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~:- TheC20-retinoideerbonskeletonhesbeensynthesisedthroughsequendelelkyletions
of3-methyI-3-sIdfolenewithbromomeshylmeshyledkerfollowedby Cl@tdehyde to givedisdkyl
sutfolenewhiehon furrher deaulfonyletionenddehydretionyieldedretbsolmetbylether.
@ 1997Published by 131sevierScienceLtd.

VitaminA and its derivativescontinueto recieveconsiderableattentionboth froma syntheticand a

phannacolgicalpointof views.Retinoidsare capableof mediatinga widevarietyof biologicalpasses,
includingvisiorbcellular~tif-tion,tiffemntiation. anticanceractivity*1 Conaequentlymanysynthetic

routes towardsretinal aud its anrdogueshave been developedsince the subjectwas comprehensively
reviewedin 19S4reflectingthesubstantialincreasedinterestin thefield.2 Someof theprominentsynthetic
methodsinvolvecondensationswithWittig,%aUadiurn4andsulfoxideor stdfonereagents~Thereactionof
3-sulfoleneanion with alkyl halidesfollowedby thermalextrusionof sulfurdioxideprovidesa facile
stereoaelectivemethodforsynthesisof (E),(EZ)and(EE)conjugateddienes.6~7~8

We wish to report herein a new strategy in the constructionof the C2@carbonskeleton tbrough
dialkylationof 3- methyl3- suifolene foUowedby desulfonylation,dehydrationwith reamangementby

treatmentwithPOC13/pyridineintolueneat 50“Ctoyieldretinolmethylether.( Scheme1).
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The alkylationof 3-methyi3-sulfolene(1)withbromomethylmethylether (2)at -90”Cyieldedthe addttct3.
The adduct3 wascondensedwithC14-aldehyde(4)to yieldcompound5. Thedesrdfonylationof adduct5 in

refluxingpyridinegavetetraene6.Thehydroxytetraene6 ontreatmentwithPOC13/pyridinein tolueneat 50
“C gave Vitaminolmethylether (7).9SimilarlyC@dehyde was condensedwith 3-methyl-3-stdfoleneto
yield adduct 8. The destdfonylationof the latter in refluxingpyridinegave hydroxytetraene9 which on
treatmentwithPOC13/pyridinein tolueneat 50”Cyieldedpentaene10. ( Scheme2 ).

Thus we have establisheda novel as well as a shortrouteto retinoids.The studieson synthesisof more
anologuesanditsbiologicalactivitiesareinprogress.
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10.Selectedspectralvalues: Compound6 : IR Vm= (Neat) 3413,2930, 1625,1445,992,885. ctn-l

IH ~ ( 300 ~f&,CDC13 ). 5 6.25( IH. d.J=15.70Hz , H-12), 5.68( IH. dd.J=15.70.5.85Hz

H-n ), 5.60( IH. LJ=6.60Hz,H-14), 5.33( IH, t, J=6.40Hz,H-8), 4.59( IH,d.J=5.85HZ ,H-10 ),

4.05( 2H,d, J=6.60Hz.H-15), 3.34( 3H,s -OCH3), 2.73( 2H,d,J=6.40Hz. H-7), 1.93( 2H,t,
J=6.2Hz), 1.78( 3H,d,J=l.09Hz),1.65(3H.d,J =1.0Hz), 1.6( 3H,m ), 1.53(3H,s ), 1.41
( 2H,m ), 0.96( 6H,s ).
Compound10: IR v may (Neat) 2937,1625.1451,898.cm-l. W (Heptane): i max:328mn, (E 3.66
X 104 ).lH NMR( 300MHz,CDC13), 86.52 ( IH,dd,J=1O.6O,17.0Hz, H-13), 6.44 ( IH, d. J=ll.70
Hz ,H-7), 6.40( IH, d. J=ll.70 Hz,H-8), 6.17 ( 2H,S, H-n & 12), 5.24( IH, d, J=17.OHz, H-14),
5.05 (lH, d, J=1O.6OHz. H-14), 2.02 ( 2H. t, J=6.20HZ ), 1.95 ( 3H, d. J=O.70Hz ), 1.90 ( 2H, d.

J=O.73Hz ), 1.72( 3H.s ), 1.62( 2H,m), 1.45( 2H,m), 1.02( 6H,s )

(Received in UK 10December 1996;revised 3 March 1997;accepted 7 March 1997)


