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Figure S1. NMR data for the substrates and their persistent carbocations S2-3

(NMR data for 1-(1-pyrenyl)ethyl cation are included for comparison)

{superscripts [a], [b], [c], [d], and [e] denote interchangeable assignments.

nd: not detected}
Chart S1. 'H NMR spectrum for the protonation of 1. S4
Chart S2. "*C NMR spectrum for the protonation of 1. S5
Chart S3. HETCOR chart for the protonation of 1. S6
Chart S4. H/H COSY chart for the protonation of 1. S7
Chart S5. "H NMR spectrum for the protonation of 6. S8

Origin of the broad-hump around 12 ppm in the '"H NMR spectrum of 6H,>*

is uncertain; it exhibited temperature dependency and was significantly

broader than the FSOs;H peak. This peak was not observed in the case of

7H,™* (see proton spectrum in Chart S8; the COH" signal at § 14.50 is not

shown).
Chart S6. *C NMR spectrum for the protonation of 6. S9
Chart S7. H/H COSY chart for the protonation of 6. S10
Chart $8. "H NMR spectrum for the protonation of 7. S11

The COH" signal at & 14.50 is not shown.
Chart S9. "*C NMR spectrum for the protonation of 7. S12
Chart S10. H/H COSY chart for the protonation of 7. S13
Table S1. Electronic Energies (E), Zero Point Energies (ZPE) and Relative Energies S14

(A(E+ZPE)) Obtained from DFT Calculations at the B3LYP/6-31G(d)//
B3LPY/6-31G(d) level.
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Table S1. Electronic Energies (E), Zero Point Energies (ZPE) and Relative Energies
(A(E+ZPE)) Obtained from DFT Calculations at the B3LYP/6-31G(d)//B3LPY/6-31G(d)
level.

Compd E, hartree® ZPE, E+ZPE, A(E+ZPE),
hartree” hartree® kcal/mol

2H" -770.9690272 0.289719 -770.679308

1H" -770.9850750 0.290139 -770.694936 -9.8°

3aH" -3342.0581556 0.279515 -3341.778641

3bH" -3342.0757458 0.280124 -3341.795622 -10.7°

4aH" -1230.5476092 0.279807 -1230.267802

4bH" -1230.5649246 0.280329 -1230.284596 -10.5¢

SaH" -870.1962905 0.281205 -869.915086

SbH" -870.2134295 0.281675 -869.931754 -10.5°

6aH," -960.9866305 0.339322 -960.647309

6bH," -960.9798675 0.338721 -960.641147 3.9

7aH," -960.9829508 0.339178 -960.643772

7bH," -960.9832940 0.338743 -960.644551 -0.5¢%

9aH" -921.4010368 0.298625 -921.102412

9bH" -921.341218 0.294809 -921.046409 35.1"

21 hartree = 627.5096 kcal/mol. ® Relative to 2H". € Relative to 3aH". ¢ Relative to 4aH".

° Relative to SaH". f Relative to 6aH,". & Relative to 7aH, . " Relative to 9bH".

S14



