SEI
compounds.** Naturally, the liquid electrolyte in the channel
(termed channel liquid) is not expected to be thermodynami-
cally stable against the alkali metals, giving rise to reaction
layers at the metal surface. However, such layers must be thin,
in particular initially, so that their resistance contribution
remains negligible.

Let us start with the general morphological conception
which will later serve as an adequate guide for the two cases (Li,
Na) we refer to experimentally. We consider an alkali metal
electrode in contact with an electrolyte, which gives rise to
formation of a passivation layer (e.g. SEI) which - for simplicity -
we assume to be chemically homogeneous. We assume that
there is an opening in the SEI in which again an unprotected
contact of the electrolyte to the electrode occurs and SEI forms
within the opening. Let us now discuss the fate of this layer. We
distinguish between two extreme scenarios, in an ideal case
dictated by the molar volume change during the SEI formation
reaction. In the first case, if the opening in the SEI is small, it
plays a role of a film perturbation. Then, in a diffusion-

Tablel Summary of the activation energies of ionic transport through
SEI (E,), effective SEl conductivities (osg), and SEI capacitances derived
from the EIS measurement (C,,) in the symmetric Li/Na cells in contact
with glyme- and carbonate-based liquid electrolytes stored %nder
OCP condition for 2 hours. asg was calculated from osg = SEl ,
where deg, is SEI thickness, Reg is the measured SEI resistance afd&lis
the known geometric surface area of the electrode. Note that E,, Rsg
and dsg values are from our previous study, ref. 44. C,,, was calculated

from Cm = , Where f is the peak frequency in which the

2'7'l:fma><RSEI
|Zim| value becomes a maximum for the semicircle corresponding to
Rsei

System E,(SED)/eV  gsg/Scm ™' Cp/F

Li|1 M LiTf in triglyme|Li 0.52 2.20 x 1077 8.33 x 107/
Li|1 M LiTf in EC/DMC]Li 0.55 192 x 1077 879 x 1077
Na|1 M NaTf in triglyme|Na  0.15 5.24 x 107> 5.52 x 107°
Na|1 M NaTf in EC/DMC|Na  0.30 464 x 1077 1.25 x 10°°

This journal is © The Royal Society of Chemistry 2023
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controlled SEI growth case, where growth decreases with the
layer thickness, the opening is quickly filled, and a continuous
smooth layer is formed. The opposite occurs in the second case,
if the molar volume change is significant. Here such an opening
in the SEI occurs by necessity, namely, to accommodate the
mismatch of the molar volumes. The newly formed product at
the fresh contact will face the same mechanical problem
leading to a formation of smaller openings in this thin internal
layer. As the argument applies to even smaller dimension in this
extremely simplified scenario, a self-similar structure is ex-
pected. Of course, the reality will restrict this self-similarity to
a few steps only, and the growth will be additionally affected by
island formation. Below we will put the model on a more real-
istic footing by inclusion of lateral agglomeration of initially
formed islands.

Fig. 1a provides the simplified schematics of the SEI structure
showing an opening (channel) in the SEI in which liquid elec-
trolyte infiltrates into the bulk SEI. Bulk SEI represents the thick
and resistive SEL In the channels both the solid and liquid parts
are present. The resistances and capacitances corresponding to
these contributions are noted as Rsgipulks Cserpulk (for bulk SEI),
Rsolid,channely  Csolid,channel (for the solids in channel), and

Bulk SEI
/Solid in channel

Liquid in channel

b)  case 1: E, (SEI) ~ E, (liquid)

R/iqufd,channe/

Rliquid,bulk
C//quid,channe/
) Cserbuik
| |
11
R/iqufd,channe/ Rliquid,bulk

—— - —1 -

Fig. 1
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Riiquid,channel, Cliquid,channel (for the liquid electrolyte in channel).
Depending on the E,(SEI) values of the investigated system (Table
1), two different cases of the equivalent circuit model are taken
into account, as shown in Fig. 1b and c. The first case applies for
the E,(SEI) value which is comparable to the one of the liquid
electrolyte, in our case for Naj]1 M NaTf in triglyme|Na, where
Rgolid,channel <K Rliquid,channel 18 valid. Thereby, the contributions
from both Rgid channel @0d Csolid channel May be neglected (see ESI,
Fig. S2} for more details) and the equivalent circuit model is given
in Fig. 1b. The second case can be applied for the E,(SEI) values
between E,(liquid electrolyte) and the E,(solid SEI compounds),
where both the contribution from the solid and the liquid in the
channel should be taken into account (Fig. 1c). In both cases, an
apparent conductivity of the liquid in the channel (6}quid,channel)
can be estimated based on the measured frequency range
(Fig. S1f), and turns out to be three orders of magnitude lower
than the one of bulk liquid electrolyte (¢jiquid,channel = 2T€0fpeak <
1.7 x 107° S em ™), where fiq is a peak frequency in which the
|Zim| value becomes a maximum and ¢, is the vacuum permit-
tivity. ¢ is the dielectric constant of liquid electrolyte, which is
typically smaller than 30.>*° As such a low value of ionic
conductivity of liquid electrolyte seems unlikely, the so far

