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JEEMDiels-Alder R : KeteneSE 4

H H
MeO KOH, H,0 MeO
(80%) -
/ Cl Mechanism? /

CN \
BnO H
1) NaBH,4 |
2) K,CO3, HyO Mass spec: SM-Br+H;0
/ CHO treatment with Pb(OAc),
gives IR = 1740 cm’’

Br Mechanism and structure?



JEEMDiels-Alder RRIBIRIE : PGF2al9& Bk

MeO mCPBA

MeO NaOH, H,O Ho\ro
NaHCO;4 0 °C; then CO, o
’ - ¢ - &
0”0 3 OMe
© HO
r ™
HQ
/ “\\WCOZH
\ — Me K|3, NaHCO3
H(S H ,’OH Hzo, 0 C
PGF
\ 2a y,
O O 1) Ac,0, Py 0
OJ< BB, OJ< 2) n-BusSnH, AIBN, OJ<
R DCM, 0 °C R PhH, heat R
‘\ < ‘\ < ‘\
Ao Tmm o U ~
s =0 DCM, 0 °C N OMe 3 OMe
AcO AcO

I
o))

E. J. Corey, et al. J. Am. Chem. Soc. 1969, 91, 5675.



JEEWDiels-Alder RMAIMN A : Miroestrol IS B%

z
TIPSO :H Pd(PPhs),

X SnBU3
‘, + >
OH TIPSO (@) toluene, 90 °C

Br

i-BU2A|C|2,
CH,Cl,, 0 °C

1) SeO,, t-BuOOH
2) BuyNF, THF

€

EtsN, CH,Cl,, reflux

€

OTIPS
miroestrol

E. J. Corey, et al. J. Am. Chem. Soc. 1993, 115, 9327.



(0]
1) p-TsOH

0] Me
1)C|)j\r o o 2) LDA, HMPA, MeO
OAc Mel
N T MMe _— S Me
2) H,0 OH o
3) KOH/MeOH 1
Jatropholones Me
Me| 5 kbar
0)
1) HCI
o OTES OTES CrO,/3,5-dimethyl 2) PhgP=CH;
Me Me pyrazole 3) TESCI
HMe  + HMe <—— B B—
., 'M . 'M
'IIH e O 'llH e
1:6
1) LDA
2) TBAF
e ™

OMe

\ N\\—Me can be employed in place of 1, although
the ensuing Diels-Alder step is problematic

)

BnO

24:76 Jatropholone B

Jatropholone A
v,

A. B. Smith, et al. J. Am. Chem. Soc. 1986, 108, 3040.
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J. M. Fox, et al. 3. Am. Chem. Soc., 2008, 130, 3760.
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Longithorone A

M. E. Layton, C. M. Morales, M. D. Shair, J. Am. Chem. Soc. 2002, 124, 773.
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J. Gong, G. Lin, W. Sun, C. Li, Z. Yang, J. Am. Chem. Soc. 2010, 132, 16745.
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