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Diphosphaenones: beyond the phosphorus
analogue of enonesf

Jieli Lin, Shihua Liu, Shunlin Zheng, Hansjérg Gritzmacher, © Cheng-Yong Su®

Phosphaenones, like their carbon analogue enones (C=C-C=0), are promising building blocks for synthetic
chemistry and materials science. However, in contrast to the a- and B-phosphaenones, structurally and
spectroscopically well-defined diphosphaenones (DPEs) are rare. In this study, we disclose the isolation and
spectroscopic characterization of N-heterocyclic vinyl (NHV) substituted acyclic DPEs 3a,b [NHV-P=P-
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C(O)-NHV]. X-ray diffraction methods allowed determination of the structures, which show a central

planar trans P=P-C=0 configuration. Compound 3a behaves like classical enones and shows 1,4-addition
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Introduction

The diagonal relationship between carbon and phosphorus has
not only inspired the synthesis of organophosphorus
compounds but also expanded our understanding of molecular
properties on one side and the limits of concepts based on
analogies on the other." Phosphabenzenes, phosphaalkenes,
phosphaalkynes, diphosphenes, and other related compounds
closely mimic their carbon analogues while also exhibiting
distinctive electronic properties due to the incorporation of
heavier elements.” These compounds became valuable building
blocks in synthetic chemistry and materials science and like
their carbon counterparts allow to synthesize organophos-
phorus compounds in an especially efficient and frequently
atom-economic way.* This is also true for enones [R,C=CR-
C(O)R], which represent a widely investigated class of
compounds in classical organic syntheses.* By replacing one or
two CR groups of enones with P atoms, a-phosphaenones [a-
PEs, R,C=P-C(O)R], B-phosphaenones [B-PEs, RP=CR-C(O)R],
and diphosphaenones [DPEs, RP=P-C(O)R] can be engineered
(Fig. 1a).

The synthesis of stable a-PEs (I, Fig. 1) was initially achieved
by M. Regitz and co-workers through the nucleophilic attack
from P-silyl-substituted phosphaalkene [R,C=P-SiMej;] to acyl
chlorides.® The first stable B-PEs (II, Fig. 1) were independently
reported by the groups of F. Bickelhaupt® and M. Yoshifuji’
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across the P=P-C=0 unit, which proceeds in a stepwise manner. In contrast, 3a exhibits also 1,2-addition
across the P=P but not the C=0 double bond, which differentiates it from enones.

through nucleophilic attack of a carbenoid phosphanylidene
[Mes*P=C(Cl)Li] to acyl chlorides. Other stable B-PEs were also
successfully prepared using cyclic rigid frameworks.® However,
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Fig.1 (A) Diagonal relationship between enones and their phosphorus
analogues. (B and C) Selected examples of a-phosphaenones, B-
phosphaenones, and diphosphaenones. Mes, 2,4,6-tri-methylphenyl;
Mes*, 2,4,6-tri-tertbutylphenyl; Dipp, 2,6-di-isopropylphenyl.
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the synthesis and isolation of DPEs remains challenging.
Previously, we proposed the presence of two transient DPEs, the
first cyclic (III, Fig. 1)° and acyclic DPEs (IV, Fig. 1),'° which were
confirmed through trapping experiments via the [2 + 4] or [2 + 2]
cycloaddition across the P=P double bond. Seminal work from
the group of Protasiewicz revealed the first stable cyclic DPE (V,
Fig. 1)" through the treatment of [([NHC-CI)Cl] (NHC=N-
heterocyclic carbene) with two equivalents of sodium phos-
phaethynolate [Na(OCP)]."> However, stable acyclic DPEs
remain elusive to date.

In the present work, we report the synthesis of N-heterocyclic
vinyl (NHV)* substituted compounds 3a,b [NHV-P=P-C(O)-
NHYV] (Fig. 1). The characterization of 3a,b as DPEs is strongly
supported by X-ray crystal diffraction (XRD) studies, multinu-
clear NMR spectra analyses, and quantum chemical calcula-
tions. In addition, 3a behaves like enones showing 1,4-
additions in a stepwise manner, which differentiates it from
classical diphosphenes. To date only one example among PEs,
a cyclic cis B-PE, has been reported to undergo likewise
a conjugated 1,4-addition.* The replacement of both CR with P
atoms in enones alters more profoundly the electronic structure
and indeed, 3a exhibits also 1,2-addition across the P=P double
bond, but not the C=0 double bond.

