Total Synthesis of Pentamycin by a Conformationally Biased Double Stille Ring Closure with a Trienyl-bis-stannane
A. Babczyk, D. Menche, J. Am. Chem. Soc. 2023, 145, 10974-10979.

OH

%(OMG
Me

(o)

1) PMB-TCA, CSA
2) DIBAL-H
3) 1, LiCl, DIPEA
Me

12,3

2') NaH, BnBr

3') TBSCI

4) 050, NMO, Pb(OAc)s o p_pent

4) DIBAL-H
5) (-)-DIPT, Ti(OiPr),
oPMB 6) PPh; CCl,
E 7) n-BulLi (3
S OEt 7)n-BuLi (3 eq.) -
(o]
5') (-)-lpc,BOMe,
OTBS ) (-)-lpc, e

allyl-MgBr
6') TsOH, 2,2-DMP

N0 7)0; NaBH, n-Pent

8) TBSCI
OPMB/ 9) Cp,ZrCl, DIBAL-H,, I, OH
N _# 1vopa N
Me™ Y Me” C
OH OTBS

8') 4, allyl acetate

9') TMSCI

10°) 0sO, NMO, Pb(OAc),
11') TMSCN, K,CO3

12') PPTS, MeOH

13') 2,2-DMP

X X
o nPent)\)\/k/é\CN

n-Pent : Y
- 2 :
BnO Bno” Bno~ F
1") Co(ll)-salen(tBu,),
Me;SOI, KOtBu 4") TMSCN, K,CO;
o 2" Tmscl OH O 5") PPTS, MeOH >< ><
Bno\/<] 3") 050, NMO, Pb(OAc)s Bno\)\)J\ 6") 2,2-DMP o~ Mo
H \M 14 ') LDA, DMPU |
15" LilNH,
7") TBSCI 16 ) PPhs 1, > - 0
OH 8") SO, x py, DMSO, DIPEA OTBS 1) H,, Lindlar TBSO ><
o 9") 5, Zn(OTf),, pentyne, NEt; 12+ )02 NaBH, g
>< 10") TBSOTf >< 13") PPhg, I, TBSO*" K
g >< oTBS
OH OTBS OTBS
( )
o cl
" ( Me,N Me e A
Etg,dp\/cozEt O th Moo on I OH OH OH OH OH OH
t 2
1 P,, p,,“ A HO” “Ph
Ph P’"‘O 5
2 Ph
(o] MeO 2 (o)
= o
25230 .
NO,
2 4
J




1) LDA, DMPU
2) LilNH,

F + K L n-Pent

AcO

OTBS

4) HF x py
5) SO; x Py, DMSO, DIPEA

n-Pent

6) Ohira-Bestmann, K,CO; >

SnBu;

BuzSn A~~~
\/\/\Il\
6

How would you prepare
compound 6?

n-Pent

OH OH OH OH OH OH

7) TESCI

8) CuCN, nBuLi, BuzSnH, //
then Mel, DMPU

9) 1,

10) HF x py

11) IBX

12) NaCIO,

13) TCBC, NEt, >< >< X
(o) (o] (o) (0] (o) (o)

14) C, DMAP
15) TBAF
16) InCl,

n-Pent
17) Pd(MeCN),Cl,, DIPEA, 5




