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Abstract: Uncontrollable sodium dendrite growth results in poor cycling performance and severe
safety issues, hindering practical applications of sodium metal batteries (SMBs). To stabilize sodium
metal anodes (SMAs), various strategies have been developed including employing anode hosts
and electrolyte additives to establish protective layers. Nevertheless, the understanding of inter-
action mechanisms between protective materials and SMAs is still limited, which is crucial for the
rational design of protective materials. In this work, we investigated the interaction mechanism
between sodium metal and sulfur-containing functional groups with comparative model systems of
α-sexithiophene (6T) and p-sexiphenyl (6P) through in-situ photoelectron spectroscopy investigations
and density functional theory (DFT) calculations. Our results show that sodium atoms tend to interact
with sulfur atoms and their connected carbon atoms simultaneously as well as the aromatic carbon
atoms of the end groups of 6T molecules, while no chemical interaction between Na and 6P molecules
is observed. The observed sulfurization-induced sodiophilic sites can shed light on the rational design
of sulfur-containing protective materials and the relevant interface engineering to stabilize SMAs.

Keywords: SMAs; sulfurization; organic semiconductor; sodiophilic sites; in-situ XPS/UPS

1. Introduction

In order to satisfy the increasing demand for high-energy storage systems, sodium
metal batteries (SMBs) have recently been regarded as prospective candidates for next-
generation high-energy rechargeable devices. Within the same alkali metal group, sodium
metal anodes (SMAs) possess similar properties to lithium metal anodes (LMAs), e.g., low
redox potential (−2.71 V vs standard hydrogen electrode) and high theoretical capacity
(1166 mAh g−1). Moreover, they are more favoured due to the low cost (US$ 4 kg−1) and
high abundance of Na on earth (2.3% in the crust) [1,2]. Nevertheless, some challenges
hinder the practical application of SMAs, including uncontrollable sodium dendrite growth,
huge volume expansion, poor cycling performance, and severe safety issues [3,4]. Due to
the high (electro)chemical reactivity of Na, SMAs can reduce most of the liquid organic elec-
trolyte components spontaneously and induce the formation of a porous and organic-rich
solid electrolyte interphase (SEI) on the anode surface. During cycling progress, the volume
fluctuation of SMAs is nearly infinite due to their hostless nature, thus inducing cracks
and continuous formation/deformation of SEI. Moreover, uncontrollable sodium dendrite
growth also happens due to the inhomogeneous SEI, which can further penetrate through
the separator and result in short circuits as well as severe safety issues for the batteries.
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Strategies towards stabilizing SMAs in liquid electrolytes mainly include employing
anode hosts, adjusting electrolyte compositions, and fabricating artificial protective layers.
Employing anode hosts (carbon-, metal-, and composite-based frameworks) is a useful
method to tolerate the huge volume change during cycling, and the large surface area
of the host materials can effectively regulate the local current density [5,6]. Moreover,
through heteroatom doping (e.g., OCF [7], NSCNT [8]), surface functionalization (e.g., h-
Ti3C2/CNTs [9]), and seed implantation (e.g., Sn@C [10], CoSA@NC [11]), the sodiophilicity
of the anode hosts can be easily designed and improved, thus inducing a uniform and
dense deposition of sodium [12]. Adjusting electrolyte compositions is a facile but effective
method to generate robust and homogeneous SEI layers, including developing ether-based
electrolytes (e.g., NaPF6/glyme [13], NaBF4/diglyme [14]), concentrated electrolytes (e.g.,
4M NaFSI-DME [15], 2.1 M NaFSI/DME+BTFE [16]), ionic liquids (e.g., Na–Cl–IL [17],
ether–[C4C1im][BF4] [18]), and electrolyte additives (e.g., FEC [19], nitrofullerene [20],
KTFSI [21]). An ideal SEI is beneficial for suppressing the volume expansion and dendrite
growth, inducing uniform sodium deposition, stable cycling properties, and improved
safety [22]. Since SEI layers are generated by the reaction between sodium anodes and
electrolyte components, adjusting electrolyte compositions can directly change the composi-
tions of SEI layers, thus improving their properties. Fabricating an artificial protective layer
before battery assembly is another effective way to build an ideal SEI since the protective
materials can be rationally designed without the effect of the electrochemical process. The
protective passivation layers can impede direct contact between SMAs and electrolytes and
prevent the in-situ formation of porous and inhomogeneous SEIs, thus regulating sodium
deposition, suppressing dendrite growth, and limiting volume change [1,23]. In view of
this, diverse effective artificial SEI layers have been developed, including organic (e.g.,
PVDF [24], PhS2Na2 [25]), inorganic (e.g., sodium halides [26,27], Na3P [28], Al2O3 [29]),
and hybrid (e.g., PVDF-NaF [30], Al2O3-PVdF-HFP [31]) layers.

