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performed under N2. A much dirtier reaction occurred and considerable amounts of aromatic disulphides 
were produced. When these same experiments were repeated under N2 none of the dimeric sulfur products 

were observed. No attempts were made to isolate and purify the thiophenoxymalonates Hd (CC-MS, M 
calcd. for Cl7H2004S: 320.1082. M+ found 320.1073) and He (CC-MS, M calcd. for Cl7Hl904SCk 

354.0693, M+ found 354.0665). Instead they were thermolyxed directly to the thiophenoxysalicylates IUd 
(M calcd. for Cl5Hl403S: 274.0644, M+ found 274.0635. mp. 48 - 50 Oc) and IIle (M calcd. for 

Cl5Hl303SCk 308.0274, M+ found 308.0289, mp. 78 - 79 Oc) in 43 96 and 61 % yield over the two steps 

respectively. 
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It was also surprising that attempted thermolysis of phenoxy- and thiophenoxy-malonates II without 
efficient removal of ethanol from the reaction mixture produced V (CC-MS). We think that one possible 
cause for the formation of V from II is a sequence of reactions initiated by attack of ethanol on II followed 

by replacement of the phenoxy or thiophenoxy group by ethoxide. The resulting ethoxymalonate is then 
cyclixed to V. 

The utilization of high vacuum conditions has precedent in the thermolysis chemistry.9 We found, 
however, that when we applied high vacuum conditions to III considerable amounts of uncyclized III 
distilled from the reaction mixture. The yields of the required lV could be enhanced simply by omitting the 
vacuum. The phenoxysalicylates IIJn (M calcd. for Cl5Hl404: 258.0892. M+ found 272.0885) and HIc (M 

calcd. for Cl6Hl605: 288.0998 M+ found 288.0974) were produced in 75 96 and 56 96 yield respectively. 

IVa IVb IVC V 
The final step in the synthetic sequence I -> IV was the ring closure of the phenoxymalonates HIa, 

W and HIc to the corresponding hydroxyxanthones lVa (mp. 144 Oc, mp. lit10 144 Oc). IVb (mp. 148 
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oC, mp. lit.11 148 Oc) and IVc (mp. 125 - 127 oC, mp. lit. l2 124 - 126 oC) This proved to be easy with 
polyphosphoric acid at 170 Oc (2 h). The yields were in the range 80 - 95 %. 
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