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1. NMR spectroscopic Details

Table S1: Selected NMR spectroscopic data® of alkoxytricyanoborate anions.

llB 19F 1H 13C
Anion *Jen *Jen *Jun Yes Yre
1) 6 (CFs) 6 (—-CHy-) | 6 (—CHs) 6 (—CHy-) | 6 (-CH3) | 6 (-CF3) 6 (—CN)
[ppm] | [Hz] | [ppm] | [HZ] [ppm] [Hz] [ppm] [Hz]

[CH30B(CN)s]™ -18.42| 3.8 - - - 3.21 - - 52.22 - 127.79 70.2 -
[C2HsOB(CN)s] -18.99| 1.7 - - 3.42 1.09 7.0 16.91 60.39 - 128.15 69.9 -
[CF3CH,OB(CN)s] -19.03| 1.5 |-7596| 9.09 3.80 - - 63.27 - 124.60 126.61 71.7 277
[(CF3CH,0),B(CN),] @ | -6.67 | 2.0 |-76.08 | 9.41 3.78 - - 62.15 - 126.40 130.23 73.8 280

Table S2: Selected calculated? NMR spectroscopic data of alkoxytricyanoborate anions.

llB 19F 1H 13C
Anion *Jon Jen ®Jum Yes Yec
1) 6 (CFs) 6 (—-CHy-) | 6 (—CHs) 6 (—CHy-) | 6 (-CH3) | 6 (-CF3) 6 (—CN)
[ppm] | [Hz] | [ppm] | [HZ] [ppm] [Hz] [ppm] [Hz]
[CH30B(CN)s]™ -24.22| 3.7 - - - 3.41 - - 53.66 - 132.36 74.0 -
[C2HsOB(CN)s]” -24.72| 1.1 - - 3.59 1.15 6.3 62.71 19.42 - 132.49 74.0 -
[CF3CH,OB(CN)s] -2492| 1.2 |-98.43| 7.3 3.94 - - 67.04 - 138.85 130.96 75.7 -349

9B3LYP/6-311++G(2d,p)//B3LYP/6-311++G(d,p)



2. Thermal and Electrochemical Properties

Table S3 Selected thermal and electrochemical parameters of [EMIm]* salts in the temperature range of 293-353 K.

anion M density p dynamic viscosity 7 concentrationc=p- M1
20°C 40°C 60 °C 70°C 80°C 20°C 40°C 60 °C 70°C 80°C 20°C  40°C 60 °C 70°C 80°C
[g-mol1] [g-mL1] [mPa:-s] [mol-L1]
[CH30B(CN)s]- 232.07 1.04 1.03 1.01 1.00 1.00 18.8 11.0 6.9 5.6 4.7 4.48 4.43 4.35 4.31 4.31
[CHsOB(CN)s]- 246.10 1.03 1.01 1.00 0.99 0.99 25.2 12.6 7.7 6.2 5.1 4.19 4.10 4.06 4.02 4.02
[CF3CH,0B(CN)s]- 300.07 1.18 1.16 1.14 1.13 1.13 24.4 12.6 7.6 6.1 5.0 3.93 3.87 3.80 3.77 3.77
[B(CN)a]-¢ 226.05 1.04 1.02 1.01 1.00 0.99 22,6 11.4 7.0 5.7 4.7 4.60 4.53 4.46 4.43 4.40
anion specific conductivity o log(Aimp) @ log(777%)
20°C  40°C 60°C 70°C 80°C 20°C 40 °C 60 °C 70°C 80°C 20°C 40 °C 60 °C 70°C 80°C
[mS-cm™1] [log(S-cm2-mol-1)] [log(cm-s-g1)]

[CH30B(CN)s]- 10.1 16.7 24.0 28.1 323 0.3530 0.5763 0.7417 0.8142 0.8747 0.7258 0.9586 1.1612 1.2521 1.3279
[CoHsOB(CN)s]- 5.6 9.7 14.7 17.4 20.9 0.1260 0.3740 0.5588 0.6363 0.7159 0.5986 0.8996 1.1135 1.2076 1.2924

[CF3CH,0B(CN)s]- 5.5 9.3 14.3 16.3 18.6 0.1460 0.3808 0.5756 0.6358 0.6932 0.6126 0.6126 0.8996 1.2147 1.300
[B(CN)a]-¢ 12.1 20.7 31.0 36.6 42.4 0.4211 0.6588 0.8410 0.9171 0.9845 0.6612 0.9582 1.1791 1.2705 1.3520

”Aimp=U-C_1.