Results and discussion

Synthesis and characterization of DPEs 3a,b

The NHV substituted'* phosphenium chloride 1a (R=H) and 1b
(R=Ph) ([L=C(R)-P-CH=L)'Cl"], L = SIPr = (1,3-bis-(2,6-

View Article Online

Chemical Science

diisopropylphenyl)imidazolidin-2-ylidine) were prepared as
orange powders [la: 6(*'P) = 331.7 ppm]; 1b: 6(*'P) =
323.3 ppm; see ESIt for further details). Treatment of 1a,b with
an equimolar amount of Na(OCP) exclusively afforded 3a,b (L=
C(R)-P=P-C(0)-C(H)=L, 3a: R=H; 3b: R=Ph) as red powders
in more than 74% yield under the elimination of sodium
chloride (Fig. 2A). The formation of 3a,b is likely to occur
through the intramolecular rearrangement of transient phos-
phanyl phosphaketenes 2a,b ([NHV-P(P=C=0)-NHV])."* Both
3a,b are stable in the solid state under a nitrogen atmosphere
for weeks without noticeable decomposition, but they are highly
sensitive to air and moisture. Additionally, no apparent
decomposition or isomerization products were detected after
irradiating a toluene solution of 3a,b with LED light at 455 or
520 nm at 0 °C for 30 minutes."*? But 3a slowly dimerizes in
solution via the [2 + 2] cycloaddition across the P=P double
bond.* Similar dimerization process was not observed for 3b,
likely due to the presence of additional phenyl substituents.
After storing the saturated hexane solution of 3a at room
temperature under an inert atmosphere via slow evaporation for
one-week, yellow crystalline product as the dimer of 3a precip-
itated in 61% yield. The multinuclear NMR spectra analyses
(Fig. S14-1871) and XRD study (Fig. S1207) confirmed that the
dimerization proceeds in a highly regioselective manner
affording thermodynamically favorable head to head dimer
(Fig. 5129%)."

Red single crystals of 3a,b were grown from saturated hexane
solutions at —30 °C and studied by XRD analyses (Fig. 2B). In
the case of 3a, the central P=P-C=O0 fragment is almost planar
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Fig. 2

(A) Synthesis of 3—5. (B) Solid-state structure of 3a and 3b (ellipsoids are set to 50% probability; H atoms are omitted for clarity). Selected

distances (A): 3a: P1-P2 2.0609(7), P2-C1 1.874(19), C1-011.242(2), C1-C2 1.416(3), C2-C3 1.385(3), P1-C4 1.749(2), C4-C5 1.389(3); 3b: P1-
P2 2.0657(19), P2-C1 1.861(6), C1-01 1.220(6), C1-C2 1.454(7), C2-C3 1.376(7), P1-C4 1.762(6), C4—C5 1.391(7), C4-C6 1.500(7).
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[£P1P2C101 = 173.26(13)°], and coplanar with the two
terminal NHV moieties [ £ C5C4P1P2 = 170.1(2)°, £P2C1C2C3
= 174.03(16)°]. This indicates the presence of electron delocal-
ization across the NHV-P-P-C(O)-NHV skeleton. The delo-
calized double bonds C5=C4 [1.389(3) A], P1=P2 [2.0609(7) A],
C1=01 [1.242(2) A], and C2=C3 [1.385(3) A] are connected via
single bonds C4-P1 [1.749(2) A], P2-C1 [1.874(19) A], and C1-C2
[1.416(3) A] [E7coy(P-C) = 1.86 A, Zreo,(P=C) = 1.69 A, S y(C-
C) =1.50 A, 7, (C=C) = 1.34 A, Zr(,(C-0) = 1.38 A, Zr oo (C=
0) = 1.24 A],' respectively. The P2-C1 bond is longer than that
of the C4-P1 bond, which is likely due to hyperconjugation
n(0O1) — o*(P2-C1)."” 3b exhibits similar structural metrics to
those of 3a, but with an additional phenyl substituent at C4 (C4—
C6 [1.500(7) A]).

