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The coordination chemistry of bismuthine ligands is receiving
a renewed interest that is fueled by applications in the domain
of material science,[1] catalysis,[2] arylation reactions,[3] and
C�H bond-activation chemistry.[4] Despite these recent
advances, the use of these ligands remains much less
developed than that of the lighter pnictogen analogues and
is in fact limited to a few complexes in which the bismuthine
behaves as a s donor or L ligand.[5] Synthesis and isolation of
such complexes is often complicated by: 1) the poor donicity
of the bismuth 6s lone pair, which experiences relativistic
effects; and 2) the lability of the Bi�C bond[6] which is prone
to facile cleavage in the presence of metal salts, leading to
unwanted side reactions. These factors have been held
responsible for the fact that bismuthine–gold(I) complexes
cannot be isolated.[7]

Stimulated by these challenges, we decided to investigate
a new approach to such unknown linkages. In particular,
inspired by the Lewis acidic behavior of organobismuth(III)
compounds in adducts of type A,[8] we questioned whether
structurally related architectures could be employed to
stabilize M!Bi bonds as in B.[9]

With this idea in mind, we decided to investigate the
synthesis and ligating properties of the trisphosphanylbismu-
thine ligand (o-(Ph2P)C6H4)3Bi; referred to as LP3). This
ligand, which could be conveniently obtained by reaction of
BiCl3 with o-(Ph2P)C6H4Li in Et2O/THF (Scheme 1), can be
stored in air for extended period of times. It features
a 31P NMR resonance at �8.1 pm indicating equivalence of

the three phosphanyl arms. Interestingly, reaction of LP3 with
[AuCl(tht)] (tht = tetrahydrothiophene) results in the appear-
ance of two phosphorus-containing species characterized by
resonances at 35.8 ppm and 25.1 ppm in a 1:2 intensity ratio
(Supporting Information). The former can be confidently
assigned to the dinuclear complex [{o-(Ph2P)C6H4Au}2] (1),
which has been previously fully characterized.[10] Formation
of this compound indicates that LP3 acts as an organometallic
reagent and is able to transfer at least one of its o-phenyl-
enephosphino group to gold, presumably through exchange
with a chloride anion.[7]

Fractional crystallization afforded a moderate yield of the
second species (2) as yellow crystals, which were subjected to
an X-ray analysis. The crystal structure of 2 confirmed the
exchange of one of the three o-phenylenephosphino groups of
LP3 for a chloride ligand, leading to the generation of the
chlorobismuthine (o-(Ph2P)C6H4)2BiCl ligand (LP2Cl) directly
in the coordination sphere of the AuCl fragment (Figure 1).[11]

The two phosphine arms of the complex are coordinated to
the gold center in a trans arrangement, placing the bismuth
atom only at 2.9738(17) � from the gold atom. This separa-
tion is much shorter than the value of 3.7284(5) � reported
for [Au(C6F5)2][Bi(2-NMe2CH2C6H4)2], a ion pair in which
the heavy elements are held by weak Coulombic and

Scheme 1. Synthesis of 1 and 2.

Figure 1. Left: Solid-state structure of 2. Ellipsoids are set at 50%
probability; phenyl groups are drawn in wireframe; hydrogen atoms
and non-coordinated solvent molecules are omitted for clarity. Perti-
nent metrical parameters can be found in the text. Right: NBO plot
showing the donor–acceptor interaction of a filled d(Au) orbital with
a vacant p(Bi) orbital (top, isovalue= 0.05) and Au�Bi Boys orbital
(bottom, isovalue= 0.02). Hydrogen atoms are omitted for clarity.
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dispersion forces.[12] In fact, the Bi�Au distance of 2 only
exceeds the sum of the covalent radii of the two elements
(2.75–2.84 �)[13] by 4.7–8.1%, thus suggesting the presence of
a bond between these two centers. Although it is tempting to
propose that this bond has the anticipated Bi!Au donor–
acceptor character, a closer inspection of the coordination
sphere of the metals suggests otherwise. Indeed, the values of
the Bi-Au-Cl1 (162.36(5)8) and P1-Au-P2 (156.77(8)8) angles
indicate that the gold atom adopts a distorted square-planar
geometry characteristic of the trivalent state. Another
anomaly can be observed in the coordination geometry of
the bismuth atom which adopts a disphenoid rather than
tetrahedral geometry, with the gold atom trans from the
chlorine atom (Au-Bi-Cl2 = 172.84(6)8). Altogether, these
structural peculiarities strongly suggest the presence of
a Au!Bi interaction. In line with this conclusion, the Bi�
Cl2 bond distance (2.640(3) �) in 2 exceeds that observed for
(2,6-Mes2C6H3)2BiCl (2.483(3) �)[14] and approaches that in
[Ph2BiCl2]

