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Abstract

The treatment of acetal 11 with KCN and AlCNEt2 in the presence of TiCl4 produces in high diastereoselectivity 2-cyanooxane 14, which can be easily converted into manoyl oxide derivatives. Using this strategy, 19-hydroxymanoyl oxide 20, diterpene from P. viscosum, was prepared from communic acids 7a-c after an 8-steps sequence in a 17% overall yield.
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13C NMR (100 MHz, CDCl3): δ = 177.4 (7-COOCH3), 122.4 (3-CN), 79.3 (C-4a), 66.8 (C-3), 63.7 (4a-CH2OH), 56.3* (C-10b), 51.3 (7-COOMe), 48.3* (C-6a), 43.7 (C-7), 38.8 (C-10), 37.9 (C-10a), 37.7 (C-8), 36.6 (C-6), 31.9 (C-2), 29.2 (Me-3), 28.5 (Me-7), 21.2 (C-5), 18.9 (C-9), 14.4 (C-1), 12.7 (Me-10a).

            
Compound 18: 1H NMR (400 MHz, CDCl3): δ = 0.57 (s, 3 H, Me-20), 0.88 (dt, J = 13.3, 4.1 Hz, 1 H), 0.98 (dt, J = 12.9, 3.9 Hz, 1 H), 1.00-1.25 (m, 1 H), 1.17 (s, 3 H, Me-18), 1.28 (s, 3 H, Me-16), 1.65-1.95 (m, 7 H), 2.16 (d, J = 13.1 Hz, 1 H), 2.23 (dt, J = 12.7, 3.4 Hz, 1 H), 3.56 (dd, J = 10.5, 1.7 Hz, 1 H, 17-CH2OH-A), 3.62 (d, J = 10.5 Hz, 1 H, 17-CH2OH-B), 3.62 (s, 3 H, 19-COOMe), 4.99 (dd, J = 10.8, 1.1 Hz, 1 H, =CH2), 5.20 (dd, J = 17.4, 1.1 Hz, 1 H, =CH2), 5.93 (dd, J = 17.4, 10.8 Hz, 1 H, -CH=).

            
13C NMR (100 MHz, CDCl3): δ = 177.7 (19-COOCH3), 146.7 (C-14), 111.4 (C-15), 77.1 (C-8), 74.4 (C-13), 63.2 (C-17), 56.9* (C-9), 51.4* (C-5), 51.3 (19-COOMe), 43.8 (C-4), 40.0 (C-1), 38.1 (C-3), 37.8 (C-10), 37.7 (C-6), 33.0 (C-12), 30.0 (C-14), 28.6 (C-18), 21.5 (C-7), 19.1 (C-2), 15.1 (C-11), 13.0 (C-20).
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