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ABSTRACT

Sodium-sulfur (Na-S) batteries are promising energy storage systems for renewable energy sources which redeem an intermittent energy
source. This study reports the effects of the Na[SO;CF;3] fraction in an inorganic Na[SOsCF3]-Cs[N(SO,CF3),] ionic liquid electrolyte
(x(Na[SO3CF3]) = 0.2, 0.3, and 0.4) on the performance of Na-S batteries. Measurements of physicochemical and electrochemical properties
demonstrated that decrease in the Na[SO5CF;] fraction decreases viscosity and increases ionic conductivity and the solubility of polysulfides

into the ionic liquid, which contributes to the enhanced capacity in the low potential region during discharging.
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1. Introduction

Energy storage devices are critical in the contemporary society
from small electric devices to large-scale energy storage. In terms of
the power grid use, they enable integration of intermittent renewable
energy sources like solar and wind powers.! Because of their high
energy density, extended cycleability, and resource sustainability,
sodium-sulfur (Na-S) battery is one of the most practical energy
storage technologies.? Traditional Na-S batteries require a high
working temperature over 573 K to operate with a sufficiently low
interfacial resistance, including the use of liquified Na,S, (S,>” =
polysulfide anion) and employ a beta alumina solid electrolyte
(BASE) to prevent the so-called shuttle effect. The shuttle effect
refers to the transport of S,”~ from the positive electrode to the
negative electrode, where they interact directly with the negative
electrode active materials (molten Na metal). In other words, BASE
can block S>~ by selectively conducting Na®*. However, the
operation of Na-S batteries at high temperatures poses certain
disadvantages such as energy loss and material selectivity. Most
crucially, to keep the reactant liquid above 573 K, the discharged
product is confined to Na,S; with a capacity of 557 mAh (g-S)~! or
33.3 % of utilization of the theoretical capacity.?

To address these concerns, previous studies investigated the
feasibility of Na-S batteries at room temperature by using liquid
electrolytes as the reaction media.* This approach could make use of
a broader range of polysulfides, such as Na,S, (where x < 3), but
organic electrolytes used at room temperature generally exhibit
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flammability, instability, and vulnerability of Na dendrites and
reintroduced the shuttle effect problem because of the lack of
BASE.>® Although there are also many attempts to use solid-state
electrolytes and polymer gel electrolytes, they are still in their
infancy and have drawbacks such as poor interfacial contact and
unstable cycling performance.’

One possible solution to these problems is the operation of Na-S
batteries at intermediate temperatures (~423 K). Such operation is
feasible to combine the advantages of BASE and liquid electrolytes;
BASE inhibits the shuttle effect of S,>~ and the liquid electrolyte in
the positive-electrode compartment facilely enables dissolution of
polysulfides without melting (thus increases the sulfur usage) and
Na™ conduction at the solid-liquid interface.!®!> The use of ionic
liquid electrolytes for sodium secondary batteries are widely
investigated owing to their unique properties.!®!7 A previous

research revealed that the Na[OTf]-Cs[TFSA] ([SO;CF;]™ =
[OTf]™ = trifluoromethanesulfonate and [N(SO,CF3),]” =
[TFSA]™ = bis(trifluoromethanesulfonyl)amide) inorganic ionic

liquid system can be successfully used as an liquid electrolyte in
such a solid-liquid dual electrolyte for Na-S batteries owing to their
low flammability, volatility, and high electrochemical and thermal
stabilities.'> However, the effects of Na[OTf] fraction on perform-
ance of this battery are not investigated in details, although the phase
diagram was constructed in the Na[OTf] fraction range from 0 to
0.8. Moreover, the Na[OTf] fraction can dually affect the perform-
ance; the Na't concentration is directly related to the Na™ transport
properties and electrode reaction and the [OTf]™ fraction influences
the solubility of polysulfides into the electrolyte owing to its high
donor number.'> In this paper, the physicochemical and elec-
trochemical properties of the Na[OTf]-Cs[TFSA] system are
investigated to elucidate the effects of the Na[OTf] fraction on the
Na-S battery performance.

2. Experimental

A vacuum line made of stainless steel, borosilicate glass,
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poly(tetrafluoroethylene), and poly(tetrafluoroethylene-co-perfluo-
ro(alkylvinyl)ether) (PFA) was used to dry materials. Nonvolatile
materials were handled in a glove box under a dry Ar environment
(H,O < 1ppm, O; < 1ppm). Sulfur (Wako Pure Chemical, pu-
rity > 98.0 %) was dried for one day in a PFA container at 393K
under vacuum. To avoid sublimation outside the container, the upper
half of the container was cooled by a blower. The Na[OTf] (Sigma-
Aldrich, purity > 98 %) salt was vacuum-dried at 373 K for 3 days.
The Cs[TFSA] (Morita Chemical, purity > 99.0%) salt was
dissolved in anhydrous ethanol to generate a saturated solution,
which was subsequently recrystallized by adding an equivalent
volume of trifluorotoluene as the lean solvent. The resultant white
solid was vacuum-dried at 373K for 3 days. The component salts
were blended in the desired molar ratios, heated above their melting
points, and repeatedly agitated to achieve a homogenous Na[OTf]-
Cs[TFSA] mixture.

