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Introduction

Effectively enhancing ion diffusion in
superconcentrated ionic liquid electrolytes using
co-solvent additivesy

Jhonatan Soto Puelles,® Luke A. O'Dell,
Maria Forsyth (%< and Fangfang Chen

b M. C. Dilusha Cooray,*¢

*a,C

The incorporation of high salt concentrations in ionic liquid (IL) electrolytes, forming superconcentrated
ionic liquids, has been shown to improve Li-ion transference numbers and enhance cycling stability
against lithium metal anodes. However, this benefit comes at the cost of significantly increased viscosity
and reduced ionic conductivity due to the formation of large ion aggregates. To optimize conductivity
further, a co-solvent can be introduced at an optimal concentration to enhance ion transport while pre-
serving superior interfacial stability. The effectiveness of this approach depends on the solvent as it affects
ion diffusion to varying degrees. This computational study examines how co-solvents can effectively
enhance metal ion diffusion in superconcentrated ionic liquids by comparing two widely used organic
solvents. We found that the key lies in their ability to effectively participate in Li solvation shells, disrupting
the large Li-anion aggregates. Our results show that anion exchange in a Li(anion),(solvent), hybrid sol-
vation shell occurs more rapidly than in a Li (anion), solvation shell, facilitating Li diffusion through a struc-
tural diffusion mechanism. A co-solvent with a high donor number exhibits a stronger affinity for lithium
ions, which is identified as a crucial factor in enhancing ion diffusion. This work provides valuable insights
to guide the design of superconcentrated ionic liquid electrolytes for lithium—metal battery development.

50 mol% LiFSI® or NaFSL’ along with improved electro-
chemical performance.

The development of future high-energy-density metal batteries
relies heavily on compatible electrolytes. Room temperature
ionic liquids (RILs) show great promise due to their negligible
vapour pressure, good electrochemical and thermal stability,
and ability to support stable cycling of alkali metal anodes."
Typically, increasing alkali salt concentration in IL solutions
leads to higher viscosity and lower ionic conductivity.
However, superconcentrated ionic liquids, despite their high
salt concentrations, have demonstrated enhanced alkali metal
cation transport numbers and improved charge/discharge
cycling stability.””” For example, a Li transference number
exceeding 0.3 has been reported in N-propyl-N-methyl-
pyrrolidinium bis(fluorosulfonyl)imide (C;mpyrFSI) IL with
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Chen and coworkers have conducted computational investi-
gations to provide further insight into these electrolytes.®™° As
the salt concentration increases, large anion-alkali ion com-
plexes (also known as aggregates) form and gradually intercon-
nect, creating an extended network. The aggregates lead to a
looser solvation shell of alkali metal ions, driving a structural
Li (Na) diffusion mechanism, where Li or Na moves through
anion exchange in the first solvation shell. This exchange
occurs more frequently in larger ion aggregates as the salt con-
centration increases, leading to a smaller reduction or even an
enhancement in Li or Na diffusion. In contrast, the diffusion
of IL cations and anions slows down significantly,”'° thereby
increasing the metal ion transport numbers. In addition, the
interfacial chemistry of superconcentrated ILs is also domi-
nated by alkali-anion aggregates, unlike their low-concen-
tration counterparts, which is more likely dominated by
cations. This leads to an increase in inorganic products in the
solid electrolyte interphase (SEI), such as LiF and Li,O, which
are considered beneficial for stabilizing cycling.®"* "3

The primary drawbacks of superconcentrated ILs are the
high cost of salts and the high viscosity, which negatively
impact battery performance. These issues include reduced
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ionic conductivity and capacity,"* unstable injection and pre-
conditioning,'® difficulty operating under extreme conditions
like fast charging or cold environments, and poor wettability
with the separator and high-loading cathodes.'® Therefore,
future IL designs should aim to reduce the high viscosity in
superconcentrated ILs or lower the salt content while preser-
ving the interfacial feature provided by high salt concen-
trations to maintain the good electrochemical performance.
This can be achieved through the design of new ILs, novel
salts, hybrid IL systems'’ with co-solvents or other additives,
or exploring locally concentrated ionic liquids."®

Our previous research showed that adding 20 wt% di-
methoxyethane (DME) to C;mpyrFSI improved ionic conduc-
tivity at a 50 mol% LiFSI concentration.'® The resulting electro-
lyte was practically non-flammable, presented enhanced
electrochemical stability against high-voltage NMC cathodes,>’
and had low polysulfide solubility.?! However, not all co-
solvent additives are effective, necessitating further investi-
gation into their effects on both bulk phase and interfacial
properties.