Although recent studies have achieved great performance improvement for SMBs
using the abovementioned strategies, most of them are result-oriented and only focus on the
performance of batteries, paying less attention to the exploration of the specific mechanisms.
Moreover, the protective materials studied in SMAs are usually imitated from those in
LMAs, which may have less or even reverse effects, due to the different properties between
alkali metals. For instance, compared to lithium metal, sodium metal has higher reactivity
with a larger atomic radius (Na: 1.86 Å; Li: 1.52 Å), thus interacting with electrolyte
components more violently and making it harder to form a uniform and stable SEI [2,3]. In
addition, sodium metal possesses a relatively lower mechanical strength (bulk modulus -
Na: 6.3 GPa; Li: 11 GPa), making it easier to form “dead” sodium, but suppressing sodium
dendrite growth by a robust SEI is also more effective [2,3]. Based on these differences,
it is reported that the imitated electrolyte additive (Na2S6-NaNO3) has an adverse effect
in SMAs, in contrast to the prior findings in the LMAs [32,33]. Consequently, in order to
rationally design novel protective materials for SMAs, it is necessary to develop a deeper
understanding of the interaction mechanisms between SMAs and protective materials.

Thiophene derivative materials have been widely studied in various batteries, includ-
ing use as anode hosts [34], separators [35], and electrolyte additives [36] in lithium metal
batteries (LMBs), and use as anode materials in metal ion batteries [37,38]. To explore their
application in SMBs, understanding the interaction process between Na metal and the
sulfur-containing functional groups is of great importance. In this work, we conducted
an in-situ photoelectron spectroscopy investigation of the interaction process between
sodium metal and protective materials, using α-sexithiophene (6T) and p-sexiphenyl (6P)
molecules as model systems. With these simplified model systems, the interaction process
between sodium metal and sulfur-containing functional groups was investigated without
the effects of complex battery systems. The sulfurization-induced interaction process is
unravelled. Induced by the sulfur-containing functional groups, at 6T/Na interface, Na
atoms prefer to interact with the sulfur atoms and their connected carbon atoms as well
as the aromatic carbon atoms of the terminal groups. Comparatively, at 6P/Na interface,
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no chemical interaction process happens, but a strong charge transfer process is observed
with band bending effect and formation of LUMO-derived state. Our study sheds light on
the sulfurization-induced sodiophilic sites through in-situ investigation of model systems,
which can provide insights into the rational design of novel sulfur-containing protective
materials for SMAs.