Natural bond orbital (NBO) calculations*® allow a more
detailed insight into the bonding scenario of a simplified model
3a™, where the NHC SIPr was replaced with SIMe (1,3-dimethyl-
imidazoline-2-ylidine) (Fig. S1211). An inspection of the Wiberg
bond indices (WBIs) of 3a™ suggested that the WBIs of alter-
nating double [C5=C4 (1.51), P1=P2 (1.75), C1=01 (1.64), and
C2=C3 (1.40)] and single [C4-P1 (1.10) and C1-C2 (1.20)] bonds
are substantially smaller or larger than expected, respectively.
Only single bond P2-C1 (0.93) for which the bond order turned
to be even smaller. Second-order perturbation theory analyses
revealed the donor-acceptor energies E(2) for the delocalization
of the lone pair localized on the O1 to o*(P2-C1) is
29.86 keal mol ', which is larger than the donation into o*(C1-
C2) (22.60 kcal mol ™). The strength of the m-type interaction,
including both electron-donation and acception between the
central double bonds of 3a™, follows the order: 49.75 kcal mol ™*
(C1=01 < C2=C3) > 23.63 keal mol ' (P1=P2 < C4=C5) >
10.65 keal mol™' (C1=01 « P1=P2). Thus, NBO calculations
support the presence of significant hyperconjugation n(O1) —
o*(P2-C1) and m-type electron delocalization within the P=P-
C=0 moiety, which aligns with the relatively long P2-C1 bond
and nearly planar P=P-C=0 configuration (see XRD analyses).

The proton-decoupled *'P NMR spectra of 3a and 3b show
two characteristic doublets at 6(*'P) = 487.5 (P1) and 385.0 ppm
(P2, Jop = 529.5 Hz), and 6(*'P) = 525.9 (P1) and 376.7 ppm (P2,
YJpp = 515.9 Hz), respectively. The chemical shift assignment
was made by comparison with the calculated chemical shifts
[3a™: 511.3 (P1) and 413.9 ppm (P2), Table $21].* The large “Jpp
coupling constants are indicative of the presence of a P=P
double bond in both 3a,b.**!* In the 'H NMR spectra, a broad
singlet at 5.77 ppm due to the small and unresolved */py
coupling, and a sharp singlet at 4.77 ppm were attributed to the
protons of the C4-H and C2-H at the NHV moieties for 3a. A
sharp singlet at 4.54 ppm is assigned to the proton of C2-H and
characterizes 3b, which shows no further resonances between
4.0-6.5 ppm. The proton-decoupled **C NMR spectra displayed
high-frequency shifted multiplets assigned to the carbonyl
group at 198.9 ppm and 198.3 ppm for 3a and 3b, respectively.
Solutions of 3a and 3b in toluene are red and exhibit strong
absorptions at Aya = 488 nm (5.0 x 10* M~ * cm ') and 496 nm
(2.0 x 10* M™' em™), respectively. According to time-
dependent density functional theory (TD-DFT) calculations,
these absorptions arise from electronic transitions of the
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highest occupied molecular orbital (HOMO) to the lowest
unoccupied molecular orbital (LUMO) (w-7*, Fig. S90 and
S917).

Chlorophosphine 4 [6(*'P) = 96.3 ppm] with NHV and 2,4,6-
tri-methylphenyl substituents was prepared as a white powder
in 90% yield (see ESIf for details). Treatment of 4 with an
equimolar amount of Na(OCP) provided exclusively the phos-
phanyl phosphaketene 5 [6(*'P) = —41.0 and —248.6 ppm, Jpp
= 170.9 Hz] as white powder in 55% yield (Fig. 2).>*° In solution
at room temperature, 5 did not convert to the DPE but decom-
posed into an unidentified mixture (Fig. S397).

