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Table S1. Intramolecular distance constraints used to define the basic structure of the 

1-methyl-4-cyanopyridinium cation. 

 

Table S2. Intramolecular distance constraints used to define the basic structure of the 

bis{(trifluoromethyl)sulfonyl}imide anion. 

 

Table S3. Intramolecular distance constraints used to define the basic structure of the 

1-methylnaphthalene molecule. 

 

Figure S1 Local structure around a central cation in the crystal structures of the 1:1 complex 

of 1-methyl-4-cyanopyridinium bis{(trifluoromethyl)sulfonyl}imide (top) and 1-ethyl-4-

cyanopyridinium bis{(trifluoromethyl)sulfonyl}imide (middle) with 1-methylnaphthalene, 

and pure 1-ethyl-4-cyanopyridinium bis{(trifluoromethyl)sulfonyl}imide with disordered 

anion (bottom). All contacts shown are less than the sum of the van der Waals radii except 

those connecting cations in the 1-ethyl-4-cyanopyridinium 

bis{(trifluoromethyl)sulfonyl}imide/1-methylnaphthalene structure which are less than the 

sum of the van der Waals radii plus 0.3 Å. 

 
Figure S2 Distributions of CF3···CF3 distances from EPSR analysis of the pure ionic liquid 

(black line) and the 1:1 complex with 1-methylnaphthalene (red line), and simulated data for 

the 1:1 complex (red dashed line). 
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Figure S3 Cumulative probabilities of aromatic-aromatic plane-plane angles for the tiny 

pre-shoulder (red, 0 < r < 4.7 Å) in the MD aromatic-aromatic RDF, the bulk of the main 

peak (green, 4.7 < r < 7.1 Å) and another apparent shoulder (blue, 7.1 < r < 9.8 Å). 
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Figure S1 Local structure around a central cation in the crystal structures of the 1:1 complex 

of 1-methyl-4-cyanopyridinium bis{(trifluoromethyl)sulfonyl}imide (top) and 1-ethyl-4-

cyanopyridinium bis{(trifluoromethyl)sulfonyl}imide (middle) with 1-methylnaphthalene, 

and pure 1-ethyl-4-cyanopyridinium bis{(trifluoromethyl)sulfonyl}imide with disordered 

anion (bottom). All contacts shown are less than the sum of the van der Waals radii except 

those connecting cations in the 1-ethyl-4-cyanopyridinium 

bis{(trifluoromethyl)sulfonyl}imide/1-methylnaphthalene structure which are less than the 

sum of the van der Waals radii plus 0.3 Å. 
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Figure S2 Distributions of CF3···CF3 distances from EPSR analysis of the pure ionic liquid 

(black line) and the 1:1 complex with 1-methylnaphthalene (red line), and simulated data for 

the 1:1 complex (red dashed line). 

 

 

 
 

Figure S3 Cumulative probabilities of aromatic-aromatic plane-plane angles for the tiny 

pre-shoulder (red, 0 < r < 4.7 Å) in the MD aromatic-aromatic RDF, the bulk of the main 

peak (green, 4.7 < r < 7.1 Å) and another apparent shoulder (blue, 7.1 < r < 9.8 Å). 
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