C Case 2: E, (liquid) < E, (SEI) < E, (solid)

R

R/iquid,channe/

solid,channel

Rl/'quid, bulk

| |
[ 11

| |

solid,channe iquid,channe
C. lid,ch / Cl d,ch /
e
) CSEI,bulk
| |
11
Rsolid,channel R//qu/d’chgnne/ R/fquid,bu/k

4+

(a) Faith of an opening in a passivation layer in which an interior SEl is being formed. Formation of a dense layer by quick pore filling (e.g.

morphological stability, right up). Formation of a self-similar layer (right, down). Schematic diagram of the SEI consisting of liquid channels and
thin SEl in the vicinity of the alkali metal (left). Bulk SEI represents the thick solid part of the SEI. Note that an unknown number of channels exist in
the real SEI. (b and c) Equivalent circuit models of SEl in which only the liquid channel is considered (case 1), and the capacitances from the bulk
SEl is also considered (case 2). (b) Corresponds to the case 1 of Na|l M NaTf in triglyme|Na where E,(SEl) is close to the one related to the
transport in liquid electrolyte, (c) corresponds to the case of Li|1 M LiTf in triglyme|Li, Li|1 M LiTf in EC/DMC|Li and Na|1 M NaTfin EC/DMC|Na,
where E,(SEl) is in between the E,(liquid) and the one related to the solid SEI compounds. (d) and (e) Represent for the situation where
capacitance from the bulk SEl is taken into account, while the capacitances from the solid and the liquid present in the SEl channel are neglected.

This journal is © The Royal Society of Chemistry 2023
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neglected solid parallel part of the SEI should be taken into
account in the equivalent circuit. Its conductance (1/Rsgypui)
must still be negligible, as the measured liquid-like activation
energy indicates. If the resistance is considered, the discrepancy
between oiiquid,channel aNd  Gliguig,puic Would be even larger.
However, the parallel capacitance (Csg; pui) should matter, as the
area fraction of the parallel channels is expected to be small. If the
Csg,pulk is taken into account, as shown in Fig. 1b and c (bottom),
the conductivities of the channel-liquid and bulk-liquid become
more similar. According to the measured SEI resistance values,
Ciiquid,channel 1S estimated to be in the order of 10" to 10 '° F

eten)
Cliquid,channel =

» Riiquid channel < Rsm) .
Riiquid,channel Tliquid channel

. 1 .
The measured capacitance values | Cp, = ———— | are lis-
2nfi:yeal<RSEI

ted in Table 1, which are four to six orders or magnitude higher
than the Cjguid,channer values. This implies that most of the
capacitance stem from the solid bulk SEI, meaning that the
relaxation time is determined by the resistance of the liquid
channel and the capacitance of the solid bulk SEI (1 = Rchanner-
Csg1pulk, s€€ Fig. 1d and e). Detailed understanding of the pore
geometry and distribution, which could possibly be achieved with
cryo-TEM, would be the next logical step towards full character-
ization. This proved to be difficult until now, as the typical Ga ion
beam FIB-SEM sample preparation technique available in our lab
has not yielded suitable results due to reactivity of SEI, melting of
the substrate (e.g. Li, Na) under the ion beam, and sample
thickness limitations (ESI, Fig. S31). Indeed, these seem to be the
typical problems other groups encounter when characterizing
microstructure of SEIs on alkali metals, which may be circum-
vented by electrodeposition of metals on Cu TEM grid, or by using
in situ cryo-TEM cells.”~ However, in these cases, the SEI struc-
tures imaged may defer from the ones occurring in real battery
cells due to the differences in the cell pressure and electrolyte to
electrode volume ratio.

