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Surrmupg: 3,4-D~onz&&alene-2uuboxa&hyde NN-dim&yl&i~~n~ karkg M alke@ or atyl 

subsliWnt at the I -position wdcrgo thermal electrocyclic ring &sure foIlin& by the loss qf dim&&mine, 

giving fused pyridines. 

Until recently thue have been few useful examples of thermal ckmcyclic ring closure of l-azatricnes. Most of 
the reactions of this type which have been m involve the mvcxsiblc ring opening ofpyridinim salts by 

nucleophiles.* An exceptian is the kmation ofisoquinolincs &om suitably substituted o- quinocIimthanes 

whichwasexplaedbyOppolzaandbyKamtaniand~~~indre197(Yr* lnthclasttwoorthrec 

yearssevaalotha.~~ofisoquinolinesyntbesishavebeea~whichaFebasedoatbee~~ 

ring closure of amnatic oximcs Q oxime ethms (Scheme 1).3 In addition, Okamum and his a+wotium have 

described examples of elamcyclization of N- alkylamimes dcxivcd &om xetinaL“ 

wehavemadellseofplllnrli~o)cgtalyaedaDsscollpling~co~aicaessuitableforelecplocyclic 

rhlgclosllw.~ Inordtrc~~theviabilityodthel-azatrieoecycliEatioauro~~to~and 

dihydropyridiaeswehave~thisc~co~a~dmodclsystansdaivedfioml-baamo- 

3,Q 2&Wald&*apr#wsawbichisreadilyavailablefrom1-trmrbne.~ The 

aWhy& was convatcd into its NN- dimcthylhydraxmc (1). This h@a?mc was then coupled to a series of 

arylandvinylhalidcsbyaneoft~proca;luns(scbrme2). Rcactionwithphcnylxincchlorldccrwith2- 

thienylzinc chlcskk in the pram of Pd@Ph3)4 gave mpcctively the l-phmyl and 1_(2-thimyl) amtpods 

(2@(41%)and(240(85%). 1twasfoundthatampound(2a)couldhcobriDedinbcucryield(79%)by 

invcrsccoupliugofthea@Wzincintambdiace(3)withiodobcnzarc Tbeargamdspccics(3)was 

~from~~h~(1)byreaaiwwitht-butyllithiumf~~bythedditionafzinc 

ChlCilidC.~ 
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(1) zncl (2)~; R =Ph 
b; R=2-thicnyl 

N”JMe, 

(3) 

!khem2 

a; R’=Ph,R*=H 
b; R’=H,R*=SiMq 
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Even the I-arylhydramncs @a) atui (2b) w found to cyclizc under mcm vigcmus conditions. 7%~ 

annpaundsslowly~inthemlt,butcyclizationwasachievedmrre~~yonasmallscaltby 

subjecting the hydrazmes to vmum pymlysis at 650X! and lo-2 mmHg. The hydrazone (2a) gave tk 

knowdt lxnzope (6) amI (2b) gave the analogm thienaisoquinoline (7)‘2, both in fairly good 

yield. wewercsll@saltofindthatdresecyclizstionscodrplaceinprcfaarcetoininaamattcular~ 
. . 

subsbtutlonartoeliminationofdimuhylamillc~rhcakkhydc~ylh~togivethcmresponding 
&f&&l3 
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