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Heating a 2H-azaphosphirene complex in the solid state
afforded the first head-to-tail dimer, a 2,5-dihydro-2,5-di-
phosphapyrimidine complex, a h1-diphosphene complex
and another complex having low-coordinated phosphorus
centers; whereas the latter was detected only by 31P NMR
spectroscopy, the dimer was isolated and structurally
characterized.

In comparison to 2H-azirenes1 I (Scheme 1), which are versatile
building blocks in heterocycle syntheses, the chemistry of
heteroatom-substituted ring systems of type II–IV is much less
explored. For example, transiently2 formed 2H-azasilirenes II
readily dimerise in solution in a head-to-head or head-to-tail
manner, the orientation depending mainly on the carbon
substituents.3 Interestingly, even at low temperatures, 1H-
diazirenes III4 preferentially undergo ring enlargement4 or
rearrangement reactions,5 but do not form dimers. Although
2H-azaphosphirenes IV have been claimed as intermediates, no
dimerisation was reported; instead, ring cleavage occurred at
room temperature to yield a short-lived phosphinidene and a
nitrile derivative.6 1H-diazirene complexes V are, to the best of
our knowledge, unknown. Recently, we reported syntheses7 and
reactions of 2H-azaphosphirene complexes VI, which gave
access, e.g. to differently sized unsaturated phosphorus hetero-
cycles either via ring cleavage8 or via selective P–C9 and P–N
bond10 cleavage ring expansion reactions.

Here we report the first dimerisation of a 2H-azaphosphirene
complex leading to a head-to-tail dimer, a 2,5-dihydro-
2,5-diphosphapyrimidine complex; a h1-diphosphene complex
and another complex having low-coordinated phosphorus
centers were detected as by-products.

Heating the neat 2H-azaphosphirene tungsten complex 111

for a short period afforded three phosphorus-containing pro-
ducts 2, 3 and 4 in a ratio of ca. 1+3+10 (Scheme 2); heating
complex 1 for longer periods, i.e. 1 h, did not significantly affect
the ratio. Whereas the h1-diphosphene tungsten complex 212

([d8]-toluene): d 391.3 ppm (1J(P,P) 513.4 Hz, 1J(P,W) 230.8
Hz, PNPW(CO)5), 443.1 ppm (1J(P,P) 513.4 Hz) was isolated in
8% yield by column chromatography, the dinuclear complex 3
decomposed during chromatography, but the chemical shifts,
phosphorus–phosphorus and phosphorus–tungsten coupling
constant magnitudes of 3 (AM-type; d (PA) 360.9 ppm, 3J(P,P)

162.1, 1J(W,P) 264.3 Hz) (d (PM) 160.9 ppm, 3J(P,P) 162.1,
1J(W,P) 272.4 Hz) revealed the existence of low-coordinated
phosphorus centers,13 thus allowing a tentative structural
assignment with an atom connectivity as shown in Scheme 2
(PA = PNNR,PM. = PNCR2). The unusually great 3J(P,P) value
might result from the two-fold h1-coordination mode of the two
phosphorus centers.14 The main product, the 2,5-dihydro-
2,5-diphosphapyrimidine tungsten complex 4, was confirmed
by elemental analyses and NMR spectroscopy.† Further
investigations using the analogous 2H-azaphosphirene chro-
mium and molybdenum complexes15 showed that the reaction
course strictly depended on the nature of the metal; in contrast
to the chromium (and tungsten) complex, heating the 2H-
azaphosphirene molybdenum complex afforded the correspond-
ing h1-diphosphene molybdenum complex12 as main product.

The 31P NMR data of complex 4 are similar to those found for
non-coordinated 2,5-dihydro-2,5-diphosphapyrimidine deriva-
tives, which have been recently synthesized for the first time
using a completely different approach.16 The line broadenings
in the 1H and 13C{1H} NMR spectra of complex 4 at ambient
temperature, which disappear upon cooling to 255 °C are
remarkable; e.g. in the 13C{1H,31P} NMR spectra two distinct
resonances appear for the imino and also for the ipso carbon
atoms of the phenyl rings. So far, we have no explanation for
this phenomenon. Furthermore, the methine carbon atom (d 9.9
ppm) and also the protons of one trimethylsilyl group (d20.73
ppm) of the three-coordinated phosphorus center resonate at
remarkably high field, which probably indicates a shielding
caused by the ring current of a nearby phenyl group. The
molecular structure of complex 4 (Fig. 1), as established for the
solid state by X-ray crystallography,‡ shows a slightly distorted
boat conformation of the six-membered ring with the P1 and P2
atoms in the bow and stern positions (Fig. 2). The steric
situation of the P2-bonded bis(trimethylsilyl)methyl group is
noteworthy; as shown by the two different distances P2–C20
1.882(9) Å and P2–C13 1.829(10) Å, this group is asymmet-
rically flanked by the two phenyl rings, which act like a pincer,
but only for one of the two trimethylsilyl groups. If this steric
situation is retained in solution, this would convincingly explain
the observed shielding of the proton and carbon atoms of the
respective methine and trimethylsilyl groups.

Currently we are investigating the reaction of 2H-azaphos-
phirene complexes with various nickel(II) and palladium(0)
complexes; such complexes have been shown to catalyze the

Scheme 1 2H-azirenes (I), heteroazirenes (II–IV), 1H-diazirene (V) and
2H-azaphosphirene complexes (VI) (I–VI: R, RA = alkyl, aryl; [M] =
metal complex fragment).

Scheme 2 Reagents and conditions: (i) 615 mg of complex 1, 130 °C, 15
min; column chromatograpy (Al2O3, 250 °C, light petroleum–diethyl ether
90+10); 4: bright yellow solid, yield: 43%, mp 156 °C (decomp.).
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dimerisation of 1H-phosphirenes and 1H-phosphirene com-
plexes.17
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schungsgemeinschaft and the Fonds der Chemischen Industrie
for financial support.
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0.98 (d, 2J(P,H) 11.8 Hz, 1H, P2CH), 1.87 (d, 2J(P,H) 4.7 Hz, 1H, P1CH),
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Fig. 1 Molecular structure of 4 in the crystal (ellipsoids represent 50%
probability levels, hydrogen atoms are omitted for clarity). Selected bond
lengths [Å] and angles [°]: W–C(2) 1.986(10), W–P(1) 2.521(2), P(1)–C(6)
1.796(8), P(1)–N(1) 1.7107(7), P(1)–N(2) 1.698(7), N(1)–C(13) 1.280(9),
N(2)–C(20) 1.267(9), P(2)–C(27) 1.852(9), C(13)–C(14) 1.514(11), C(13)–
C(14) 1.482(12); C(2)–W–P(1) 176.0(3), W–P(1)–C(6) 115.7(3), N(2)–
P(1)–N(1) 103.6(3), N(2)–P(1)–C(6) 107.1(4), N(1)–P(1)–C(6) 102.0(4),
C(13)–P(2)–C(20) 95.5(4).

Fig. 2 Side-view showing the boat conformation of 4 (reduced molecular
structure).

2454 Chem. Commun., 2000, 2453–2454


