Exercise session — 11.04.2019 — Alexandre Leclair

Exercise 1
O,
1) NH,OH.HCI (1.5 equiv) 1) Fe (10 equiv), AcOH (cat.)
S Pyr, 80 °C, 91% A Me;SiCl (cat.), THF, rt, 89% B —_— Jiadifenolide
o) 2) Pd(OAc); (5 mol%) 2) KHMDS (1.1 equiv)
PhI(OAc), (1.5 equiv) Comins reagent (1.2 equiv)
. THF, -78 °C
1:1 Aco0/ACOH 3) Pd(OAc), (10 mol%),
100°C, 12h PPhs (20 mol%)
22% Et3N (2 equiv), CO (1 atm)
Mechanism ? MeOH:DMF, 40 °C
49% over 2 steps
Sorensen et al., Angew. Chem. Int. Ed. 2014, 53, 5332-5335
Exercise 2
TMSCHN,
BullL LGl T, Jiadifenclide
THF, -78 °C -
78%
Mechanism ?
Zhang et al., Org.Lett. 2015, 17, 5480-548
Exercise 3 Q -
& JO
(10 mol%)
PPh3AuNTf, (4 mol%) PhSiH3 butylene oxide
A ‘ (o} s Dichrocephones A and B
H,0, 1,2-DCE 1,4-dioxane, 150 °C, 20 h o E——
25°C,20h sealed tube
88% 60%, 96% ee
Mechanism ?
Tantillo, Christmann et al., Angew. Chem. Int. Ed. 2018, 57, 2419-2422
Exercise 4
o O q
MeO. NH, i
N\ )%R\OMe N
OMe
N AuCl (5 mol% —_—
H N, B #, MeO. N\~ —_— Lundurines A-C
—
Toluene/Et3N (1:2) K;CO3 MeOH DCM, 25°C,5h N N\
25°C,3-5h
vCCOZMe reflux, 16 h, 84% G, 79%. 89:11 or H
A0 o) Mechanism ? 56%, >99:1 er (after crystallization)
R Echevarren et al., J. Am. Chem. Soc. 2016, 138, 3671-367
R=H or ¢-C5Hg
Exercise 5
t-BuLi
Then Cul, Me,S DIBAL, n-BuLi aco Q€ al
Then A then AcOH Et,B, O, b
Then CI3CCOCI then Ac,0 (TMS);SiH R
B » 6-epi-ophiobolin N
60% 80% Ar TBsO"l G -
dr 3:1 Ar MeHye H
0 SH
R: Prenyl [o] Me>< 56%
—i} Me™ "o\ OH C1453:1 dr
Me— Al Ar C153.4:1dr
TBSO cat.
A Mechanism ?

Maimone et al., Science 2016, 352, 1078-1082



