(@)
1) A~ , ACOH

20161119

1) H,, Pd/C, HCI, ethylene glycol
THF, rt, 89%

O H,0, 70 °C, 100% O 2) TESOTT, Et3N, CH,Cl,, 0 °C, 88%
jb 2) L-proline, DMF, 16 °C L;tg 3) CHBr, KOt-Bu, hexane, -25 °C, 53%
> > A
HO 3) H,SO,4, DMF, 95 °C (o) 4) trimethylsilylacetylene, n-BuLi, THF C17H25BrO,Si
70-76% for 2 steps -78t0 0 °C, 80%
5) CSA, MeOH, rt, 91%
_ X
1) t-BuLi, THF, -90 °C \
then B, -90 to -78 °C, 65% NH
2) K,CO3, MeOH, rt, 94%
A

3) C, imidazole, CH,Cls, rt, 93%
4) n'BU3an, Et3B, 02
Ph,0, 150 °C, 75%

H batrachotoxin

OTBS ;
i Et,CIS—=—TMsS |
1 O :
' B C i
M. M. Logan, T. Toma, R. Thomas-Tran, J. Du Bois Science 2016, 354, 865.
1.LDA (2.2 eq.) 2. HC(OEt)3, SnCl,, CH,CI,
0 TMSCI (2.5 eq.) —78 °C, 39% (2 steps)
/\)l\/\ - C12H28025|2 >
HO THF 3. LDA, NCCO,Et, THF, —78 °C
-78°Cto25°C 4. KHMDS, THF, Comins reagent

5. A, Pd(PPhy),Cl,

Tt f}IDhSl Cuf‘:bEtCSN91<V b
oluene ° 6 brsm
EtO,C ' ’
2 = Me >
6. TFA, CH,Cl,, 0 °C;
O OEt

Cs,COg3, MeOH, 25 °C, 76%

 CIN A N Z 5
: | S :
! X :
: N7 ONTY, _N_NHBoc !
! A :

Comins reagent

—78 °C to 25 °C, 73% (2 steps)

OEt

camptothecin

K. Li, J. Ou, S. Gao,

Angew. Chem. Int. Ed. 2016, 55, 14778-14783.



