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SI1. Dependence of the absorption signal on the pump energy

Dependence of the absorption signal, at the indicated probe wavelengths, on the
pump energy at 6 (a) and 470 ps (b) pump-probe delays. The points marked with
the star correspond to the energies employed in the TA measurements reported
in the manuscript.
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Sl12. Pump-repump-probe experiments with repump at 800 nm

Pump (267 nm)-repump (800 nm)—probe spectra collected for aniline in methanol
at fixed pump-repump delay (1= 20 ps) and at the indicated repump—probe
delays (%2).
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SI2. CAM-B3LYP and XMS-CASPT2(8e,90) vertical excitation energies.

Table SI2. CAM-B3LYP and XMS-CASPT2(8e,90) vertical excitation energies
(VEE) for the most stable structures of the aniline(H,O), and aniline(CH3;OH),

clusters.

S1 SZ
Structure VEE lev VEE [eV S,-Sq [eV]
[eV] Character [eV] Character
(nm) (nm)
CAM-B3LYP
1-aniline(H,0), 5.08 (244) ™ 5.40 (230) TRydberg 0.32
2-aniline(H,0), | 4.64 (267) | TRydberg | 4.82 (257) ™ 0.18
1-aniline(CH;0H), | 5.06 (245) ™ 5.38 (230) TRydberg 0.32
2-aniline(CH3;0OH), | 4.84 (256) T 4.93 (251) TRydberg 0.09
XMS-CASPT2(8e,90)
1-aniline(H,0), 5.05 (246) * 5.79 (214) TRydberg 0.74
2-aniline(H,0), | 4.86 (255) ™ 5.18 (239) TRydberg 0.32
1-aniline(CH3;OH), | 5.38 (230) ™™ 5.77 (215) TRydberg 0.39
2-aniline(CH30H)4 | 4.93 (251) ™ 5.34 (232) TRydberg 0.41




