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1. Screening of the reaction conditions

Table S1 The yields of 3-phenylcoumarin was affected by the amount of KMnQ,?

Entry KMnO, (eq.) Yields? (%)
1 0.2 30
2 1.0 60
3 2.0 75
4 3.0 76
5 4.0 75

@ Reaction conditions: a solution of KMnO,4 (1.0 mmol, 158 mg) in 20 mL AcOH was stirred under reflux until the
purple color of KMnO,4 turn brown (20 min). After the reaction was cooled to room temperature, coumarins 1a
(0.5 mmol, 73 mg) and phenylboronic acid 2a (1.0 mmol, 122 mg) were added and the reaction was continued at
120°C for 1.0 h.
b Isolated yield.

Table S2 The yields of 3-phenylcoumarin was affected by the molar ratio of coumarin 1a and

phenylboronic acid 2a®

Entry The molar ratio of 1a and Yields? (%)
2a
1 2:1 35
2 1:1 65
3 1:2 75
4 1:3 72
5 1:4 70

@ Reaction conditions: a solution of KMnO, (1.0 mmol, 158 mg) in 20 mL AcOH was stirred under reflux until the
purple color of KMnO, turn brown (20 min). After the reaction was cooled to room temperature, coumarins 1a
(0.5 mmol, 73 mg) and phenylboronic acid 2a were added and the reaction was continued at 120 °C for 1.0 h.

b Tsolated yield.
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2. Copies of spectra of products
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Fig. S1 'H NMR spectrum of 3a
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Fig. $62 'H NMR spectrum of 5d
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Fig. S64 'H NMR spectrum of 5e
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Fig. $65 13C NMR spectrum of 5e
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