� (2.733 �).[15] Altogether, this geometry is remi-
niscent of that of hypervalent bismuth compounds with
intramolecular N!Bi dative bonds.[16] The picture that
emerges from this structural assay is one in which the bismuth
center acts a s-acceptor or Z ligand toward the gold atom.
Complex 2 is related to a series of complexes with gold!
Lewis acid interactions pioneered by Bourissou and co-
workers.[17] It is also reminiscent of Au!Sb complexes that
we have recently reported.[18] Unlike in these complexes,
however, the Group 15 element remains trivalent rather than
pentavalent.

To establish whether the s-acceptor character of bismu-
thines or at least halobismuthines may also be expressed in
other complexes, we decided to investigate the interaction of
LP3 with Group 10 metals. With this in mind, LP3 was allowed
to react with [PdCl2(cod)] (cod = 1,5-cyclooctadiene;
Scheme 2). This reaction proceeded cleanly to afford 3 as an

air-stable complex. Formation of 3 was supported by the
detection of two coupled resonances with 31P NMR spectros-
copy (15.8 ppm, d; �22.4 ppm, t; JP-P = 25.4 Hz) in a 2:1
intensity ratio. The multiplicity of these signals as well as their
chemical shift suggested that at least two of the phosphine
arms are coordinated to the palladium center, as confirmed by
the solid-state structure of this complex (Figure 2). An
examination of the structure reveals that the third phosphine
arms underwent an exchange with a chloride ligand, leading
to arylation of the palladium center with an o-phenylene-
phosphino group and formation of a LP2Cl ligand in the
coordination sphere of the transition metal.[11] The trans
arrangement of two of the phosphino arms in this complex

positions the bismuth atom directly above the palladium
center, leading to a Pd�Bi separation of 2.9233(9) � and a Pd-
Bi-Cl2 angle of 175.09(6)8. Furthermore, the Bi�Cl2 bond in 3
(2.620(3) �) shows a similar elongation to that observed in 2
(2.640(3) �), in agreement with the presence of a Pd!Bi
interaction. The Pd�Bi separation, which is in the upper range
for Pd�Bi distances observed in heterometallic Pd/Bi com-
plexes,[19] only exceeds the sum of the covalent radii (2.71–
2.87 �)[13] by 1.8–7.9%. A further inspection of the structure
shows that the palladium-bound o-phenylenephosphino
group is interacting with the palladium center. This statement
is supported by the Pd-C37-C38 (112.8(8)8) and P3-C38-C37
angles (117.1(8)8), which are both smaller that the ideal 1208
value, leading to a Pd�P3 contact of 3.040(3) �. The angles of
Cl1-Pd-C37 (174.8(3)8), P1-Pd-P2 (161.91(11)8), and Bi-Pd-
P3 (155.42(6)8) indicate that the coordination environment
around palladium is best described as a distorted octahedron
reminiscent of the tetravalent state.