In this work, we explored the bulk phase effect, elucidating
how co-solvents effectively enhance Li diffusion in supercon-
centrated ILs through comparing two solvents: DME and ethyl-
ene carbonate (EC). The two solvents differ in both Li affinities
and dielectric constants. Li affinity can be evaluated using the
donor number (DN), and a higher DN is associated with a
stronger interaction with Li. DME has a higher DN (20) than
EC (16.4) (Table S2t). The dielectric constant is also a key elec-
trolyte property. Solvents with high dielectric constants reduce
electrostatic interactions between oppositely charged ions, pro-
moting salt dissociation, which is essential for achieving good
ionic conductivity. EC has a much higher dielectric constant
than DME (89 against 7.2). Through comparing EC and DME
in a superconcentrated ionic liquid, we emphasize that a high
affinity of the solvent is more effective for enhancing ion
diffusion in superconcentrated ionic liquid electrolytes.
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Here, the superconcentrated ionic liquid being investigated
is 3.2 mol kg™’ LiFSI (about 50 mol%) in trimethyl-
propylammonium  bis(fluorosulfonyl)imide (N;,;3FSI) IL,
which has been recently studied experimentally.>> We replaced
20 wt% of N;,,3FSI with EC or DME as suggested in a previous
research study.'® This gives approximately 53 mol% salt rela-
tive to the IL. For comparison, two lower co-solvent concen-
trations of 5 wt% and 10 wt% are also considered.

Results and discussion

The effect of co-solvents on the electrolyte bulk phase structure
was investigated first. In the 50 mol% LiFSI in Ny;;5FSI (100IL),
the formation of LiFSI ion aggregates was observed. Fig. 1a illus-
trates the formation of these aggregates through the bridging
coordination of FSI between multiple Li cations. Fig. 1b displays
a snapshot of Li cations from a molecular dynamics (MD) simu-
lation. The Li cations in the same aggregate are connected by
green lines, revealing a large aggregate network in 100IL. A short
movie in the ESIf shows that these aggregates are stable and
long-lasting, contributing to the high viscosity of the electrolyte.

Adding 20 wt% EC or DME (20EC or 20DME) to the IL
enhances the diffusion of all ions, as indicated by the mean
square displacement (MSD) calculations in Fig. 2a-c. This
enhancement is more pronounced for 20DME. The observed
effect on ion diffusion is attributed to changes in ion coordi-
nation. Clearly, these co-solvent molecules coordinate with Li
cations, as suggested by a prominent peak in Li-EC and Li-
DME radial distribution function (RDF) profiles (Fig. 2d). The
Li-EC (DME) coordination consequently reduces the number
of FSI coordinated with Li, as evidenced by the decreased Li-
FSI coordination number (CN) in Fig. 2e, which changes from
4.6 in 100IL to 4.0 and 3.3 in 20EC or 20DME, respectively. The
co-coordination of EC or DME, therefore, interrupts Li-Li
associations by breaking Li-FSI coordination.

\\ A
S

Fig. 1 (a) Simulation snapshot of LiFSI aggregation in Ny;13FSI with 50 mol% LiFSI salt. Li cations (green spheres) are bonded together by FSI brid-
ging coordination. (b) A snapshot to demonstrate the extended Li—FSI network, where only green Li cations are presented. Those Li in the same
aggregates were connected through green lines, representing bridging through FSI.
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Fig. 2 (a—c) MSD functions for Li, FSI and Nj4;3 for 100IL, 20EC and 20DME systems. (d) RDFs between Li and the oxygen from the carbonyl group

in EC (green line) and between Li and both oxygens from DME (red line), along with the coordination number profiles (dashed lines). (e) RDF
between Li and the nitrogen atom from FSI in different electrolyte systems (solid lines), and the coordination number profiles (dashed lines).
Between the brackets is the coordination number, which is calculated by reading the integrals at the cut-off distance of the solvation shells (the
minimum near 0.6 nm). (f) Fraction of FSI that is not coordinated with Li, denominated “free” FSI (yellow bars) and FSI self-diffusivity (red bars).

