
SYNMESKS OP DIHYDROWTHKNE DIRIVATIVES BY ME INTRAIIJUCUUR 

CYCLIUTION OP LSUBSTINTELb(2-AWYIPHM0XY)PYRIMZINES 

Heating Of L p h u W ,  f.sthYl, and Lchloro.6-(2-methally1phe~xg)pyrld..ln.s (V md  IX) i n  

dI.thylmi1ino (DM) pmduced 2-.ubstiNted.9~~~thyl-l,9~-dIhydr0~~1th~es (VI md  X). presioualy 

unknown gmups of colnormds, by Intra-m1aeul.r (4+2)Zcycloadditlon reaction followed by the  

e l i m i ~ t i o n  of nitrogen Wlecule. Similar treatment of 3-pheny1.6(2.~1lylphanoxy)pyrld.efn. (XI) 

gave r i s e  t o  2-phmyl-1.9..dfhydrox.nth.na. (XII). Dthydrog-tion of 2-phenyl-l.9.-dIhydrox.nthene 

(XIIa) with Se02 afforded 2-phsnylxmthme (XI114 which were a l so  obtained f r o .  Lchlom-6- 

(2-~11~1-Lphenylphaoxy)pyridazin. (XIV) under t h e  s u e  condition. 

L C h l o r o - 6 - ( 2 - ~ l l y l - L e t h o x y ~ a ~ o n y l p h ~  (XXIV), v f th  l a b i l e  chlorine at- On 

th. h e . t e m ~ ) . ~ l i c  ring, produced 2-ehlor~7.~tho4e.rOn~1~1,9a-dihydm~then (UOI) In low y h l d  

a t  150.160~. I n  a n t n s t ,  XXIV gave 2.rthoxyc~rbn).lx.~thene (XXVII) and 2 - e h t o r o - 7 - e t ~ e a r b o n j l -  

l.bdlhydroxmth.ou (XXVIII) at .ore .l.vatd t ape ra to re .  

The f.aturo of t h e  rosetion of f~etho~-6-(2-~llylph~noxy)p)1Idaslns (XXIX) and t h e  

wrresponding mathylthlo -lag (XXXIV) were qui te  di f ferent .  Hut lng of XXlX gave dihybmxmthme 

mixmrss ( W )  u u j o r  probet .  m d  t r ace  xPnthena (XXXI), while XXIV afforded 2-methylthioxmthone 

( X X X V )  m d  W I  t e  m almst equal r a t io ,  indicating that C H P  mdety s o d s  be t t e r  as s leaving 

grarp ttua CR30 mien, 


