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In addition to the compounds isolated previously [1],are-
investigation of the aerial parts of Wedeh randiﬂora

Benth. afforded a complex mlxture of minute amounts of

saganiternena lactones which could not he comnlataly
sesquIierpéne 1aciones, wniti CowiG not o€ Compacicly

separated. All data are, however, in agreement with the
structures 1-5. Acetylation of 1 afforded the acetate 2.
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monoesters 6, indicating that the acetate group was
positionedat C-4.As usual, methanol additionatthe11,13-
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of the esters 2—5 clearly showed the nature of the ester
residues. Decouphng experiments with 1 established the
aaSigi‘u‘x‘ieﬁtS gi'v'eu in Table 1. Irradiation at &3.47

collapsed the doublets at 6.35, 5.87 and 5.89 to singlets and
the signal at 4.85 to a doublet of doublets. This clearly
indicated that the broadened doubiet at 3.47 must be
assigned to 7-H. The observed coupling of J, 4 further

showed that, most probably, the hydrogens at C-7 and C-8
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8,12-lactone as the chemical shift of 6 H d1d not agree with
a -lactone. The 6f-orientation of the methacryloyloxy
g

- was mdicatad ko the amall covinling of 7 which
I was InqaiCalca oy N smau Couping oi v 6.7 WiICH

uld not be in agreement with a 6a-substituted lactone
2]. Also the downfield shift of the 13’-H signal supported

thi yrmrmtioan A NMratdinag madal dhawathat tha avvoan
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function at C-4 is also probably f-orientated as the C-5
methyl signal was shifted downfield when compared with
the chemical shift in other pseudoguaianolides [2].
However, the 1,10-double bond may be responsible for this
shift, and, therefore, the stereochemistry at C-4 is not
certain. We have given the name wedelifloride ¢
corresponding to 1.

The isolation of pseudoguaianolides may indicate a
relationship of Wedelia to Helenium and related genera. In
addition to the co-occurence of these lactones thiophene

acetylenes are also widespread in both genera [3].
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Table 1. '"H NMR spectral data of compounds 1, 2 and 6 (270 MHz, TMS as internal standard)

1 2* 6
(CDCl,) (CDy) (CDCl,) (CDCl,)

2-H 2.13¢(br) 1.8m 22m 22m

4-H 3.78 dd 3.72dd 4.85dd 3.66dd

6-H 5.89d 5924 5974 6014

7-H 3.47d(br) 2.92d(br) 3.42d(br) 2.88m

8-H 4.85ddd 428ddd 4.82ddd 4.87 ddd

9-H 2.60dd 2.584dd

9.H 1.90dd 1.69dd

13-H 6.35d 6.19d 6.35d }

13.H 587d 5304 5.89d 372d

14-H 1.67 s(br) 1.56s(br) 1.70 s(br) 1.81 s(br)

15-H 111s 1.20s 121s 1.14s

OAc — — 2.06s

OMe 6.14dg 6.11dq 6.14dg 6.12dq
5.65dg 5.26dq 5.65dg 5.62dq
1.98dg 1.85dg 1.984dd 1.96 dd

J(Hz):23=7:34=9:34=6:67=2:78=7,713=25.713 =22;89=45;89 =9;3,'3,

=134 =15

* The signals of 3-5 are nearly the same: 0-i-Bu: 2.59 94, 1.22d: O-Tigl: 6.88 gy, 1.86 s(br): O-i-Val: 2.22d, 0.87 d.

*Part 279 in the series “Naturally Occurring Terpene
Derivatives”. For part 278 see Bohlmann, F., Dhar, A, K. and
Ahmed, M. (1980) Phytochemistry 19, 1850.
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However, as in many other genera of the Heliantheae,
kaurene derivatives are also typical for Wedelia [1,4).

EXPERIMENTAL

Air-dried aerial parts (voucher RMK 7870) were chopped
(350 g) and extracted with Et,O-petrol (1:2). The resulting
extract was treated with MeOH to remove saturated hydrocar-
bons. CC (Si gel, act. grade 11) and repeated TLC (Si gel GF 254)
finally afforded, in addition to the kaurene derivatives previously
isolated (1}, 17mg 1 (Et,O-petrol, 3:1} and 20mg 2-§
(cad:1:1:1), which could not be completely separated.

Wedelifloride-6-O-methacrylate (1). Colourless gum, IR veSH
em”': OH 3620; y-lactone 1770; C=CCO,R 1715, 1650; MS
m/e (rel.int.): 332.162(M ™, 8) (C,,H,,0;); 314(M -~ H,0,3):
246 (M — RCO,H, 69); 228(246 — H,0,32): 202 (246 — CO,,
100): 69(C,H,CO ¥, 63). 5mg 1 in 0.5ml Ac,O were heated for
1 hr at 70°. TLC afforded 3 mg 2, '"H NMR identical with that of
the natural compound.

6-O-Methacryloyloxy-, isobutyryloxy-, tighinoyloxy-, and iso-
valeryloxy-wedelifloride-4-O-acetate (2-5). Colourless gum, IR
viClaem ~ ! y-lactone 1775; OAc, CO,R 1740: C=CCO,R 1715;

mas
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1 2 3 4 5
H Ac Ac Ac Ac
Meacr  Meacr  -Bu  Tigl  i-Val

6 (R = Meacr. i-Bu. Tigl. i-Val)

MS m/e (rel.int): 328168 (M — HOAc, 1) (C,,H,,0,)
316.168 (2) (C,,H,,0,), 314158 (6) (C,H,,0,): 228 (314
— C;H;CO,H, 100); 85 (C,H,CO".5): 83 (C,H.CO", 44). 71
(CH,CO",19}):69(C;H,CO*.73). To10mg2-5in3mt MeOH
atroom temp. wasadded 0.2 ml 2 N KOH und after I hrdilH,SO,
was added. TLC afforded Smg 6. colourless gum. ‘H NMR
{Table 1)
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