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2. L-Selectride, PhMe
    -78°C, 30min, then
    aq. NH4Cl, warming
    from -78°C to 0°C
3. LAH, THF, rt, 12h,
    94% OH
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4. TsCl, Et3N,
     DMAP
5. KCN, DMSO

6. 1 M HCl
7. vinylMgBr
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8. 5 M HCl, 70°C
9. AD-mix-α
10. TBDPSCl
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11. DMP
12. NaBH4, MeOH

13. MPMOC(NH)CCl3
      TfOH

Bundles reagent
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14. 3 eq. nBuLi, THF, -35°C,
      1h, then 2eq MeI, HMPA, rt
15. TsOH, MeOH
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HO

OMe
16. Bu3SnH, Pd(PPh3)2Cl2
      THF, rt, 15min
17. I2, CH2Cl2, 0°C, 15min
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18. NaIO4, silica supported
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19. NaHDMS, THF, 
     -78°C, 15min, then to
     rt, 5min

20. MOMCl, DIPEA
21. TBAF, AcOH
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22. DMP
23. CrCl2, NiCl2, DMSO,
      rt, 19h, 92% O
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24. Ms2O, DMAP, pyr
25. 4 M HCl, THF, rt
26. TESOTf, pyr
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O
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28. Pd2(dba)3, nBu3P
      NaBH4
29. DiBAl-H
30. Ac2O, pyr

31. AcOH/H2O/THF
      (1:1:1)
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Total Synthesis of (-) Pestalotiopsin A
K. Tadano, Angew. Chem. 2008, 47, 3426.
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Construction of potential building block
L. Paquette JOC, 2007, 72, 7125.
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1. K2CO3, MeOH
2. NaH, BnBr
3. LAH

4. Swern
5. TSOH

O OMe
OBn

HO
6. IBX
7. TiCl4-CH2Br-Zn
    DCM, 0°C

O OMe
OBn 8. "Cp2Zr", THF; BF3*OEt2

OH

BnO

Construction of potential building block
D. J. Procter, Org. Biomol. Chem. 2003, 1, 328.

O

O 1. DiBAlH
2. 1,3-propandithiol
     BF3*OEt2

3. pyr*SO3, DMSO, CH2Cl2
   Et3N

4. CacO3, MeI, MeCN, H2O
5. SmI2, THF-MeOH (4:1), 0°C
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6. DBU, PhMe, 80°C
7. TPAP, NMO
8. vinylMgBr, Yb(OTf)3,
    THF, -78°C
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Lombardo reagent
E. Negishi Tet. Lett. 1986, 27, 2829.

Parikh-Doering-Oxidation
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BF*OEt2, CH2Cl2
78°C to 10°C, 3h, 
93%
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Random Fun: D. P.  Curran, JOC, 1995, 60, 345.

BF3*OEt2, H2O,
CH2Cl2, 16h
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1) TsNNH2,
THF, 50°C

2) basic Al2O3
   CH2Cl2, rt

3) cat. Rh(OAc)4
methyl propiolate
PhH, 60°C

4) TfOH, CH2Cl2, rt
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Random Fun: J. L. Wood JACs, 2001, 123, 2097