In the second case, the resistance stemming from the
channel (Rchannel) can be described by a function of the resis-
tance from the solid SEI in the channel (Rgolid,channel) and the
one from the liquid in the channel (Rjiquid,channel) as follows:

Rchannel = Rsolid,channel + Rliquid,channel- (1)
. dlno . .
Since E, = — R——— (where R is the gas constant, T is the
9(1/T)
temperature), eqn (1) can - using the identity

dlnd yi=>" (gly d1n yi)) ,% - be transformed into

1

R lid,channel
Ea (channel) _ solid,channel

E, (solid, channel)
Rsolid.channel + Rliquid.channel

Rliquid,channel

E, (liquid, channel)
(2)

where E,(solid,channel) and E,(liquid,channel) refer to the
ionic transport through solid SEI layer and liquid in the
channel, respectively. For E,(channel) = E,(SEI), eqn (2) can be

Rsolid.channel + Rliquid,channel

5728 | J Mater. Chem. A, 2023, 1, 5725-5733
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rearranged in terms of the thickness ratio of the liquid part and
the solid part in the liquid channel to yield

dliquidxhanncl _ O'quuid,chunncl Ea(solid,channel) - EA(SEI)
N E,(SEI) — E, (liquid, channel) /

dsolid,channcl O solid channel

(3)

Upon additional assumption that the SEI resistance is solely
dominated by the channel (Rsgr = Rehannel), the thickness ratio
(dliquid,channel

dsolid‘channel
and oglid,channel (Fig. S4%). The obtained results indicate that
the thickness of the liquid channel is orders of magnitude
higher than the one of solid part in the liquid channel, unless
the solid is conductive enough (dsofid channel > 10°° S em™,
E,(solid,channel) < 0.5 eV).

) can be plotted as a function of E,(solid,channel)

2.2. SEI growth under open circuit potential condition

In order to better understand the growth specific kinetics, the
model needs refinement. Let us first consider Fig. 2 which
shows the time evolution of SEI resistance (Rgg;), SEI capaci-
tance (Csgy, derived in the same way as it was done for Cy, in
Table 1) and relaxation times (t = RggiCsgr) recorded under
open-circuit conditions for approximately 600 hours for four
characteristic systems in Fig. 2. Classic thin film growth laws are
typically parabolic (diffusion-controlled) and linear (inter-
facially-controlled),*>** but the real situation might deviate from
the models owing to the chemical and morphological
complexity. Compared to the case of Li where relatively mild
changes of Rgg; and Cggp over time were observed (Fig. 2a-d), the
Na system experiences striking changes of Rsg; and 1, while Cgg;
varies less (Fig. 2e-h). We ascribe the distinguished behavior of
Na compared to Li to the Pilling-Bedworth ratio as mentioned
previously, implying that pores are continuously created,
leading to continuous infiltration of the liquid and subsequent
chemical reaction, whenever the liquid meets the naked alkali
metal. For the SEI forming on Li where Rpg is greater than unity
(in the case of several SEI compounds such as Li,CO; (1.35),
LiOH (1.26) and Li,S (1.06)), more morphologically-uniform and
denser SEI (compared to Na SEI) seems to be realized. The local
chemical reaction at the metal/liquid contacts will lead to the
SEI growth and thus to the increase of the E,. Fig. 2 shows such
an increase of Rgg; and E,(SEI) values upon aging for all Li/Na
symmetric cells under consideration, regardless of the used
electrolytes.

The most interesting SEI growth behavior was observed in
the Na symmetric cell with glyme-based electrolyte (Fig. 2e). The
initial behavior of Rgg; (¢ < 280 hours) shows a long period of low
resistance (few ohms) where the E, tells us that the ion transport
mechanism through liquid phase is dominant, followed by an
abrupt increase of the SEI resistance and subsequent inter-
mittent interruptions. For the purpose of examining the
reproducibility of data, six Na-glyme cells were assembled and
measured with the identical experimental method (ESI,
Fig. S51). All cells showed similar Rgg; behavior over time (small
Rsgy values until 100-200 hours and abrupt increase, followed by

This journal is © The Royal Society of Chemistry 2023
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Fig. 2 Time-dependent SEl resistance (Rsg), SEl capacitance (Csg)) and the relaxation time (t = RsgCsg)) measured in Li/Na symmetric cells with
glyme-based and carbonate-based electrolytes stored under open-circuit condition. (a and b) Li|1 M LiTf in triglymel|Li, (c and d) Li|1 M LiTf|Li in
EC/DMC, (e and f) Na|1 M NaTf in triglyme|Na, (g and h) Na|1 M NaTf in EC/DMC|Na. The activation energies corresponding to Rsgy measured by
temperature-dependent EIS are denoted in (a, ¢, e and g). E,(SEI) measured after 2 hours is marked as blue while the one measured after 600
hours is marked as purple.

