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ONE=-POT SYNTHESIS OF NIDORELLAURENAL AND ITS ONE-~STEP CONVERSION
TO METHYL NIDORELLAURINATE, A CONSTITUENT OF NIDORELLA AURICULATA1

R.Sangaieh and G.S.Krishna Rao*

Depsrtment of Orpanic Chamistry
Indian Inatitute of Science
Bangalore 560012, INDIA

Abstract @ Niderellaurenal (4) ie obtajned in a one-pot reaction, involving
hesting of the known carbinol (8) with selenium dioxids in dimethyl sulphoxide.
Conversion of 4 to methyl nidorellaurinate (6), the natursl preduct from
Nidorella auriculata, has been achieved by Corey's one-step procedure.

Bohlmann and Fritz2 recehtly isolated from Nidorells suriculsts DC an
aromatic sssquiterpens ester which wae named mathyl nidnrellaurinat03 and its
structure assigned as (6) from spectrasl data. The bicgenstic parellelism that
axists between nucifersl (;), an aromatic sssquitsrpane aldehyde isolatad from
Torreys gyg;jg;;‘ and nidorellaurenal (4), the aldehyde corresponding to the
naturslly accurring -atarz(gﬂi- striking, Both the sesguiterpens aldshydes (3)
and (&) can be visualised ss isoprenologues of p-cymene (1). The terminally
functionalized isopentenyl moiety (2) is attached to C-9 of p-cymene (1) in
nuciferal (3), wvhile it ies attached te C-7 of p-cymena in nidorsllaurenal (4).
The novelty of the unusual linkage of isoprens unit and our sarlier synthasis of
nucifaral (3) in these laboratorioas prempted ustounderteke the synthasis of
nidorellaurenal (4) and convert it further to methyl nidorellsurinate (6).

Hsating (125-130", 4h) of the known 3~(p~iecpropylphenyl)propyl dimethyl
carbinol (l) with selenium dioxide in dinsthylsulphoxidn7, folloued by purifica-
tion afforded in a one-pot raaction nidorellaurenal (4) in 25% yield rssulting
from concurrent dehydratlon of the carbinol to the olefin {?) and its regio-
specific oxidation 59 o¢ the terminal (E}=mathyl group to furnish the (E)-enal
(4). One~step oxidation of the snal (4) by Corey's prnceduru10 gave in 83%
yield methyl nidorellaurinate (6), the speciral features cof which shousd
identity uith that of the natural productz. Oxidatiar of the aldshyds (A; with
alkaline silver oxidls'ga cave nidorellaurenic acid (g). Stepwiee dohydrae-
tion'! of the carbinol (B) to the olefin (7), followed by oxidation’ of the
olefin slightly reised the oversll yield of the enal (4) to 37%. Elemental
analyslllz and spectral data (IR and PMR) are in egraamant with the structural
assignments of the compounds synthasizad (5, S, §and 7).
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4, R=CHO  §,R=C0,CH,
S: R=C0jH  7,R =CHy
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Elemental analysis of ths compounds (S) and (6) are in sgreement uith the
celculated values (C + 0.16, H % 0,38),
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