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1,3-THIAZOLIDINIC BND 2,4,5,6-TETRAHYDRO-1,3-THIAZINIC SPIROZHEOMEBES 
M D  MJ3ROCYBZSINES. SYNTHESIS, REACTIVITY BdlD PHOTOCHROMIC PROPERTIES. 
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Paria VII, 1, rue Guy de la Brosae, 75005 Paris. 

The synthesis of spirochromenes (I and 11) and merocyanines (I' and 
11' ) in 1,3-thiazolidinic and 1,3-thiazinic series, is carried by 

condensation, in basic medium, of salicylic aldehyd on heterocyclo- 
ammonium salts issued from A2-thiaeolines (111) and 5,6-dihydro-g 
-1,3-thiaoines (IV) baaes, having the fol lowing general structure t 
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In  the oouree of preparation of these basos some intweet in ,  r e su l t s  
have been suramarieed. The synthesis of A2-thiaeolinee from opisulfides 
i n  ac id ic  medium, may proceed by many ways beceuse opening 0: episul- 
f ide is possible a t  the l e se  subetituted carbon atom, This process 
however being minor bringe t o  the formation of isomerA2-thiazolinee, 
We have checked too tha t  eulphuration of 5,6-dihydro-~-1,3-oxazinee 
into 1,3=thiaaines (IV), according t o  A.I. Meyere (1,2), i s  not a 
stereospeaif ic  react ion . The formation of by-products ie obeerved 
during the  preparation of spirochromenee and merocyanines and is 
related t o  the behavior. of these compounds toward8 nucleophilic 
reagents enoh as water o r  hydrogen eulfide. Coumarins, substi tuted 
1,3-thiazolidinee o r  2,4,5,6-tetrahydro-l,j-thiazinee have been iden- 
t i f i ed .  Moreover-spirochromenee and merocyaninee are reaotive towards 
sodium borohydride with opening of chromene cycle o r  pa r t i a l  reduc- 
tion. Final ly  the photochromio equilibrium eplropyran=photomero- 
cyanine was studied by f l aeh  photolysie technique and the influence 
of e lectronic  and e t e r i c  e f f ec t s  of d i f fe ren t  eubstitilents on spectro- 
k ine t ic  parameters have bsen stressed. Comparisons i n  the f i e l d  of 
"colorabili tyw and v ie ib le  abeorgtion of thiaeol idinic  and thiazinic  
photoserocyaninee have been made. 

(1) A.I. Meyere, J.org.Chem., 1960,=,1147 

(2) A.I. Meyere, J.org.Chem,, 1961 ,&218 
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