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Reaction of #lithio crotonolactone 1 with aromatic aldehydes and
ketones was studied. 1 was found to react with aromatic aldehydes regioselectively at
¥-position to provide y-adducts 2 in good yields, but reaction with aliphatic aldehydes
and ketones gave moderate yields of the Y -adducts. Conversion of the y -adducts 2
into the corresponding (Z)-y -arylidenebutenolides 3 was carried out by activating the
hydroxyl group as the mesylate, followed by base-catalyzed elimination. By
employing the standard conditions, compounds 3 were prepared in good yields. In
order to extend the synthetic potential of our methodology, 1 was reacted with
appropriate aldehyde(s), followed by dehydration, hydrolysis, benzoylation and
acetylation leading to (s)-melodorinol (4) and (s)-acetylmelodorinol (5), respectively as
shown below.

R

_ Ry MsCllpyrldme
0 o)
1

R (Ri=H, Rz =
R><4

o /THF/-78 °C

R)

0\——L

R CHO

'=' _L MSCUPyridine/a — 9y Acetylation
Acetylation
2 Hydrolysis o N O

3. Benzoylation
Hg

R, =R, =CH,
R3-R4 =-(CHy)s~

4 PhOCO

(5)-melodorinol (8)-acetylmelodorinol




3736645 SCOC/M : i : Buvideadl ; m.u.

Wt wWanlnsas : UfiBenaiiswing unain-a8Te TastnTuuaalautumsisznavandusiia : msdaasiey
unuan-ussaddubnfilulad wazasyszneudiafilylas ﬁﬁqnﬁrmﬁumwﬁuﬂnjjn Melodorum  fruticosum
REACTION OF Y-LITHIO Y~-CROTONOLACTONE WITH CARBONYL COMPOUNDS : SYNTHESIS OF
V-ARYLIDENEBUTENOLIDES AND BIOACTIVE BUTENOLIDES ISOLATED FROM MELODORUM
FRUTICOSUM).  smmsdmBns  :  awim wwalams  Dr. re. nat 38 Famsna PAD.

thgaimi §iuen PhD. auee qnBlanfis PhD. 105 wir ISBN 974-589-543-2

ld@ny§iewes Ylithio crotonolactone 1 M aromatic aldehydes uns ketones wuin 1
Tf%eiY aromatic aldehydes \anBnsaniEy V-adducts 2 hunfwna yield & Tasdondwin§iefidumia ¥-
dudnlng  widfewss 1 aliphatic  aldehydes uaz ketones Wenswdadost  TuiBanawednads

uanmnmn”ﬁnmﬂﬁFﬁmmsm"mfwm 2 Tﬂmﬂﬁﬂwxj hydroxyl Widlu mesylate riay muAIUfAEMs
vinlaslfwaiuaznsdaddindason (9)-Y-arylidenebutenolides 3 Tufiana yield @

P ] - v ™ v e g - - v o a »
mauammum'l‘umummsﬂszqnvﬂﬁﬁmsmntn'nnaﬂu'lumimsﬂumsﬂaommmmnﬁssumwlﬂ"hr

o laam v e o 2 v aaa v ¥ f aan . aaa

1 ifSsiueaalasnmunzau auiieliidemdauseniantn  mesylate U1 hydrolysis  U{izen
benzolylation uas  Ufii3en  acetylation MRy WUTENNTOWAIENAS  ()-melodotinol  (4)  waz

(8)- acetylmelodorinol (5) lansuaaeluusnriadinegn

R1
w@ @ MsCleyndme @ H
o 0 ~
1 (R =H, Rz2=Ar)
R, R4
Q O! [THF/-78 °C
(R)'CHO
R
3 R4
] o X
— F O L MSCUPyridine/a
o) 0 2. Hydrolysis
H on 3. Benzoylation
R3;=R4=CH;
R3-R4 = -(CHz)s-

(8)-melodorinol (8)-acetylmelodorinol