Table S3. continued.

anion D+ b D¢ AnvR Aimp @ 1= Aimp - Anmr™?
20°C 40°C 60 °C 20°C 40°C 60 °C 20°C 40°C 60 °C 20°C 40°C 60 °C 20°C 40°C 60 °C
[10-11-m2-s71] [10-11-m2-s71] [cmZ-S-mol] [cmZ-S-mol] [-]
[CH30B(CN)s]- 7.2 14.5 23.5 5.5 11.2 18.5 4.84 9.19 14.12 2.25 3.77 5.52 0.46 0.41 0.39
[C2HsOB(CN)s]- 5.8 12.3 20.8 3.9 8.4 14.7 371 7.40 11.93 1.34 2.37 3.62 0.36 0.32 0.30
[CF3CH,0B(CN)s]- 6.9 141 23.1 5.0 10.5 17.6 4.55 8.80 13.68 1.40 2.40 3.76 0.31 0.27 0.27
[B(CN)4]-¢ 6.3 133 22,5 54 11.8 20.1 4.47 8.98 14.32 2.64 4.56 6.93 0.59 0.51 0.48

b D* was determined by *H NMR DOSY, mean value of all signals. ¢ D~ was determined by H and 1B NMR DOSY, mean value of all signals. 9 calcd. by: Aywr= (D* + D) - Na- €2- kg™t - T-1, eLit.[2]
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Figure S1. Plots of molar conductivities of EMIm-ILs versus temperature (/Anmg: calculated from diffusion constants derived from DOSY NMR experiments;

Aimp: measuered via impedance spectroscopy).



3. Thermal Properties
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Instrument : NETZSCH DSC 204F1 Phoenix 240-12-0445-L File : C:\NETZSCH\Proteus70\data\Finze\NilsSchopper\Li[BOMe(CN)3] Zersetzung.ngb-sd7 Method : Leon der Profi N2 60
Project : Sample : Li[BOMe(CN)3], 2 mg Range : 25°C/10.0(K/min)/500°C Atmosphere : N2, 60.0ml/min / N2, 60.0ml/min
Identity : Li[BOMe(CN)3] Reference : eigener,0 mg Sample car./TC : DSC 204F1 t-sensor [ E Corr/m. range : 059/5000 pV
Dateftime :  16.06.2020 17:32:37 Material : Modeltype of meas. : DSC/Sample
Laboratory : IAC CorrJtemp.cal : /applied Segments : 23
Operator:  Sprenger Sens file : applied Crucible : Pan A, pierced lid
Created with NETZSCH Profeus software
Figure S2. DSC curve of Li[B(OCH3)(CN)s]-H-0.
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Instrument : NETZSCH STA 449F3 File : C:\NETZSCH\Proteus80\data\Jan Sprenger\Li{BOMe(CN)3] H20 DTA Ofen | IR.ngb-ss3 Method : DTA Leon der Profi 500 10k 50-20
Project:  N(CF3)2 Sample : Li[BOMe(CN)3]*H20, 30 mg Range : 30°C/10.0(K/min)/500°C Atmosphere : N2/ N2
Identity : Li[BOMe(CN)3]*"H20 Reference : DTARef,0 mg Sample car./TC : DTATGS/S TG corr.m. range :  0:9:0/35000 mg
Date/time :  24.06.2020 13:01:12 Material : Salz Mode/type of meas. : DTA-TG / Sample DSC corr./m. range : 0:0:
Laboratory : IAC Correction file : - Segments : 2/4
Operator :  Sprenger Temp.Cal./Sens. Files : TCALZERO.TCX / SENSZERO.EXX Crucible : AI203 3.4 ml, open

