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Summary

Bis(pentabromophenyl)mercury and pentabromophenylphenylmercury
have been prepared by decarboxylation of the corresponding mercury(Il) penta-
bromobenzoates; the former mercurial is thermally stable to at least 400 °C, but
the latter and pentabromophenylmercuric chloride and bromide undergo sym
metrization reactions on being heated.

The chemistry of pentabromophenylorganometallics is currently restricted
to derivatives of magnesium [1, 2], lithium [1, 2], silicon [2], and copper [2].
Only the silanes have been isolated. We now report preparations and properties of
some pentabromophenylmercurials.

Mercuric pentabromobenzoate and phenylmercuric pentabromobenzoate,
obtained in high yield** from reaction of mercuric or phenylmercuric acetate
with pentabromobenzoic acid, undergo decarboxylation in boiling pyridine to-
give bis(pentabromophenyl)mercury and pentabromophenylphenylmercury
respectively in good yield.

(C6BrsCO, ), Hg - (C4Brs),Hg + 2CO;
PhHgO,CCgBrs - PhHgC,Brs + CO,

Although a significant reduction in thermal stablhty mlght be expected
from bls(pentachlorophenyl)mercury to bis(pentabromophenyl)mercury, since
increased halogen size might promote halogen abstraction and benzyne elimina-
tion (see e.g. thermal decomposition of bis(o-iodophenyl)mercury [3]), thermo-
gravimetrie analysis indicates that (C¢Brs ), Hg is stable to at least the melting
point (408 °C), as is (C+Cl; ), Hg (lit. [4] m.p. 383 °C). However, the mass_ T

'To whom correspondence should be a.ddressed
**Satisfactory analyses were obtained for all new compounds.



" C34

- Spect:um shows that halogen abstrachon giving 0531:5 HgBr' isa promment break-
down path for the parent ion. Similar behaviour is not observed for (CsCls), Hg [5].
, Bis(pentabromophenyl)mercury is readily cleaved by triiodide ions in N,N-
_dimethyl formamide and by mercuric chloride and bromide in xylene/nitro-
benzene giving iodopentabromobenzene and pentabromophenylmercuric chloride
and bromide respectively. On heating solid pentabromophenylphenylmercury
and pentabromophenylmercuric chloride and bromide, thermal symmetrization
is observed prior to melting, in conirast with the behaviour of the corresponding

>100°C
2 PhHgCsBrs ————> Ph,Hg + (C;Brs).Hg

>250 °C
2 C¢BrsHgX ——— > (C4Brs);Hg + HgX, (X =Clor Br)

pentachlorophenylmercurials [4, 6].

The present decarboxylation syntheses, coupled with our recent develop-
ment of permercuration and bromodemercuration as a route to several poly-
bromobenzoic acids [7], opens the way to preparation of a wide range of poly-
bromophenylmercurials.
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Note added in proof. Smce this communication was submitted. preparations of some pentabromo-
phenylgold compounds have been reported (R. Usén and A. Laguna. Synth. React. Inorg. Met. - Orz.

Chem., 5 (1975) 17).



