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I. INTRODUCTION

In homogeneous transition-metal catalysis, the reactivity of
the metal center is often fine-tuned by modifications to the
supporting ligand(s). The development of ligand scaffolds
becomes invaluable when these scaffolds confer new reactivities
at the metal center that result in advances in catalysis. We have
reported a conformationally flexible diphosphine, iPrDPDBFphos,
shown in Chart 1 and its cis- and trans-coordination complexes
of Rh(I) and Pd(II).1 The ligand iPrDPDBFphos is analogous to
4,6-bis(diphenylphosphino)dibenzofuran (DBFphos)2,3 but has
an aryl linker between the dibenzofuran backbone and the
phosphine donors. One effect is to distance the backbone from
the transition metal center, and hence, to prevent binding of the
O-atom to the metal. Another effect is to confer flexibility to
the ligand’s chelate properties.4,5 Specifically, iPrDPDBFphos sup-
ports a wider range of bite angles within coordination complexes
(compared toDBFphos,whose bite angle is limited to 150�157�)6,7
and can switch from the cis to trans coordination mode with a
calculated 3.5 kcal/mol driving force.1

Herein, we extend the coordination chemistry of iPrDPDBF-
phos to the first-row transitionmetals zinc, cobalt, and nickel. A long-
standing goal in homogeneous catalysis is to replace precious
transition-metal catalysts with their earth-abundant counterparts.8,9

Notable organometallic examples include iron-mediated cross-cou-
pling reactions,10 hydroxylation of aliphatic C�H bonds,11�14 and
hydrogenation of alkenes15�17 and ketones;18,19 cobalt-mediated

hydroformylation20 and cross-coupling;21 and nickel-mediated poly-
merization and oligomerization of olefins,22�24 cross-coupling,25,26

and cyclization reactions.27 More relevant to the complexes reported
here, P2MX2-type complexes of cobalt and zinc have been shown
to be effective catalysts for the polymerization of methyl acrylate
and CO2/ethylene oxide, respectively.

28,29

The (iPrDPDBFphos)MCl2 complexes are characterized by
UV�visible (UV�vis) spectroscopy, heteronuclear NMR spectro-
scopies, and single-crystal X-ray diffraction studies. A three-coordi-
nate nickel(I) chloride complex is presented with additional

Chart 1. Ligands DBFphos and iPrDPDBFphos
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ABSTRACT: The diphosphine 4,6-bis(3-diisopropylphosphi-
nophenyl)dibenzofuran (abbreviated as iPrDPDBFphos) has
been metalated with transition metal dichlorides of zinc, cobalt,
and nickel to yield (iPrDPDBFphos)MCl2 complexes. Within
these compounds, the diphosphine iPrDPDBFphos adapts a
wide range of bite angles (115 to 180�) as determined by
X-ray crystallography. A three-coordinate planar Ni(I) species
was isolated from the reduction of (iPrDPDBFphos)NiCl2
with KC8. Low-temperature electron paramagnetic resonance
(EPR) measurements of (iPrDPDBFphos)NiCl allow the determination of g values (2.09, 2.14, 2.37) and hyperfine coupling
constants to two 31P nuclei, Aiso = 46� 10�4 cm�1, and one 37Cl/35Cl nucleus, A = (12, 0.7, 35)� 10�4 cm�1. Density functional
theory (DFT) studies reveal the nature of the magnetic orbital to be dxy, which has σ-antibonding and π )-antibonding interactions
with the phosphorus and chloride atoms, respectively. The monovalent nickel complex reacts with substrates containing C�X
bonds; and in the case of vinyl chloride, a Ni(II) vinyl species (iPrDPDBFphos)Ni(CHdCH2)Cl is generated along with the Ni(II)
dichloride complex. The monovalent Ni(I) chloride is an active catalyst in the Kumada cross-coupling reaction of vinyl chloride and
phenyl Grignard reagent.
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characterization from electron paramagnetic resonance (EPR)
spectroscopy and density functional theory (DFT) calculations.
Preliminary reactivity studies of the nickel(I) chloride have
been conducted, and our results join recent studies in demon-
strating the relevance of isolated monovalent nickel species in
cross-coupling catalysis.30,31

II. RESULTS AND DISCUSSION

Syntheses of (iPrDPDBFphos)MCl2, where M = Zn, Co, Ni.
The diphosphine ligand iPrDPDBFphos is cleanly metalated with
the anhydrous transition metal dichlorides as shown in Scheme 1
to provide the zinc, cobalt, and nickel dichloride complexes,
[(iPrDPDBFphos)ZnCl2] 1, [(iPrDPDBFphos)CoCl2] 2, and
[trans-(iPrDPDBFphos)NiCl2] 3, respectively.
UV�vis and NMR Spectroscopic Characterization of

(iPrDPDBFphos)MCl2, where M = Zn, Co, Ni. The UV�vis
spectra of compounds 1�3 were collected at room temperature in
tetrahydrofuran (THF). All complexes have characteristic bands in
the UV region from 275 to 330 nm (Figure 1, Supporting Informa-
tion, Table 1S). These bands are intense (ε∼ 104 L mol�1 cm�1)
and do not shift significantly for the different transition metal ions.
These excitations primarily originate from the dibenzofuran
group since the ligand iPrDPDBFphos has analogous absorbances
in this range. Between 330 and 800 nm, the colorless zinc
complex 1 has no absorbances, which is consistent with its d10

electron count (Figure 2). The brilliant blue cobalt complex 2
has several bands between 550 and 800 nm with molar absorp-
tivity values between 320 and 530 L mol�1 cm�1 ( Supporting