Figure $3. DTA/TG curves of Li[B(OCH3)(CN)s]-H0.
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DSC /(mW/mg)
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Instrument : NETZSCH DSC 204F1 Phoenix 240-12-0445-L File : C:\NETZSCH\F (OMe(CN)3] JS-IX-77 Zersetzung.ngb-sd7 Method : Leon der Profi N2 60
Project : Sample : JS-IX-077,2mg Range : 25°C/10.0(K/min)/500°C Atmosphere : N2, 60.0mUmin / N2, 60.0mlimin
Identity : Na[B(OMe(CN)3] Reference : eigener,0 mg Sample car./TC : DSC 204F1 t-sensor / E Corr/m. range : 059/5000 pV
Dateftime :  22.09.2020 12:28:13 Material : Modeitype of meas. : DSC / Sample
Laboratory : IAC Corr.temp.cal : /applied Segments : 23
Operator:  Sprenger Sens file : applied Crucible : Pan Al pierced lid
Created with NETZSCH Proteus software
Figure S4. DSC curve of Na[B(OCHs;)(CN)s]-H,0.
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Instrument : NETZSCH STA 449F3 File : C:\NETZSCH\F 0\data\Jan Sp! \Na[BOMe(CN)3]H20 JS-IX-077 DTA Ofen | IR.ngb-ss3 Method : DTA Leon der Profi 500 10k 50-20
Project : N(CF3)2 Sample : Na[BOMe(CN)3]*H20, 9.7 mg Range : 30°C/10.0(K/min)/500°C Atmosphere : N2 /N2
Identity : JS-IX-077 Reference : DTARef,0 mg Sample car./TC : DTATGS/S TG corr./m. range :  0:9:0/35000 mg
Date/time :  22.09.2020 14:59:01 Material : Salz Mode/type of meas. : DTA-TG / Sample DSC corr./m. range : 0:0:2/
Laboratory : IAC Correction file : - Segments : 2/4
Operator :  Sprenger Temp.Cal./Sens. Files : TCALZERO.TCX / SENSZERO.EXX Crucible : Al203 3.4 ml, open

Figure S5. DTA/TG curves of Na[B(OCH3)(CN)3]-H-0.
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Project : Sample : K[BOMe(CN)3], 2 mg Range : 25°C/10.0(K/min)/500°C Atmosphere : N2, 60.0mlimin / N2, 60.0ml/min
Identity:  K[BOMe(CN)3] Reference: eigener,0 mg Sample car/TC:  DSC 204F1 t-sensor/ E Corrim. range : 059/5000 pV
Dateltime :  16.06.2020 20:16:56 Material : Modeltype of meas. : DSC/Sample
Laboratory : IAC Corr./temp.cal : /applied Segments : 23
Operator:  Sprenger Sens file : applied Crucible : Pan Al, pierced lid
Created with NETZSCH Proteus software
Figure S6. DSC curve of K[B(OCH3)(CN)s].
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Project : N(CF3)2 Sample : K[BOMe(CN)3], 34.3 mg Range : 30°C/10.0(K/mi (o} N2 /N2
Identity : K[BOMe(CN)3] Reference : DTARef,0 mg Sample car./TC : DTATGS/S TG corr./m. range :  0:9:0/35000 mg
Date/time :  24.06.2020 16:02:52 Material : Salz Mode/type of meas. : DTA-TG / Sample DSC corr./m. range : 0:0:2/
Laboratory : IAC Correction file : - Segments : 2/4
Operator:  Sprenger Temp.Cal./Sens. Files : TCALZERO.TCX / SENSZERO.EXX Crucible : Al203 3.4 ml, open

