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Fig. S1 Fits to the total integrated photoelectron signal decay in aniline (a-c) and d7-aniline (d-f) used to obtain τ1 time constants.
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Fig. S2 Fits to the 250 nm photoelectron spectra integrated over 0.95−1.5 eV and 0.5−0.8 eV to determine τ3 and τ2 time constants,
respectively. Error bars are two standard deviations in photoelectron intensity over the integrated regions.

Fig. S3 Fits to the 238 nm photoelectron spectra integrated over 1.3−1.6 eV, 0.95−1.1 eV and 0.5−0.8 eV to determine τ4, τ3 and τ2 time
constants, respectively. Error bars are two standard deviations in photoelectron intensity over the integrated regions.

1–4 | 2



Fig. S4 Residuals of the photoelectron spectra fitted to eq. (2) in the paper subtracted from the experimental photoelectron spectra. The
intensity scales are relative to the normalised intensities, the shading was smoothed using bilinear interpolation and the vertical black lines
mark the pump-probe delays at which photoelectron spectra were recorded. Horizontal white lines mark the maximum eKE possible from
1+1′ ionisation, calculated using the central wavelengths of the pump and probe laser pulses and the adiabatic ionisation potential of
7.72 eV. 1
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