2. Materials and Methods

In-situ photoelectron spectroscopy investigations were carried out using a customer-
designed ultra-high vacuum (UHV) system [39]. Two deposition processes were studied:
(1) Na metal was deposited on organic (6T or 6P) molecules to simulate the interaction
process between Na and anode hosts; (2) organic (6T or 6P) molecules were deposited on Na
films to simulate the interaction process between electrolyte additives and SMAs. Silicon
and tungsten substrates were used for each process, respectively, having been thoroughly
degassed through resistive heating at 500 °C. Sodium metal was deposited using an alkali
metal dispenser (SAES Getters) with a 4.00 A current applied. Vacuum sublimation purified
organic molecules (Tokyo Chemical Industry) were deposited using a resistively heated
single Knudsen cell evaporator at 175 °C for 6T and 225 °C for 6P. After each deposition
process in the preparation chamber, the sample was transferred to the analysis chamber
directly for in-situ photoelectron spectroscopy characterizations. These two chambers
are connected under UHV conditions: the preparation chamber has a pressure below
2 × 10−8 mbar, and the analysis chamber has a pressure below 3 × 10−10 mbar. In-situ
X-ray/ultraviolet photoelectron spectroscopy (XPS/UPS) experiments were conducted at
room temperature with the Al Kα (1486.7 eV) X-ray source (Omicron DAR400) and He
I (21.2 eV) UV source (Fermi BL1010s), and the excited photoelectrons were detected by
the hemispherical analyzer (Omicron EA125) (resolution: 0.05 eV). To measure the work
function, a −10 V bias voltage was applied to samples to obtain the secondary electron
cut-off (SECO). CasaXPS software was used for core-level spectra decomposition using a
Shirley background and a GL(50) line shape (50% Gaussian plus 50% Lorentzian function).
The deposition thickness is estimated based on the intensities of XPS core-level peaks and
inelastic mean free path (IMFP) formulas [40].

To characterize the thickness and surface morphology, atomic force microscopy (AFM)
characterizations were conducted using the BRUKER Dimension Fast Scan AFM system
for the pre-deposited organic films on silicon substrates. Sodium wettability tests were
conducted by soaking Cu and 6T/6P-coating Cu foils into the molten sodium pool (150 °C)
for 1 min and then comparing the amount of attached sodium metal on samples. Moreover,
the molten sodium was dropped on the samples to compare their contact angles. To
further study the favorable sodiophilic sites, density functional theory (DFT) calculations
were also conducted using Gaussian 16 software with a B3LYP-D3BJ/6-311G(d,p) level of
theory [41,42]. The adsorption energy was calculated as the energy difference between the
molecule and the sum of a molecule and a Na atom.

3. Results and Discussion

In order to study the sulfurization-induced sodiophilic sites, 6T and 6P were selected
as the model molecules. They have similar linear structures with π-conjugated systems
and can be easily grown on various substrates under UHV conditions. Compared to 6P,
6T molecules have unique sulfur-containing functional groups. Through this comparative
model study, a deeper understanding of the interaction process between sulfur-containing
organic materials and SMAs can be achieved. Our proposed mechanisms and key results
are shown in Figure 1. When Na atoms are deposited on 6T molecules, the molecules are
standing on silicon substrates, similar to the situation in previous reports [43,44]; thus,
Na atoms can diffuse into them and interact with both sides of molecules, inducing more
reduced carbon species (Figure 1a). For the reverse deposition order, when 6T molecules
are deposited on Na films, molecules are lying down similarly to deposition on Ag [45–47]
and Au [48] metal, and different interaction sites are observed (Figure 1a). To further study
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and verify the interaction process induced by sulfurization, 6P molecules were studied
as a comparison. It is found that no chemical interaction happens for either deposition
sequence, but a strong charge transfer is detected for both Na deposition on 6P and 6P
deposition on Na (Figure 1b). Our results confirm that the interaction process between 6T
and Na is induced by the sulfurization of molecules, and the favorable sodiophilic sites
are discussed below in detail with the help of in-situ photoelectron spectroscopies and
DFT calculations. Based on these sulfurization-induced sodiophilic sites, the improved
sodiophilicity of Cu current collector was verified through sodium wettability tests (Figure
S1). After soaking Cu foils and coated Cu foils in the molten sodium pool, the 6T-coated
Cu foil has the most attached sodium on its surface.

