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Figure S1: Experimental kinetic energy release (KER) following photoionization at 15 eV
for each fragment, obtained by integration of the KECD, depicted in Fig. 3 of the manuscript,
over photoelectron energies between 1.3 and 2.2 eV and between 0.5 and 1.3 eV,
corresponding to photoionization into the A (A”’) and the B (’A’) cationic states,
respectively (Panels a-c). All photoelectron energies are taken to obtain the KER for the
methyl cation (Panel d) and it is associated to photoionization into highly-vibrationally
excited states of the B (?A’) state as well as some minor threshold photoionization into €
(?A’) state.



Figure S2: Computed geometry (a) at the equilibrium (i.e. vertical photoionization at Franck-
Condon) (b) at the conical intersection found between the A (*A’*) and the X (?A”) ionic states
and (c) at the energy minimum of the state. Relevant distances and angles are shown.

Figure S3: Computed geometry at the at the conical intersection found between the A (?A”’)
and the X (A”) ionic states (as in Fig. S2). The arrows represent the non-adiabatic vector
characterizing the conical intersection.
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