Information, Figure 1S), which are typical of d-d transitions
of a high-spin Co(II) center. The bright red nickel complex 3
has a prominent, intense transition with a maximum at 377 nm
(ε = 9,500 L mol�1 cm�1, Supporting Information, Figure 2S)
and overlapping broad features from 420 to 600 nm (ε ∼
300 L mol�1 cm�1).32 The broad features are likely d-d transi-
tions, while the intense peak is tentatively assigned as a ligand-to-
metal charge transfer band.
Compounds 1�3 have been characterized by NMR spectros-

copy. For the two diamagnetic complexes, Zn 1 and Ni 3, one
type of phosphorus nucleus is observed at 2.7 and 26.5 ppm,
respectively. In the corresponding 1H NMR spectrum of 1
(Supporting Information, Figure 3S), half of the aryl protons
of the ligand are unique, consistent with the approximate 2-fold
symmetry observed in its solid-state structure (vide infra). For
the four isopropyl groups of the ligand, only one methine proton
and two methyl resonances are seen. This is an unexpected
observation since a 2-fold axis should result in two chemically
distinct methine types. Hence, their full equivalency must be
rationalized by another mechanism (vide infra).
At room temperature, the 1H NMR spectrum of the nickel

compound 3 contains both sharp and broad resonances
(Figure 3). The sharp signals correspond to the dibenzofuran
group, while those belonging to the isopropyl groups and the aryl
linkers are significantly broadened. Upon cooling to�45 �C, the
1H NMR spectrum of 3 sharpens completely, and exactly half of
the protons of the ligand are uniquely observed, consistent with
the approximate mirror-plane symmetry of its molecular struc-
ture. At low temperature, the isopropyl groups resolve into two
distinct methine and three methyl resonances. The presence of
the mirror plane means that the two chemically different methine
protons occur within the same phosphine group, that is,
P(CHMe2)(C0HMe2). If P�Cmethine bond rotation is fast, then
two methyl peaks would be expected; if slow, four. At �45 �C,
only three methyl signals are apparent because of a coincidental
overlap of two of the four possible methyl peaks.33 At room
temperature, the 1HNMR spectrum of 3 shows one methine and
two methyl signals, akin to that of 1. Again, the higher symmetry
solution structure cannot be explained by a mirror plane alone.
Additional fluxional processes will be described in the next
section.
The cobalt dichloride compound 2 is characterized by a

paramagnetic 1H NMR spectrum, which is consistent with a

Scheme 1. Synthetic Routes toCoordinationComplexes 1 to 4

Figure 1. Electronic absorption spectra of Zn 1 (black solid line), Co 2
(blue dashed line), Ni 3 (red solid line), and iPrDPDBFphos (gray solid
line) in THF at ambient temperature.

Figure 2. Electronic absorption spectra of Zn 1 (black solid line), Co 2
(blue dashed line), and Ni 3 (red solid line) in THF at ambient
temperature.
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Co(II) oxidation state. Its solution magnetic moment of μeff =
4.01 μB is slightly greater than the spin-only magnetic moment
for an S = 3/2 state (μS.O. = 3.88 μB), which leads to the expected
assignment of a high-spin Co(II) center.
Solid-State Structures of (iPrDPDBFphos)MCl2, Where

M = Zn, Co, Ni. Crystallographic data are provided in Table 1,
and selected bond lengths and angles are collected in Table 2.
The geometry of the zinc and cobalt centers in 1 and 2, respec-
tively, are tetrahedral. The structures of 1 and 2 are highly homo-
logous as shown in Figures 4 and 5, and their unit cell dimensions
are nearly identical. Both structures contain an approximate 2-fold
rotation axis. TheP-M-Pbond angles are 115.27(3)� and 114.62(2)�
in the zinc and cobalt complexes, respectively. Previously, we
observed a more acute bite angle of 104.5� for iPrDPDBFphos in
the distorted square planar complex [cis-(iPrDPDBFphos)-
Rh(nbd)]BF4.

1 The Co�P and Zn�P bond distances in 1 and
2, respectively, are comparable to other diphosphine dichloride
coordination complexes with the corresponding transition metal
centers.
The geometry of the nickel center in 3 is square planar with a

trans-spanning iPrDPDBFphos ligand (P�Ni�P = 176.55(2)�)
as shown in Figure 6. The Ni�P bond distances in 3 (2.2410(5),

2.2413(5) Å) are unremarkable compared to other trans-dipho-
sphine nickel dichloride complexes (average P�Ni = 2.24 Å,
Cambridge Structural Database).6,7 An approximatemirror plane
bisects the solid-state structure of 3. The two chloride atoms in 3
reside in the mirror plane and are nonequivalent. One chloride is
near the dibenzofuran backbone while the other chloride is
sandwiched between the isopropyl substituents. At room tem-
perature, the 1H NMR peaks representing the isopropyl groups
coalesce into one methine and two methyl resonances. The
coalescence requires a combination of two dynamic motions
illustrated in Scheme 2: (1) canting of the aryl linkers, which flips
the relative bent orientation of the dibenzofuran group, and (2)
rotation of the P�Ni�P vector, equalizing the two chlorides.
Similar fluxional behavior has been previously described for the
analogous square-planar complexes, [trans-(iPrDPDBFphos)-
Rh(NCMe)2]BF4 and [trans-(iPrDPDBFphos)Pd(NCMe)2]-
(BF4)2.

1 We propose that canting of the aryl linkers would also
occur in tetrahedral 1 to rationalize the solution-structure
equivalency of all the methine protons of the ligand.
Synthesis and Characterization of (iPrDPDBFphos)NiICl.

