Total Synthesis of illisimonin A

O
1) K,CO,, BOMCI then 40 °C, 15 h
Me  2)LDA, then 1 . A 3) DBU, Me,SiCl, B then HF x Py C
B it Y

(o]
4) LAH
5) TBSCI, ImH
6) DMP

9) iPrMgCl, nBuLi
then DMF, then NaBH, 7) (NHy),, AcOH

G 1) TFA F < 1) mCPBA E - 8) I, DBU D

hint: contains a silyl
protecting group

12) IBX
13) NaCIO,, trimethylethylene
14) HCI, MeOH e )

15) (+/-)-Fe(S,S)PDP, H,0, (0] CO,Me

H MeCN/HFIP

Me Me
1 (S,S)-PDP

(+/-)-illisimonin A \- J



OH 1) HBpin, [Ir(OMe)cod], (cat.),
dtbpy (cat.), Bopin,
80 °C, CyH
Me

Total Synthesis of hamigeran M

1) iPrl, K2C03
NBuy4Br (cat.)
reflux, acetone

2) LHMDS, Tf,0

CO,Et

filtration, then NaOEt
reflux, EtOH

B

hint: no quaternary center

2) Co(dpm) (1.5 eq.)
PhSiH,(0iPr) (6 eq.)

1) Pd(PPh3), TBHP (6 eq.)
NaHCO; r.t.,, DCE
A -C -~ D E
80 °C, DME/H,0 3) KHMDS (1.2 eq.)
Mel (1.5 eq.)
-78 °C, THF
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hamigeran M

4)1 (1.05 eq.),
nBulLi (1.06 eq.)
-78 °C, THF

'

5) Tf,0 (1.5 eq.),

pyridine (3 eq.)
0°C,DCM

6) TMPZnClI x LiCl (1.7 eq.)
70 °C, THF
then Buchwalds cat.
3rd gen., Me,tBuXPhos (cat.)
100 °C, THF
7) 2.5M HCI
r.t., THF
8) [Rh(OH)cod], (cat.),
2 (cat.), B,ypin, (6.7 eq.),
1-octene (5.5 eq.)
80 °C, THF
9) oxone (12 eq.)
50 °C, acetone/H,0
10) Py x HBr; (1 eq.)
0 °C, MeOH/DCM

why is 1-octene used here?