To gain a deeper understanding of a possible mechanism
leading to 3a,b, DFT calculations were carried out for the rear-
rangement of the simplified model 2b™ at the MO062X/
Def2TZVP-SMD(toluene)//M062X/Def2SVP level of theory.*
The minimum energy reaction pathways (MERPs) for two
possible rearrangements are shown in Fig. 3A. The rearrange-
ment starts with a nucleophilic attack of the parent or phenyl
substituted NHV on the electron-deficient carbon of the PCO
moiety via the activated complex TS1-b (14.2 keal mol ") or TS1-
¢ (17.1 keal mol™"). Subsequently, the four-membered hetero-
cycles IN1-b (10.5 kcal mol™*) or IN1-c (6.9 kcal mol ') are
formed in an endothermic reaction. A subsequent P-C cleavage
is easily achieved via TS2-b (9.0 kcal mol™") or TS2-¢ (6.4 kcal-
mol ') to generate kinetically and thermodynamically favour-
able products 3b™ (—7.9 kecal mol ™) or 3¢™ (—12.9 keal mol ™).
Natural population analyses (NPA) charges were obtained from
a NBO analysis*® and indicate that the carbon of the PCO moiety
is positively charged (+0.31e), whereas the vinyl carbons from
the two NHV substituents are negatively charged. Specifically,
the vinyl carbon (—0.80e) in the parent NHV possesses more
electron density than the one with phenyl substituted NHV
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Fig. 3 (A) MERPs of the selective intramolecular rearrangement of
2bM, and (B) selected NPA charges of 2b™ and 3aM at M062X/Def2-
TZVP-SMD(toluene)//M062X/Def2SVP level of theory.

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4sc06462c

Open Access Article. Published on 11 Ximoli 2024. Downloaded on 23/07/2025 5:33:14 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Edge Article

moiety (—0.59¢; Fig. 3B). The exergonic rearrangement from
2b™ to 3b™ is kinetically favoured by 2.9 kcal mol™" over the
formation of 3¢, which is in consistent with our experimen-
tally observation that only 3b was formed.

A detailed MO analysis at the M062X/Def2SVP level of theory
provided insights into the electronic structure between 3a™ and
its hypothetical carbon analogue B, parent DPE A and parent
enone C (Fig. 4). For the parent DPE A, the LUMO and HOMO-1
are primarily the w*-type and -type orbitals of the P=P unit. The
HOMO corresponds mainly the lone-pair type orbital derived
from phosphorus and oxygen atoms. The HOMO and HOMO-1 of
the parent enone C are also mainly combinations of the lone-pair
type orbital from oxygen and -type orbitals of the C=C unit. But
the LUMO of C is the m*-type orbitals of the conjugated C=C-
C=0O0. These frontier orbitals in A and C are seen in the NHV
substituted derivatives 3a™ and B as LUMO, HOMO, and HOMO-
2. The strong electron releasing substituent NHV raises the
energy levels of all orbitals discussed so far. The energy levels of
the m-type orbitals (HOMO) are even higher than that of the
combination of lone-pair type orbitals at O and both P (HOMO-2)
in 3a™ and B due to the strong m-electron delocalization over the
NHV groups. Both HOMO-1 of 3a™ and B are mainly attributed to
the m-type bonding of one NHV group with a minor polarization
towards the carbonyl group. Consequently, both 3a™ and B are
best viewed as NHV substituted DPE and enone.
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Stepwise nucleophilic and electrophilic 1,4-addition (P,0) of
3a

As the phosphorus analogues of enones, DPEs are expected to
exhibit also 1,4-addition reactivity over the P=P-C=0 moiety.
To probe this, we first treated 3a with relatively weak nucleo-
philes such as an equivalent of either potassium bis(-
trimethylsilyl)amide [KN(TMS),] or potassium tert-butoxide
[KOBu] in tetrahydrofuran as solvent at room temperature. This
resulted in nearly quantitative conversion to 6a or 6b, which
were obtained as yellow powders in over 90% yield (Fig. 5A). The
proton-decoupled *'P NMR spectra of 6a or 6b displayed two
doublets at 6(*'P) = 61.6 and 29.7 ppm (“/pp = 276.8 Hz) or 6(*'P)
= 104.9 and 82.1 ppm (Ypp = 301.8 Hz), suggesting the
conversion of the P=P w-bond into single bonds during the
addition process. Reactions of 3a with smaller or stronger
nucleophiles, such as sodium methoxide, phenylmagnesium
bromide or different hydride sources, led to rapid conversion of
the 3a but mixtures of unidentified products were obtained.
Single crystals of 6a suitable for XRD analysis were obtained
from a fluorobenzene solution layered with hexane and stored
—30 °C. The XRD study of 6a unambiguously confirms the
formation of a new P1-N1 single bond [1.7716(13) A; S .(P-N)
= 1.82 A, Zr..,(P=N) = 1.62 A]," and the presence of a potas-
sium cation coordinating to P1 [P1-K1 3.1275(6) A] and O1 [O1-
K1 2.5557(11) A] (Fig. 5B). The nucleophilic attack to the B-P
atom of 3a aligns with the inspection of the individual atom
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Fig. 4 Energy diagram for the frontier Kohn—Sham orbitals (isovalue = 0.04) of compound 3a™ and A-C.

