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ANEW,F11(3ILE -IS cX? THE ~-MEZWL-~(SH)-FURMDD SIREIUW UMTIXM m 

Departmentofch~try, HelsinklUnwersityof wchrrJl0gy, 

02150, Otat'ueu, Fmland. 

The amethyl-2(5H)-furmozd structura2 unzt is prepared from ketones via 1,4-remange- 

ment of sitoxyatkenes on peroxzdation and vza oxetene rearrangment of l-diethylamzno- 

propyne zn 53-58% overall yield. 

D-E synthess of thetltleunit (L) fruna-epxyketoneshas beenrepxtedfnrnthu laboratory.1 

Bacausethen~lety~togeticx~th its rez&lyacces~lblederwatwes~~and~ 3,4 
OccurfrequentlY 

l?lnatu?xl pr0al0ts bq==lly sesquterpenes), themethodcanbeusedasaprtoftotalsyn~ 

~1s of e.g. ere@ulenol=de5. 

1 2 3 - - - 

me usual intezm& atesmthesynthesesofsesquiterpenesare~i~lundsofcyclahexanone 

qstens5wh~chrnaybetrsnsformedti the00 rrespr&nga-epxyketonesviaFhenylselenenylation, 

selenxlde fravtat-lon6 and alkaline hydrogen peroxide ox&bon. It appeared pr0bzble that 

a-sllox$ebnes (fron 1,4-rearrv tof siloxyalkenes onpe.r0xidatxon7, e.g., 4 to 2 111 76% 

weld) nughtbenrxe wnveruentlnmates thana-epxykebr~s, especzillyslnce slloxyaucenes 

are readily prepared fran ketones 111 high yields under kmetuzally (97%) or tie tally (84%) 

antrolled concbtions8 (e.g. 4 or 1). 

5 
H+, 93% 65 0 0 

8, overall 56% 
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ThetJzeabIEnt ofsiloxyketine~wlthl-aietiylanllm~g 

afteroxetene rearraqmentthe slloxymide1in 78% y~eldwhxhqmnac~dx treahentinacetone 

Wt rlrrg closure giving the la&one a in 93% yield. 

meadvantzqofUU3Exmedwe forpreparing theun.itLis its sm@icityandthe fact that 

allthereactionstepss~frnmaketonecanbeperfo~s~cesslvelywlthoutplnflca~on 

oftheinbmnedm tes (thxsmay decrease the overall yield). Thus, this n&hod appears highly con- 

venient for the amersion of ketmes into caqmumb 1, bverall yields): 2methylcycl&exanoneohexaru3ne-+1 

(i.e. 81, 56% : cyclohexamne-~~, 58% : 2-octdlone (cx&rans)-b~, 53%. 

A typxal pnxedwe (untiut isolation of mtmm&hates)lo: 

2+lethylcyc lxhexamns (300 mg) was silylated with the Me3s1cl / LDA / THF syst6L8 Dry hexane 

msaddedmtithereaction nuxture andtheprecipitatedLiClwas f~ltered.lhesolventwas evap- 

oratedandtheraMlnurg visaxs 011 was dmsolved 111 dry CH2C12 (10 ml). l%e perox&hon knth 

IEJ?3A (560 q ; 1.2 x equiv.) was performed at 0°C.7 After add0zionof dryhexane (40 ml; to pre- 

upltate acidic axnpds) the solutionwas filtered throughneutral aluminaand the solventwas 

evapxated. Dry ether (10 ml) was added bgethex with 500 1.11 ha 1.3 x eq~v.) of l-diethylammo- 

Frapyne. !tben 700 q (cd 1.3 x equv.) ofdryMgHr2was added lntov1gomusly stlrredmlxtureur&r 

aqcn.The stirrxxqwas contmu&atanhientterqerature for 2 hrdurmgwhch tuw averyvls- 

03~s smpdevelapedonthewallof the reaction flask. SaturatedNaHo33 solut._xonwas addedand the 

ethereal layerwas sepaxatedardevaporated.The res~duewasdxsolved m 20mlofacetone. A 

f~dropsof~l.~9040rcons.Hc1wasaddedandthe -was flrststxredatromteqxxatu- 

re br 2 hr a.tXl then refluxed for 3-4 hr. After coolmng NaHm3 (200 - 300 mg) was added, the solids 

filteredandacetine evaporated.Theres~duewas chrcmatogra@don prepra~ve silicagelTLC- 

plates U:9 EXm&z/CW13 as eluant) yleldmg the furamne 5 m 56% overall yield fran 2+&hylcyclo- 

lxzxalmne. 
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&merclally ax&able. 

Inanotherrunallthe intermedm tes (all Vlsccus oils) were purlfled and identified by 

spectral data.Yields areumptmmed. 
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