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Abstract


An efficient and facile synthesis of pyrazolo[1,5-a]pyridine and polyfunctionalized 2,6-dicyanoaniline derivatives via vinylogous Michael addition of cyclic or acyclic α,α-dicyanoolefins to electron-deficient ketene dithioacetals in the presence of hydrazine at room temperature is described. The prominent feature of this one-pot procedure is an apparent dichotomy in the nature of products, which is dictated by the structure and functionality of substrates.
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2-Amino-4-methylsulfanyl-6-phenylisophthalonitrile (4a)
White powder; yield 0.20 g (76%); mp 248–250 °C. IR (KBr): 3462, 3368 and 3229 (NH2), 2212 (CN), 1629, 1554 and 1432 (Ar) cm–1. 1H NMR (400 MHz, DMSO-d
          6): δ = 2.61 (s, 3 H, CH3), 6.58 (s, 1 H, CH), 6.82 (s, 2 H, NH2), 7.52–7.59 (m, 5 H, CH of Ar). 13C NMR (100.0 MHz, DMSO-d
          6): δ = 13.93 (SCH3), 91.28 (C1 and C3), 112.80 (CH), 114.46 (CN), 116.14 (CN), 128.41 (2 CH
            meta
           of Ph), 128.50 (2 CH
            ortho
           of Ph), 129.42 (CH
            para
           of Ar), 137.61 (C
            ipso
           of Ph), 149.67 (C6), 151.17 (CSCH3), 153.48 (C2-NH2). MS: m/z = 265 (100) [M+], 249 (6), 232 (50), 220 (12), 205 (24), 191 (13), 178 (8), 164 (15), 152 (13), 140 (8), 128 (4), 113 (4), 102 (4), 88 (4), 77 (13), 63 (8), 51 (15). Anal. Calcd (%) for C15H11N3S: C, 67.90; H, 4.18; N, 15.84. Found: C, 67.81; H, 4.19; N, 15.78 
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