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Table S1. Comparison of the experimental and OVGF/cc-pVTZ molecular orbital vertical ionization
energies.

MO Orbital Vertical IE (eV) PS*
TPES OVGF
1 18.155 0.854
2 16.489 0.854
3 15.483 0.865
4 15.709 0.876
5 15.2 14.946 0.871
6 14.5 14.643 0.89
7 14.0 14.332 0.88
8 13.5 13.706 0.875
9 13.0 13.324 0.866
10 12.8 12.959 0.882
11 12.6 12.788 0.892
12 12.049 0.891
13 11.884 0.906
14 10.0-12.0 11.618 0.842
15 11.032 0.899
16 10.809 0.896
17 8.9 8.735 0.891
18 8.46 +0.01 8.507 0.893

* Pole Strength



Figure S1. Expanded view of the iPEPICO breakdown curve with [M-4H]* clearly visible.
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Figure S2. B3-LYP/6-31+G(d,p) key intermediates in the azulene-containing pathway to C,H, loss.
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Figure S3. Potential energy scan (B3LYP/6-31G(d)) for loss of H from an sp® carbon atom of tetralin ions.
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Figure S4. Molecular Orbitals
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