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Fig. S1. IR spectra of'salts a) 1 and b) 2 in KBr pellets.
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Fig. S2. Atomic numbering scheme of salt 1.
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Fig. S3. Atomic numbering scheme of salt 2.
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Figure S4. Temperature dependent solid state 'H NMR of salts a) 1 and b) 2.

Figure S5. Potential energy calculation of HOPD' cation in (HOPD ")([18]crown-6); unit of salt 1.
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Figure S6. Potential energy calculation of HMPD" cation in (HMPD ")([18]crown-6);[Ni(dmit),]> unit
of salt 2.

Figure S7. Rotation environment of [18]crown-6 in salts 1 and 2. a) (HOPD")([18]crown-6), in salt

1 and b) (HMPD"),([18]crown-6) in salt 2.
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Figure S8. Single crystal for dielectric anisotropy measurements of salt 1. Au wires were attached

along the a) a-, b) b-, and c¢) c-axis.
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Figure S9. Temperature- and frequency-dependent dielectric constants (&) of salt 1 along the a) a-

and b) b-axes, respectively.
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Figure S10 Temperature-dependent dielectric anisotropy of salt 1 along the a- (black) and b- (red),

and c-axes (blue), respectively, at the frequency of 10 kHz
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Figure S11. Single crystal for dielectric anisotropy measurements of salt 2. Au wires were attached

along the a) a- and b) b+c-axis.
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Figure S12. Temperature- and frequency-dependent dielectric constants (&) of salt 2 along the a-axis.
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Figure S13. ESR spectra of salts a) 1 and b) 2 at 298 K.
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Figure S14. DSC diagram of salts a) 1 and b) 2.