The redox properties of compounds 1�3 were investigated by
cyclic voltammetry (0.1 M [nBu4N]PF6 in THF), but no
reversible redox events were found (Supporting Information,
Figure 4S). Interestingly, the nickel dichloride complex 3 ex-
hibited two irreversible events when scanning cathodically,
whereas only one reductive signal was seen for the zinc and
cobalt dichloride complexes, presumably a ligand-based reduc-
tion. Therefore, the chemical reduction of compound 3 was
investigated. Sodium-based reducing agents such as sodium
metal, sodium amalgam, and sodium naphthalide resulted in
decomposition of 3 and formation of the free ligand by 31P NMR
spectroscopy. Mixing potassium graphite with 3 in THF resulted
in an immediate color change from red to yellow (Figure 7). The
resulting product is paramagnetic, and a single-crystal X-ray
diffraction study reveals a three-coordinate, formally 15-electron
Ni(I) complex, [(iPrDPDBFphos)]NiCl 4 as shown in Figure 8.
Three-coordinate nickel complexes constitute a rich area in

coordination chemistry. Supported by the bulkymonophosphine
PCy3, zerovalent nickel forms adducts with small-molecules, as
observed in the end-on dinitrogen dinickel compound {(PCy3)2-
Ni}2(μ-N2)

34 and the first structurally characterized carbon-
dioxide complex, (PCy3)2Ni(η

2-CO2).
35 Hillhouse has pio-

neered the area of divalent NidE complexes featuring multiply
bonded ligands (E = NR, PR, CR2) using the bulky diphosphine,
1,2-bis(di-tert-butylphosphino)ethane.36�38 Other notable three-
coordinate nickel complexes have been supported by nontradi-
tional phosphine ligands, including the Fryzuk-type tridentate
bis(phosphine)amides,39 diketiminates,40�42N-heterocyclic car-
benes,43,44 and the unusual N-heterocyclic silenes.45 Typically,
the oxidation state of the nickel center is monovalent for the
anionic ligands, and zerovalent for the neutral carbenes/silenes.
The rare Ni(III) oxidation state has also been proposed in three-
coordinate Ni(III) imides, which can be remarkably reactive and
decompose via radical pathways.46,47

Yellow crystals of [(iPrDPDBFphos)]NiCl 4 were grown from
a concentrated CD3CN solution at room temperature. Two
independent molecules of 4 are found in the unit cell. Both nickel
centers are three-coordinate and planar. The L�Ni�L angles
sum to 359 and 360�. There are, however, significant variations in
the bond and angle metrics between these two molecules
(Table 2, A and B). For instance, the Ni�L bond distances
within the twomolecules differ from each other by 0.02 to 0.03 Å.

Figure 3. Variable-temperature 1H NMR spectra (300 MHz, CDCl3)
of [trans-(iPrDPDBFphos)NiCl2] 3. Inset is an expansion of the methyl
region at �45 �C.



9293 dx.doi.org/10.1021/ic200589e |Inorg. Chem. 2011, 50, 9290–9299

Inorganic Chemistry ARTICLE

One may normally expect to see a shortening of Ni�P bonds
upon reduction of the Ni center (from 3 to 4) because of
increased π-back bonding into the phosphine ligands. However,
this is not necessarily the case here. While molecule A does
have significantly shorter Ni�P bond lengths relative to
[trans-(iPrDPDBFphos)NiCl2] 3, molecule B has essentially
identical Ni�P bond lengths to those in 3. The diphosphine
bite angle in molecule A, 115.53(4)�, is nearly identical to that in
the tetrahedral [(iPrDPDBFphos)MCl2] compounds reported
here, but molecule B has a wider bite angle of 119.49(4)�.
Moreover, the NiA center is nearly trigonal planar with similar
P(1)�NiA�Cl and P(2)�NiA�Cl bond angles of 122.94(4)
and 121.53(4)�, respectively. The NiB center has a more
distorted trigonal geometry with the chloride ligand positioned
asymmetrically between the two phosphorus atoms. The P(1)�
NiB�Cl and P(2)�NiB�Cl bond angles are quite different
at 104.61(4) and 135.00(4)�, respectively. The origin of the

distortion is unclear. We looked for indications of crystal packing
forces, but the shortest nonbonded contact distances to the
chloride atom in the more distorted molecule (B) are too long
(>2.88 Å for Cl----H)48 to have much impact (Supporting
Information, Table 2S).49 Of relevance, the molecular structure
of Ni(PPh3)2Cl is slightly distorted trigonal planar, and the
observed asymmetry was attributed to a first-order Jahn�Teller
effect.50 This rationale, however, is inherently flawed because no
degenerate d-orbitals can exist for NiP2X species, even with
idealized D2h symmetry. Instead, we propose that the chloride
atom wiggles within the NiP2-plane, and that these structural
perturbations cost little energy.
The X-band EPR spectrum of 4 in frozen toluene at 20 K

is shown in Figure 9. A slightly rhombic signal is observed with
g-values of 2.09, 2.14, and 2.37 (giso = 2.20), which are consistent
with the assignment of a S = 1/2 Ni(I) center.40,51,52 EPR spectra

Table 1. Crystallographic Data for 1�4 and 6

1 2 3 4 6

chemical formula C36H42Cl2ZnOP2 C36H42Cl2CoOP2 C36H42Cl2NiOP2 C36H42ClNiOP2 C38H45ClNiOP2
formula weight 688.98 682.50 682.27 646.81 673.84

crystal system triclinic triclinic monoclinic monoclinic triclinic

space group P1 P1 P21/c P21/c P1

a (Å) 9.772(3) 9.772(1) 19.181(3) 24.277(4) 11.952(3)

b (Å) 10.024(3) 10.020(1) 9.059(1) 17.431(3) 15.245(3)

c (Å) 17.882(6) 17.939(2) 21.040(3) 16.052(3) 20.695(5)

α (deg) 80.286(5) 80.377(2) 90 90 88.084(3)

β (deg) 75.748(5) 76.006(1) 115.196(2) 105.405(2) 73.958(2)

γ (deg) 85.834(5) 85.940(2) 90 90 89.567(3)

