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Table S1. '"°In Static NMR Experimental Parameters at 9.4 T

rf power Recycle Spectral Number of Fr(e)qfisei[cy I\ggg;bse;;f
(kHz) Delay (s) Width (kHz)  Subspectra (kHz) Subspectrum
[In][GaCl4] 67 0.1 1000 1 - 8544
[In([15]crown-5),][OTH] 77 0.1 1000 1 - 579152
[In([18]crown-6)][GaCly] 111 0.1 1000 3 150 18848
[In([18]crown-6)][AlCl4] 111 0.1 1000 3 150 66288
Inl 67 0.1 2000 6 100 17824
InBr 67 0.1 2000 8 125 8544
WURST-Echo
[In][OT(] 17 0.1 2000 5 250 15736
Table S2. '"°In Static NMR Experimental Parameters at 21.1 T
Offset Number of
rf power Recycle Spectral Number of Frequency Scans per
(kHz) Delay (s) Width (kHz)  Subspectra (kHz) Subspectrum
[In][GaCl4] 50 1 200 1 - 1024
[In([15]crown-5),][OTH] 50 1 200 1 - 2976
[In([18]crown-6)][GaCly4] 50 1 500 1 60 2048
[In([18]crown-6)][AICl4] 50 1 500 1 60 16384
[In([18]crown-6)][OTf] 100 1 2000 1 - 6144
[In][OT{] 50 1 1000 3 120 2048
Inl 50 1 500 1 - 1782
InBr 50 1 1000 1 - 5557
Table S3. '°In MAS NMR Experimental Parameters at 21.1 T
Vioy (KFIZ) rf power Recycle Spectral Width Number of
ot (kHz) Delay (s) (kHz) Scans
[In][GaCl4] 18 50 1 200 2200
[In([15]crown-5),][OTH] 12.5 50 0.5 200 4096
[In([18]crown-6)][GaCly4] 50 100 0.5 1000 20480
[In([18]crown-6)][AICl4] 50 100 0.5 1000 136000
[In][OT1] 62.5 100 0.5 1000 16000
Inl 62.5 100 0.5 1000 10240
InBr 62.5 100 0.5 1000 16400
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Simulation without CSA

Simulation with CSA
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Figure S1. The contribution of '"’In CSA on the NMR pattern of [In][GaCl,] acquired at 21.1 T.
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Simulation without CSA
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Figure S2. The contribution of '°In CSA on the NMR pattern of Inl acquired at 21.1 T.
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Simulation without CSA
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Figure S3. The contribution of '°In CSA on the NMR pattern of InBr acquired at 21.1 T.
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Figure S4. Simulation (top) of '°In NMR pattern (bottom) of [In][OTf] at 9.4 T with parameters
of two indium sites.
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Simulation without CSA
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Figure S5. The contribution of '°In CSA on the NMR pattern of [In][OTf] acquired at 21.1 T.
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Figure S6. The contribution of '"In CSA on the NMR pattern of [In([15]crown-5),][OTf]
acquired at 21.1 T.
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Figure S7. The contribution of ''“In CSA on the NMR pattern of [In([18]crown-6)][OTF].
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Figure S8. Powder X-ray diffraction patterns of [In([18]crown-6)][GaCl,] and
[In([18]crown-6)][AICI,] acquired at room temperature.
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Figure S9. The contribution of '*In CSA on the NMR pattern of [In([18]crown-6)][GaCl,]
acquired at 21.1 T.
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Figure S10. The contribution of '°In CSA on the NMR pattern of [In([18]crown-6)][AICL].
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Figure S11. Static "Ga SSNMR spectrum of [In([18]crown-6)][GaCl,] and >’ Al SSNMR spectra
of AICI, and [In([18]crown-6)][AIC],] at 9.4 T.
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Figure S12. °C MAS NMR spectra of [In([15]crown-5),][OTf] at 21 °C and at 45 °C.
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Figure S13. '"H MAS NMR spectra of [In([15]crown-5),][OTf] at 21 °C and at 45 °C.
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Figure S14. The '"In NS tensor orientations in (a) [In][GaCl,], (b) InBr, (c) Inl, (d) [In][OTf] (In site 2) and (e) [In([15]crown-5),][OT{].
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