© 2024 The Author(s). Published by the Royal Society of Chemistry

Chem. Sci., 2024, 15, 20030-20038 | 20033


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4sc06462c

Open Access Article. Published on 11 Ximoli 2024. Downloaded on 23/07/2025 5:33:14 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

View Article Online

Chemical Science Edge Article
A 3a
KN(TMS),
or KOBu
5 K* Me
Poyg™ T TMS-OTf p=O Me-OTf /‘;3 0
S P - KOTf Tl \ﬁ 113
p - KOTf 4P
L }? =L [_/ ) < 7 A =L
R R
7a, R = (TMS),N 6a, R = (TMS),N 8a, R = (TMS),N
7b, R = OBu 6b, R = OBu 8b, R = O'Bu
B . o ) )i
=% . ~ X P sz e, o®
o t a/‘ " °
1 = sit T ‘::\}G‘ SR ° ¢ {9
L s —e /OI o 51 % °
— 4 o O [ P1 P D b g * \I & N n/ - l‘n‘
A Cl Si2 /e c3 _
) ﬁ\Q | P P1 c1 A cs
C5 C4 P2 . oo ¢ C5 © ¥ & ®
o / o . ca @V €2 ‘ .
P—¢ = ‘ « b \B A\ r ° . a;?yH * ;
-y N ./ v A . N a
“ N ) % ! g
7b 6a 8a

Fig. 5
omitted for clarity). Selected distances (A): 6a: P1-K1 3.1275(6), O1-K1 2

1.2705(19), C1-C2 1.469(2), C2-C3 1.360(2), P1-C4 1.7957(17), C4-C5 1.

(A) Synthesis of 6-8. (B) Plots of the molecular structure of 6a, 7b, and 8a (ellipsoids are set to 50% probability; H atoms and solvents are

.5557(11), P1-N11.7716(13), P1-P2 2.1923(6), P2-C1 1.8058(17), C1-0O1
352(2); 7b: P1-02 1.6834(13), O1-Si1 1.6593(13), P1-P2 2.2243(7), P2—

C11.7203(19), C1-011.390(2), C1-C2 1.430(3), C2-C3 1.370(3), P1-C4 1.7903(19), C4-C5 1.353(3); 8a: P1-N11.739(3), P2-C6 1.862(3), P1-P2
2.2367(10), P2-C1 1.891(3), C1-01 1.229(4), C1-C2 1.424(4), C2-C3 1.384(4), P1-C4 1.797(3), C4-C5 1.363(4).

contributions to the frontier MOs in 3a™ (Fig. 4). The negative
charge is delocalized over the P-C-O fragment as indicated by
the lengths of the P2-C1 bond [1.8058(17) A] and C1-O1 bond
[1.2705(19) A], which are in between the P=C and C-O bonds in
7b [1.7203(19) A; 1.390(2) A] and P-C and C=0 bonds in 8a
[1.891(3) A; 1.229(4) A]. The P1-P2 [2.1923(6) A] bond in 6a is
significantly longer than that in 3a [2.0609(7) A]. The P1-C4
[1.7957(17)] and C1-C2 [1.469(2)] bonds are elongated, while the
C2=C3[1.360(2)] and C4=C5 [1.352(2)] bonds are shortened as
compared to those in 3a. These data indicate a less delocalized
T-electron system in 6a.

