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Figure S1: '"H NMR spectrum of 2a in acetone-ds.
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Figure S2: 'H NMR spectrum of 2b in CDCls.
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Figure S3: MS data for 2a.
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MS data for 2b.
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Figure S5: Stacked 'H NMR spectra for 2b titrated with TFA in CDCls.



Table S1: Preparation of buffer solutions of constant ionic strength (I =1 M). The pH values were
measured at = 20°C.

“Buffer Target | Measured | Conc. of | Vol. of Vol. Vol. of | Total | Calculated | Conc.
pH pH Salt Salt of HC1 | NaOH | Vol | Ionic of KCI
Solution | Solution | (ml) (0.1M) | H2O | Strength required
(M) (ml) (ml) (ml) | (M) ™M)
KCI/HCl | 0.40 0.40 2.0 25 48.6 200 0.736 0.26
0.60 0.62 50 29.5 0.695 0.31
0.80 0.82 11.5 0.515 0.49
1.0 1.02 7.1 0.471 0.53
KCI/HCl |12 1.19 0.20 3.6 0.436 0.56
1.4 1.42 107.1 0.1571 0.84
1.6 1.62 31.1 0.0811 0.92
1.8 1.81 17.2 0.0672 0.93
2.0 2.02 9 0.059 0.94
CsHsKO4 | 2.5 2.51 100 69.9 0.2699 0.73
NaOAC/ | 3.0 3.03 0.10 25 50.9 100 0.0759 0.92
AcOH 4.0 4.03 38.3 0.0633 0.94
5.0 5.08 13 0.038 0.96
KH2PO4 6.0 6.00 14 0.0264 0.97
7.0 7.00 6 0.031 0.97
8.0 8.04 11.2 0.0362 0.96
9.0 9.04 19.05 0.04405 0.96

"CsH5KO: (potassium hydrogen phthalate, NaOAC/AcOH
(Sodium acetate/ acetic acid) and KH2P’Os (Potassium hydrogen phosphate)




Table S2. Calculated electronic excitation spectra of 2a and 2b at the CAM-B3LYP/6-31G(d)

level of theory.
#a  EP Acalc® fé et Wavefunctionf
[eV]  [nm] [nm]
AzaBDY
St 289 429 044 --  92% HOMO — LUMO,; ...
2a

St 1.98 625 0.82 824 98% HOMO — LUMO,; ...

S: 3.08 402 0.80 --- 70% HOMO-1— LUMO; 27% HOMO-3— LUMGO,; ...

2b

St 2.04 608 0.69 790 99% HOMO — LUMO; ...

S 2.69 461 043 --- 69% HOMO-1— LUMO; 23% HOMO-2— LUMO,; ...

“Excited state numbers in increasing energy from the TD-DFT calculations. *Calculated
transition energies in eV. <Calculated wavelengths in nm. 4Calculated oscillator strengths.
¢Experimental absorption maxima wavelengths in nm (solvent = DMSO). fWavefunctions of
the one-electron transitions involved in the transitions and their respective contributions on
the basis of the eigenvectors predicted by TD-DFT calculations.



