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Table S1. Photophysical properties of the commercial BODIPYs in diluted solutions (2

mM) of representative solvents.

Aab Emax Al T

(nm) (104 M1-cm) (nm) ) (ns)
PM546
c-hex 499.5 10.3 514.0 0.99 5.42
EtoAc 494.0 9.2 506.5 0.96 5.58
AcN 492.0 8.7 504.0 0.90 5.72
PM556*
AcN 506.0 8.5 5315 0.84 5.13
H:0 490.5 9.8 519.0 0.83 4.23
PM567
c-hex 522.5 10.7 541.0 0.93 5.98
EtOAc 517.0 8.4 536.0 0.83 6.08
AcN 515.0 7.7 5340 0.82 6.31
PM597
c-hex 529.0 7.5 576.0 047 4.00
EtOAc 523.0 6.7 564.0 0.48 4.38
AcN 521.0 6.5 563.0 0.51 413
PM650
c-hex 589.0 6.6 598.0 0.53 4.73
EtOAc 588.0 6.0 605.0 0.20 2.48
AcN 587.5 5.1 608.0 0.14 1.67

Absorption (A«b) and fluorescence (Aa) wavelength; molar absorption at the maximum
(emax); fluorescence quantum yield (¢) and lifetime ().

c-hex: cyclohexane; EtOAc: ethyl acetate; AcN: acetonitrile

*not soluble in non-polar solvents
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Table S2. LR-CC2 results of the low-lying excited states and oscillator strengths (in
brackets) of PM546, PM567, PM597 and PM650 at the ground, S1 and T optimised

geometries.
GS Geom PMb546 PMb567 PM597 PM650
HOMO /eV | -7.14 -6.91 -6.89 -7.20
LUMO/eV |0.72 0.80 0.78 -0.15
GS/eV 0.00 0.00 0.00 0.00
Ti/eV 2.05 2.00 1.97 1.31
T2/ eV 3.19 3.03 2.99 2.02
Ts/eV 3.36 3.26 3.23 2.89
Si/eV 2.85(0.476) | 2.73 (0.505) 2.69 (0.543) 2.12(0.324)
S:/eV 3.68 (0.102) 3.57 (0.162) 3.51 (0.170) 3.32(0.210)
Ss/eV 3.90 (0.038) 3.73 (0.047) 3.65 (0.038) 3.53 (0.023)
S1 Geom
HOMO/eV | -6.96 -6.76 -6.74 -7.58
LUMO/eV | 0.57 0.67 0.61 -0.59
GS/eV 0.59 0.42 0.45 0.62
Ti/eV 2.63 2.37 231 2.20
T2/ eV 2.83 2.65 2.51 2.36
Ts/eV 3.73 3.48 3.40 3.40
Si/eV 2.95(0.077) | 2.62(0.176) 2.48 (0.156) 2.39 (0.061)
S2/eV 3.35 (0.395) 3.22 (0.363) 3.05 (0.379) 3.02 (0.492)
Ss/eV 4.40 (0.058) | 4.09 (0.064) 3.96 (0.052) 3.82 (0.044)
T1 Geom
HOMO/eV | -7.52 -7.21 -7.23 -7.06
LUMO/eV 038 0.49 0.40 -0.34
GS/eV 0.08 0.03 0.03 0.34
Ti/eV 1.92 1.85 1.84 1.77
T2/eV 3.29 3.05 2.98 3.04
Ts/ eV 3.31 3.22 3.21 3.29
Si/eV 2.88 (0.511) | 2.71(0.536) 2.65 (0.532) 2.50 (0.485)
S2/eV 3.66 (0.040) 3.48 (0.106) 3.36 (0.095) 3.03 (0.158)
Ss /eV 3.87 (0.017) 3.68 (0.028) 3.59 (0.027) 3.23 (0.019)
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Figure S1. Intensity of the recorded delayed emission as a function of the laser pulse
energy.
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Figure S2. Time-dependent fluorescence emission spectra of COO-BODIPY 3 upon laser
photo-excitation at 355 nm (A), and N-BODIPY 4 (B) and BOPHY 5 (C) after laser photo-
excitation at 532 nm, in ethyl acetate aerated solution at room temperature.
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Figure S3. Time-resolved emission spectra at different delay times (in ps) after laser
excitation at 355 nm of PM546 (left) and PM597 (right) in aerated ethyl acetate solution
at room temperature.
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Figure S4. Comparison of the time-resolved emission spectra of PM650 in different
solvents (toluene (A), ethyl acetate (B), acetonitrile (C) and DMSO (D)) upon laser
photoexcitation at 532 nm. The measurements were carried out in aerated solutions at
room temperature.
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