Figure 1. (a) Proposed mechanism of Na interaction with 6T molecules with different deposition
orders and the XPS spectra indicating the interaction sites. (b) Proposed mechanism of Na interaction
with 6P molecules with different deposition orders and the band bending effect at the 6P/Na interface.

3.1. Na-6T
3.1.1. Na on 6T

To simulate the interaction process between host materials and sodium metal, 6T
molecules were first deposited on silicon substrates, and then Na atoms were deposited
stepwise on molecule films for in-situ XPS/UPS experiments (Figure 2a). As shown in
Figure 2b, for pristine 6T molecules [49–51], the C 1s peak contains two different compo-
nents: one is connected to sulfur atoms with a higher binding energy at 285.5 eV (shown as
CS); the other is connected only to carbon atoms with a lower binding energy at 284.8 eV
(shown as CC). In S 2p region, the spin-orbit doublet peaks are observed with an area
ratio of 2:1, which originate from the same sulfur species (shown as SC) located at 164.5 eV
for 2p3/2 and 165.7 eV for 2p1/2. For UPS spectra, the work function of 6T molecules is
measured as 2.85 eV and smaller than the previously reported value, which is related to the
molecule orientation and the deposition thickness on silicon substrates [43]. As shown in
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Figure S2, with increasing standing 6T deposited, the work function gradually decreases to
1.47 eV or even lower. Since the thickness of 6T films was characterized as 19.1 nm through
AFM characterization (Figure S3), it is reasonable for the films to have a work function of
2.85 eV. Moreover, for the pristine 6T molecules, the highest occupied molecular orbital
(HOMO) onset is at 1.80 eV below the Fermi level, and the valence band shape is consistent
with the reported one, indicating the successful preparation of 6T layers [52–54].

Figure 2. (a) Schematic of the 6T molecules and Na atoms deposition sequences. (b) XPS and UPS
spectra of 6T films with stepwise Na deposition on a silicon substrate.

After the preparation of 6T films, Na atoms were deposited stepwise to study the
interaction process at 6T/Na interface (Figure 2b). With 0.3 nm Na deposited, two reduced
sulfur species (shown as SNa1 and SNa2) are detected, which are located at 2.5 eV and 4.1 eV
lower binding energy (relative to SC), respectively, indicating the reduction of SC atoms
by Na metal. Meanwhile, the relevant reduced carbon species (shown as CS-Na) is also
observed at 1.6 eV lower binding energy (relative to CS), while the CC signal remains
unchanged. These reduced species indicate the first-step interaction between Na and 6T
molecules: S atoms and their connected CS atoms are reduced by Na metal, and one S atom
can be reduced by two Na atoms simultaneously. With thicker Na deposited, the signals of
reduced sulfur and carbon species become stronger, and one more reduced carbon species
(shown as CS-Na2) is observed at 0.7 nm Na deposition, which is located at 2.2 eV lower
binding energy (relative to CS). Additionally, as shown in Figure S4, the Na 1s peak has the
same full width at half maximum (FWHM) during the deposition process, indicating no
new oxidized Na species is formed in this second interaction step. Therefore, for this step,
we propose that the interaction sites between Na and 6T are the same as those in the first
step, which is related to the 6T deposition mode. On silicon substrates, 6T molecules are
deposited in standing mode, thus enabling Na atoms to diffuse into molecules and interact
on both sides of them at the same sites. In this way, the reduced CS atoms can be further
reduced on the other side, resulting in the generation of CS-Na2 species. In general, for the
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interaction process at the 6T/Na interface, Na atoms interact with sulfur atoms and their
connected carbon atoms first and then interact with the same sites of 6T molecules on the
other side.

