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4 -Bromo-3-hydroxy-benzaldehyde 3.

To 4-bromo-3-hydroxy-benzylalcohol (2.42 g - prepared accordingto

Canceill, Jd.; Collet, A. New J. Chem. 1986, 10, 17-23) in
dichloromethane (25 mL) was added in 4 portions over 24 hours,
activemanganese dioxyde (11 g) , which allowed the reactionto be

complete. The reactionmixture was poured onto Celite, which was
rinsed abundantlywith dichloromethane then methanol. Evaporationof
the volatiledeft pure aldehyde 3 (2.0g - 83 %) ; m.p. = 132-4 °C
(dichloromethane/pentane) . lg-NMR (300 MHz, acetone-dg) 0 : 71dd
J=8.6,3.0Hz, 1H); 7.3 (d J=3.0Hz, 1H); 7.5 (d,J= 8.6 Hz, 1H) ;9.1
(OH), 10.2 (CHO, 1H). 13C-NMR (7MHz, acetone-dg) & :116.7 (C-2),
116.9, 124.7 and 135,8 (C-3,-4,-6)535.8 (C-1);159.1 (C-5);192.8
(CHO) .

2-Bromo-5-hydroxy-benzaldehyde 4.

Meta-hydroxybenzaldehyde (50 g) was dissolved (some warming
isnecessary) in glacialaceticacid (200 mL) then cooled at 15 °C
(internalemperature) .To the stirredsolution bromine (26 mL) was
added dropwise while keeping temperature under 228.Afterovernight
stirring at room temperature, the volatiles were ramuoesdvacuum
without heating; the residue was co-evaporated three times with
cyclohexane and taken up iwmarm chloroform.Upon cooling2-bromo-
5-hydroxy-benzaldehyde 4 (m.p. 130 °C) wabtained in two crops (47

g - 57%). lH-NMR (300 MHz, acetone-dg)d:7.3 (dd, J=8.1,1.6 Hz,
1H); 7.5 (d, J= 1.6 Hz, 1H); 7.7 (4, J=8.1 Hz, 1H); 9.3 (@HO, 9.
1H) . 13C-NMR (75 MHz, acetone-dg) & : 118.1 (C-4),116.4, 123.4,
135.0 (C-2,-3,-6; 138.4 (C-1); 155.8 (C-5); 192.2 (CHO).
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