Figure S7. DTA/TG curves of K[B(OCH3)(CN)s]
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Identity : Na[BOE(CN)3] Reference : eigener,0 mg Sample car./TC : DSC 204F1 t-sensor / E Corr/m. range : 059/5000 pV
Dateltime :  16.06.2020 21:37:36 Material : Modeftype of meas. : DSC/Sample
Laboratory : IAC Corr.Jtemp.cal : /applied Segments : I3
Operator:  Sprenger Sens file : applied Crucible : Pan Al pierced lid
Created with NETZSCH Proteus software
Figure S8. DSC curve of Na[B(OC;Hs)(CN)s].
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Project : N(CF3)2 Sample : Na[BOEt(CN)3], 12.4 mg Range : 30°C/10.0(K )°C N2 /N2
Identity : NiSc-111-026 Reference : DTARef,0 mg Sample car./TC : DTATGS/S TG corr./m. range :  8:9:0/35000 mg
Date/time :  11.09.2020 16:05:53 Material : Salz Mode/type of meas. : DTA-TG/ Sample DSC corr./m. range : 13:0:2/
Laboratory : IAC Correction file : - Segments : 2/4
Operator:  Sprenger Temp.Cal./Sens. Files : TCALZERO.TCX / SENSZERO.EXX Crucible : Al203 3.4 ml, open

Figure S9. DTA/TG curves of Na[B(OC;Hs)(CN)s].
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Figure S10. DSC curve of Na[B(OCH,CF3)(CN);]-0.5H,0.
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Figure S12. DSC curve of [EMIm][B(OCHs)(CN)s].
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Laboratory : IAC Correction file : - Segments : 2/4
Operator:  Sprenger Temp.Cal./Sens. Files : TCALZERO.TCX / SENSZERO.EXX Crucible : Al203 3.4 ml, open

Created with NETZSCH Proteus software

Figure $13. DTA/TG curves of [EMIm][B(OCH3)(CN)s].
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DSC /(mW/mg) Temp. /°C
1.5 | exo
’ [15-TR)
Glass Transition:
Onset:  -86.4°C Onset*: 242.9 °C t 500.0
Mid: -85.1°C
1 Inflection: -84.0 °C
End: -83.7°C
Delta Cp*:  0.902 J/(g*K) r400.0
Glass Transition:
Onset:  -83.3°C ~+—
Mid: -86.5°C - 300.0
0.5 Inflection: -87.5°C
End: -89.1°C
Delta Cp*:  0.276 J/(g"K
’ r 200.0
0 £100.0
0.0
1.4-TR]
-0.51
_ £-100.0
L BATR)
20.0 30.0 40.0 50.0 60.0 70.0 80.0 90.0 100.0
Time /min
Main 2020-09-24 10:00 User: Administrator NiSc-II-115 EMIm{B(OEt)(CN)3] RT, 105, TT, Zersetz.ngb-od7
Instrument : NETZSCH DSC 204F1 Phoenix 240-12-0445-L File : C:\NETZSCH 1I-115 EMIm[B(OEt)(CN)3] RT, 105, TT, Zersetzung.ngb-sd7 Method : Alkoxycyanoborat-ILs
Project : Operator:  Sprenger Corr.temp.cal : | applied Segments: 6
Identity : NiSc-II-115 Sample:  EMIm[B(OEt)(CN)3], 2 mg Sensfile : applied Crucible : Pan Al, pierced lid
Dateltime :  21.09.2020 15:01:08 Reference : eigener.0 mg Sample car./TC : DSC 204F1 t-sensor / E Atmosphere : N2, 60.0ml/min / N2, 40.0ml/min
Laboratory : IAC Material : Modeltype of meas. : DSC/Sample M. range : 5000 pv
[#) Type Range AcqRate STC AC P1:~ P2N2 PG:IN2 Corr. [#) Type Range AcqRate STC AC Pl P2N2 PGIN2 Corr.
[1.4-TR] Dynamic  105°C/10.0(K/min)-150°C  600.00 1a 1 0.0 60.0 40.0 DSCES9  [1.5-TR]Dynamic  -150°C/10.0(K/min)/550°C  600.00 1a 1 00 60.0 400 DSC:859
Created with NETZSCH Proteus software
Figure S14. DSC curve of [EMIm][B(OC;Hs)(CN)s].
TG /% DTA /(uV/mg)
Onset*: 309.4 °C Lexo
100 ——t 0.5
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90 4 0.0
807 --0.5
70 Mass Change: -61.08 %
+-1.0
60
F-1.5
Mass Change: -3.47 %
50
+-2.0
40
-2.5
30
Mass Change: -12.13 %
3 L0
20
50 100 150 200 250 300 350 400 450 500
Main 2020-09-24 14:13  User: Administrator Temperature /°C