To shed light on the electronic structure of these
complexes, their structures were optimized by DFT methods
using the Gaussian program[20] (BP86[21] with 6-31g for H, C;
Stuttgart relativistic small core (RSC) 1997 ECP for Pd, Au;
Stuttgart relativistic large core (RLC) ECP for P, Cl, Bi).[22]

These optimized structures, which are in good agreement with
the X-ray diffraction results (dcalc(Au�Bi) = 3.021 �, dcalc(Pd�
Bi) = 2.989 �) were subjected to a NBO analysis. For both 2
and 3, the NBO analysis treats the bismuth-bound chloride as
an independent unit that interacts with the bismuth atom by
a strong lp(Cl)!p(Bi) interaction. This interaction may be
viewed as a dative bond resulting from the donation of
a chloride lone pair into a vacant bismuth p orbital (Support-
ing Information). Interestingly, the same p orbital is involved
in a d(M)!p(Bi) (M = Au or Pd) interaction, indicating that
the late transition metal donates to the bismuth center by one
of its filled d orbitals. Both molecules are thus described on
the basis of classical three-center/four-electron hypervalent
bonding. Deletion energies (Edel) calculated for the d(M)!
p(Bi) interactions (Edel = 16.4 kcalmol�1 for 2 and 19.2 kcal
mol�1 for 3) indicate that they are substantial contributors to
the stability of the complexes, although notably weaker than

Scheme 2. Synthesis of 3.

Figure 2. Left: Solid-state structure of 3. Ellipsoids are set at 50%
probability; phenyl groups are drawn in wireframe; hydrogen atoms
and non-coordinated solvent molecules are omitted for clarity. Perti-
nent metrical parameters can be found in the text. Right: NBO plot
showing the donor–acceptor interaction of a filled d(Pd) orbital with
a vacant p(Bi) orbital (top, isovalue= 0.05) and Pd�Bi Boys orbital
(bottom, isovalue= 0.02). Hydrogen atoms are omitted for clarity.
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the lp(Cl)!p(Bi) interactions (Edel = 90.8 kcal mol�1 for 2 and
101.3 kcalmol�1 for 3).[23] The presence of a d(M)!p(Bi)
interaction in these two complexes is supported by a Boys
localization analysis, which treats the M�Bi bonds of 2 and 3
as s bonds with elevated contribution from the late transition
metal atomic orbitals (Au 85.5 %, Bi 4.4% for 2 ; Pd 91.2 %,
Bi 3.6% for 3). Finally, both the NBO and Boys analyses treat
the bismuth 6s lone pair as essentially non-bonding, indicating
that the bismuth atom does not behave as a donor toward the
late transition metal atom (Supporting Information).

The results presented herein indicate that chlorobismu-
thine ligands may behave as Z rather than L ligands. The
emergence of this ligative behavior is correlated to the
presence of an electronegative chloro substituent, which
enhances the acidity of the bismuth center. A parallel to this
phenomenon may be found in the chemistry of electron-
deficient phosphines, such as PF3, which behave as s-donor/
p-acceptor ligands.[24] In the case of the chlorobismuthine
described herein, the 6s bismuth lone pair is too inert to be
involved in bonding, thus unveiling an essentially pure
electron-accepting behavior. We are currently exploring the
generality of this phenomenon by investigating whether this
s-acceptor character may also be observed for other trivalent
Group 15 fragments.

Experimental Section
[AuCl(tht)] [25] and [PdCl2(cod)] [26] were prepared according to the
reported procedures. Solvents were dried by passing through an
alumina column (n-pentane and CH2Cl2) or refluxing under N2 over
Na/K (Et2O and THF). All other solvents were used as received.
BiCl3 was purchased from Aldrich. Ambient-temperature NMR
spectra were recorded on a Varian Unity Inova 400 FT NMR
spectrometer (399.59 MHz for 1H, 161.74 MHz for 31P, 100.45 MHz
for 13C). Chemical shifts (d) are given in ppm and are referenced
against residual solvent signals (1H, 13C) or external H3PO4 (31P).
Elemental analyses were performed at Atlantic Microlab (Norcross,
GA). Electrospray mass spectra were obtained with a SciexQstarr
Pulsar and a Protana Nanospray ion source.