Replacing FSI with co-solvents in the Li-solvation shell
results in an increase in ‘free FSI’, i.e. the non-Li coordinated
FSI. As shown in Fig. 2f, this fraction increases from 5% in 100
IL to 6% in 20EC and 12% in 20DME. The same figure shows
that the increase in the free FSI fraction is also accompanied
by an increase in FSI and Li diffusivities. The higher fraction
of free FSI in 20DME is also consistent with the lower Li-FSI
coordination number in Fig. 2e, which is due to the more
effective Li-DME coordination. DME has a higher donor
number and a stronger affinity for Li than EC. According to
DFT calculations, the binding energy of Li-DME (—2.65 eV) is
larger than that of Li-EC (—2.07 eV) (Fig. S21). MD simulation
results suggest that almost all DME participates in Li-coordi-
nation. The fraction of Li ions in hybrid coordination struc-
tures remains higher in the presence of DME compared to that
with EC (Fig. 3a), even at reduced co-solvent concentrations of
5 wt% and 10 wt%. In contrast, approximately 25% of EC
molecules do not participate in Li coordination, regardless of
the three EC concentrations examined (as shown in Fig. S3aft).

The size of the Li solvation shell (Fig. 3b and c) also varies.
Smaller Li solvation shells, comprising three to four solvent
molecules, dominate in the DME system, whereas four to five
solvent molecules dominate in 20EC and 100IL cases. This is
due to a decrease in the coordinated FSI when DME wraps Li
with two oxygen atoms and occupies more solvation space
(Fig. 3c). EC only coordinates Li through one carbonate oxygen

This journal is © The Royal Society of Chemistry 2025

atom, allowing more FSI to be present in the Li solvation shell.
From the above results, it can be seen that DME is more effective
in interrupting the formation of large Li-FSI aggregates through
better Li solvation. It is worth noting that the interactions
between lithium cations and various organic solvents can be
detected experimentally using techniques such as Heteronuclear
Overhauser Effect Spectroscopy (HOESY), a nuclear magnetic
resonance (NMR) technique that measures the "H-"Li cross-relax-
ation rates. Our previous research has shown that this rate is sen-
sitive to short-range H-Li distances (<4 A).** However, such
measurements are non-trivial and require careful analysis.>*

In addition, we compared the simulated diffusivities of the
electrolyte components with diffusion NMR results in 100IL,
20EC, and 20 DME in Fig. 4. Simulation results are in very
good agreement with experimental results. It is clear that both
EC and DME enhance the diffusion of all ions, with the effect
being more pronounced for DME at higher concentrations.
MD simulations qualitatively reproduce the trends in diffusiv-
ity changes across different electrolytes, consistent with experi-
mental findings. It should be noted that classic MD normally
underestimates diffusivities compared to experimental results
due to the simplified treatment of the ion polarizable effect in
a non-polarisable force field.>> However, in this case, the
errors are within an acceptable range, from 8% to 75%
(Table S17}), well below one order of magnitude. Despite these
discrepancies, correctly predicting the relative diffusivity differ-
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Fig. 3 (a) Fraction of Li coordinated with EC and DME (blue and yellow bars, respectively) at different co-solvent concentrations. (b) Distribution of
Li cations based on the number of molecules that form their solvation shell for the IL-in-salt system (100IL), EC system (20EC) and DME system
(20DME). (c) Simulation snapshots of Li with different sizes and types of solvation shells.
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ences across various electrolytes supports the validity of the
force field used in this study.