V (Å3) 1672.6(9) 1679.5(3) 3308.0(8) 6549(2) 3622(1)

Z 2 2 4 8 4

Dcalcd (g cm
�3) 1.368 1.350 1.370 1.312 1.236

λ (Å), μ (mm�1) 0.71073, 1.017 0.71073, 0.793 0.71073, 0.873 0.71073, 0.799 0.71073, 0.725

T (K) 173(2) 173(2) 123(2) 173(2) 123(2)

θ range (deg) 1.19 to 26.37 1.18 to 27.52 1.17 to 27.49 1.46 to 26.37 1.71 to 26.51

reflns collected 16699 20155 31527 56856 26923

unique reflns 6815 7590 7531 13372 14614

data/restraint/parameters 6815/0/387 7590/0/387 7531/0/387 13372/0/755 14614/0/775

R1, wR2 (I > 2σ(I)) 0.0428, 0.0959 0.0372, 0.0830 0.0295, 0.0669 0.0540, 0.0904 0.0563, 0.1406

Table 2. Experimental Bond Distances (Å) and Angles (deg)
for 1�4

4, Ni(I)a

1, Zn(II) 2, Co(II) 3, Ni(II) A B

Bond Distances

M�P(1) 2.420(1) 2.3920(7) 2.2410(5) 2.209(1) 2.233(1)

M�P(2) 2.416(1) 2.3844(7) 2.2413(5) 2.217(1) 2.243(1)

M�Cl(1) 2.255(1) 2.2331(7) 2.1748(5) 2.163(1) 2.180(1)

M�Cl(2) 2.2641(9) 2.2435(7) 2.1609(5)

Bond Angles

P(1)�M�P(2) 115.27(3) 114.62(2) 176.55(2) 115.53(4) 119.49(4)

Cl(1)�M�Cl(2) 117.38(3) 118.55(3) 175.10(2)
aTwo values are reported because two independentmolecules (A,B) are
present in the unit cell. Figure 4. Solid-state structure of the [(iPrDPDBFphos)ZnCl2] 1 at

50% probability level. Hydrogen atoms were omitted for clarity.
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of three-coordinate Ni(I) complexes typically have rhombic
anisotropy with g3 � g2 > g2 � g1.

46,53 The spectrum was fitted
using hyperfine coupling constants to two 31P (I = 1/2) nuclei of

(43, 40, 55) � 10�4 cm�1 (Aiso = 46 � 10�4 cm�1) and to one
37Cl/35Cl nucleus (I = 3/2, abundance ratio = 0.3196) of (12,
0.7, 35) � 10�4 cm�1. Large hyperfine coupling constants to the
two 31P nuclei are observed for all three g-values, while the
hyperfine splitting caused by 37Cl/35Cl coupling is significant only
for g3. The equivalence of the two phosphorus nuclei in the frozen
solution EPR of 4 stands in contrast to the classical work of Nilges
et al. on the single-crystal EPR study of Ni(I)-doped Cu-
(PPh3)2Cl, in which the hyperfine coupling constants of the two
phosphorus nuclei are remarkably inequivalent,Aiso(

31P) = 38 and
59� 10�4 cm�1.54Of note, our 31P hyperfine coupling constant is
midway between these two values determined for Ni(PPh3)2Cl.
Theoretical Studies of (iPrDPDBFphos)NiICl. DFT calcula-

tions were performed on theNi(I) complex 4 using the BP86 and
M06-L functionals. The optimized geometries compare favor-
ably with the experimental structure (molecule A), whose
coordinates were used as the initial geometry (Supporting
Information, Table 3S). All calculated Ni�L bond distances
are within 0.015 Å of their experimental values. The optimized
bite angles were also remarkably close to the experimental value,
differing at most by 2�.

Figure 5. Solid-state structure of the [(iPrDPDBFphos)CoCl2] 2 at
50% probability level. Hydrogen atoms were omitted for clarity.

Figure 6. Solid-state structure of the [(iPrDPDBFphos)NiCl2] 3 at 50%
probability level. Hydrogen atoms were omitted for clarity.

Scheme 2. Proposed Fluxional Processes in 3

Figure 7. Electronic absorption spectra of the nickel compounds 3
(red solid line) and 4 (black dotted line) in THF at ambient temperature.
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Figure 10 is the molecular-orbital (MO) diagram showing the
splitting of the d-orbital manifold. Because the MO diagrams
derived from the two functionals are very similar, only the results
from the BP86 optimization are shown. For the following
discussion, the molecular trigonal plane is defined as the xy-
plane with the Ni�Cl vector along the x-axis. The d-orbital
manifold comprises three energetically high-lying d-orbitals and
two low-lying d-orbitals. The singly occupied MO (SOMO) is
predominantly dxy in composition and is σ-antibonding with
respect to the phosphorus atoms and π )-antibonding with the
chloride atom. This magnetic orbital description55 is consistent
with the EPR spectrum of 4, which is characterized by a large
hyperfine coupling constant to both phosphorus nuclei and a
smaller interaction with the chloride nucleus. The next two
MOs, which have dz2 and dxz parentage, are characterized by
π^-antibonding interactions with the chloride. Significantly low-
er in energy are the dx2�y2 and dyz orbitals. The former is slightly
σ-antibonding with respect to chloride, and the latter is formally
nonbonding. The calculated electronic structure is fully consis-
tent withmonovalent nickel. The lowest unoccupiedMO(LUMO,
not shown) is ligand-based and is characterized by delocalized

electron density throughout the π-system of the dibenzofuran
backbone.
Reactivity Studies of (iPrDPDBFphos)NiICl. Preliminary re-

activity studies reveal that the Ni(I) complex 4 can cleave C�X
bonds. Benzyl bromide and 4 react instantly at room temperature
to yield bibenzyl (1H NMR). The product mixture is character-
ized by a singularly broad signal in the 31P NMR spectrum, which
upon cooling to 0 �C resolves into three distinct peaks at 26.5,

Figure 8. Solid-state structures of [(iPrDPDBFphos)NiCl] 4 at 50% probability level. Both independent molecules in the unit cell are shown (A, left; B,
right). Hydrogen atoms were omitted for clarity. Selected bond angles (deg): P1A�NiA�P2A 115.53(4), P1A�NiA�ClA 122.94(9), P2A�NiA�ClA
121.53(4), P1B�NiB�P2B 119.49(4), P1B�NiB�ClB 104.61(4), P2B�NiB�ClB 135.00(4).

