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It is known that trichloro(phenylenedioxy)phos-we showed for the first time that the so-called
phorane ) reacts with arylacetylenes unlike RGb  complexes, six-coordinate phosphorus derivatives, can
give 2,6-dichlorobenze][1,2]Joxaphosphinine 2-oxide also react with arylacetylenes. For example, a crystal-
as a result of multistag_e transformations involving anine complex of phosphorané with pyridine [2],
extremely easy formation of the-B bond and the which has the structure of phosphorate(s, —129.7
phosphoryl group, as well @pso substitution of the 5nq_137.1 ppm, CHCL,) readily reacts with phenyl-
oxygen atom and regioselective chlorination of theceylene to give chlorophosphinimié in high yield
aromatic ring in thepara position with respect to the s 151 ppM, 2Jpcy 24.2 Hz, CHCL). The reaction
endocyclic oxygen atom of the phosphinine heteroring 7~ o i b it o cor’nplexllz and precipita-

[1] tion of pyridine hydrochloride. The latter was separa-
Proceeding with these studies, in the present worted and identified by spectral methods.
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The formation of pyridine hydrochloride points to solution of 3.0 g of phosphorarien 10 ml of CH,Cl,.
chlorination of the aromatic fragment. The position ofPhenylacetylene, 1.35 ml, was added-20°C to the
the chlorine atom in the benzene ring was establishesulting precipitate oat complexlll , and the reac-
by comparison of the¢H and 13C NMR spectra of tion mixture was allowed to warm to 20 for 1-
phosphonic acidV obtained by hydrolysis with the 1.5 h. Therewith, the complex completely dissolved
sample of compountl/ we prepared previously [1]. and course crystals of pyridine hydrochloride formed

, within 5-8 days. The crystals were filtered off, the

Note that use of that complex of trichloro(phe-  golvent was removed in” a vacuum, the residue was
nylenedioxy)phosphorane with pyridine (Compl#y  eyracted with benzene, and the benzene extract was
in the reaction with phenylacetylene is preferred_ OVeByaporated. The light yellow glassy residue was dis-
use of a double excess of the latter, because in thigylyed in dioxane and treated with water to isolate
case there is no need in purification of the reaction gg g (80%) of phosphorin®/, mp 25826C°C. H
product from 1-chloro-1-phenylethylene formed byNMR spectrum (250 MHz, DMS@), §, ppm (, Hz):
HCI reaction with the acetylene. 6.36 d (H, 2Jpcy 17.3), 7.02 d (M, “Jycccy 2.6),

6-Chloro-2-hydroxybenzof[1,2]oxaphosphinine 749 d.d.d (H, 3Jyccn 8.8, “ccen 2.6, “Jiceccr
2-oxide (V). Pyridine, 0.99 ml, in 5 ml of CKCl,  1.6), 7.33 d (H, 3J,ccy 8.8), 7.52 m and 7.39 m
was added with stirring at20°C under argon to a (CgHsg). For the'3C NMR spectrum, see [1]. Found,
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%: C 57.44; H 3.71; P 10.45. ,GH,,CIO,P. Calcu- REFERENCES

lated, %: C 57.46; H 3.44; P 10.58.
1,, 31 13 1. Mironov, V.F., Konovalov, A.l., Litvinov, A.l., Gubai-
The 'H, °P, and"C NMR spectra were recorded ™y i "'+ " Beyroy. R.R.. Shiyrlina, AA.. Zyabliko-

on Bruker WM-250 (250 MHz) and Bruker MSL-400 : o
spectrometers (162.0 and 100.6 MHz, respectively). \3/3;/ TAA\'/’ '\;ﬁs'gbz}i“ ?(Zh?:fggg‘é’ \’:'6:\/"68"’1”20” ga

ACKNOWLEDGMENTS pp. 14821509.

The work was financially supported by the Russiare. Dillon, R.B., Reeve, R.N., and Waddington, T.C.,
Foundation for Basic Research (project no. 00-03- J. Chem. Soc., Dalton Transl978, no. 11, pp. 1465

32835). 1471.

RUSSIAN JOURNAL OF GENERAL CHEMISTRY Vol. 72 No.3 2002