Instrument : NETZSCH STA 449F3 File : C:\NETZSCH\Proteus80\data\Jan Sprenger\EMIm[B(OEt)(CN)3] DTA Ofen | IR.ngb-ss3 Method : DTA Leon der Profi 500 10k 50-20

EMIm[B(OE!)(CN)3] DTA Ofen | IR-2.ngb-0s3

Figure $15. DTA/TG curves of [EMIm][B(OC,Hs)(CN)s].

Project : N(CF3)2 Sample : EMIm[B(OEt)(CN)3], 26.1 mg Range : 30°C/10.0(K/min)/500°C Atmosphere : N2 /N2
Identity : NiSc-1I-115 Reference : DTARef,0 mg Sample car./TC : DTATGS/S TG corr./m. range :  0:9:0/35000 mg
Date/time :  09.09.2020 14:29:32 Material : Salz Mode/type of meas. : DTA-TG / Sample DSC corr./m. range : 0:0:0/
Laboratory : IAC Correction file : - Segments : 2/4

Operator :  Sprenger Temp.Cal./Sens. Files : TCALZERO.TCX / SENSZERO.EXX Crucible : Al203 3.4 ml, open

Created with NETZSCH Proteus software
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41 T
Glass Transition: r 500.0
Onset:  -846°C
Mid: -83.2°C S
3 Inflection: -82.0 °C L
Glass Transition: End: -81.6 °C 1 400.0
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[ 2TRY 100.0
Onset*: 285.4 °C
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-1 4
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Time /min
Main  2020-09-24 10:03 User: Administrator
|Instrument : NETZSCH DSC 204F1 Phoenix 240-12-0445-L File : C:INETZSCH\Proteus70\data\Finze\NilsSchopper\NiSc-II-116 EMIm{CF3CH20B(CN)3] RT, 105, TT, ngb-sd7 Method : ILs
Project : Operator :  Sprenger Corr./temp.cal : | applied Segments: 6
Identity : NiSc-II-116 Sample:  EMIm[CF3CH20B(CN)3], 2 mg Sens file : applied Crucible : Pan Al, pierced lid
Dateltime :  21.09.2020 19:40:36 Reference : eigener,0 mg Sample car./TC : DSC 204F1 t-sensor / E Atmosphere : N2, 60.0ml/min / N2, 40.0ml/min
Laboratory : IAC Material : Modeltype of meas. : DSC / Sample M. range : 5000 pV
[# Type Range AcqRate STC AC Pl P2N2 PG:IN2 Corm. [# Type Range AcqRate STC AC P1:= P2N2 PG:N2 Corr.
[1.2-TR] Dynamic ~ 25°C/10.0(K/min)/105°C 600.00 1a 0 0.0 60.0 40.0 DSC:059  [1.5-TR]Dynamic  -150°C/10.0(K/min)/550°C  600.00 1a 1 00 60.0 40.0 DSC:859
[1.4-TR] Dynamic  105°C/10.0(K/min)/-150°C  600.00 1a 1 0.0 60.0 40.0 DSC:B59
Created with NETZSCH Proteus software
Figure S16. DSC curve of [EMIm][B(OCH,CF3)(CN)s].
TG /% DTA /(uV/mg)
| exo
Onset*: 326.3°C
. - 0.0
100
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Mass Change: -72.95 % r-1.5
70
+-2.0
60
Mass Change: -7.53 % F-2.5
50
Mass Change: -3.37 % r-3.0
40
+-3.5
30 A
--4.0
20 A
M Ch -0.719
lass Change % L 45
50 100 150 200 250 . 350 400 450 500
Main 2020-09-24 14:15 User: Administrator Temperature /°C EMIm[CF3CH20B(CN)3] DTA Ofen | IR-2.ngb-0s3
Instrument : NETZSCH STA 449F3 File : C:\NETZSCH\P 0\data\Jan Spi EMIm[CF3CH20B(CN)3] DTA Ofen | IR.ngb-ss3 Method : DTA Leon der Profi 500 10k 50-20
Project : N(CF3)2 Sample : EMIm[CF3CH20B(CN)3], 14.9 mg Range : 30°C/10.0(K/min)/500°C Atmosphere : N2 /N2
Identity : NiSc-I-116 Reference : DTARef,0 mg Sample car./TC : DTATGS/S TG corr./m. range :  0:9:0/35000 mg
Date/time :  16.09.2020 15:07:49 Material : Salz Mode/type of meas. : DTA-TG/ Sample DSC corr./m. range : 0:0:0/
Laboratory : IAC Correction file : - Segments : 2/4
Operator:  Sprenger Temp.Cal./Sens. Files : TCALZERO.TCX / SENSZERO.EXX Crucible : Al203 3.4 ml, open

