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1) (R)-CBS cat.
catecholborane .
toluene/THF, -78 °C 1 4) PhSiH;3
3) TosMIC, t-BuOK, Fe(acac); cat.
Oy CHs  2)Hg(OAc), cat., EtsN cat. THF, -60 °C; HFIP/EtOH, 50 °C;
n-butyl vinyl ether, 170 °C - then MeOH, reflux then 2M HCI, reflux
Step 1) 90%, 92% ee (S) 71% (over 2 steps) 94%
H;C CHj;
Structure of (R)-CBS cat. A Mechanism and name B
6) HyC—==—MgBr 5) TMSOTF, Et;N \
THF, 0°C CH.CI,, 0 °C; then (
7) Pb(OAc)4, CH,Cl, ( ) MeReOj cat., Py, H,0,
rt; then CeCls, AcOH/CH3CN, rt; then
NaBH,4, MeOH, 0 °C PTSA, rt
6) 76%, 7) 80% 91%, >10:1 dr
Name and stereochemistry
E D C
8) n-Bu3P, O-NOZC6H4SGCN,
_ HiC  (2) s
THF, rt; then H,0,, rt 10) \—.__ TIPS ! !
9) Co(CO)g, CHLCly, rt; Me : |
then TFA, BH3Me,S, 0 °C; TiCly, CH,Cly, rt; ! H3C !
then NMO, rt then BF 3:(AcOH),, rt : A~
- > ! S Nz o
8) 82%, 9) 71% 89%, >4:1 dr (C5) . Oz |
Names F Name and mechanism E TosMIC E
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11) NaBH,4, MeOH, rt

12) NaH, CS,, Mel, THF

13) n-BusSnH, AIBN,
toluene, reflux

H -
HsC CHj H
K

(-)-Conidiogenol

51% (over 3 steps)

Name 12-13) sequence

17) L-selectride
THF, -78 °C

84%

(-)-Conidiogenone

14) O3, CH,Cl,, -78 °C;
then Me,S, rt
then HCI, THF, reflux

34% (l-iso) + 53% (1)

RhCls, EtOH '
MW, 100 °C !
32% !

---

15) Triton B, TBHP, THF, rt
16) Sml,, THF/MeOH, rt

15) 92%, 16) 88%

l-iso

(-)-Conidiogenone B




