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Supporting Information
Distribution of first ionization energies

Figure S1: First ionization energy distribution from MD simulation of [bmim][Tf,N] IL. The
number of bins in histogram has been chosen as square-root of number of structures

(i.e. \E). The distribution has been fitted on Gaussian function: F@)= Age 2tz )
where coefficients was fitted as A9 =43.95, A, = 14.23 and 4, = 9.81.
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Figure S2: Photoelectron spectra of [bmim][Tf;N] in PCM solvent pyridine and water. Both
spectra were calculated at combined MP2/PMP2/BMK/6-31+G* level using empirical
broadening scheme.
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Geometries of ionic liquids

Ground state structure of [emim][Tf,N] optimized at MP2/6-31+G* level in xyz format (in
Angstrém).
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Ground state structure of [bmim][Tf,N] optimized at MP2/6-31+G* level in xyz format (in
Angstrém).
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Structures of reactants and product on electrodes

Ground state structure of [hmim_hmim] complex optimized on MP2/6-31+G* level in PCM
water solvent (xyz format in Angstrom).
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Ground state structure of [hmim—H—hmim—I—H] complex optimized on MP2/6-31+G* level in
PCM water solvent (xyz format in Angstrom).
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Ground state structure of
PCM water solvent (xyz format in Angstrom).
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Ground state structure of
in PCM water solvent (xyz format in Angstrom).
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