In-situ UPS experiments were also conducted to study the electronic structure evolu-
tion during the interaction process (Figure 2b). With Na deposition, the work function of
6T molecules gradually decreases due to the reacted Na-6T formation and charge transfer
from Na to 6T. In addition, in the valence band region, it is detected that the typical signals
of pristine 6T molecules gradually weaken and broaden with the interaction process. More-
over, a new HOMO state is observed with the onset at 0.58 eV at 1.7 nm Na deposition,
which originates from the reacted Na-6T caused by the charge transfer from Na to the
unoccupied state of 6T. The huge electronic structure change of 6T molecules shows clear
evidence of the strong interaction between 6T and Na.

3.1.2. 6T on Na

The reverse deposition order was further studied to simulate the interaction between
SMAs and electrolyte additives, in which 6T molecules were stepwise deposited on Na
films for in-situ XPS/UPS characterizations (Figure 3a). According to Figure S4, when 6T
molecules are deposited on Na films, the Na 1s peak shows a higher FWHM compared
to that for Na on 6T, indicating more oxidized Na species. Thus, we propose different
interaction sites and deposition modes of 6T molecules for this reverse deposition sequence.
With thin 6T molecules deposited on Na films, nearly all sulfur signals originate from the
two reduced sulfur species (shown as SNa1 and SNa2), and two reduced carbon species
(shown as CS-Na and CC-Na) are observed. The reduced SNa1 and SNa2 species are located
at 1.8 eV and 3.7 eV lower binding energy (relative to SC), and the reduced CS-Na and
CC-Na species are located at 1.5 eV and 2.3 eV lower binding energy (relative to CS and CC,
respectively). Similarly, the reduced SNa1, SNa2, and CS-Na species indicate the interaction
between Na atoms and SC atoms as well as their connected CS atoms. It should be noted
that the binding energies of reduced SNa1 and SNa2 atoms relative to SC atoms are higher
with this reverse deposition sequence, which is related to the different molecule deposition
modes. 6T molecules deposited on Na films are lying down, thus Na atoms can hardly
diffuse into them. In this way, strong interaction and charge transfer only happen at the
interface, inducing the smaller binding energy difference between SC atoms of pristine 6T
molecules and SNa1/SNa2 atoms of reduced Na-6T molecules. Moreover, it is also observed
that SNa1 and SNa2 signals gradually weaken with increasing 6T deposition without any
transformation between SNa1 and SNa2 species, which also verifies that the interaction only
happens at the interface. For the reduced CC-Na species in the C 1s region, this indicates a
new interaction site caused by the different molecule deposition mode. Since 6T molecules
are lying down, and there is nearly no diffusion of Na into 6T, the interaction between 6T
and Na can only happen on one side of molecules. In this case, we propose that CC atoms
can also be reduced by the excess Na atoms, generating the reduced CC-Na species. In
general, for the Na/6T interface, Na can interact with sulfur atoms and their connected
carbon atoms as well as the aromatic carbon atoms.

The electronic structure evolution was also studied through in-situ UPS experiments
(Figure 3b). Similarly, with increasing molecule deposited, the work function of films
gradually increases, and the valence band shape of Na gradually transfers to that of
pristine 6T molecules since the reacted Na-6T are covered below the pristine 6T molecules.
Compared to Na deposited on 6T films, no new HOMO state is detected in this reverse
deposition sequence since the interaction only happens at the interface. The detection
thickness of UPS is too surficial to detect the new weak signal formed below the bulk
pristine 6T. Thus, the in-situ UPS results can also verify that the interaction only happens at
the Na/6T interface.
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Figure 3. (a) Schematic of the 6T molecules and Na atoms deposition sequences. (b) XPS and UPS
spectra of Na films with stepwise 6T deposition on a tungsten substrate.

