"\ Universitat Total Synthesis Bufogargarizin B Exercise, 07.02.23.

Gademann Group

J. Am. Chem. Soc. 2023, 145, 2098-2103 Gleb Chesnokov
1) DIBAL (1 eq.), THF, -78 °C 4)R1 (1 eq.), DCM, -78 °C
then TBSCI, Im-H, DCM then TESOTf, DIPEA
i . 8) R2, K,CO3, MeOH
2) LiAlH,4, THF, 0 °C 5) TosMIC, {-BuOK, DME then TBAE
3) DMSO, (COCI),, NEt;, DCM 6) DIBAL (2.5 eq.), DC!\/l, -78 °C 9) DMP, NaHCO,, DCM
7) MeONa, MeOH, 65 °C o
sitolactone 2% 48 69%
A ° B Hint: only one Si group
was deprotected

11) Mn(acac),, PhSiHs, O, 10) TMSOTf, DIPEA
PPhs, EtOH DCM
14) Sml,, -78 °C 12) LIHMDS, TMSCI then
THF/H,0 then Pd(OAc),, MeCN [CpRu(MeCN)3]PFg
15) MOMCI, DMAP 13) H,0,, NaOH NaHCOs, DCE, 55 °C
DIPEA, DCM E THF/H50, reflux D 81% C
16) DBU, THF, 66 °C 41% ¢
Y 53%
17) DIBAL, THF 20) SiO,, DIPEA, PhCF3
then TBAF, reflux 21) Mn(acac)y, PhSiH3, O,, EtOH
18) DMP, NaHCO3;, DCM then Im-TMS, TBAF (cat.)
19) LiHMDS (5 eq.), TMSCI 22) LIHMDS, Comins' reag. next
then Pd(OAc),, MeCN page
45%
E 42% G H
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25) DMP, NaHCO3
23) R3, Pd(dppf)Cl, 26) DBU, THF
K3PO4, DMF/H,0, 60 °C then LIHMDS, -98 °C
24) m-CPBA, DCM 27) (R)-CBS, BH3;*DMS
then BH;*DMS then Ac,0O, DMAP

H 54% 57%
Hint: S-epimer
| was obtained J

28) NBS, NaOH, Me,CO/H,0
then TBAF

29) PDC, DCM

30) LiBF4, MeCN/H,O

32%

: 0._O:
| o o U |
| P- Me O~ = 1
v >— \_OMe B !
| Lo MaBr Me)kff OMe  Me™\ 4 :
! N, Ve |
: Me :
E R1 R2 R3 !

Bufogargarizin B