Figure 9. X-band EPR spectrum (dX00/dB) of Ni 4 in toluene glass
shown in black (1 mM, 20.0 K, frequency = 9.65 GHz, modulation to
10.0 G, power = 0.02 mW). The spectrum was simulated (shown in red)
by adopting the following values: g = (2.09, 2.14, 2.37); line widths,
W = (12, 21, 13.5) G; A(two 31P, I = 1/2) = (43, 40, 55)� 10�4 cm�1;
A(37Cl/35Cl, I = 3/2) = (12, 0.7, 35) � 10�4 cm�1.

Figure 10. Qualitative MO diagram of the d-orbital manifold derived
from a DFT-BP86 calculation of [(iPrDPDBFphos)NiCl] 4.
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29.0, and 31.2 ppm (Supporting Information, Figure 6S). The
former corresponds to [trans-(iPrDPDBFphos)NiCl2] 3. The latter
two are assigned as the mixed halide [(iPrDPDBFphos)NiClBr]
and dibromide [(iPrDPDBFphos)NiBr2] compounds based on the
following evidence. Metalation of (iPrDPDBFphos) with NiBr2
proceeds cleanly to [(iPrDPDBFphos)NiBr2] 5. Complex 5 is
characterized by a single peak at 31.2 ppm in the 31P NMR
spectrum at 0 �C, which matches well with that seen in the benzyl
bromide reaction mixture. The third peak in the 31P NMR
spectrum at 29.0 ppm is presumably the mixed halide species
[(iPrDPDBFphos)NiClBr] because its chemical shift is exactly
halfway between that of the nickel dichloride 3 and of the nickel
dibromide 5 complexes.
Compound 4 reacts with excess vinyl chloride to cleanly

produce [(iPrDPDBFphos)NiCl2] 3 and the vinyl complex,
[(iPrDPDBFphos)Ni(CHdCH2)Cl] 6, as identified by combus-
tion analysis, 1H NMR spectroscopy, and a single-crystal X-ray
diffraction experiment (Figure 11, Table 1). The product ratio of
3:6 is 1:1 based on their relative integration in the 1H NMR
spectrum (Supporting Information, Figure 7S) and is consistent
with the chemical equation,

2½ð iPrDPDBFphosÞNiICl� þ CH2dCHCl f

½ð iPrDPDBFphosÞNiIICl2�
þ ½ð iPrDPDBFphosÞNiIIðCHdCH2ÞCl�

Of interest, 4 also reacts with 1 equiv of vinyl bromide to generate
a mixture that contains the Ni(II) dihalide complexes, 6, and a
new species that is assigned as the bromide analogue of 6 because
of their similar spectroscopic data. Collectively, these results
demonstrate that Ni(I) 4 cleaves vinyl�X bonds to ultimately
produce stable Ni(II) products.
Two limiting mechanisms are proposed for the cleavage of

vinyl halide: (1) a radical chain process is initiated by an inner-
sphere electron transfer to form a Ni(II)-alkene adduct, NiII�
(η2-CH2CHX)

•�, which subsequently eliminates X• and/or
CH2CH

•, or (2) vinyl halide oxidatively adds to Ni(I) to produce
a Ni(III) intermediate, NiIIIX(CHCH2), which then undergoes

comproportionation reactions with Ni(I). Though the assorted
products in the reaction of 4 and vinyl bromide hint at radical
processes, we cannot exclude the intermediacy of Ni(III) species.
Encouraged by the clean reactivity between 4 and vinyl

chloride, we decided to investigate the catalytic potential of
Ni(I) 4 in the original Kumada coupling reaction of vinyl
chloride and phenyl Grignard reagent.56 Using a loading of 5
mol % catalyst with excess vinyl chloride, both Ni(I) 4 and Ni(II)
3 generated styrene as the product in good yields (∼65 to 85%,
Table 3, entries 1 and 2), with 4 slightly outperforming 3. The
control reaction (Table 3, entry 3) showed that no significant
amount of styrene is formed under the same conditions in the
absence of a catalyst.
Monovalent nickel species had long been proposed by Tsou

and Kochi as intermediates in the nickel-catalyzed biaryl synthesis
from aryl halides.57 Indeed, mechanistic proposals for Ni-cata-
lyzed cross-couplings commonly feature Ni(0), Ni(I), Ni(II), and
Ni(III) species, which undergo one- and/or two-electron redox
steps in the catalytic cycle.25,58,59 Isolated monovalent nickel
compounds have been found to be catalytically competent in
various cross-coupling schemes.30,31,60,61 In one case, the “nickel-
(I)-terpyridine” catalyst was reformulated as a nickel(II) center
bound to a reduced ligand radical based on EPR and DFT
studies.62 The other Ni(I) cross-coupling catalysts mostly have
N-heterocyclic carbenes (NHCs) as ligands30,31 and are consid-
ered to be bona fideNi(I) species becausemetal-NHC complexes
are not known to undergo ligand-based reductions (although
NHCs can partake in π-backbonding).63 To our knowledge, this
report is the first comparative study between an isolated Ni(I)-
phosphine complex and its Ni(II) analogue in a cross-coupling
reaction.

