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Abstract


An efficient and highly convergent formal total synthesis of the 14-membered macrolide (–)-5,6-dihydrocineromycine B is achieved. Key reaction sequences include a Sharpless asymmetric epoxidation followed by esterification for the formation of a fully functionalized acyclic precursor, Corey–Bakshi–Shibata reduction, and ring-closing metathesis, respectively.
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          25 –17.2 (c 1, CHCl3). 1H NMR (300 MHz, CDCl3): δ = 6.78 (d, 1 H, J = 15.70 Hz), 5.93–5.84 (m, 2 H), 5.77–5.69 (m, 2 H), 5.02–4.38 (m, 3 H), 2.80–2.69 (m, 1 H), 2.67–2.58 (m, 1 H), 2.21–2.09 (m, 1 H), 2.06–1.97 (m, 1 H), 1.91–1.83 (m, 5 H), 1.79–1.69 (m, 1 H), 1.56–1.45 (m, 1 H), 1.41 (s, 3 H), 1.27–1.23 (m, 1 H), 1.20 (d, 3 H, J = 6.87 Hz), 0.96 (t, 9 H, J = 7.85 Hz), 0.92 (d, 3 H, J = 6.87 Hz), 0.61 (q, 6 H, J = 7.85, 15.70 Hz). 13C NMR (75 MHz, CDCl3): δ = 201.47, 166.14, 153.78, 144.47, 138.58, 124.34, 119.72, 114.63, 74.67, 74.17, 37.26, 36.80, 32.09, 31.78, 31.29, 28.09, 17.73, 16.07, 14.60, 7.12, 6.71. ESI-MS: m/z = 459 [M + Na]+. ESI-HRMS: m/z calcd for C25H44NaO4Si: 459.2907; found: 459.2910. 
Compound 5: colorless oil; [α]D
          25 –21.7 (c 1, CHCl3). 1H NMR (300 MHz, CDCl3): δ = 6.86 (d, 1 H, J = 15.48 Hz), 5.93–5.84 (m, 2 H), 5.91 (d, 1 H, J = 15.48 Hz), 5.87–5.69 (m, 1 H), 5.07–4.81 (m, 5 H), 4.02 (t, 1 H, J = 5.28 Hz), 2.30–2.30 (m, 1 H), 2.23–1.93(m, 2 H), 1.69 (s, 3 H), 1.64–1.44 (m, 4 H), 1.38 (s, 3 H), 1.30–1.23 (m, 2 H), 1.19 (d, 3 H, J = 6.7 Hz), 0.96 (t, 9 H, J = 7.55 Hz), 0.92 (d, 3 H, J = 6.79 Hz), 0.61 (q, 6 H, J = 7.55, 15.86 Hz). 13C NMR (75 MHz, CDCl3): δ = 166.17, 154.27, 147.27, 128.58, 127.58, 126.56, 114.75, 111.27, 75.81, 74.96, 74.10, 39.02 36.83, 31.81, 31.34, 29.79, 29.11, 27.71, 17.64, 16.12, 14.68, 7.16, 6.79. ESI-MS: m/z 461 [M + Na]+. ESI-HRMS: m/z calcd for C25H46NaO4Si: 461.3063; found: 461.3044. 
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