Stereoselective Total Synthesis of Hainanolidol and Harringtonolide
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ether, NEt3 rfx

9. TFA, THF/H,0, 0 °C to rt
10. DMP, CH,Cl, 0 °C to rt

14. NaClO,, NaH,PO4, 17. TsNHNH, toluene, 60 °C

2-methyl-but-2-ene

t-BuOH/H,0/MeCN, 0 °C to rt CHCl3, 0°C to rt to rfx
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then catecholborane, NaOAc
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18. furan, n-BuLi, MgBr,

15. MeONHMe - HCI, Py-BOP, NEt3
THF, -78 °Cto 0 °C to rt
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27. LDA, THF/HMPA, -78 °C
28. TESCI, DMAP, NEt;
CH,Cl, 0°C

22. DBU, CHCIj3 rfx
23. MeMgBr, THF, 0 °C

24. ClyCCO,H, CH,Cl, rt
25. K,CO5, EtOH, rix

full carbon skeleton after 22

33. p-TsOH - H,0
CDCl; 80 °C
> M >

31. 0, TPP, hv
MeCN, 0 °C

32. DBU, CH,Cl, 50 °C

hainanolidol

5. LDA, TESCI
THF,-78 °Ctort
>

6. 0sO, NMO,
DABCO
THF/H,0, 0 °Cto rt

13. toluene, rfx
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19. NaBH,
MeOH, 0 °C
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20. VO(acac),, TBHP
CH,Cl, 0°Ctort
21. Ac,0, DMAP, py
CHyCl, 0°Ctort

29. MMPP on silica gel
CHyCly, rt
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30. Sml, MeOH, DMPU
THF, 0 °C

MMPP = magnesium monoperoxyphthalate

o

34. Pb(OAC),
PhH, rfx
—

harringtonolide



