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General procedure for preparation ofboronic acid pinacol ester

orto-Aminophenolor paraaminopheno(400 mg, 3.66 mmol) was solubilized with methanol (7.2 mL) in

an amber vessel. The reaction mixture was cooled at 0 °C and stirred vigorously. HCI 3M (3.6 miQ and H
(3.6 mL) were added to ¢hreaction mixture and stirred for two minutes. Then, a solution of N&NEY

in 1.8 mL of HO) was added, and the reaction mixture was stirred for 40 min. In the next step, the reaction
mixture was placed at room temperature and a solution of bis ¢atelcdiboron in KO (1.37 g, 5.4 mmol,

1.5 eqin 3.6 mL) was added, the mixture was stirred for 1 Hamiin. The crude of reaction was diluted

with H,O and partitioned three times with &E,. The combined organic layers were dried over anhydrous
NaSQO;, filtered and taken to drynefl.

OH
(0] O ) .
\ / i. NaNO,, MeOH, HCI 3M, H,0, 25°C, 40 min
NH, + B—B — - OH
o o ii. pinyB,, MeOH, 25°C, 1h 15 min

4-(4,4,5,5Tetramethyl-1,3,2dioxaborolan-2-yl) phenol (4a)

Silica gel column chromatography (cyclohexane: acetone @8offled compounda (805 mg) with 986
yield as vhite amorphous solidH NMR (500 MHz, CDCY) : 7.7d (d, J=8.5 Hz, 2H, 43/H-5), 6.83 (d,
J=8.5 Hz, 2H, H2/H-6), 1.34 (s, 12H, CH.[1] HRMS (ESI): m/z219.1221 (M, 100%), calcd for
C12H16BOs m/z219.1271.
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Figure S2.*HNMR spectrum(500 MHz, CDC}) of 4a

2 -(4,4,5,5Tetramethyl-1,3,2dioxaborolan-2-yl) phenol (4b)

Silica gel column chromatography (petr caffoedadm et h
compound4b (500 mg) with 606 yield as vhite amorphous solidH NMR (500 MHz, CDCJ): 11 7.63 (d,

J=7.5 Hz,1H, H-3), 7.39 (t, J=7.7 Hz, 1H, H), 6.90 (m, 2H, H4/H-6), 1.39 (s, 12H, Ck.[1] HRMS

(ESI): m/z219.1218 (M, 100%), calcd for ©H16BO3; m/z219.1271.
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Figure S103.HRESIMS (+) spectrurof 16
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