3.2. Na-6P
3.2.1. Na on 6P

To further demonstrate the effect of sulfurization on the sodiophilic sites, the inter-
action process between 6P and Na was studied for comparison. Na was firstly stepwise
deposited on 6P films to simulate the interaction between the anode host materials and the
deposited Na (Figure 4a). For pristine 6P films, the thickness was measured as 20.2 nm
through AFM (Figure S3), and the XPS/UPS characterization results (Figure 4b) are in
good agreement with previous reports [55–57]. There is only one kind of atom: aromatic
carbon atoms located at 284.6 eV. The work function of the 6P layers is measured as 4.16 eV,
and the HOMO onset is located at 1.90 eV. After Na deposition, it is found that the carbon
peak shape remains symmetric with only slight broadening during the deposition process.
Moreover, the valence band shape also remains the same as that of the pristine 6P molecules
and unchanged during the Na deposition. It indicates that no chemical reaction happens
between Na and 6P molecules. However, strong charge transfer from Na to 6P molecules is
observed. As shown in C 1s region, the carbon peak gradually shifts to the higher binding
energy side with Na deposited. Meanwhile, the work function of the sample gradually
decreases, and the valence band peaks show similar shifts to the higher binding energy side.
This is due to the band bending effect of 6P molecules caused by the charge transfer [58].
Since the work function of 6P molecules is larger than that of Na metal, when they are in
contact, charge transfer happens from Na metal to 6P molecules to make the Fermi level
aligned. However, because of the lack of free charge carriers in the organic semiconductors,
the electrons will accumulate at the interface, inducing a space charge region with the
electric field. Under the electric field, the energy band edges are continuously shifted, and
the bands are bent downward towards the interface, shown as the higher binding energy of
the occupied levels. The strong charge transfer is also verified by the formation of the new
state with the onset located at 0.33 eV as shown in the HOMO edge region. With charge
transfer from Na atoms to 6P molecules, the lowest unoccupied molecular orbital (LUMO)
state of 6P is occupied and can be detected as the new HOMO state near the Fermi level,
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which is also reported in previous articles about 6P/Cs [55], 6P/K [59], and 6P/Ca [60].
Therefore, for the 6P/Na interface, no chemical reaction happens, but strong charge transfer
is observed with the band bending effect.

Figure 4. (a) Schematic of the 6P molecules and Na atoms deposition sequences. (b) XPS and UPS
spectra of 6P films with stepwise Na deposition on a silicon substrate.

3.2.2. 6P on Na

The reverse deposition sequence was also studied to simulate the interaction between
SMAs and electrolyte additives (Figure 5a). Similar to the 6P/Na interface, no chemical
reaction is detected, and a strong charge transfer is observed. As shown in Figure 5b, with
6P molecules deposited on Na films, the valence band shape transfers to that of pristine 6P
molecules and remains unchanged, indicating that no chemical reaction happens. However,
it is noticed that the C 1s peak shape is asymmetric which is different from that of pristine 6P
molecules when the deposition thickness is thinner than 2.7 nm. This is due to the stacking
mode of 6P [61,62]. When there is only a small amount of 6P deposited, they are grown
via island mode, thus inducing different binding energies of C 1s and the asymmetric
peak. With more 6P molecules deposited, they are reorganized and shown as having
a regular deposition mode, inducing the more symmetric C 1s peak with a deposition
thickness thicker than 5.2 nm. In addition, the strong charge transfer is observed through
the formation of a new HOMO state whose onset is located at 0.32 eV. The new HOMO
state is formed by charge transfer from Na metal to the LUMO state of 6P; thus, the LUMO
state is occupied and can be detected as the new HOMO state. Different from the 6P/Na
interface, no similar shifts of peaks are observed at Na/6P interface, which is also related
to the deposition mode of 6P. With the island deposition mode, the charge transfer between
Na and molecules is stronger since Na atoms can diffuse into molecule layers deeply. In
this way, the Fermi level is located at a higher stage; thus, the binding energies of all peaks
are shown with higher values, and the band bending effect is not obviously detected in
this case.
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Figure 5. (a) Schematic of the 6P molecules and Na atoms deposition sequences. (b) XPS and UPS
spectra of Na films with stepwise 6P deposition on a tungsten substrate.

