A short metal catalyzed synthesis of Paeonilide (J. Am. Chem. Soc. 2020, 142, 32, 13677-13682.):

1.) TI(O'Pr),, PhMe, rt to 40 °C.

/ \' o
o_ O R X 3 s
X)L then c-CsHgMgCl, THF, rt, 15% (25% brsm)
‘OMe -~
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A biomimetic sy is of Rubiginosin (Org. Lett. 2021, 23, 2, 578-582.):

Cul, NEt; DMF, Et,0, 0 °C
2.) MoO,(acac),, AuCI(PPhy),

6.) E, PhB(OH),, AcOH,
__PhMe, 107G 24h

E, 0.1 eq. EDDA, PhMe, 110 °C, 2 h, 66%

AgOTf, PhMe, rt, 46% 02s

2.)0.2 eq. Pd(OAc),,
CO (balloon),
1.8 eq. DDQ,

PhMe, rt, 42% (99% brsm) 4.
—_— B

3.) DBU, CHCI5 65 °C, 95%

4.)K,CO3 MeOH, 0 °C

5.) DMP, NaHCO3 DCM, 0 °C
26% 025

(+)-Rubiginosin (10%) ()-iso-Rubiginosin (31%)

0.3 eq. Fe(OTf); DCM, 0 °C to rt, 72%

The old school synthesis of [6.5]coronane:

o 1) NEts, Et;0, PhH,
50 °C, 70%
K — G

8) szzn-«:l then NBS,

PhH, 8:

9.) AIBN, Bu;SnH PhH,

K 80°C, 63 h, 8%
B

7.)SOCI,, pyr, 92%
—_—

2) NaOMe, PhMe,
reflux, 68%

[6.5]coronane

3)excess [>—PPhyBr

KO'Bu, PhH, reflux, 50%
—_— |
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3.) TSOH, acetone/H;0, 50 °C

) BzCl, py, DCM, rt, 57% 02s

(+)-Paconilide

7 steps in LLS vs. 12 and 16 steps
in previous syntheses

MoOj(acac), synthesis: J. Chem. Educ. 1995, 72, 1, AT.

4.) excess MCPBA; then BF3sOEt, DCM,
71%

5.) excess NH;NH,H,0, KOH,
triethylene glycol, 190 °C, 49%
6.) allylMgBr, Et,0, reflux, 60% J




