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Fig. S1 Absorption (solid lines) and emission (dotted lines) spectra for neutral cyan at room temperature. The emission spectra were recorded following
excitation at 400 nm. Starred peaks (*) in emission spectra are Raman scattering artefacts. Spectral maxima are summarised in Table@
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Fig. S2 Absorption (black) and fluorescence emission (blue) spectra for neutral cyan at room temperature in 2-methyltetrahydrofuran, which is a
non-protic solvent. The emission spectrum was recorded following excitation at 400 nm.

Table S1 Absorption (A,s) and emission A, maxima (and associated Stokes shift (A¥) of cyan in various solvents, with the corresponding viscosity (1)
and polarity (). Values for viscosity and polarity were taken from the CRC Handbook of Chemistry and Physics, 85™ Edition.

Solvent Abs / MM Aem /Nm AV /cm™1 1/ cP €

2-methyltetrahydrofuran 394 450 3158 0.46  7.52
methanol 403 460 3075 0.54 33.0
ethanol 405 459 2905 1.07 253
1-propanol 406 460 2891 1.95 20.8
1-pentanol 409 465 2945 3.62 15.1
1-heptanol 410 458 2556 5.81 11.8
1-octanol 410 268 3023 7.29  10.3
ethylene glycol 408 470 3233 16.1 41.4
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Fig. S3 TA difference spectra for cyan in: (left) butanol, (middle) heptanol, and (right) ethylene glycol. In all cases, TA band D is on the red edge of the
ground state bleach. TA spectra were recorded with ~400 nm pump light.
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Fig. S4 Experimental (points) and kinetics model from a global fit (traces) for TA spectra of cyan in ethanol at four selected wavelengths corresponding
to band features.
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Table S2 Bond lengths (I in A) and angles (6 in °) of cyan at its S, S;, and conical intersection (Cl) relaxed optimised geometries from MRSF-TDDFT
calculations.

So Sq CI
1(3-4) 1.432 1.360 1.354
1(4-5) 1.351 1.445 1.443
1(5-6) 1.471 1.410 1.399
1(6-7) 1.208 1.237 1.244

0(3-4-5) 127.58 123.55 123.75
0(1-2-3-4) 0.04 1.51 4.77
0(4-5-8-9) 17992 174.15 163.98
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Fig. S5 Cyan in the S; state optimised geometry solvated with 20 (upper) ethanol and (lower) octanol molecules. (left) Solvent molecules were
optimised based on the electronic structure (charge distribution) for the Sy state. (right) Solvation optimised used the S electronic structure with partial
charges (equivalent to charge density for the S; state from MRSF-TDDFT) placed on each of the two ring systems to approximately account for prompt
solvent reorientation due to the change in charge distribution on the S; state.
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Optimised equilibrium geometries from MRSF-TDDFT calculations
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Optimised Cl geometry from MRSF-TDDFT calculations
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