Figure S17. DTA/TG curves of [EMIm][B(OCH,CF3)(CN)s].

Created with NETZSCH Proteus software
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4. Single Crystal X-ray Diffraction

Table S4: Crystallographic data of Li[(CH30)B(CN)s]-H,0 and Na[(CH30)B(CN)s]-H,0 .

compound Li[(CHs0)B(CN)3]-H,0 Na[(CHs0)B(CN)s]-H.0
Formula C4HsBLiN3O; C4HsBN3NaO;

My, [g mol™] 144.86 160.91

TIK] 100(2) 290(2)

Colour colourless colourless

Crystal size [mm?3]

0.350x0.210x 0.190

0.40x0.30x0.20

Crystal system monoclinic triclinic
Space group Cc P1

a [A] 5.9444(0) 6.2298(3)
b [A] 17.4508(2) 8.0256(4)
c[A] 7.4613(0) 8.9101(4)
al’] 90 105.478(4)
Bl 96.637(01) 101.298(4)
7] 90 97.248(4)
VA3 768.80(7) 413.44(4)
z 4 2

Peaic [Mg m™3] 1.252 1.293

L [mm™] 0.800 0.143
Absorption correction Gaussian semi-empirical
F(000) [e] 296 164

Device, radiation, wavelength

Theta range [°]

XtaLAB Synergy, Dualflex,
HyPix, (CuKy = 1.54184 A)

5.069 to 77.310

Oxford Xcalibur, Eos
(MoK, =0.71073 A)

4.136 to 29.994

refelctions collected / independent 6190/ 1302 7746 / 2413
refelctions observed [/ > 20(/)] 1299

R(int) 0.0248 0.0158

Data / restraints / parameters 1302 /2/110 2413 /0/110
Ri[l>20(N]® 0.0220 0.0300

WR; (all data)® 0.0610 0.0651
Goodness-of-fit F2I 1.062 1.025

Aprmax ] Apmin [€ A3 0.205 / -0.117 0.222 / -0.160
CCDC no. 2035891 2033370

[a] R1 = (Z| I Fol - Ed | )/E| Fol. [b] WwR2 = [Zw(Fo? — F2)2/Zw(F,2)2]05, weight map: w = [62F, + (aP)? + bP]™%; P = [max(0,F2) +

2F2]/3; [b1] a = 0.0406, b = 0.1464; [b2] a = 0.0160, b = 0.1. [c] GooF: S = [Zw(F.2 — F2)2/(m — n)]°5;

(m = reflections, n = variables)
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Table S5: Crystallographic data of K[(CH30)B(CN)s] and Na[(C2HsO)B(CN)s] .