The oxygen atom of the carbonyl group of a a-PE shows
a higher affinity for a silyl group than the phosphorus atom.>* In
order to investigate whether this accounts also for DPEs, 6a or
6b were treated with trimethylsilyl triflate (TMS-OTf), and the
products 7a or 7b were isolated as yellow powders in 36% or
orange powders in 52% yield (spectroscopic yield >90%, see
Fig. S47 and S6871), respectively (Fig. 5A). Single crystals of 7b
suitable for XRD analysis were obtained from a saturated
acetonitrile solution stored at —30 °C. XRD studies revealed that
the TMS group is bound to the O1 atom [01-Si1 1.6593(13) A].
The C1-O1 [1.390(2) A] bond in 7b corresponds to a typical
single bond length. The P2=C1 [1.7203(19) A] bond is shorter
than the one observed in 3a [1.874(19) A] and 6a [1.8058(17) A],
and is best regarded as a double bond. Thus, 7a,b are the
products of the stepwise nucleophilic and electrophilic 1,4-
addition reactions.

Alternatively, 6a or 6b can be reacted with methyl triflate
(Me-OTf) to afford yellow powders 8a or 8b in 49% or 57% yield

20034 | Chem. Sci, 2024, 15, 20030-20038

(spectroscopic yield >70%, see Fig. S53 and S757). Multinuclear
NMR spectra analyses and XRD studies confirmed that the
methyl group is bonded to the P2 rather than the O1, resulting
in 8a,b as the 1,2-addition product (Fig. 4B) Note that the
reaction of 6a with triflic acid (H-OTf) yielded a mixture of
unidentified products. But we could observe the formation of
a protonated product with a P2-H group in solution after
reaction with triethylamine hydrochloride (Et;NHCI), which
decomposed upon attempted isolation (Fig. S60 and S617).
Thus, 3a exhibits also the reactivity of typical diphosphe-
nes,*** and the nucleophilic 1,2-addition reaction across the
carbonyl group was not observed.

Stepwise electrophilic and nucleophilic 1,4-addition (P,0) of
3a

To probe the electrophilic 1,4-addition reactivity of 3a, we
reacted 3a with Me-OTf and TMS-OTf yielding product 9a,b as
purple powders in over 90% yield (Fig. 6A), respectively. The
proton-decoupled *'P NMR spectra of 9a displayed two doublets
at 6(*'P) = 471.3 and 229.7 ppm (YJpp = 500.6 Hz). The "H and
3C NMR data as well as the HSQC spectrum (Fig. $847) of 9a
confirmed the presence of one methoxyl group [6(‘*H) =
2.82 ppm (s) and 6(**C) = 59.6 ppm (d, *Jpc = 24.4 Hz)], and two
CH moieties from two NHV groups [6(*H) = 4.85 ppm (s), 6(**C)
=87.9 ppm (d, ¥Jpc = 15.8 Hz); and 6(*H) = 6.11 ppm (t, >Jpy =
3Jor = 14.1 Hz), 6(**C) = 103.9 ppm (t, Ypu = *Jpu = 54.3 Hz)].
The HMBC experiment of 9a displayed correlations from the
protons of the methoxyl group to the carbon of the PPCO

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6

fragment, but not to the carbon nuclei of both CH moieties
from the NHV groups (Fig. 6B). This assignment is in agreement
with the calculated chemical shifts (Table S3t). The solution of
9a in acetonitrile is purple and exhibits a strong absorption at
Amax = 569 nm (4.1 x 10* M~ em™"). According to TD-DFT
calculations this absorption corresponds to the electronic
transition from the HOMO to the LUMO of 9a (546 nm).
Compound 9b exhibits similar spectroscopic feature to those
observed for 9a. The reaction of 3a and H-OTf also led to
a product [6(*'P) = 504.3 and 250.3 ppm (Y/pp = 492.8 Hz)],
which was too unstable to be isolated (Fig. S1007). Thus, 3a
reacts with electrophiles under attack of the carbonyl oxygen
center in line with the predicted NPA charges of the P=P-C=0
fragment of 3a™, where only the oxygen atom is negatively
charged (—0.64e, Fig. 3B).

