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Synthesis of STY-BODIPY
Synthesis of compound
Both compounds were synthesized by literature procedures (De Cremer et al., 2010). Briefly, a solid mixture of pyrrole-2-carboxaldehyde (1.0 g, 10.5 mmol), zinc dust (0.69 g, 10.5 mmol), and benzyl triphenylphosphonium bromide (4.3 or 4.5 g, 10.5 mmol) was heated to 100 °C under an inert atmosphere and stirred overnight. The mixture was allowed to cool before it was diluted with CHCl3 (25 mL) and filtered. The filtrate was washed once with water and once with brine before drying with MgSO4. Following filtration and concentration under reduced pressure, the product was purified by column chromatography on silica gel using a gradient of 20–30% CHCl3 in hexanes.
Synthesis of STY-BODIPY
The product styryl-substituted pyrrole (0.53 or 0.46 g, 2.7 mmol) was then combined with 3,5-dimethylpyrrole-2-carboxaldehyde (0.34 g, 2.7 mmol) in dry CH2Cl2 (135 mL) under an inert atmosphere. POCl3 (0.27 mL, 2.9 mmol) was then added dropwise over several minutes, and the reaction was stirred overnight in the dark at room temperature. Diisopropylethylamine (2.0 mL, 11.5 mmol) was then added slowly, and the reaction was stirred for another 10 min, followed by dropwise addition of BF3–OEt2 (1.4 mL, 11.2 mmol). The reaction was stirred at room temperature until complete (∼1 h, as judged by TLC), poured into a separatory funnel, and washed twice with water and then a small amount of brine. The organic phase was dried with MgSO4 and filtered and the solvent evaporated. Column chromatography (100% CH2Cl2) removed the major impurities. A second column (60% CH2Cl2 in hexanes) afforded pure product. 1H NMR (600 MHz, DMSO-d6) δ = 7.69 (s, 1H), 7.62 – 7.56 (m, 3H), 7.45 (d, J = 17.5 Hz, 3H), 7.40 – 7.34 (m, 1H), 7.21 (d, J = 4.3 Hz, 1H), 7.15 (d, J = 4.3 Hz, 1H), 6.34 (s, 1H), 2.52 (d, J = 1.8 Hz, 3H), 2.28 (s, 3H). 13C NMR (151 MHz, DMSO-d6) δ = 159.3, 152.7, 144.1, 136.6, 136.2, 135.3, 135.1, 129.6, 129.5, 127.4, 124.3, 120.8, 118.8, 116.2, 15.1, 11.5.
Due to the oxidizability of STY-BODIPY, 2.0 mM stock solutions of each compound were prepared in DMSO (depending on whether they are for use in organic or aqueous solutions) and stored under nitrogen, frozen at −20°C. When stored in this manner, there was minimal background oxidation of the either compound over several months.
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Figure S1: 1 H NMR (600MHz) of STY-BODIPY in DMSO-d6.
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Figure S2: 13C NMR (151MHz) of STY-BODIPY in DMSO-d6
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Figure S3: Isothermal calorimetric traces showing synergistic interactions of (A) PMC + g-terpinene and (B) PMC + caffeic acid. (1) no antioxidants, (2) PMC (3 mM), (3) PMC (3 mM) + g-terpinene (6.3 mM), (4) PMC (3 mM) + g-terpinene (15.4 mM), (5) PMC (3 mM) + g-terpinene (29.4 mM), (6) PMC (3 mM) + caffeic acid (10 mM), (7) PMC (3 mM) + caffeic acid (20 mM), and (8) PMC (3 mM)+ caffeic acid (30 mM),
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