Ionic conductivities of the electrolytes were determined by AC
impedance spectroscopy with a 10mV AC perturbation (Hokuto
Denko, HZ-Pro). The sample was sealed in a cell with two Pt black
electrodes (Radiometer Analytical). The cell constant was calibrated
with the KCI standard solution. A digital viscometer (Brookfield
Engineering Laboratories, DVIMLVTJO+HT-110115ADP) was
used to measure viscosities. Densities of the samples were obtained
by measuring the volume of the electrolyte at a constant weight in a
calibrated container during heating.

The galvanostatic charge-discharge behavior was investigated
at 423 K. The obtained ionic liquid was combined with BASE
(Ionotec, 24 mm diameter, 1 mm thickness) for the Na-S cell as
previously reported.'” The positive electrode was made of sulfur
and carbon paper conducting material (Toray, TGP-H-120). Carbon
paper and BASE were vacuum-dried for 3 days at 573 K. Molten
sodium metal (Aldrich, purity 99.95 %) served as the negative
electrode. Prior to the measurements, carbon paper was impreg-
nated with the electrolytes under vacuum above their melting
points. The positive electrode compartment was filled with sulfur
powder and the carbon paper/electrolyte composite (typically
3mgS in 300mg electrolyte). The apparent area of the negative
and positive electrodes was 0.785cm?. After assembly, the cell
was heated to 423K for 12h to achieve the temperature
equilibrium. Cut-off voltages of charge-discharge tests were set
to 1.2-2.8V, and currents were regulated at 0.1, 0.2, 0.5, 1.0, and
2.0mA. The specific capacity was estimated using the weight of
sulfur.

The solubility was visually compared by the depth of the color
of the electrolyte containing excessive Na,S4 (the weight ratios
of 16 mg/1000 mg-electrolyte) in the among Na[OTf]-Cs[TFSA]
mixtures with different ratios. The test tube was tightly sealed in the
Ar-filled glove box and heated at 423 K.

3. Results and Discussion

Figure 1 shows physicochemical properties of the Na[OTf]-
Cs[TFSA] ionic liquids at three different ratios (Na[OTf]:
Cs[TFSA] =20:80, 30:70, and 40:60mol%) (see Tables S1,
S2, and S3 for the corresponding viscosity, ionic conductivity, and
density data). These three ratios were selected by considering the
previously determined phase diagram in terms of operating
temperature (423K) and Na® fraction.!> It is observed that the
viscosity (1) of the electrolyte increases with increasing the
Na[OTf] fraction (Fig. 1a). For example, this trend is evident
when the viscosities at 423K are compared (61.5, 80.4, and
104 mPas at 20, 30, and 40 mol% of Na[OTf], respectively). On
the other hand, the ionic conductivity (o) decreases with increasing
the Na[OTf] fraction in the order of 8.22, 6.15, and 5.72mS cm™!
at 20, 30, and 40mol% of Na[OTf] at 423K, respectively
(Fig. 1b). Temperature (7') dependence of both the viscosities and
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Figure 1. Temperature dependence of (a) viscosities, (b) ionic

conductivities, and (c) densities for the Na[OTf]-Cs[TFSA] ionic
liquid systems.

Table 1. VTF fitting parameters for the viscosities of the
Na[OTf]-Cs[TFSA] systems. All the fitting data have R> > 0.99.
Electrolytes

20 mol% 30 mol% 40 mol%

Na[OTf] Na[OTf] Na[OTf]
A,/mPasK™"2 178 x 1072 576 x 107> 1.15 x 1072
B,/K 7.80 x 102 1.19 x 10° 9.65 x 10°
Top/K 2.71 x 10? 2.40 x 102 2.64 x 102

conductivities follows the Vogel-Tammann-Fulcher (VTF) equation
as shown in Eqgs. 1 and 2 (see Tables 1 and 2 for the fitting
parameters):
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Table 2. VTF fitting parameters for ionic conductivities of the
Na[OTf]-Cs[TFSA] systems. All the fitting data have R? > 0.99.

