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N-[1λ4-Benzo[b]thiophenylidene]-4-methylbenzenesulfonamide (2).

Benzo(b(thiophene (1.8 g, 13.4 mmol) was dissolved in acetonitrile (50 ml) and [N-(p-toluenesulfonyl)imino]phenyliodinane
 (1 g, 2.68 mmol) was added, followed by [Cu(NCMe)4]BF4
 (0.042 g, 0.134 mmol). After stirring at room temperature for one hour, the copper salt was removed by filtration and the solvent was removed in vacuo. The product was purified by chromatography on silica gel with hexane-ethyl acetate (1:2) as eluent, to give the product 2 as colourless crystals (0.5 g, 61%); m.p. 145-147 ºC; RF 0.10 (hexane-ethyl acetate, 1:1); Found: C, 59.2; H, 4.4; N, 4.7; S, 21.0. C15H13NO2S2 requires C, 59.4; H, 4.3; N, 4.6; S, 21.1%; υmax (KBr)/cm-1 3079 (m, C-H str aromatic), [image: image1.wmf][image: image2.wmf]2361 (s), 2342 (s), 1654 (m), 1597 (m, C-C str aromatic), 1541 (m), 1495 (m), 1458 (m), 1441 (m), 1302 (s, S=O str anti), 1285 (s, S=O str), 1262 (m), 1201 (m), 1184 (m), 1159 (m), 1143 (s, S=O str sym), 1087 (s), 1022 (m), 950 (s), 924 (s), 810 (m), 776 (s), 725 (s), 702 (m), 685 (m), 668 (m), 648 (m) and 632 (m); δH(400 MHz; CDCl3) 2.40 (3 H, s, C6H4-CH3), 6.94 (1 H, d, J 5.9, CH=C), 7.18-7.20 (2 H, m, ArH), 7.35-7.39 (2 H, m, ArH), 7.53-7.59 (3 H, m, 2 ArH + CH=C) and 7.71-7.73 (2 H, m, ArH); δC(67.8 MHz; CDCl3) 21.51, 125.94, 126.29, 126.72, 126.77, 129.30, 129.43, 130.60, 132.32, 136.53, 138.33, 140.50 and 142.24; m/z 303 (M+, 2%), 148 (83), 134 (100), 91 (43), 77 (18) and 65 (20).

N-[4,4-Dichloro-3-(toluene-4-sulfonylamino)-2-(toluene-4-sulfonyl)-3,4-dihydro-2H-1λ4-1,2-benzothiazinylidene]-4-methylbenzenesulfonamide (5).

To a suspension of [Cu(NCMe)4]BF4 (0.47 g, 1.5 mmol) in acetonitrile (70 ml), benzo(b(thiophene (4.03 g, 30 mmol) and chloramine-T (7.5 g, 33 mmol) were added at room temperature and the mixture was stirred overnight. The copper salt was removed by filtration and the solvent was removed in vacuo. The resulting oil was purified by chromatography on silica gel with hexane-ethyl acetate (1:1) as eluent, and the isolated product was further purified by recrystallisation from ethanol to afford 5 as colourless crystals (2.5 g, 12%); m.p. 193 ºC (from ethanol); RF 0.31 (hexane-ethyl acetate, 1:1); Found: C, 48.8; H, 3.8; N, 5.7; S, 18.1. C29H27Cl2N3O6S4 requires C, 48.9; H, 3.8; N, 5.9; S, 18.0%; υmax (KBr)/cm-1 3192 (s, N-H str), 2985 (s, C-H str aromatic), [image: image3.wmf][image: image4.wmf]2913 (m, C-H str CH3), 2362 (m), 1923 (w), 1718 (w), 1654 (w), 1595 (s, C-C str aromatic), 1492 (m), 1470 (s, C-H def CH3), 1438 (m), 1401 (m), 1371 (s), 1351 (s, S=O str anti), 1281 (s, S=O str), 1213 (m), 1186 (m), 1169 (m), 1146 (s, S=O str sym), 1087 (s), 1058 (s), 1028 (s), 1016 (s), 1005 (s), 938 (m), 881 (s), 826 (s), 812 (s), 785 (m), 761 (s, C-Cl str anti), 722 (s, C-Cl str sym), 705 (m), 693 (s), 671 (s) and 637 (m); δH(400 MHz; CDCl3) 2.37 + 2.40 + 2.44 (9 H, 3 × s, 3 × C6H4-CH3), 6.41 (1 H, d, J 9.2, CH), 7.19-7.31 (7 H, m, ArH), 7.63-7.76 (7 H, m, ArH), 7.87 (2 H, d, J 8.4, ArH) and 8.08 (1 H, d, J 9.2, NH); δC(100 MHz; CDCl3) 21.63, 21.64, 21.81, 71.74, 83.21, 126.48, 126.76, 127.34, 129.09, 129.34, 129.52, 129.71, 129.77, 129.96, 130.84, 132.06, 133.83, 133.90, 137.52, 139.43, 142.87, 143.70 and 146.26; m/z No M+, 507 (0.13%), 485 (0.31), 251 (13), 237 (6), 155 (36), 134 (8), 108 (7), 91 (100), 77 (8) and 65 (50).
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