E43: Total Syntheses of Caribenol A + B

Myers’ allylic reductive transposition

Me 1) (COCI)z, DMSO, NEt3, CH2C|2 Me Me
: 2) CO,Me I H 4) PPhy, DEAD tH
PhsP=/ , toluene - A, then HFIP, H,0 -
OH / ) “‘Me 3) DIBAL-H, CH,Cl, “Me 5)H-GII “'Me
o] Z>CO,Me, CH,Cl,  MeO,C 0O
CHs 6) TMSOK, THF
o N L 7) B, Piv-Cl, NEt
§7"N” “CH, 8) C, CuCN, TMS-Cl
©: HMPA, Et,0
NO ) E, THF 9) Sm(OTf); MeOH
: _12) H-G Il, toluene 10) D, Me AICI
IPNBSH
i
13) 2,6-t-Bu-pyridine
o NLi Tf,0, MeCN
\\( 14) TMSOK, THF
15) CHaCO3H, 16) NoHy'H,0, EtgN, EtOH
Ph NaOAC, CH,Cl, then 'y F
B 17) Me4Sn, AsPhg, i
Pd(PPhg),, NMP
Caribenol A
yMe
MgBr
NH
MeO.
C ’\IIH'CI /\MQBF Me\NJ\N,Me
Me ) |
Me Me
F
D E ™G
H.-D. Hao, D. Trauner, J. Am. Chem. Soc. 2017, 139, ™ Sparr Group Seminar
4117-4122. ANAL ) . 25.04.2018
XXX University oy
= Reto Witzig

/XN of Basel



F, H,, THF

G, CAN, H,0, DME

1)
2) DIBAL-H, CH,Cl,
3) G,
4) H, LIHMDS

8) DMDO, O,, K,CO3, Na,SO,4, CH,Cl,
9) AgNO3, 2,6-lutidine, MeCN
_ 10) MeMgBr, Et,0

5) POCls, DMF

6) I, BuOK, then MeOH R

Me van Leusen reaction

7) DMDO, K,CO;
N32804, CH20|2

propose a mechanism!

Caribenol B
o M Ph ©
N N9 Me %g? N
_ Rh(PPh,)Cl 3 1 )—s— ~
Wilkonson’s catalyst Bn" N "By ~N 6 e
H .TFA Me
F G H |
H.-D. Hao, D. Trauner, J. Am. Chem. Soc. 2017, 139, ™ Sparr Group Seminar
NXI/ 25.04.2018
4117-4122. —& . . .04.

< University Reto Witzig

/XN of Basel



