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Recent radiochemical labelling experimente have led to the concluaionl that 

oxophlorin iron complexer are intenmdiates in the catabolic of the haemoproteina to 

bile pigments.' Thim result had been anticipated for some time and coneequently a 

great deal of work on the aynthesiu of oxophlorinm (2.g. ,@ has been carried foruard.g 

Ring syntheaia ia the only acceptable route to biologically significant oxophlorina, 

but large quantitiee of oxophlorina for model studioa can be prepared, wually in 

moderate yield, by treatment of porphyrinm with bensoyl peroxide (followed by 

de-benwylation),4 or else by oxidation of iron pbrphyrinn with reaction mixturea 

aontaining hydrogen peroxide (folloued by de-metallation).g The bent method' of this 

type ie the oxidation of the pyridine haemchron (a) with hydrogen peroxide in 

pyrid%ne, folLowed by treatment with bensoyl chloride, d~allation of (&) and then 

hydrolyai~ to octaethyloxophlorin (,@ in an overall yield of 36% from the haem (a). 

We have recently found' that treatment of porphyrina with an excess of thalliun(II1) 

trifluoroauetate givea thalli-(III) porphyria chelatw uhieh are inert to further 

attaoh by the excess oxidieing agent. Bowever, we now report that treatment of 

l 
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the magneeiu or ainc poephyrine (@,a) with thalliu trUZuoroaaetate give8 high yield6 

of the oxcphlorin (z,. ~ioally, eino octwthylporphjrin (g; 415 lur.1 in dk-y THF 

(SO ml.) and dichlorcwthw (100 ml.) wae treated with a wluticn of thallium trifluoro- 

wetate (460 mg.; 1.25 equiv.) In TRF (20 ml.) and the mixture etirred at room twperature 

fercneminute. Water (0.26 il.) in THF (10 ml.) wee then added (wluticn turned from 

purple to red) and the wlution wee etirred for a further 10 minute& After brief 

treetmwt with wlphur dioxide @(III) wlte+Tl(I) wlte) the mixture wae etirred 

for 5 minute8 with cona. hydrochloric wid (2 al.) end then the products were extracted 

into chloroform which wae dried (Na2S04) and evaporated to drynew. Chrvmatography on 

Erwkmann Grale III alwina in dichlorcmethane geve octaethyloxophlorin (8; 302 mg.; ?Q$) 

efter cryetalllwtion from dichloromethane / methanol. W.p. 264 - 266' (Lit.' 265'). 
C 

mr C, 78.54; H, 8.30; N, 10.23%. $&. & C36H46N40, C, 78.50; B, 8.42; N, 10.17%. 1 
The reaction reported herein ie analogoue to the recently reported' formation of 

pheaole from b- id compounds, and mey therefore involve aromatic elwtrophili0 

thallaticn. Erperimente to determine the origin of the oxophlorin oxygen atom and 

alw ther~eofIrt~loporphyriaafowhiohthie reactioncwbe eppliedwillbe 

reportedina fuU paper* 
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