The MOs of 9a™ were calculated at the M062X/Def2SVP level
of theory and reveal that the HOMO is primarily the m-type lone-
pair localized on one of the phosphorus atoms adjacent to the
methoxyl group with a minor contribution from two terminal
NHV substituents. The LUMO is mainly the m*-type long-pair
centered at the other phosphorus atom with small contribu-
tions from m*-type orbitals of the P=C bond and two NHV
groups (Fig. 6C). And the NPA charges of the central P-P=C
moiety of 9a™ are +0.43¢, +0.03¢, and +0.15¢, respectively. These
MO analyses and NBO calculations unveil that the phosphorus
atom adjacent to one of the NHV groups is more susceptible to
nucleophilic attack. Consequently, 9a was reacted with nucleo-
philes such as 4,5-dimethyl-1,3-diisopropylimidazol-2-ylidene*
and lithium aluminium hydride (LiAlH,). These reactions affor-
ded products 10 and 11 as dark red powder or yellow oil,

© 2024 The Author(s). Published by the Royal Society of Chemistry

(A) Synthesis of 9-11, (B) the HMBC spectrum of 9a, and (C) the frontier Kohn—Sham orbitals (isovalue = 0.05) of compound 9aM.

respectively, in over 60% yield. The relatively small Jpp coupling
constants of 10 [6(*'P) = 35.0 and —54.1 ppm (YJpp = 265.2 Hz)]
and 11 [6(*'P) = 49.6 (d) and —105.9 ppm (dd, “Jpp = 221.2 Hz,
Yo = 180.7 Hz)] indicates the diminished double bond char-
acter between two phosphorus atoms. According to calculated
chemical shifts (Table S37), the phosphorus atom (predicted to
be —100.0 ppm) with a P-H bond is situated in B-position of the

I\I/Ie
P .
L%\P// \7L ﬂ» L&\P/P\%L
+
L =SIPr
12 13
© ©

Fig.7 Synthesis of 14 and the plot of its molecular structure (ellipsoids
are set to 50% probability; H atoms, anion and solvents are omitted for
clarity). Selected distances (A): P1-P2 2.2463(7), P1-C1 1.900(2), P1-
C51.845(2), P2-C11.8625(19), P2-C31.777(2), C3-C4 1.373(3), C1-C2
1.455(2).
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C-OMe groups of 11. Further purification of the oil 11 was not
possible in our hands because of its high air sensitivity. The *C
NMR spectrum of 10 displayed a characteristic doublet at 6(**C)
=152.8 ppm (d, “Jpc = 80.8 Hz), indicating the presence of a P-C
bond in which the C, nucleus of an NHC participates.”® These
results suggest that 10 and 11 are the products of the electro-
philic conjugated 1,4-addition reaction (Fig. 6).

To differentiate the electrophilic reactivity of 3a from
diphosphenes, the diphosphene 12,'*¢ that has the same
framework of 3a except the carbonyl group, was selected to react
with Me-OTf. As result product 14 was obtained as yellow
powder in 91% yield (Fig. 7). Multiple NMR spectroscopic
analyses and XRD study unambiguously confirmed that 14 is
a three-membered heterocyclic diphosphirane. The formation
of 14 proceeds likely via an intramolecular rearrangement via
the hypothetical intermediate 13, which is formed by initial
electrophilic attack of a methyl cation to one of the phosphorus
atoms of 12. In contrast, the cyclic alkyl amino carbene (CAAC)
substituted diphosphene showed different reactivity with Me-
OTf.>*

Conclusions

Over nearly three decades after the first syntheses and isolation
of a-PE® and B-Pes,*’ this work demonstrates that the acyclic
DPEs 3a,b [NHV-P=P-C(O)-NHV] can be obtained and iso-
lated. These novel DPEs show structural features analogous to
those observed in enones. However, the replacement of both CR
moieties by P atoms in enones also alter profoundly their
electronic structures. Experimentally, 3a exhibits not only 1,4-
addition, but also nucleophilic 1,2-addition across the P=P
bond instead of the C=0 double bond. We show here that our
previously established synthetic method for the preparation of
transient DPEs can be generalized for the synthesis of stable
DPEs via an intramolecular rearrangement reaction from tran-
sient phosphanyl phosphaketenes.” Given the variety of
synthetically accessible N-heterocyclic olefines'* and carbenes,*
the synthetic method applied here may intrigue the preparation
of previously inaccessible DPEs and other related derivatives.
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