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O 1. (butenyl)MgBr, CuBr·SMe2, THF, –78 °C
2. Na, HCO2Et, cat. EtOH, Et2O, 0 °C to rt

3. cat. KOH, MVK, 66%, 3 steps
4. cat. TsOH, C6H6, reflux, 50%

5. TBSOTf (ca. 1 eq.), NEt3, CH2Cl2, –78 °C
6. (vinyl)MgBr THF, rt, 78% (1.6:1 dr), 2 steps

7. KH, DMSO THF, rt
8. TBAF, THF, 0 °C, 51% (4.6:1 dr), 2 steps
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n-BuLi, rt;

then , – 30 °C;

then , HMPA, –50 °C to rt;

then , CuBr•SMe2, –78 °C to rt
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1. HgCl2, CaCO3, MeCN-H2O (4:1), 65 °C
2. Acryloyl chloride, DIPEA, CH2Cl2, 0 °C to rt
3. Hoveyda-Grubbs 2nd generation (5 mol%)

CH2Cl2, 80 °C, 59% (3 steps)

4. TFA, H2O, THF, rt, 95%
5. Et2BOMe then NaBH4, THF-MeOH (1:1), –78 °C, 83%
6. DBU, CH2Cl2, rt, 98%

O
O

n-C7H15

OHOH

O

(+)-polyrhacitide A
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