3.3. DFT Calculation

The adsorption energies of optimized 6T-Na and 6T-Na2 structures were calculated to
further study the favourable sodiophilic sites of 6T molecules (Figure 6). The optimized
structures of Na-adsorbed 6T are shown, and the adsorption energy is calculated as the
energy difference between the optimized structure and the sum of a molecule and a Na
atom. Three different optimized structures were calculated with one Na atom adsorbed on
a 6T molecule. It is shown that the most favourable adsorption site is the central sulfur and
the connected bridge carbon atoms. Anchored by the symmetric sulfur atoms, the Na atom
is located at the centre and the adsorption energy is the largest one (∆E1 = −0.58 eV). The
neighbouring sulfur and the connected bridge carbon atoms are the second favourable sites,
indicated by the slightly smaller adsorption energy (∆E2 = −0.56 eV). In addition, Na can
also be adsorbed by the sulfur atom, the connected carbon atom, and the aromatic carbon
atom of the end group with a smaller adsorption energy (∆E3 = −0.47 eV). Moreover, based
on the most favourable sodiophilic site, the optimized structures of 6T with two adsorbed
Na atoms were also calculated. As shown in Figure 6, the interaction sites are similar, and
it is found that Na atoms can interact with both sides of 6T molecules simultaneously even
at the same interaction site.

Our DFT results are in good agreement with the in-situ XPS results, which further
supports our proposed mechanisms and provides a clearer understanding of the interaction
process. When Na atoms are deposited on 6T layers, in the first step, they are anchored
by two adjacent SC atoms and interact with them and their bridge CS atoms at the same
time, generating the reduced SNa1 and CS-Na species. Additionally, one SC atom can be
simultaneously reduced by two Na atoms at both sides, generating the more reduced SNa2
species. In the second step, Na atoms can diffuse into the standing 6T molecules and
interact with both sides of molecules. Thus, the bridge CS atoms are reduced by two Na
atoms simultaneously, generating CS-Na2 species. When 6T molecules are deposited on Na
films, the interaction can only happen at the interface, and the excess Na can interact with
all sodiophilic sites of 6T including the aromatic CC atoms of the end groups, generating
the reduced CC-Na species.
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Figure 6. Calculated adsorption energy (∆E) of optimized 6T-Na and 6T-Na2 structures.

4. Conclusions

In this work, we studied the interaction process between Na metal and 6T/6P molecules
via in-situ photoelectron spectroscopy investigations and DFT calculations. When Na atoms
are deposited on 6T layers, they prefer to interact with the sulfur atoms and their con-
nected carbon atoms, and they can diffuse into the standing 6T to interact at both sides
of molecules. When the deposition sequence is reversed with 6T molecules deposited
on Na films, the interaction can only happen at the interface, since the 6T molecules are
lying down, and Na atoms cannot diffuse into molecules. For the interaction sites, be-
sides the favourable sulfur and their connected carbon atoms, excess Na atoms can also
interact with the aromatic carbon atoms of the end groups. In contrast, for the interaction
between 6P and Na, no chemical reaction is observed, but strong charge transfer from Na
metal to 6P molecules is detected, indicated by the band bending effect and formation of a
LUMO-derived state. Our work reveals the sulfurization-induced sodiophilic sites with a
model study of 6T/6P, which can draw a deeper understanding of the interaction between
SMAs and protective materials, thus giving insights into the rational design of novel and
advanced protective materials for the stabilization of SMAs. With these sodium-reactive
sodiophilic sites, thiophene derivates can be designed as electrolyte additives to increase
the uniformity of composition distribution and stability of the as-formed SEI, facilitating
uniform Na+ fluxes. In addition, they can also be designed as artificial protective layers of
anodes, in which case, the uniform sodiophilic sites can homogenize Na+ fluxes, ensure
uniform Na deposition and thus suppress the dendrite formation. For benzene derivates,
they are favorable for charge transfer; they can be used as the anode host materials to
accommodate the deposited Na and guide the uniform sodium deposition with suppressed
volume expansion.
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