To understand the effect of co-solvent on Li diffusion, the
Li-FSI ion pair lifetimes and cage lifetimes were studied, fol-
lowing the method proposed by Zhang and coworkers.® It is
observed that the co-solvents decrease the average Li-FSI ion
pair and cage lifetimes. The longest lifetime is for 100IL and
the shortest lifetime is for 20DME (Fig. 5a). Thus, the struc-
tural diffusion of Li occurs more frequently in 20DME, leading
to an increase in Li self-diffusivity.

If Li-co-solvent complexes are the main contributors to the
enhanced Li diffusion, then Li in hybrid solvation shells (co-
solvent + FSI) should move faster than Li in full FSI solvation
shells. We prove this by comparing the ion pair lifetime, cage life-
time (Fig. 5b and c) and Li MSD (Fig. S4t) in different types of
solvent shells. The analysis confirms the shorter ion pair and ion
cage lifetimes for Li in hybrid shells than in the full FSI shells.
The MSD results also indicate the higher diffusion of Li in hybrid
shells (Fig. S41). Two simulation snapshots in Fig. 5d and e
display the moving trajectories of a Li in a DME-containing hybrid
solvation shell compared to a Li in a full FSI solvation shell for
800 ps, where the former shows a longer Li travel distance.
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Lastly, the fastest Li ions selected based on their MSD
values are highlighted in grey in an MD snapshot (Fig. 5f). In
the same snapshot, Li ions in hybrid shells and FSI shells are
colored in red and green, respectively. Clearly, most of the
fastest Li ions are present in hybrid shells.

We also analyzed the percentage of Li in small clusters
detached from the main aggregate networks. This percentage
is higher in the DME system with 22% of Li compared to 2%
in the EC system (Fig. S5f) and no isolated clusters were
observed in 100IL, indicating the more effective role of DME in
interrupting large ion aggregates. Therefore, although the
higher dielectric constant of EC was believed to help weaken
ion association and was used in Li-ion batteries, in the super-
concentrated ionic liquid system, the DME with a high donor
number works better in disrupting Li-anion aggregates
through stronger Li coordination, therefore more effectively
breaking large overall
conductivity.

Lastly, an experimental study of the effect of co-solvents on
electrolyte bulk properties was conducted. Table 1 compares
the ionic conductivity and Li transference numbers of three
electrolyte systems. At both 50 °C and 80 °C, the addition of
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Fig. 5 (a) Li—FSl ion pair lifetime and Li ion cage lifetime (blue and yellow bars, respectively) for the 100IL, 20EC and 20DME systems. The solid
curve with markers and error bars represents the calculated Li self-diffusivity. (b) and (c) Li—FSI ion pair lifetime and Li ion cage lifetime calculated
separately for Li in hybrid solvation shells and full FSI shells for the 20EC and 20DME systems. (d and e) Simulation snapshots to show the trajectory
of a Li in a hybrid solvation shell (FSI + DME) and a full FSI solvation shell in a time window of 1 ns. (f) Simulation snapshot of Li in full FSI shells
(green) and hybrid (FSI + DME) solvation shells (red). The fastest Li are highlighted in gray.
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Table 1 lonic conductivities measured at 50 and 80 °C and Li transference number at 50 °C

Conductivity/x107> S em™*

Transference number

Electrolyte system 50 °C 80 °C 50 °C

3.2 mol kg™ LiFSI in N1113FSI (1001IL) 2.43 6.22 0.387 + 0.09
3.2 mol kg_1 LiFSI in N1113FSI: EC (80IL: 20EC) 5.67 9.1 0.371+ 0.1
3.2 mol kg71 LiFSI in N1113FSI: DME (80IL : 20DME) 6.2 10.5 0.33 £0.07

co-solvent significantly increases conductivity. The DME
system shows the most notable enhancement by 2.6 times at
50 °C and 1.7 times at 80 °C compared to 100IL. While the Li
transference number decreases slightly with the addition of
co-solvents, the change remains minimal. It is 0.389 in 100IL
and decreases to 0.371 in EC and 0.33 in the DME system.
Therefore, adding a co-solvent can effectively increase conduc-
tivity without significantly affecting the Li transference
number, making this an effective method for improving bulk
phase electrolyte performance.