intermittent Rgg; drops). The increase can be ascribed to the the densification of the pores in a lateral direction, caused by
situation in which transport in the pore-solid becomes the rate the ongoing reaction in the pores or external pressure built up
determining step, while the abruptness may be attributable to in the cell. The following intermittent resistance drop indicates

This journal is © The Royal Society of Chemistry 2023 J. Mater. Chem. A, 2023, 11, 5725-5733 | 5729
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partial channel formation connected with the newly formed as
a result of the (i) analogous mechanical instability discussed
above, (ii) dissolution of the SEL*® or (iii) mechanical
detachment in the course of continuous chemical reaction. If
the Rpp values of the reaction products in the liquid channel are
similar to the ones of the initial SEI formation, a continuous
pore formation with a certain degree of self-similarity can be
expected. This means that the sequence of infiltration, reaction,
growth and cracking can be continued on a continuously
smaller scale. A self-similar evolution of SEI would demand
continuously lower SEI growth periods and continuously higher
residual resistances, a feature that despite the over-
simplification seems to be met in Fig. 3. The interpretation of
the growth mechanism of SEI on Na in glyme-based electrolytes
used in this study is as follows: The Na SEI is initially porous,
thus the resistance is dominated by the ion transport in the
liquid channel. Blocking within the liquid channels by newly
formed reaction products at the Na surface connected with
densification leads to the abrupt increase in resistance. The SEI-
forming reaction progresses with mechanical instability of the
SEIL, and seemingly in a self-similar manner. Note that this
picture is strongly simplified and additional kinetic pathways
are possible.

Let us put this on a more quantitative level by also including
lateral morphological effects. For the system under concern, we
expect the formation of islands soon after contact of the elec-
trolyte with the metal. The islands are initially isolated, but in
the course of time they will form an increasingly dense layer. In
this stage, this portion of a surface film can be treated as
a composite of solid and liquid portions with increasing volume
fraction of the solids. We then can approximate the overall
resistance Rgg; as

P3 —
1 0 1

0
3000

Stage 2

I 2000 A

Reg /€

1000 A

Stage 1

time —

Fig. 3 Modelling of the thin film growth where volume changes are
such that islands occur. Such islands grow together laterally to form
a more compact film (stage 1), which then grows according to a linear
growth law (stage 2). After a mechanical instability, the film cracks, and
in the opening, the same scenario repeats (stage 3) etc. The detailed
parameters are given in ESI,{ but the comparison with Fig. 2e shows
the remarkable reproduction of all the basic growth features.
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= + (4a)
Rsir R!o]id R + £
M @ (0g01ia) + (1 — @) Tliquia

The right-hand term in the denominator of the second
summand takes account of this composite contribution, with
Osolids Tliquia describing the conductivities of the two phases,
while g is a geometrical factor standing the ratio for thickness
(d) and area (4) of the composite (in the channels). R!Dlid is short
for the resistance parallel to the channels; 1/RS‘Olid is negligible
in the very beginning where the compaction affects the entire
contact area, but becomes increasingly important at later
stages. RL ., is the series contribution of compact film portions
within the channels. It can be neglected in the following. With
a slight rearrangement we write

1
Rsei;  RI

solid,i

o7+ (1 -9,
i

+ (4b)
where v = g/ojiquia and r is short for the ratio og1ia/Gliquia-
Already this simple equation (eqn (4b)) can reproduce the
complex behavior shown in Fig. 2e, if we reasonably assume
that ¢ essentially increases linearly with time in the respective
stages of compaction. The subscript i in eqn (4b) labels the
respective time-stage indicated in Fig. 3. In stage 1 islands grow
together all over the contact area. The very abrupt behavior
observed experimentally is simply the consequence of r being
very low, and it contributes only very close to ¢; = 1.