LP3: An n-hexane solution of nBuLi (2.87m, 1.12 mL, 3.22 mmol)
was added to an Et2O solution (10 mL) of o-(Ph2P)C6H4Br (1.0 g,
2.93 mmol) at ambient temperature. The mixture was stirred for
20 min, resulting in the formation of a white precipitate of
o-(Ph2P)C6H4Li. The lithium salt was washed with Et2O (3 � 5 mL)
and suspended in an Et2O solution (5 mL). A THF solution (5 mL) of
BiCl3 (314 mg, 0.997 mmol) was added dropwise to this suspension at
ambient temperature. After stirring for 12 h, the solvent was removed
under reduced pressure to afford a light brown solid. The product was
re-dissolved in CH2Cl2 (20 mL) and filtered through celite. Removal
of CH2Cl2 gave a white solid which was washed with a mixture of
Et2O/MeOH (1/20, 3 � 5 mL) and dried under vacuum to afford LP3 as
a white power (0.78 g, 79 % yield). 1H NMR (399.59 MHz; CDCl3):
d = 7.08 (pseudo t, 3H, meta-P(Bi)C6H4,

3JH-H = 7.25 Hz), 7.15–7.24
(m, 36 H), 7.63 ppm (d, 3H, ortho-P(Bi)C6H4,

3JH-H = 7.69 Hz).
13C{1H} NMR (100.45 MHz; CDCl3): d = 127.6 (s), 128.1 (s), 128.2
(s), 131.6 (s), 133.6 (d, JC-P = 18.9 Hz), 134.6 (s), 137.3 (d, JC-P =

11.7 Hz), 139.9 (d, JC-P = 16.1 Hz), 145.3 (s), 171.9 ppm (dt, JC-P =
59.4 Hz, JC-P = 15.05 Hz). 31P{1H} NMR (161.74 MHz; CDCl3): d =
�8.10 ppm (s). Elemental analysis calcd (%) for C54H42BiP3:
C 65.33, H 4.26; found: C 64.87, H 4.43.

2 : A THF solution (3 mL) of [AuCl(tht)] (65 mg, 0.20 mmol) was
added dropwise to a THF solution (2 mL) of LP3 (100 mg, 0.10 mmol)
at ambient temperature. The resulting mixture was allowed to stir for

12 hours. The solvent was then removed under reduced pressure to
give a light yellow solid, which was washed with Et2O (3 � 5 mL) to
afford a mixture of 1 (white solid) and 2 (yellow solid) (113 mg, 77%
yield) in exact 1:2 ratio determined by 1H and 31P NMR. Both
complexes are air stable and are only sparsely soluble in CH2Cl2 and
CHCl3. Fractional crystallization from CH2Cl2/Et2O afforded yellow
crystals of 2·CH2Cl2.

1H NMR of 2 (399.59 MHz; CDCl3): d = 6.96 (d,
2H, ortho-P(Bi)C6H4,

3JH-H = 7.07 Hz), 7.42–7.51 (m, 18 H), 7.77 (t,
4H, para-PPh, 3JH-H = 7.26 Hz), 7.88 (d of pseudo t, 2H, meta-
P(Bi)C6H4,

4JP-H = 1.16 Hz, 3JH-H = 7.62 Hz), 9.10 ppm (d, 2H, ortho-
P(Bi)C6H4,

3JH-H = 7.48 Hz). 13C{1H} NMR of 1 + 2 (100.45 MHz;
CDCl3): d = 125.7 (t, JC-P = 3.57 Hz), 127.4 (t, JC-P = 28.58 Hz), 128.3
(t, JC-P = 5.00 Hz), 128.6 (t, JC-P = 5.00 Hz), 129.2 (t, JC-P = 5.72 Hz),
129.4 (s), 129.8 (t, JC-P = 4.33 Hz), 130.2 (s), 132.1 (d, JC-P = 12.04 Hz),
133.2 (t, JC-P = 6.02 Hz), 134.0 (t, JC-P = 6.40 Hz), 134.2 (t, JC-P =
6.73 Hz), 134.4 (t, JC-P = 6.68 Hz), 135.5 (s), 137.7 (s), 137.9 (t, JC-P =