Conclusions

This research investigates the role of co-solvents in improving
ion transport in superconcentrated ionic liquids. Two co-solvent
molecules of EC and DME have been compared. It is found that
the stronger affinity between the co-solvent and Li is critical and
promotes the formation of more Li-solvent-FSI hybrid solvation
shells, which enhance Li diffusion and reduce the large Li-FSI
aggregates. DME with a higher donor number than EC works
better in this role although the latter has a higher dielectric con-
stant. This understanding provides guidance in choosing co-
solvent molecules as additives to effectively enhance ion
diffusion in superconcentrated ionic liquid electrolytes.

Computational details

For the simulations, three electrolytes were considered. The
100IL system was an equimolar mixture of LiFSI and N;;,3FSIL.
The 20EC and 20DME systems consisted of 53 mol% LiFSI in
N;4113FSI with 20 wt% co-solvent. Table S31 shows the compo-
sition of the system. The composition was chosen based on a
previous study with LiFSI in C;mpyrFSI, showing that the
addition of 20 w% DME enhances Li anode stability in battery
cycling.®® Initially, all molecules were randomly placed in a
7 nm cubic box using Packmol.”” The chemical structures of
the studied species are shown in Fig. S1.7

The simulations were carried out in Gromacs 2022.>® The
force field parameters of Li, FSI and N;,,3 were taken from the
CL&P forcefield,?®?*° while EC and DME were described by
the OPLS forcefield.>" A timestep of 1 fs was chosen along with
the leapfrog integrator. H bonds were constrained using a
Lincs algorithm. Long-range electrostatic interactions were
implemented using an Ewald summation with a Fourier grid

10062 | Nanoscale, 2025, 17, 10057-10064

of 0.16. Short range electrostatic and van der Waals inter-
actions were defined within a cutoff distance of 1.2 nm.

Temperature and pressure were controlled using a Nose-
Hoover thermostat and a Parrinello-Rahman barostat, respect-
ively. Three-dimensional periodic boundary conditions were
considered, and a dispersion correction was used for approxi-
mating long van der Waals interactions. To correct ion-ion
and dipole-dipole interactions the total charge of the ions was
scaled down to +0.7.>

First a steepest descent minimization was done on the
initial systems converging to a minimum force of 1000.0 kJ/
mol nm™". Next, to improve the system dynamics, the tempera-
ture was increased from 393 K to 500 K in the first 3 ns. Then,
the system was slowly quenched from 500 K to 393 K in the
next 4 ns. The system temperature was kept at 393 K for an
additional 3 ns. The final simulation was run in an NpT
ensemble with 393 K and 1 bar for 50 ns.

For the post-simulation analysis, via Python coding, the
composition and number of molecules in the solvation shell
around each Li cation were analyzed for the last 5000 trajectory
frames. Two approaches were used to identify Li-FSI networks.
In the first one, using the data from the solvation shell ana-
lysis, a Li network was constructed by tracking FSI shared by
multiple Li. In the second method, cluster analysis on Li was
performed applying the DBSAN algorithm considering a
maximum distance of 0.76 nm between points. Such a dis-
tance was extracted from Li-Li RDF, shown in Fig. S6.1

The Li-FSI pair and FSI cage lifetimes were calculated
based on the method of Zhang and coworkers.>® First, the ion
pair (IP) and ion cage (IC) functions were calculated in a time
window of 1000 ps. A Li-FSI pair is formed between Li and the
closest FSI anion in the solvation shell, and it is broken when
another FSI coordinates Li within a closer distance. An FSI
cage around Li is formed by its FSI solvation shell and it is
broken when an FSI leaves or a new FSI enters. Following this,
a time correlation function (TCF) (C(¢)) was calculated on the
corresponding IP and IC functions (eqn (1)). In eqn (1), the
angle brackets represent the average and # refers to the IP or
IC function. The estimated ion pair and ion cage TCFs were
averaged for all the Li, obtaining a smooth decreasing curve.
The resultant lifetimes were obtained by numeric integration
of these curves from 0 to infinite using Simpson’s rule. The
algorithm was implemented with Python 3.0.

