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Figure S1. Optimized low-lying geometries of ArR" cations (R = CH3, NH,, OH, F) at
the B3LYP-D3(BJ)/aug-cc-pVTZ level. The symmetries and relative energies (in
kcal'mol~!) relative to the ground-state anion are indicated. The numbers in italic are
the relative energies calculated at CCSD(T)/CBS//B3LYP-D3(BJ)/aug-cc-pVTZ level.
The letters S and T behind the serial number stand for the singlet and triplet electronic

states, respectively.



3x1c-2e lone pairs on Ar 1x2c¢-2e Ar-C ¢ bond
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Figure S2. The NLMO analysis for the lowest singlet ArR" cations (R = CHs, NHz, OH,
F) at the B3LYP-D3(BJ)/aug-cc-pVTZ level. (isosurface = 0.08 a.u.)



The cartesian coordinates of the lowest singlet ArR”™ (R =F, OH, NH,, CH3) complexes
at the B3LYP-D3(BJ)/aug—cc—pVTZ level of theory.
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