After the abrupt R-increase (now the islands have formed
a resistive, comparatively closed layer), Rgg; increases linearly
within time (stage 2). The linearity indicates that the product
formation is not determined by the flux through the product but
rather by liquid transport. Note that the highly resistive film
(realized in stage 2) is still not as resistive as a very dense film and
exhibits an activation energy which is still lower than that of the
pure solid, indicating remaining porosity. This is also seen by
comparison with the resistance values of Fig. 2g. (The fact that
Rsgy is higher than in Fig. 2a reflects the lower conductivity of the
Na-compounds compared to the Li-compounds (see ESI)). This
porous film then reaches a thickness where cracking occurs (the
low mechanical strength can be attributed to the porosity). The
resistance drops to a level (stage 3) that is higher than in stage 1
as the area in which now island formation occurs is much
smaller, while the other parts are taken care of by Rﬂoﬁd. Again
eqn (4a) can describe the further evolution, even the curved
behavior in stage 3 is well reproduced even if r remains
unchanged. This is a consequence of the (1 /R!(,hd) term: initially,
ie,at @3 = 0 its influence is minimal but becomes increasingly
significant with increasing time (¢3) as the channels become
more resistive. After the channel has become (partially) filled, the
parallel resistance is the dominant contributor. This filling has to
happen more quickly than in stage 1, as the area fraction of the
channels is less than 1. If we assume d; = d; and o,;q to remain
constant, an area fraction of 10 follows for which the observed
filling time appears even too long. However, one can certainly
assume that the channels are not completely filled (d; < d,) and
that the final film is porous (og,iq becoming higher) leading to

This journal is © The Royal Society of Chemistry 2023
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a greater area fraction. The resistance of the porous SEI is
nonetheless similar to that at the end of stage 2 (probably a little
higher owing to the increased mass). In stage 4, linear growth
dominates again, and the observed slope is similar so that the
upper parts of the resistance could overall follow a linear growth
law. This growth is interrupted due to mechanical instability
which occurs earlier than in stage 2, owing to a higher overall
inhomogeneity. As outlined before, this scenario may be expected
to be continued roughly self-similarly. A more detailed analysis is
given in the ESL] here we just show the result for such fitting of
Fig. 2e for 4 stages revealing the remarkable agreement. A more
detailed description is pointless since in contrast to these char-
acteristic patterns the details are not exactly reproduced.

The behavior in Fig. 2g is strikingly different; here approxi-
mately a square root behavior is seen, i.e. the film growth is
rather homogeneous and determined by the flux through the
film. It may be assumed that the different electrolyte chemistry
renders the film mechanically tougher and probably denser due
to the difference in polymeric contributions. Accordingly, the
resistance is higher even though the similar activation energy
may suggest still the presence of liquid-filled pores that elec-
trically contribute. The behaviour of the capacitance (Fig. 2f) is
also interesting as the absolute variations are smaller and it
exhibits structures already in stage 1, before it decreases by
about one order of magnitude. Such structure is expected due to
the lateral phenomena discussed above. The lower values at
later stages reflect the fact that parallel solid parts determine
the capacitance in agreement with the equivalent circuit model
(Fig. 1). The somehow opposite behavior when compared to the
resistance is rooted in the opposite geometric dependence when
compared to the resistance.

3. Conclusion

In this work, we treated the time-dependent impedance spec-
troscopy results in the light of our previous study on ion
transport in SEIs concerning Li/Na storage. The striking
differences between Li and Na are reflected by the E,(SEI) values
indicating the presence of large amount of liquid channels in
the latter case. Based on this fact and the corresponding
relaxation times of the SEI processes, we propose a very simple
equivalent circuit model that takes account of channels within
the SEI structure which are at least partially filled with the liquid
electrolyte. As long as the solid SEI layers in the channels are
highly resistive compared to the liquid in the channels,
impedance is dominated by the liquid transport. Parallel
contributions by the surrounding solid are then negligible in
terms of the resistance, but dominate the capacitive part of the
impedance. In the course of time, the reaction layers within the
channels grow and the overall resistance becomes more solid-
like. If the reaction layer exhibits a decreased molar volume,
a self-similar growth mode may be applicable. This minimal
motif of partially liquid-filled channels within a resistive but
dielectrically active matrix is not only relevant for the Na cases.
It can also be applied to the more coherent layers; here the motif
represents perturbations that, in the course of time, get ‘ironed
out’ (the surface flattens) because the channel solid grows faster

This journal is © The Royal Society of Chemistry 2023
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than the surrounding (due to its thickness) until the channel is
closed. Extending the model by explicitly including lateral film
compaction due to agglomeration of islands can explain all the
characteristic features of the complex SEI growth.

Our finding is critical especially since previous reports on Na
in combination with glyme-based electrolytes suggest that the
initially low values of Rgg; are an indication of chemo-
mechanically stable and conductive SEL®* However, we
show that the low values of Rgg; does not per se originate from
the dense, thin and ionically conductive SEI, but in this case
rather from the initially porous SEI, where the major transport
pathway is the one through the liquid electrolyte in the pores,
finally resulting in the SEI growth and densification. These
conclusions were only possible only through detailed analysis of
the impedance data. We are convinced that the experimentally
based and inductively obtained description of the impedance
response will help to better understand the complex issue of
passivation layers in alkali metal batteries.
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