© 1999 American Chemical 8001ety, Org. Lett., Bora 019902935 Supportmg Info Page 1
Supporting Information:

Detailed Procedure for Brom’ination

(i) Bromination of o-Cresol (3) to 4-Bromo-o-cresol

To a suspension of 0.091 g (0.5 mmol) of V,0; in 24 mL of acetomtrrle water (1 1) was added 1 .8 mL (15 9 mmol) of 30%
hydrogen peroxide and stirred for ca.5 min in an ice bath (~5 °C). To the clear solution were added sequentially 0.97 g (3
mimol) of tetrabutylammonium bromide and 0.108 g (1 mmol) o-cresol (3), and the whole was stirred for 1.5 h (~5 °C, ice
bath). The solvent was removed in vacuo and the residue extracted with ethylacetate (3 X 20 mL). The orgamc extract was
'ﬁrst washed with 5% sodium metablsulphlte solutlon (2 x 10 mL) then with water (2 x 10 mL) and finally dried over
anhydrous Na,SO,. The solvent was removed in vacuo and the residue was purified by column chromatography (silica gel,
hexane : ethylacetate = 24: 1) to afford the product 4-bromo-o-cresol. The yield was 0.173g (92 %) o
M.P. 62 °C (Lit' 64 °C). ‘ .
Anal.  caled for C7H-,Br0' C, 44.95; H, 3.77; Br, 42.72.

Found: C, 45.02; H, 3 73; Br, 42.65%. : :
'H-NMR, 6H (CDCL,): 2.21 (s, 3H, - -CH3), 4.92 (brs, 1H -OH), 6.63 (d 1H, J = 8.4 Hz, ArH), 7 15 (dd 1H J;=2.2 Hz, J2
84HzArH) 7.24 (d, lHJ 23HzArH) _
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. (ii) Bromination of 4-Benz_yloxy-4’,6'-dimethoxy-2’-hydroxychalcone (13) tov4—Benzyloxv-3’-brom0-4'.6'.-dimeth’0xy-2'-
hydroxychalcone (16) ; ' '

To a stirred suspension of 0. 025 g (0.14 mmol) of V,0; in 7 mL acetonitrile-water (1 1) was added 0.5 mL (4 42 mmol) of ‘
30% hydrogen peroxide in an ice-bath (~5 °C). After 5 min, 0.271 g (0.84 mmol) of tetrabutylammonlum bromide was added A
to the above solution followed by -the addition of 0.11 (0.28 mmol) of 4-benzyloxy-4',6'-dimethoxy -2'-hydroxycha1co_ne .

~ (13) and the whole was stirred for 1h (at ~5 °C, ice bath). The solvent was removed in vacuo and the residue extracted with
dichloromethane (3 x 10 mL). The organic extract was ﬁrst washed wrth 5% sodium metabisulphite solntion (2 x 5 ml), then
with water (2 X "10 mL) and finally dried over anhydrous Na250 The solvent was removed in vacuo and the residue was
purified by column chromatography (silica gel, petroleum ether : ethylacetate = 9 : 1) to afford the product 4-benzyloxy-3'-

| bromo-4',6'- dunethoxy 2'-hydroxychalcone (16) as yellow crystals The yield was 0.095 g (72%) M.P. 197-198°C.
Anal.  caled for C,H, BrO;: C, 61.42; H, 4.52; Br, 17.02

| Found: C, 61.35; H, 4.47; Br, 17.11% _ _ .

'H-NMR, &, (CDCL): 3.97 (s, 3H, OCH3), 3.98 (s 3H, OCH3j, 5.10 (s, 2H, ;OCHzPh) 6.03 (s lH'S'H), 6.99 (d, 2H,J =
8.7 Hz, ArH), 7.34-7.45 (m, SH, ArH), 7.54 (4, 2H, ] = 8.7 Hz, ArI-I),774(d 1H, ] =15.5 Hz, >CH=CH-), 7.82 (d, 1H, J =
15.5 Hz, >CH=CH-), 14.98 (s, 1H, OH, D, O _exchangeable)
BC-NMR, 8. (CDCL): 56.05, 56.28, 70.08, 87.11, 90 20, 106. 87,115.24 (2C) 124.54, 127 .45 (2C) 128. 16 128.20, 128 65 .
(2C), 130.26 (2C), 136.38, 143.42, 160 71, 161. 71 162.16, 163.17, 192.61.




