E45: Synthesis of Branimycinl']
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1. Mel, Ag,0
2. Me3SlI, n-BuLi, -78 °C
3. TIPSCI, imid
4. O PPhy
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EtAICI,, CH,Cly,

MeO

2. MOMCI, i ProNEt

3. Cp,ZrCl,, DIBAL, 0 °C
then |,

0 4. TBAF

5. TBSCI, imid.
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P _ 0°C, 27 h
/
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1. Ba(OH),, H,0, 120 °C;
then HZSO4
then EtsN

2. TsCl, Et,N, CH,CI,, 0 °C
then HPT, rt

3. BugSnH, CH,Cl, 0 °C, hv
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|
MeO A

TBSO Me Me

1. Me,PhSiCH,MgCl,
CuCl (10 mol%),
PhaP (10 mol%)
2. CH30CgH4CH,CI, NaBr, DMF;
then substrate, NaH, THF
. KH, tBuOOH,
TBAF, NMP, THF
. Mel, NaH, THF, DMF

ar~r O

: : . Ni(COD), (20 mol%)
COMe A (R)-BINAP (30 mol%)
DIBAL, toluene, rt
1. DMP, NaHCO4
2. DBU, CH,Cl,,
—N- i Hina. _thi reflux
HPT = N-hydroxypyridine-2(1H)-thione 3.DDQ H HO: ’
H .0 4. TBSOTf : 2
L 5. mCPBA +
: OMe o~ . OMe ! OMe
s B ‘. -
™S % Me i - HO " OPMB H 5pmB
hd o0 " oTBS
Me A
d.r. 10:1 B 45%, e.r. 93:7 46%, e.r. 94:6
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t BuLi; then B

_

1. TBSCI, imid.
2. CrOg, 3,5-dimethylpyrazole

1. CH,(CO.Me),, NaOMe
2. PhNTf,, KHMDS
3. BusSnH, Pd(PPhg),

1. TEMPO, PhI(OAc),
2. NaClO,, NaH,PO ,+H,0,
t BuOH, CHzCHC(CHs),

3. 2,2"-dithiodipyridine, PPh, AgCIO,

TBAF

4. LiEtsBH
5. Mel, Ag,0O
6. MgBI’Q'OEt2, M62$

.0TBS
OMe

>
> o

introduction of
2-CH,OMe group
-

1. TEMPO, PhI(OAc),

2. NaClO,, NaH,PO4H,50,
t BuOH, CH30HC(CH3)2

3. 2,4,6-trichlorobenzyl chloride,
DMAP, i ProNEt

1. NaBH,, CeCl,

2. (MeO),MeCNMe,
3. LiEt,BH

4. MgBr2°OEt2, Mezs
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