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Carbenes are reactive species which are widelthe reaction of hexaethylphosphorous triamide with
used in organic synthesis; they can be generated lguinonel. The reaction occurred under mild condi-
various methods [1]. Published data on carbene genetimns (70°C, CH,Cl,) and afforded hexaethylphos-
tion with the aid of organic phosphorus(lll) com- phoric triamide § 24 ppm) and 1,1bis(acenaphthe-
pounds are scanty and contradictory. On the othetylidene)-2,2dione (I) in quantitative yield. Insofar
hand, many P(lll) derivatives are well known to actas 2-BN-1,3-dimethyl-1,3,2-diazaphospholanes are
as deoxygenating agents in reactions with carbonykss reactive than hexaethylphosphorous triamide, the
compounds; however, this property of P(Ill) com-first step of the process may be nucleophilic attack by
pounds was not utilized in further development ofthe phosphorus atom on the carbonyl carbon atom of
carbene generation procedures. Ramiedzal [2]  acenaphthenequinone to give dipolar intermediate
showed that acenaphthenequinoher¢adily oxidizes which is then transformed into structuBepossessing
2-(1-pyrrolidinyl)- and 2-dimethylamino-1,3-dimethyl- 3 p-O-C bond. The subsequent elimination of hexa-
1,3,2-diazaphospholanes and that the oxidant is thughylphosphoric triamide gives rise to carbene species
converted into an oligomer with unidentified structure.c The latter undergoes quantitative dimerization to
Acyclic amides derived from P(lll) acids are strongefihe known dye biacenaphthylidenedionk)( Com-
nucleophiles. They react with carbonyl compounds tgyqnd || was synthesized previously by treatment of
afford as a rule phosphonium derivatives. Taking thg,canaphthenequinone with RGh the presence of
above-stated into account, we believe that aCyC“‘F\Iazs-HZO in boiling ethanol [3]. An alternative pro-

phosphorous  triamides should be more promisingeq e (4] is based on thermolysis of 2-diazoace-
reagents for carbene generation via deoxyge”at'orﬁaphthenone in boiling toluene in the presence of

In fact, the deoxygenating action of phosphorousopper powder; in both cases, the yield Ibf was
triamides was confirmed experimentally by studying40-50%.
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The structure of compountl was confirmed by 163.3); 126.81 d.m (s) €, = 166.7); 124.45 d.d
the spectral data (NMR and IR) which were consistents) (C, 1JHC = 167.8, 3JHC = 7.6); 121.91 d.d (s)

with those reported in [3]. Our results sugges&d{ L3yc = 167.2,%),c = 7.6). Found, %: C 86.58;

prospects in further development of the proposegy 3.52. G,H,,0,. Calculated, %: C 86.74; H 3.61.
procedure for generation of functionalized carbenes.
The NMR spectra were recorded on a Bruker MSL-

1,1-Bis(acenaphthenylidene)-2,2dione (Il). 400 spectrometer.

A solution of 2.8 g of hexaethylphosphorous triamide
in 5 ml of methylene chloride was added dropwise

under stirring at-70°C to a suspension of 2.05 g of ACKNOWLEDGMENTS
quinonel in 20 ml of methylene chloride. The mix-

ture was allowed to warm up to 20 over a period This study was supported by the joint program of

£15 h qi q I q the Chemistry and Materials Science Division, Rus-
of 1.5h, and it turned from orange to yellow, red,q,n Academy of Sciences (project no. 1) and Russian

violet, dark blue, and (at 2C) again red. After 48 h, : : , Py
the brick-red precipitate (1.68 g, 90%) was filtered offgggzg?“on for Basic Research (project no. 03-03

?nd dried under reduced pressure. mp -23@8°C.

H NMR spectrum (400 MHz, CDG), 5, ppm {,

Hz): 9.45 d (1H, 8-H.%3,, = 7.5), 8.13 br.d.d (1H, REFERENCES
6-H, 3y = 7.9, Y0y = 1.0), 8.07 d.d (1H, 5-H,
33yn = 7.0,%3,, = 1.0), 8.00 d (1H, 3-H3J,,, = 8.1),
7.77 d.d (IH, 7-H3J,, = 7.9, = 7.5), 7.74 d.d
(1H, 4-H,3%3,, = 8.1,%),, = 7.0).*C NMR spectrum _
(1006 MHZ, CDq—DMSO'dB, 21, in pal‘entheses 2. Ramlllrez, F., I;atwardhan, A\I/, Kugler, H.J., and
is given the appearance of a signal in tH’éi—{lH} Smith, P.,Tetrahedron,1968, vol. 24, no. 5, p. 2275.
spectrum), 5., ppm @, Hz): 188.12 br.s (s) (§;, 3. Mehta, G., Sarma, P.V.V.S., Uma, R., Pogodin, S.,
150.24 br.s (s) (&; 132.43 br.d.m (s) (& 3¢ = Cohen, S., and Agranat, IJ. Chem. Soc., Perkin
167.9); 130.58 m (s), 130.24 m (s), 129.33 m (s), Trans. 1,1999, no. 13, p. 1871.

114.27 brd (s) (& C®, c? 8 3),. = 7.6); 4. Tsuge, O., Shinkai, I, and Koga, Ml, Org. Chem.,
128.68 d (s) and 127.95 d (s) 1QC', "¢ = 157.8, 1971, vol. 36, no. 6, p. 745.
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