11.44 Hz), 140.2 (t, JC-P = 11.44 Hz), 142.3 (d, JC-P = 3.31 Hz), 143.3 (t,
JC-P = 31.65 Hz), 176.8 ppm (t, JC-P = 22.70 Hz). 31P{1H} NMR of 2
(161.74 MHz; CDCl3): d = 25.1 ppm (s). HRMS (ESI+) calcd for
[M�Cl]+ (C36H28AuBiClP2

+): 963.0819, found: 963.0842.
3 : A solution of [PdCl2(cod)] (cod = 1,5-cyclooctadiene) (29 mg,

0.10 mmol) in CH2Cl2 (3 mL) was added dropwise to a solution of LP3

(100 mg, 0.10 mmol) in CH2Cl2 (3 mL) at ambient temperature,
affording a red solution. After stirring for 12 hours, the solvent was
removed under reduced pressure. The resulting residue was washed
with Et2O (3 � 5 mL) to afford 3 as a yellow crystalline solid (105 mg,
89% yield). Yellow crystals of 3·2CH2Cl2·H2O suitable for X-ray
diffraction analysis were obtained from diffusing n-pentane into
a CH2Cl2 solution of 3 over two days. 1H NMR (399.59 MHz; CDCl3):
d = 6.08 (d, 1H, ortho-P(Pd)C6H4,

3JH-H = 8.71 Hz), 6.37–6.42 (m, 1H,
meta-P(Pd)C6H4), 6.45–6.49 (m, 3H), 6.75 (t, 4H, para-PPh, 3JH-H =

8.00 Hz), 6.78–6.81 (m, 2H), 6.88–6.94 (m, 8H), 7.03 (pseudo t, 2H,
meta-P(Bi)C6H4,

3JH-H = 7.50 Hz), 7.16 (pseudo t, 2H, meta-
P(Bi)C6H4,

3JH-H = 7.50 Hz), 7.25–7.29 (m, 5H), 7.33–7.37 (m, 2H),
7.83 (t, 2H, para-PPh, 3JH-H = 7.80 Hz), 8.02 (bs, 8H, ortho-PPh),
9.32 ppm (d, 2H, ortho-P(Bi)C6H4,

3JH-H = 7.59 Hz). 13C{1H} NMR
(100.45 MHz; CDCl3): d = 124.3 (s), 127.8 (s), 127.9 (t, JC-P = 3.95 Hz),
128.0 (d, JC-P = 6.17 Hz), 128.7 (d, JC-P = 5.43 Hz), 129.7 (s), 131.5 (s),
132.4 (s), 132.7 (d, JC-P = 17.35 Hz), 132.9 (t, JC-P = 5.10 Hz), 133.3 (s),
134.4 (s), 135.9 (s), 136.4 (s), 136.6 (t, JC-P = 8.16 Hz), 137.2 (d, JC-P =
14.17 Hz), 140.0 (dt, JC-P = 29.12 Hz, JC-P = 4.72 Hz), 141.5 (d, JC-P =
16.53 Hz), 163.9 (d, JC-P = 34.04 Hz), 184.7 ppm (t, JC-P = 17.06 Hz).
31P{1H} NMR (161.74 MHz; CDCl3): d =�22.4 (t, 1P, JP-P = 25.4 Hz),
15.8 ppm (d, 2P, JP-P = 25.4 Hz). HRMS (ESI+) calcd for [M�Cl]+

(C54H42BiClP3Pd+): 1133.1042, found: 1133.1059. Elemental analysis
calculated (%) for C54H42BiCl2P3Pd·H2O: C 54.59, H 3.73; found:
C 54.57, H 3.59 (2 equiv of CH2Cl2 was lost in drying).
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