compound K[(CH30)B(CN);] Na[(C>Hs0)B(CN)s]
Formula C4H3BKNsO CsHsBN3NaO
My, [g mol™] 159.00 156.92

TK] 100(2) 100(2)

Colour colourless colourless

Crystal size [mm?3]
Crystal system
Space group

a [A]

b [A]

c[A]

al’]

Bl

7l

V[A]

V4

Peaic [Mg m~]
p[mm™]
Absorption correction

F(000) [e]
Device, radiation, wavelength

Theta range [°]

refelctions collected / independent
refelctions observed [/ > 20(/)]
R(int)

Data / restraints / parameters
Ri[l>20(N]®

WR; (all data)®

Goodness-of-fit F2Ic!

ApPrmax | Apmin [€ A3]

CCDC no.

0.450 x 0.280 x 0.140
monoclinic
C2/c
13.8805(2)
7.5052(0)
15.3649(2)
90
95.168(0)
90
1594.15(4)
8

1.325
5.333
Gaussian

640

XtaLAB Synergy, Dualflex,
HyPix, (CuKy = 1.54184 A)

5.783 to 77.246
8580/ 1670
1640

0.0296
1670/0/95
0.0251

0.0687

1.018

0.243 /-0.248
2035889

0.345x0.171x0.139
triclinic

P1
7.3884(2)
7.7824(2)
8.09230(10)
82.094(2)
71.472(2)
63.968(2)
396.426(17)
2

1.315

1.240
Gaussian

160

XtaLAB Synergy, Dualflex, HyPix,

(CuKq = 1.54184 A)
5.766 to 77.333
8262 / 1658
1584

0.0309

1658 /0/ 101
0.0289

0.0764

1.072
0.321/-0.235
2035890

[a] R1 = (Z| I Fol - Ed | )/E| Fol. [b] WwR2 = [Zw(Fo? — F2)2/Zw(F,2)2]05, weight map: w = [62F, + (aP)? + bP]™%; P = [max(0,F2) +

2F2]/3; [b1] a =0.0419, b = 1.0863; [b2] a = 0.038, b = 0.1253. [c] GoOF: S = [Ew(F,2 — F2)2/(m — n)]°5;

(m = reflections, n = variables)
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Table S6: Crystallographic data of Na[(CF;CH,0)B(CN);]-0.5H,0.

compound Na[(CFsCH,0)B(CN)3]:0.5H,0
Formula Ci10HeB2FeNsNa203
M. [g mol™] 439.81

TK] 100(2)

Colour colourless

Crystal size [mm?3] 0.190 x 0.146 x 0.047
Crystal system monoclinic

Space group QJc

a [A] 15.4584(2)

b [A] 7.76240(10)

c[A] 15.2266(2)

al’] 90

Bl 99.7870(10)

7[°] 90

VA3 1800.51(4)

z 4

Peatc [Mg m™] 1.622

L [mm™] 1.823

Absorption correction Gaussian

F(000) [e] 872

XtalLAB Synergy, Dualflex, HyPix,

Device, radiation, wavelength .
(CuKy =1.54184 A)

Theta range [°] 5.809 to 74.504
refelctions collected / independent 10105/ 1844
refelctions observed [/ > 20(/)] 1741

R(int) 0.0287

Data / restraints / parameters 1844 /1 /136
Ri[l>20(N]® 0.0289

WR; (all data)® 0.0798
Goodness-of-fit F?Ic! 1.004

ApPrmax | Apmin [€ A3] 0.346 / -0.267
CCDC no. 2035892

[a] R1 = (Z| I Fol - Ed | )/E| Fol. [b] WwR2 = [Zw(Fo? — F2)2/Zw(F,2)2]05, weight map: w = [62F, + (aP)? + bP]™%; P = [max(0,F2) +
2F2]/3; [b1] @ =0.0492, b = 1.3813; [b2] @ = 0.1337, b = 1.1987. [c] GooF: S = [Zw(F.2 — F2)2/(m — n)]°5;
(m = reflections, n = variables)
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