III. CONCLUSIONS

The diphosphine iPrDPDBFphos was successfully used as a
supporting ligand in tetrahedral Zn(II) and Co(II) complexes, as
well as in square-planar Ni(II) and distorted trigonal planar Ni(I)
compounds. The breadth of coordination geometries as exem-
plified by these complexes is enabled by the conformationally
flexible backbone in iPrDPDBFphos. Compared to cis-chelating
diphosphines, nonrigid trans-spanning diphosphines may be
advantageous when a nonlabile ligand platform is required that
must also accommodate different coordination geometries, such
as during a catalytic cycle.

Given the limited evidence for Ni(I) in cross-coupling reac-
tions, our results are intriguing in that a Ni(I) complex reacts
constructively with vinyl�X bonds and is catalytically competent
for the cross coupling of vinyl chloride and phenyl Grignard
reagent. Definitive experimental proof for the direct involvement
of monovalent nickel in cross-coupling catalysis is still lacking.
The current results warrant further study of this Ni(I) system,
especially to evaluate its scope in other cross-coupling schemes as

Figure 11. Solid-state structure of [(iPrDPDBFphos)Ni(CHdCH2)Cl]
6 at 50% probability level. Only one of the two independent molecules in
the unit cell is shown. Hydrogen atoms were omitted for clarity. Selected
bond lengths (Å) and angles (deg): Ni�P1 2.204(1), Ni�P2 2.210(1),
Ni�Cl 2.241(1), Ni�C37 1.919(4), C37�C38 1.220(6), P1�Ni�P2
174.39(4), P1�Ni�Cl 93.35(4), P2�Ni�Cl 92.19(4), P1�Ni�C37
87.6(1), P2�Ni�C37 86.8(1), Ni�C37�C38 136.9(3).

Table 3. Kumada Cross-Coupling Reactions of Vinyl Chlor-
ide and PhMgBra

entry Ni source (5 mol %) avg. yield (%)b no. of runs

1 [(iPrDPDBFphos)NiIICl2] 3 66.4( 9.8 5

2 [(iPrDPDBFphos)NiICl] 4 85.9( 7.8 4

3 no nickel, no ligand 8.7( 7.7 4
a See Experimental Section for reaction conditions. bThe yield of styrene
is determined by GC-MS analysis.
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well as to scrutinize the role of Ni(I) through detailed mechan-
istic investigations.

IV. EXPERIMENTAL SECTION

Synthetic Considerations. Unless otherwise stated, all manip-
ulations were performed under a dinitrogen atmosphere in a MBraun
glovebox or using standard Schlenk techniques. Standard solvents were
deoxygenated by sparging with dinitrogen and dried by passing through
activated alumina columns of a SG Water solvent purification system.
Deuterated solvents were purchased from Cambridge Isotope Labora-
tories, Inc., dried over CaH2, distilled, and stored over activated 4 Å
molecular sieves. Elemental analyses were performed by Atlantic Microlab.
The synthesis of 4,6-bis(3-diisopropylphosphinophenyl)dibenzofuran, re-
ferred to as iPrDPDBFphos, was previously reported.1 Other reagents were
purchased commercially and used without further purification.
Synthesis of [( iPrDPDBFphos)ZnCl2] (1). A solution of zinc(II)

chloride (0.026 g, 0.19 mmol) in 10 mL of THF was added dropwise
to a solution of iPrDPDBFphos (0.102 g, 0.18 mmol) in 10 mL of THF.
The reaction solution was stirred overnight. After 12 h, the solvent was
removed under reduced pressure, and the resulting solids were washed
with Et2O and then extracted into THF. The THF solution was layered
with hexane and stored at�35 �C overnight to give a white precipitate,
which was collected and dried under reduced pressure (0.089 g, 70%).
Single crystals suitable for X-ray diffraction analysis were grown from
Et2O. UV (THF) λmax, nm (ε, L mol�1 cm�1): 294 sh (13,000), 310 sh
(6,400). 1H NMR (500 MHz, CDCl3): δ 8.33 (2H, br, CH), 8.03 (2H,
d, J = 7.0 Hz, CH), 7.74 (2H, br. s, CH), 7.66 (2H, d, J = 6.5 Hz, CH),
7.62 (4H, m, J = 6.5 Hz, CH), 7.50 (2H, t, J = 7.5 Hz, CH), 2.59 (4H, m,
PCH(CH3)2), 1.29 (12H, dd, JHH = 8.0 Hz, JHP = 15 Hz, PCH(CH3)-
(C0H3)), 1.19 (12H, dd, JHH = 8.0Hz, JHP = 15Hz, PCH(CH3)(C0H3)).
31P NMR (121 MHz, CDCl3): δ 2.7. ESI-MS-TOF m/z: [M � Cl]+

calc. for C36H42ClZnOP2, 651.1691; found, 651.3. Anal. Calcd. for
C36H42Cl2OP2Zn: C, 62.76; H, 6.14; N, 0. Found: C, 60.82; H, 6.09; N,
0.0. Several different crystalline batches of 1 were tested, but no
satisfactory analyses were obtained.
Synthesis of [( iPrDPDBFphos)CoCl2] (2). A suspension of cobalt(II)

chloride (0.026 g, 0.20mmol) in 20mL of THFwas added dropwise to a
solution of iPrDPDBFphos (0.109 g, 0.20 mmol) in 20 mL of THF. The
reaction solution was stirred overnight. After 12 h, the solvent was
removed under reduced pressure, and the resulting solids were washed
with Et2O and then extracted into THF. The THF solution was filtered
and then evaporated to dryness under reduced pressure to give a blue
powder (0.133 g, 99%). Single crystals suitable for X-ray diffraction
analysis were grown from Et2O. UV�vis (THF) λmax, nm (ε, L
mol�1 cm�1): 295 sh (16,000), 322 sh (7,600), 618 sh (500), 636 (530),
735 (320). 1H NMR (300 MHz, C6D6): δ 21.36, 13.54, 7.95, 7.64, 6.79,
4.19, 1.83, �14.03. Evans’ method (CDCl3/CHCl3, 300 MHz): μeff =
4.01 μB. Anal. Calcd. for C36H42Cl2OP2Co: C, 63.35; H, 6.20; N, 0.
Found: C, 62.83; H, 6.05; N, 0.0.
Synthesis of [( iPrDPDBFphos)NiCl2] (3). A suspension of nickel(II)

