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Supplementary Methods

1. General

Synthesis: All starting materials and reagents were obtained commercially, unless otherwise
indicated, and used without further purifications. Common solvents were dried and distilled by
standard procedures. Flash chromatography was performed using silica gel (230-400 mesh).
NMR spectra were recorded using DMSO at 20 °C. *H NMR and *C NMR chemical shifts (&)
were referenced to internal solvent DMSO (6 = 2.51 and 39.97 ppm, respectively). DEPT 135
experiments were used to determine the type of carbon nucleus (C vs. CH vs. CH, vs. CHz).
FTIR spectra were obtained from neat samples using the ATR technique. High resolution mass

spectrometry (HRMS) were performed using the EI technique.

Photophysical properties: Photophysical properties were obtained for every enamine in
dichloromethane. The UV/Vis absorption spectra were recorded on an Agilent Technologies
Spectrophotmeter (CARY 7000) in transmittance mode. Emission spectra were recorded on a
spectrofluorimeter Edinburgh Instruments (FLSP920 model) with a xenon flash lamp 450 W as

the excitation source.

Singlet oxygen quantum vyield: The production of singlet oxygen was determined by direct
measurement of the luminescence at 1276 nm of the singlet oxygen with a NIR detector
(InGaAs detector, Hamamatsu G8605-23) integrated in the spectrofluorimeter (Edinburgh
Instruments, model FL920). The singlet oxygen reference is 5-dimethyl-2,6-diiodo-8-
thiomethyl-pyrromethene (MeSBDP-21) in dichloromethane (©,=0.87)."

2. Synthetic procedure and characterization data

Synthesis of meso-enamine 3: A solution of meso-enamine 2a’ (29 mg, 0.1 mmol), 4-
nitroaniline (41.4 mg, 0.3 mmol) and AcOH (0.5 mL) in dichloromethane (3 mL) was stirred at
r.t. for 36 h. The solvent was evaporated under vacuum and the reaction mixture was dissolved
in EtOAc and washed with water. The organic layer was dried over MgSO,, filtered, and
concentrated to dryness. Flash chromatography using hexane/EtAcO (9:1) afforded 3 (32 mg,
84%) as a red solid.

'H NMR (700 MHz, DMSO) §10.98 (s, 1H, NH), 8.21 (d, J = 9.1 Hz, 2H, 2CH), 8.16 (d, J
= 12.6 Hz, 1H, CH), 7.39 (d, J = 9.1 Hz, 2H, 2CH), 7.33 (d, J = 4.2 Hz, 2H, 2CH), 6.58 (d, J =
12.6 Hz, 1H, CH), 6.37 (d, J = 4.2 Hz, 2H, 2CH), 2.50 (s, 6H, 2CH5) ppm; *C NMR (176 MHz,
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DMSO) & 151.4, 147.2, 143.3 (CH), 141.7, 141.6, 131.7, 126.3 (CH), 125.4 (CH), 117.7 (CH),
116.1 (CH), 102.3 (CH), 14.7 (CH;) ppm; FTIR v 3349, 2961, 2744, 1625, 1577, 1217, 1176,
952 cm'™; HRMS-EI m/z 382.1407 (382.1413 calcd for CyoH17BF,N40y).
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Supplementary Figures
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Supplementary Figure S1. (a) *H (700 MHz, DMSO) and (b) **C (176 MHz, CDCls) spectra of 3.
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