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Distemonanthin is a yellow component of the wood of Distenonanthus 

bcnthamianus and has been given the structure of chromono (3',2'-3,4) 

isocounarin (I)l. This ring system is rather rare in natural products; 

the closely related one5 are nelt0gyn01 (111~93 and mopanol (III)4. It 

is now suggested that the basic skeleton of these compounds may be called 

peltouvnan with the numbering as shown in formula (IV), because peltogynol 

5 was the earliest knovm member of the series. This is analogous to the 

skeleton of cyanomaclurar recently discussed6. Each of them has a six- 

membered owygen ring fused on either side to the B and C rings of the 

flavan molecule; in cyanomacluran the new linking is in the 4 position 

whereas in peltogynan it is in the 3 position. Distemonanthin would then 

be 1,~,~,l0-tetrahydrory-2-metho~-6,l~-dehydropelto~an-ll,14-dione. 

1:,-FWl x, R= OH;R~H lr 
35, R- Me x, R=H;A’=OH 
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Though several dc~ldro-oelto~~anaio~es have been made earlier, 

neither distemonanthin nor a~ of its derivatives have been synthesised 

so far. The synthesis of its complete methyl ether (V) has nom been 

accomplished. Earlier King et al'. adoated +he. Baker-Venkatarsman method 

usin? O-metho?yresacetophenone and (J-lnetho~hloroacetonhenorre as the 

ketonic components and the half ester-acid chloride of phthalio aoid as 

the acylating agent. The resulting 3-methox~~flavone-2'-carbolrylic acids 

were subjected to demethylative cyclisation. This method has, however, not 

been further used. 

Later Venturslla and Bellino7 adocted chalkone condensation and subse- 

quent oxidation with alkaline hydrogen veroxide. 'They employed 2-hydroxy- 

acetophenone and its mono- and di.methouJrderivetives as ketonic components 

and ~ht!wleldeh:~dir a-id as the ~?dehydic aomnonrnt. 'Gore recently, 

peonol has been condensed vith g-ogianic acid and the resulting 

chalkone-Lcarbovlic acid ovidised to give 3,8,9-trinet!xzy-6, 13-de!lydro- 

pelto~nan-ll,14-c:ione8*9. 

As the chalkone method is more suitable for the synthesis of tetra-g- 

methyl distemonanthin (V), we have used it and condensed 2-hydroxy.4,5,6- 

trimethoxyacetophenone" with opianic acid in the Iresence of aqueous 

ethanolic alkali &en the.phthalide (VII m.p.178-79') was obtained in 

very good yields, h,,, (ChCl3): 286 a)L(logE 3.11); A,, (0.1 N.NaOA): 

233-244 (infl.), 330, 398-406 m)r(infl:) (1ogE 4.14, 4.25, 3.57); q, 

b.ujol): 1773 (phthalide CO), 1628 cm" (chelated carbonyl). The corres- 

ponding chalkone (VI) is found onl-T in very small amounts and has 

obviously been largnl, 31 oonvrted i.nto th&hthr3ide. However, the phtha- 

lide behaves as a chalkone vhen subjected to oxidation with alkaline hydra- 

gen percxxide; suhwquent acidificrtion yielded tvo produets. Ona -6 identl- 

fied SC b-thy1 distemonanthin (V) (wp.271-72?, A_ (aCl3): 
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260 (infl.), 294 (infl.), 338, 349 mp(logE 4.03, 3.85, 4.19, 4.17)~ 

A,,, (0.1 N 90$ ethanolic NaOH): 258-266 (infl.), 310, 386-394 m@lW~ 

4.11, 3.67, 4.02); urnax (mjol): 1740 (lactone CO), 1655 cd (chromone 

CO). All these properties ace in agreement with those described in the 

1iterature.l the other product is its dihydroderivative (IX), 8s shown b' 

the characteristic W spectrum &a, (CHC13): 290, 325 +(lWE 3.74, 

4.15): A,,, (0.1 N. 90$ ethanolic NaOH): 280, 90 mp (loge 4.05, 3.68) 

and the 1.X. spectrum v,,,, (mjol): 1763 (lactone CO), 1735 cd 

(flav2none CO). 

iJo am-one seemed to be formed in this reaction. This is unexpectad in 

vierr of the presence of the 6'-methwyl in the chalkone 11. However, such 

behaviour dur5.n~ A.F.O. reaction finds analcg in that of 6'-substituted 

chelkozes haxrPl-- free n‘xmolic hy.:roxyls i?. the ring E at either 2 or 4 
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The occurrence of distemonanthin along with related flavonoids and 

particularly oxyayanin-B may have significance in bio.qenesis. The sim- 

pier oxyayanin-B (X) could be visualised as undergoing oxidctive cyclisa- 

tion to field disteqonanthin (I) as indicated in the above formulae. An 

analogous example which has recently l5 been discussed is the evolution of 

rotcnoids frown the related isoflavanones. For example, toxicarol isofla- 

vo:~e dli ch i.s found along if th the rotenoid toxicarol is considered to 

:i\,e rise to the latter by the 2'-methoxy group taking part in oxidation 

Ath a reactive methylene grow. In the present case, it is the aromatic 

position which has similar reactivity being activated hy the nuclear 

Eethoxy group. 

In fu&hcr support of the above scheme, the experiments of TCaiss and 

Gorse 16 may be significant. They converted penta-Q-methyl quercetin (XII) 

by +hotochwlical rnethod into 6,13-dehydropelto~n~n-II-one (XIII) and 

subsequently into dioae (XIV) by mild oxidation. 
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