chloride (0.068 g, 0.52mmol) in 20mL of THFwas added dropwise to a
solution of iPrDPDBFphos (0.250 g, 0.45 mmol) in 20 mL. The reaction
solution was heated at 70 �C with stirring. After 12 h, the solvent was
removed under reduced pressure, and the resulting solids were washed
with Et2O and then extracted into THF. The THF solution was filtered
and then stored at �35 �C overnight to give red crystals, which were
collected and dried under reduced pressure (0.202 g, 65%). Single crystals
suitable for X-ray diffraction analysis were grown from a CH2Cl2/Et2O
(1:3) solution. UV�vis (THF) λmax, nm (ε, L mol�1 cm�1): 295 sh
(18,000), 322 sh (9,300), 377 (9,500), 487 (280). 1H NMR (300 MHz,
CDCl3): δ 8.74 (2H, br, CH), 8.06 (2H, d, J = 7.5 Hz, CH), 7.57 (2H, d,
J = 7.5 Hz, CH), 7.50 (6H, m, J = 7.5 Hz, CH), 7.13 (2H, br, CH), 2.75
(4H, br, PCH(CH3)2), 1.67 (12H, br, PCH(CH3)(C0H3)), 1.27 (12H, br,

PCH(CH3)(C0H3)).
31P NMR (121 MHz, CDCl3): δ 26.5 (br). Anal.

Calcd. for C36H42Cl2OP2Ni: C, 63.37; H, 6.20; N, 0. Found: C, 63.16; H,
6.20; N, 0.0.

Synthesis of [( iPrDPDBFphos)NiCl] (4). A THF solution of 3 (0.095 g,
0.14 mmol) was added to KC8 (0.020 g, 0.15 mmol) and stirred
overnight. An immediate color change from red to yellow was observed.
The reaction solutionwas filtered, and the filtrate was evaporated to dryness
under reduced pressure. The resulting crude was dissolved in toluene,
filtered, and then stored at �35 �C. The resulting yellow precipitate was
collected and dried under reduced pressure (0.080 g, 90%). Single crystals
suitable for X-ray diffraction analysis were obtained from a concentrated
CD3CN solution. UV (THF) λmax, nm (ε, L mol�1 cm�1): 263 (37,000),
298 (16,000), 314 sh (12,000), 324 (11,000), 346 sh (5,200), 375 (4,500).
1H NMR (300 MHz, d8-THF): δ 13.98, 9.03, 8.62, 7.97, 3.14. Anal.
Calcd. for C36H42ClOP2Ni: C, 66.85; H, 6.54; N, 0. Found: C, 67.00;
H, 6.48; N, 0.0.

Synthesis of [( iPrDPDBFphos)NiBr2] (5). A suspension of nickel(II)
bromide (0.134 g, 0.615 mmol) and iPrDPDBFphos (0.353 g, 0.638
mmol) in 20 mL of THF was heated to 70 �Cwith stirring for 9 h. Upon
cooling to room temperature, the crude mixture was concentrated to
8 mL under reduced pressure, filtered through Celite, layered with
12 mL of pentane, and stored at �35 �C. Purple crystals formed
overnight, and they were collected and dried under reduced pressure
(0.297 g, 63%). 1H NMR (400 MHz, CD2Cl2,�60 �C): δ 8.74 (2H, br,
CH), 8.07 (2H, d, J = 7.5 Hz, CH), 7.62 (2H, d, J = 7.5 Hz, CH), 7.49
(6H, m, J = 7.5 Hz, CH), 7.29 (2H, br, CH), 2.81 (2H, br, PCH(CH3)2),
2.42 (2H, br, PC0H(CH3)2), 1.61 (12H, m, PCH(CH3)2), 1.19 (6H, m,
PC0H(CH3)(C0H3)), 0.63 (6H, m, PC0H(CH3)(C0H3)).

31P NMR
(162 MHz, CD2Cl2, �60 �C): δ 30.3. 31P NMR (162 MHz, d8-THF,
0 �C): δ 31.2. Anal. Calcd. for C36H42Br2OP2Ni: C, 56.07; H, 5.49; N, 0.
Found: C, 55.94; H, 5.59; N, 0.0.

