E131: Asymmetric Total Synthesis of (—)-Spirochensilide A

1a) InCls, TMSCHNS,,

(o) then
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TESO/\)
(31%)

1)

Geranyl acetate

10) ‘BuLi, BB1, CeCly,
THF, (75%)

2a)
3a)
4a)

BB 1

2)

9) mCPBA, DCM, -30 to 0 °C,
then BF3 - Et,O, DCM, 0 °C
(65%, 2 steps)

11) TESOTY, EtgN, DCM;
then K,COj3, MeOH (98%)
12) W(CO)3(MeCN)g,
EtOH:HMPA 10:1,
CO (61%, dr. = 1:1)

Desired

3) H
4) Me | |
5) Me |

0 Me

6) T|C|4, CHzBrz,
-35 °C, (90%)
7) Pd(PPh3),Cl,, Cul, DIPA, THF,

HC=CTMS, 50 °C, (93%)
8) TBSCI, im, DMF, (95%)

Undesired
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o-B-o o
Me 2b) R . OTs
1b) TS-A 17) | o Et;N, DCM,
U\ ” N”>F then neutral Al,Oq
O TBS '\|/Ie (750/0)
BB2 18) Cul, MeLi, Et,0, (86%)
23) 19) KH, Mel, THF, (81%)
20) LDA, THF then PhSeCl,
(46%, 77% brsm)
21) mCPBA, Et3N, DCM, (87%)
22) DIBAL, DCM (98%)
25) DMP, NaHCO3,
Py, (95%)
26) ag. HF, DCM,
MeCN, (94 %)
(-)-Spirochensilide A
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