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E45: Synthesis of Branimycin[1]

1. MeI, Ag2O
2. Me3SI, n-BuLi, –78 °C
3. TIPSCl, imid
4. O3, PPh3
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1. A, TiCl4
2. MOMCl, i Pr2NEt
3. Cp2ZrCl2, DIBAL, 0 °C
    then  I2
4. TBAF
5. TBSCl, imid.

EtAlCl2, CH2Cl2,
0°C, 27 h+

1. Ba(OH)2, H2O, 120 °C; 
    then  H2SO4
    then  Et3N
2. TsCl, Et2N, CH2Cl2, 0 °C
    then  HPT, rt
3. Bu3SnH, CH2Cl2, 0 °C, hv

1. Me2PhSiCH2MgCl, 
    CuCl (10 mol%), 
    Ph3P (10 mol%)
2. CH3OC6H4CH2Cl, NaBr, DMF; 
    then  substrate, NaH, THF 
3. KH, tBuOOH, 
    TBAF, NMP, THF
4. MeI, NaH, THF, DMF
5. Ni(COD)2 (20 mol%)
    (R)-BINAP (30 mol%)
    DIBAL, toluene, rt
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45%, e.r. 93:7 46%, e.r. 94:6d.r. 10:1

HPT =N-hydroxypyridine-2(1H)-thione

A B

C3H6O2

5 steps
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t BuLi; then  B
1. TBSCl, imid.
2. CrO3, 3,5-dimethylpyrazole
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1. CH2(CO2Me)2, NaOMe
2. PhNTf2, KHMDS
3. Bu3SnH, Pd(PPh3)4

3. 2,2'-dithiodipyridine, PPh3, AgClO4

1. NaBH4, CeCl3
2. (MeO)2MeCNMe2
3. LiEt3BH
4. MgBr2•OEt2, Me2S

1. TEMPO, PhI(OAc)2
2. NaClO2, NaH2PO4•H2O, 
    t BuOH, CH3CHC(CH3)2
3. 2,4,6-trichlorobenzyl chloride,
    DMAP,  i Pr2NEt

TBAF

introduction of 
2-CH2OMe group

3 steps

2 steps