Synthesis of [( iPrDPDBFphos)Ni(CHCH2)Cl] (6). A d8-THF solution
of 4 (0.017 g, 0.03 mmol) was added to a sealable NMR tube. The tube
was frozen, evacuated, and refilled with excess vinyl chloride. An
immediate color change was observed from yellow to orange red upon
warming to room temperature. After 4 days at room temperature, the
NMR spectra showed no starting material and two different products;
complexes 3 and 6, present in a 1:1 ratio. Complex 6 was synthesized
independently through the reaction of vinyl chloride and a nickel(0)
complex. Single crystals suitable for X-ray diffraction analysis were
grown from a THF/Pentane (1:2) solution. UV�vis (THF) λmax, nm
(ε, L mol�1 cm�1): 285 (32,000), 308 sh (19,000), 318 sh (15,000), 430
(700). 1H NMR (500 MHz, d8-THF): δ 8.50 (2H, m, CH), 8.12 (2H,
dd, J = 1.5 and 8.0 Hz, CH), 7.62 (2H, d, J = 8.0 Hz, CH), 7.58 (2H, dd,
J = 1.5 and 8.0 Hz, CH), 7.50 (2H, t, J = 8.0 Hz, CH), 7.49 (2H, t, J =
8.0 Hz, CH), 7.36 (2H, m, CH), 5.91 (1H, ddt, JHH = 10.2 and 17.5 Hz,
JHP = 5.5 Hz, NiCH = CHH0), 4.42 (1H, dt, JHH = 17.5 Hz, JHP = 3.0 Hz,
cis-NiCHdCHH0), 4.14 (1H, dt, JHH = 10.2 Hz, JHP = 4.5 Hz, trans-
NiCHdCHH0), 2.96 (2H,m, PCH(CH3)2), 2.73 (2H,m, PC0H(CH3)2),
1.64 (6H, dd, JHH= 7.0Hz, JHP= 14.0Hz, PC0H(CH3)(C0H3)), 1.62 (6H,
dd, JHH = 7.5Hz, JHP = 15.0Hz, PC0H(CH3)(C0H3)), 1.36 (6H, dd, JHH =
7.5 Hz, JHP = 15.5 Hz, PCH(CH3)(C0H3)), 0.71 (6H, dd, JHH = 6.0 Hz,
JHP = 12.0 Hz, PCH(CH3)(C0H3)).

31P NMR (121 MHz, d8-THF): δ
29.1. Anal. Calcd. for C38H45ClOP2Ni: C, 67.73; H, 6.73; N, 0. Found: C,
67.97; H, 6.89; N, 0.0.
General Procedure for Kumada Coupling Reactions.

A THF solution of the Ni catalyst (0.003 mmol, 2.14 mL) was added
to a sealable reaction flask equipped with a magnetic stir bar, and the
solution was frozen with a glovebox LN2 coldwell bath. Once frozen, a
solution of phenylmagnesium bromide (0.06 mmol, 0.02 mL, 3.0 M in
Et2O) diluted with Et2O (0.84 mL) was added on top and frozen as a
separate layer. The reaction flask was then evacuated and charged with
excess vinyl chloride. Reactions were allowed to thaw and stir for 22 h at
room temperature. The reaction was quenched by adding 2 mL of Et2O
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and 4 mL of 1.0 M HCl to the solution. The organic layer was extracted,
dried over MgSO4 and filtered. The filtrate was analyzed on the GC-MS.
Yields were calculated using GC-MS peak integrations and a styrene-
standard calibration curve.
X-ray Crystallographic Data Collection and Refinement of

the Structures. A colorless plate of 1, a blue block of 2, a red plate of 3,
a yellow plate of 4, and a yellow block of 6 were placed onto the tip of a
0.1 mm diameter glass capillary and mounted on a Bruker or a Siemens
SMART Platform CCD diffractometer for data collection at 173(2) K
for complexes 1, 2, and 4, or 123(2) K for complexs 3 and 6. The data
collection was carried out using Mo Kα radiation (graphite mono-
chromator). The data intensity was corrected for absorption and decay
(SADABS). Final cell constants were obtained from least-squares fits of
all measured reflections. The structure was solved using SHELXS-97 and
refined using SHELXL-97. A direct-methods solution was calculated
which provided most non-hydrogen atoms from the E-map. Full-matrix
least-squares/difference Fourier cycles were performed to locate the
remaining non-hydrogen atoms. All non-hydrogen atoms were refined
with anisotropic displacement parameters. Hydrogen atoms were placed
in ideal positions and refined as riding atoms with relative isotropic
displacement parameters. For 6, a highly disordered THF molecule
could not be modeled appropriately and was removed using the
PLATON program, SQUEEZE function.64 A total of 46 electrons in a
volume of 353 Å3 located at (0.5, 1, 0) in the unit cell were determined.
Crystallographic data for 1�4 and 6 are summarized in Table 1.
Physical Measurements. 1H and 31P NMR spectra were acquired

on Varian Inova 300 and 500 MHz spectrometers at ambient tempera-
ture unless otherwise stated. Chemical shifts were referenced to residual
solvent in 1H NMR spectra, while 31P NMR spectra were referenced to
an external reference of 85% H3PO4 set to 0 ppm. For 6, proton
assignments were based on a COSY NMR experiment. Solution
magnetic susceptibilities were determined by the Evans method65,66 and
were corrected for underlying diamagnetism using tabulated Pascal’s
constants.67 Electronic spectra of complexes were recorded on a Cary
300 Bio UV�visible spectrophotometer. Perpendicular-mode X-band
EPR spectra were recorded on a Bruker EPP 300 spectrometer equipped
with an Oxford ESR 910 liquid helium cryostat and an Oxford tempera-
ture controller. X-band EPR spectra were simulated using EPR program
(version W95) written by Professor Frank Neese (University of Bonn,
Germany). Cyclic voltammetry experiments were performed inside a
glovebox with a CHInstruments Model 600D potentiostat/galvanostat.
A single-chamber cell was set up with a glassy carbon working electrode
(3 mm diameter), a Pt wire as the auxiliary electrode, and a reference
electrode consisting of a silver wire in 10 mM AgNO3 solution (0.1 M
[nBu4N]PF6 in CH3CN). All measurements were calibrated to an
internal ferrocene standard. Mass spectrometry (MS) data were acquired
on a Bruker BioTOF ESI-MS under positive mode.
Theoretical Calculations.DFTcalculations (BP86,68,69M-06L70,71)

were performed with the Gaussian09 program.72 The all-electron Gaussian
basis sets used were those reported by the Ahlrichs group.73 For nickel,
chloride, and phosphorus atoms, the triple-ζ-quality basis sets with one set
of polarization functions was used (def2-TZVP). The carbon, oxygen, and
hydrogen atoms were described by smaller polarized split-valence def2-
SV(P) basis sets.
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