
NMe2 1) LAH, Et2O, -17°C
2) methyl acrylate, MeI, 0°C
then Et2AlCl; -20 - 5°C A

3) ZnEt2, ClCH2I, DCM, 0°C
4) Wilkinson Catalyst, H2, DCM, rt

B

5) LDA, THF, -78°C 
then P(OEt)3, DMPU, O2, -90°C
6) LAH, Et2O, 0°C
7) NaIO4, THF/phosphate buffer pH 7, 0°C

C
8) LDA, THF, -78 - 0°C
then MeI, then NEt3
9) TBSOTf, NEt3, DCM, 0°C

10) MeCHO, BF3*OEt2, DCM, -90°C
11) DMP, tBuOH, DCM, 0°C

D
12) LHMDS, -78°C, then F3CCH2O2CCF3
then Et3N, MsN3, MeCN, rt
13) Rh2(OAc)4, DCM, rflx E

14) LDA, THF, -78°C, then PhNTf2,
-78 - 5°C
15) Pd(PPh3)4, ZnMe2, THF, 0°C - rt

F 16) Br2CNOH, KHCO3, EtOAc, rt G
17) LiOMe, MeOH, rflx
18) B(OH)3, Ra-Ni, H2, MeOH/H2O (5:1), rt

H

19) DIBAL, nBuLi, THF, 0°C,
then H, THF, -60 - 0°C
20) (COCl)2, DMSO, NEt3, DCM,
-78 - 0°C

J
21) CeCl3, vinylmagnesium bromide,
THF, -78°C, then J, -78°C - rt K

22) Pd(OAc)2, TMTU, NH4OAc, CuCl2,
propylene oxide, CO, THF, 50°C L M+

55%26%

23.1) LDA, THF, -78°C, then MeCHO, THF,
-78 to - 40°C
23.2) NEt3, DMAP, MsCl, DCM, rt
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pallambin B (87%)pallambin A (11%)
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Total Syntheses of (+-)-Pallambins A and B