Electrolytes
20 mol% 30 mol% 40 mol%
Na[OTf] Na[OTf] Na[OTf]
As;/mScm™'K!/2 3,08 x 10* 1.97 x 10* 3.86 x 10*
B,/K 9.89 x 102 8.23 x 10? 1.06 x 10°
Tos/K 2.32 x 102 2.57 x 107 2.39 x 10°
Table 3. Fitting parameters of densities for the Na[OTf]-
Cs[TFSA] systems.
Electrolytes
20 mol% 30 mol% 40 mol%
Na[OTf] Na[OTf] Na[OTf]
A/gem™ 2.53 2.39 2.55
B/gem™ K™ —1.01 x 1073 —597 x 107 —8.40 x 10~*
R? >0.96 >0.96 >0.99
n(T) = AT exp B, )
1 T — Ty,
Ay B,
o(T) = —=exp| — 2
n="% p( T—Toﬁ) @)

The VTF equation is often used to describe the temperature-
dependent viscosity and ionic conductivity of glass-forming
materials such as ionic liquids.'®?° Here, 4,, B, A4,, and B, are
the fitting parameters, whereas Ty, and Ty, represent ideal glass
transition temperatures for viscosity and ionic conductivity,
respectively. Temperature dependence of density (p) is fitted by
the linear relation as illustrated in Fig. 1c¢ according to Eq. 3 (see
Table 3 for the fitting parameters).

o(T) = A + BT 3)

Density decreases with increasing the Na[OTf] fraction because
the large atomic mass of Cst contributes more at the lower
Na[OTf] fraction.

A previous research showed that all the Na,S, polysulfides are
solid at 423K and thus the electrochemical reactions must occur
through the ionic liquid electrolyte by dissolving Na,S,.!> However,
previous reports revealed that low-order polysulfides (where x < 4)
produced at lower voltages lead to significant voltage hysteresis
below 1.9V, which is due to the low solubility of these relevant
polysulfides, precipitating in the electrolyte at 423 K.'>!3 Figure 2
compares the discharge-charge profiles of the Na-S cell with the
Na[OTf]-Cs[TFSA] ionic liquid electrolytes at a current of 0.1 mA
(electrode area: 0.785 cm?). Although the conversion of high-order
polysulfides above 1.6 V does not vary significantly with increasing
the Na[OTf] ratio, the capacity below 1.6 V significantly decreases.
This observation suggests that the conversion of Na,S3 to Na,S; is
lost when the Na[OTf] ratio is higher than 30 mol% (theoretical
capacities of Na,S; and Na,S, are 557 and 836mAh (g-S)~!,
respectively). This result indicates that the increased [OTf]~ fraction
does not simply improve sulfur utilization.

The Na[OT(] fraction also influences rate performance. Figure 3
presents comparison of the charge-discharge profiles during the rate
performance test for the Na-S cells with the Na[OTf]-Cs[TFSA]
ionic liquid electrolytes at 20 and 40 mol% Na[OTf]. The cell at
20 mol% Na[OTf] delivers a larger capacity than the cell at 40 mol%
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Figure 2. The discharge-charge profiles of the Na-S cells with
the Na[OTf]-Cs[TFSA] ionic liquid electrolytes (Na[OTf]:
Cs[TFSA]=20:80, 30:70, and 40:60 in mol%) at 423K.
Current: 0.1 mA and electrode area: 0.785cm? (The data of
20mol% Na[OTf] was reproduced from previous report with
permission. ')

Na[OTf] at all the currents, indicating the higher utilization of low-
order polysulfides at 20 mol% Na[OTf]. In contrast, the differences
in capacity diminish with increasing currents, particularly at 2.0 mA,
where high-order polysulfides contribute to the capacity.

The solubility of Na,S,, which acts as a critical factor for the
charge-discharge performance, was further explored through a visual
solubility test. One of the representative polysulfides, Na,S4, was
used for this test. As can be seen from Fig. S1, 20 mol% Na[OTf]
electrolyte displays a darker yellow color than 40 mol% Na[OTf]
electrolyte, indicating a higher presence of dissolved polysul-
fides.2!~2> This observation was in line with the electrochemical
properties, as mentioned above that the high Na[OTf] fraction
shows inferior discharge capacity.

4. Conclusion

This study examined the effects of Na[OTf] fraction on the Na-S
battery performance using the Na[OTf]-Cs[TFSA] (Na[OTf]-
Cs[TFSA] =20: 80, 30 : 70, and 40 : 60) ionic liquid electrolytes.
The viscosity and ionic conductivity of the electrolyte increased and
decreased with increasing the Na[OTf] fraction. Comparison of the
charge-discharge profiles at different Na[OTf] fractions revealed
that the conversion of high-order polysulfides to low-order
polysulfides decreased from the case with 20 mol% Na[OTf] to
30 mol% and 40 mol% Na[OTf]. These results suggest that Na[OTf]
does not simply improve sulfur utilization only by the increased
solubilities of sulfur and polysulfide. In addition, the balance
between the solubility and mass transfer ability is an important
factor to improve the performance. The solubility test actually
confirmed that the solubility of Na,S, decreases with increasing the
Na[OTf] fraction. However, in this study, the ratio of Na™ and Cs*
cations also changes, which can also affect the solubility of Na,S,.
Thus, the role of individual cationic and anionic species in the
solubility and electrochemical reactivity of polysulfides needs to be
further investigated in the future.
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