HIAE M
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Additionally, the apparent Li transference number was cal-
culated with eqn (2), where n and D are the number of mole-
cules and self-diffusivity, respectively.'®

. nyiDyi
nyiDyi + NeationDeation + ManionDanion

lyi (2)
The post-simulation analysis was carried out using Python,

including MDAnalysis,** and Gromacs post-simulation tools.

The simulation snapshots were produced using VMD 1.9.4.*

Electrolyte preparation

N-Trimethyl-N-propylammonium bis(fluorosulfonyl)imide
(N1113FSI, 99.5%) and lithium bis-(fluorosulfonyl)imide
(LiFSI, 99.5%) were received from Solvionic (France).
Dimethoxylethane (DME) and ethylene carbonate (EC) were
purchased from Merck Natural Sciences Australia. All chemi-
cals were used without further purification or drying.
Appropriate amounts of LiFSI, N1113FSI and the cosovents
were weighed accurately according to the different compo-
sitions used and mixed overnight at room temperature to
prepare the electrolytes. All the materials were stored, and elec-
trolytes were prepared in an argon-filled glovebox. The electro-
lyte compositions chosen for this work are shown in Table 2.

NMR measurements

'H, F and Li pulsed field gradient (PFG) NMR measure-
ments were carried out to determine the diffusion coefficients
of the IL cation and additive, IL anion and lithium cation,
respectively. Samples were packed into 5 mm NMR tubes
inside an argon glove box. A Bruker Avance III 11.7 T NMR
spectrometer was used with the double stimulated echo PFG
pulse sequence to eliminate convection effects. The gradient
pulse length was set to 5-10 ms, the diffusion time to
50-100 ms and the maximum gradient strength was around 50
G cm™'. Sample temperatures were 80 °C with a minimum of
10 min equilibration time. Attenuation curves were fitted
using the Stejskal-Tanner equation in the TopSpin software.

Transference number measurement

Lithium metal foil (Gelon Energy Corp. China) of 100 pm thick-
ness was cleaned and cut into 16 mm diameter discs. These
discs were attached to two of the 0.5 mm spacers of 2032 type
coin cell compartments to be used for a lithium symmetrical
cell. For the separator, 16 mm diameter Celgard 3501 was dried
overnight under vacuum at 40 °C and used. Different electrolyte
systems were used in a volume of 80 pl for each cell. A cell-

Table 2 List of ionic liquid electrolyte compositions used in this work

LiFSI-salt concentration N1113FSIwt% Cosolvent Cosolvent wt%

3.2 mol kg™* 100 — —
95 DME 05
80 DME 20
95 EC 05
80 EC 20

This journal is © The Royal Society of Chemistry 2025
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crimping machine (Hohsen, Japan) was used to crimp the coin
cells. All cells were assembled in an argon filled glovebox, where
H,0 and 02 levels were maintained below 1 ppm. The cells were
rested at 50 °C for 24 h to allow for separator wetting. The
assembled cells were tested using a VMP3 (Biologic) battery
cycler. These Li/Li cells were then used to measure the transfer-
ence number of each electrolyte. The t;;- value was calculated fol-
lowing the traditional Bruce-Vincent method." The equation for
transference number calculation is as follows:

o _ LAV —IoR,)
U7 Io(AV — IRy)

Here, AV is the applied voltage across the cell (10 mV), I,
and I; are initial and steady-state currents, and R, and R, are
initial and steady state surface impedances of the measured
cell.

Ionic conductivity measurements

Electrochemical impedance spectroscopy (EIS) was performed
on an MTZ-35 impedance analyser to obtain the ohmic impe-
dance (R) of the electrolytes. A dip cell with two platinum rods
sheathed in glass was filled with an electrolyte. The ionic con-
ductivity was calculated using the formula: ¢ = G/R, where s is
ionic conductivity and G is the cell constant of the dip cell.
The G value was determined by testing the calibration solu-
tion, 0.01 M KCl, at 25 °C. The conductivity was measured by
applying frequency from 1 MHz to 1 Hz and an amplitude of
0.01 V. The ionic conductivity was measured at 50 and 80 °C
temperatures.
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