
O

Total Synthesis of (-)-Crinipellin A
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1.) iPrMgCl,

CuBr SMe2,

HMPA, TMSCl,

THF, -78°C

2.) MeLi, AllylBr,

THF, -15 °C to RT

3.) O3, DCM, -78 °C,

then PPh3

4.) Li(tBuO)3AlH,

THF, -15 °C

5.) TBSCl, DCM, RT
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6.)

BH3 SMe2,
THF, 40 °C
7.) TPAP/NMO

8.) Ph3PCH3Br,
tBuOK,

tBuOH, Et2O, RT

9.) TBAF, THF, RT

10.) (COCl)2, DMSO,

THF, TEA, -78 °C to RT

11.) Ph3PC(CH3)COOEt, THF, reflux
12.) LAH, Et2O, 0 °C to RT

13.) D-DET, TBHP, Ti(OiPr)4,
DCM, -30 °C

14.) (COCl)2, DMSO, DCM,
TEA, -78 °C to RT

15.) K2CO3, Bestmann-Ohira
reagent, MeOH, RT

16.)

Fe(acac)3, THF, Toluene, -15 °C

17.) TBDPSCl, imidazole, DMAP,
DCM, RT
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18.) p-TsOH·H2O, HCHO,
THF, H2O, RT

19.) H2NNHTs, MeOH, RT

20.) NaH,

toluene,
reflux

21.) TBAF, THF, 60 °C,

22.) PCC, DCM, RT

23.) KHMDS, Davis’ oxaziridine,

THF, -78 °C

24.) DMP, pyr., DCM, RT

25.) nBuLi,

-78 °C, then starting material
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26.) NaBH(OAc)3, DCM, RT
27.) TBSOTf, 2,6-lutidine, DCM, RT

28.) PDC, TBHP, PhH, RT
29.) Toluene, 125 °C

30.) H2O2, NaHCO3, THF, H2O, RT

31.) LiHMDS, Eschenmoser’s salt,
THF, -78 °C to -70 °C
32.) TASF, DMF, RT
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