The preparation and stability of certain gephenylene
dioxyboron derivatives I are described, These inoclude

I.
the gw-phenylens halogencboronates (Y 2 C1, Br), the phenyl
and gert.-butylborenates (Y = Ph, Bud), the dialkylamino=
boronstes (Y % NRg), the alkyl aml phenyl g-phenylene
vorates (Y = OR, OPh) and the thioslkyl g -phemylens barates
(Y ® SR). These compounds are, in general, easily hydrolysed,
The g-phenylene halogencbomneates have greater thermal
stabllity than the corresponding dialkyl or diphenyl ehloro-
boronates; the browmo-derivative is the first reconied dromoe
boronate, The slkyl and phenyl ge~phenylene borates, which
form smine complexes, provide an interesting example of stable
‘mixed orthoborate esters analogous to the slkyl and phenyl
ethylene borates whilst the thioalkyl g_:p&ehyleae borates
are the first recorded exsmples of mixed thio-oxy-orthoborates,
The themmal stability of these halogencboronates and alkyl,
or thioalkyl, and phenyl g-phenylene borates must be related
t0 the loocation of the bo¥on atom in a oyoclic system and it
is postulated that this stabilisetion might be due to the



sontribution of .comonicsl structures of the type II, a view

supported by infre-red spectma_aapia measurements,
.
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. Gateshol and boron ,triehiarﬁa readily affora o-
phenylepe chloroboronate (Y = ) or. triag-phenalqm
tirersse (s ,_i//li i
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depending on molar proportions, but not the gephenylene bis-

‘ Vﬁ'iehlambemaita. However, interaotion of the triohloride -
with nonevieinsl dihydric phenols such ss quinol, resorcinel
and the "bis«-phanal A"(I11) type of eompound, where formatfon
of ring systems by intremolecular reaction is prokibdited by
steric Tequirements, results in the formation ef polymerie
compounds for whieh structures such as IV are p&asulatd
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Boron trichloride and pyrogellol also affoxrd a

polymer (V).
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The polymeric aryl borates are generally stable to
heating ( ~ 300°) whilst the polymeric chlorcesters
eliminate boron trichleride by a redistribution reaction

tending to fom a chlorine free polymer; all are readily

hydrolysed,



