(+)-Indoxamycin B

e}
: ) tBuOK .
Me Me a)Li, tBUOH, NH/THF Me [CP2TICI] (3 eq.) » é‘]gro\fviiq ()3 o). THE OSiEt,
then ICH,OC(O)tBu nBuLi (6.0 eq.), THF ORI @I e Me
b) LiAlH,, THF .78 C to RT 78 to -40, then
COMe Et3SiCl (3 eq.), -78 S
c) TsOH, Me,C-(OMe), 0. O OMe
4 d) Pd/C, tBUOOH, K,CO; ~ Mo e o. oMe
Me Me 6 ><
5 Me" Me
8
d.r. 3.6:1
o Me KH (1.1 eq.), THF, RT
@] then [18]crown-6 (1.5 eq.),
_ [(Ph3PAU);0]BF, (1mol%) // ¥ )
LiBHEt3 (1.1 eq.) 1,2-DCE, 75 C Me propargyl bromide (1.2 eq.) Me
THF, -78 C Me 0C \
< > e
Ie) OTBS
Name : 0
Me
12

JohnPhos AuCl (10 mol%)

AgOTs (10 mol%),

Toluene, 60 C

JohnPhos
indoxamycin B (1)
d.r. 3.2:1

Me

Me

11

Pd(OAc), (10 mol%)
0O, atm, DMSO,
45C

—_—

O
Me Me

<

Me Me
3

i) 1M HCI (2.9 eq), THF, RT

ii) [VO(acac),] (5 mol%), tBuOOH (3 eq.),
4,4'-thiobis(2-tert-butyl-5-methylphenol)
(2.5 mol%), DCM, 40 C

Dess-Martin
periodinane

-~

OTBS

9:R=H
Cl: 10: R = TBS
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