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Abstract


Hg(OTf)2-catalyzed cyclization of an alkynyl alcohol on a tetrahydropyran template gives the bispyranyl ketone arising from dehydrative cyclization and alkyne hydration, rather than the targeted fused pyran-oxepane product. The combination of stoichiometric Hg(OTf)2 and triethylsilane gives reductive cyclization, but affords the fused pyran-oxocane corresponding to an 8-endo-mode oxacyclization process.
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          25 –5.2 (c 0.90, CHCl3). IR (thin film): 2926, 2853, 1734, 1243, 1097, 734 cm–1. 1H NMR (600 MHz, CDCl3): δ = 7.39–7.27 (m, 5 H), 5.21 (dddd, J = 8.3, 6.9, 5.7, 4.4 Hz, 1 H), 4.55–4.40 (dd, J = 11.9, 3.2 Hz, 2 H), 3.89 (m, 1 H), 3.55–3.42 (m, 3 H), 3.38 (td, J = 11.6, 3.0 Hz, 1 H), 2.96 (m, 2 H), 2.18 (s, 3 H), 1.99–1.92 (m, 1 H), 1.93–1.81 (m, 4 H), 1.77 (m, 1 H), 1.75–1.65 (m, 2 H), 1.62 (m, 1 H), 1.51–1.34 (m, 3 H). 1H NMR (600 MHz, C6D6): δ = 7.32–7.29 (m, 2 H), 7.20–7.17 (m, 2 H), 7.09 (ddt, J = 8.8, 6.9, 1.4 Hz, 1 H), 5.45 (tt, J = 7.4, 5.4 Hz, 1 H), 4.30 (m, 2 H), 3.70 (ddt, J = 11.3, 4.8, 1.6 Hz, 1 H), 3.39 (t, J = 6.3 Hz, 2 H), 3.37 (app dt, J = 7.3, 2.5, 1 H), 3.09 (ddd, J = 12.5, 11.3, 2.4 Hz, 1 H), 2.93 (ddd, J = 11.0, 10.8, 4.3, 1 H), 2.84 (ddd, J = 10.7, 8.7, 4.4 1 H), 1.92 (dddd, J = 10.7, 8.4, 3.8, 2.6 Hz, 1 H), 1.88 (m, 1 H), 1.87–1.82 (m, 2 H), 1.73 (s, 3 H), 1.52–1.42 (m, 4 H), 1.35–1.29 (m, 2 H), 1.23–1.17 (m, 2 H). 13C NMR (151 MHz, C6D6): δ = 170.1, 139.5, 128.9, 128.7, 128.0, 79.1, 78.8, 75.4, 73.5, 69.9, 68.1, 67.2, 41.3, 35.4, 32.2, 30.56, 30.51, 26.5, 21.3. 
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