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Synthesis, electronic nature, and reactivity of
selected silylene carbonyl complexes†
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Room-temperature stable main group element carbonyl complexes are rare. Here we report on the syn-

thesis of two such complexes, namely gallium-substituted silylene-carbonyl complexes [L(X)Ga]2SiCO

(X = I 2, Me 3; L = HC[C(Me)NDipp]2, Dipp = 2,6-iPr2C6H3) by reaction of three equivalents of LGa with

IDippSiI4 (IDipp = 1,3-bis(2,6-iPr2C6H3)-imidazol-2-ylidene) or by salt elimination from [L(Br)Ga]2SiCO

with MeLi. Both silylene carbonyl complexes were spectroscopically characterized as well as with single

crystal X-ray diffraction (sc-XRD), while their electronic nature and the specific influence of the Ga-substi-

tuents X was evaluated by quantum chemical computations. In addition, we report the oxidative addition

reaction of [L(Br)Ga]2SiCO with NH3, yielding [L(Br)Ga]2Si(H)NH2 4, demonstrating the promising potential

of such complexes for small molecule activation.

Introduction

Low-valent main group metal compounds with an energetically
high lying HOMO and a low lying LUMO are electronically
similar to transition metal complexes and therefore provide
alternative approaches to reactions previously only possible
with use of the latter.1 In particular, monovalent group 13
diyls LM (M = Al, Ga) and divalent silylenes R2Si: have proven
to be promising reagents in small molecule activation,2 e.g.,
H2, CO2, ethylene, acetylene, and others, including catalytic
processes.3 One of the most typical reactions of transition
metals is their capability to form stable carbonyl complexes: σ-
donation of the CO electron lone pair (HOMO) into an empty
acceptor orbital of the transition metal and π-backbonding
from a filled d-orbital into the empty π* orbital (LUMO) results
in the formation of a very strong metal–CO bond. In marked
contrast, only a handful of stable main group element carbonyl
complexes have been isolated, since main group elements typi-

cally do not have suitable orbitals for π-backbonding.4 Matrix
isolation experiments yielded a small number of main group
element carbonyl complexes, including s-block metal com-
plexes M(CO)8 (M = Ca, Sr, Ba) as well as carbonyl ions of
barium Ba(CO)q (q = 1+/1−),5a,b whose bonding situation has
been controversially discussed,5c,d and boron B(CO)2

−.5e In
marked contrast, room-temperature stable carbonyl complexes
only formed with strongly Lewis acidic boranes such as
(X2B)3BCO (X = F, Cl),6a B(CF3)3 A,

6b and B3H7 B,
6c respectively.

In 2015, Braunschweig et al. reported the only dicarbonyl main
group element complex known to date. Borylene dicarbonyl
TpB(CO)2 C (Tp = 2,6-Trip2-C6H3, Trip = 2,4,6-iPr3-C6H2), which
releases CO upon irradiation as is known for transition metal
carbonyl complexes, formed upon thermal treatment of a solu-
tion of TpBCr(CO)5 under CO atmosphere.7 Very recently, the
same group isolated a carbene-stabilized boron-carbonyl
complex LB(H)CO D that formed as an intermediate in the
reaction of the carbene-coordinated diborene L2B2H2 with CO2

(Chart 1).8a However, due to the rather short B–C and long C–
O bond, the electronic structure of D is better described as a
borylketene, similar to aryl-substituted cAAC-bound arylbory-
lenes LB(Ar)CO.8b,c The same is true for room-temperature
stable sodium phosphaethynolate [Na(OCP)(dme)2]2

9 as well as
group 13, 14, and 15 element phosphaketenes (R2PPCO),

10

which serve as “masked” carbonyls since they react with
release of CO in a variety of reactions.

In group 14 element chemistry, the synthesis of carbonyl
complexes has been frequently attempted using carbene-type
compounds. However, the reaction of carbenes R2C: with CO
yielded thermodynamically favoured ketenes rather than
carbene-carbonyls adducts.11 In contrast, silylenes reacted
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with CO with formation of silylene-carbonyl complexes R2Si–
CO, but these were so unstable that they could only be spectro-
scopically characterized in matrix isolation studies.12 In
remarkable contrast, room-temperature stable carbonyl com-
plexes remained unknown, until very recently the Schulz and
Inoue groups reported on the synthesis and single crystal X-ray
structures of [L(Br)Ga]2SiCO I13 and [(Me3Si)3Si](

tBu3Si)SiCO
II,14 respectively. The use of sterically demanding and elec-
tron-rich silylenes, which was achieved by introducing L(Br)Ga
and tBu3Si ligands to the central Si atom, turned out to be
crucial for the generation of these carbonyl complexes.
Quantum chemical computations revealed that CO serves as
an electron donor to the silylene, forming a σ-C–Si bond, while
the presence of the L(Br)Ga (I) and silyl substituents (II)
increase the electron density at the silicon atom, enabling the
π-backbonding to the π*-orbital of the CO, resulting in a
bonding motif similar to that of transition metal carbonyl
complexes.13,14 Andrada et al. further pointed to an additional
π back donation contribution from the HOMO−1 σGaSi orbital
into the π*CO orbital in [L(Br)Ga]2SiCO I. With stronger σ-
donating substituents, this contribution was found to increase
to up to 20% of the total orbital interaction.15

We now report on the syntheses and solid-state structures
of two additional silylene carbonyl complexes [L(X)Ga]2SiCO (X
= I 2, Me 3) using alternative synthetic methods, and the influ-
ence of different substituents X (X = F, Cl, Br, I, Me, OMe,
NMe2) on their electronic structures is shown. In addition,
reactions of [L(Br)Ga]2SiCO I and ([L(Me)Ga]2SiCO 3 with H2,
NH3, and other reagents (LiAlH4, SnCl4) is compared. [L(Br)
Ga]2SiCO I was found to react via oxidative addition with all
reagents including NH3, yielding [L(Br)Ga]2Si(H)NH2 4,
whereas complex 3 failed to react, illustrating the distinct role
of the substituent X on the chemical reactivity of such silylene
carbonyl complexes.

Results and discussion

Silicon tetrahalides SiX4 (X = Cl, Br, I) differently react with
LGa (Scheme 1) due to the different Si–X bond strengths.
Oxidative addition reactions of LGa with SiX4 (X = Cl, Br) in
1 : 1 and 2 : 1 molar ratios yielded L(X)GaSiX3 (X = Cl,16 Br13)
and [L(X)Ga]2SiX2 (X = Cl,17 Br13), but only [L(Br)Ga]2SiBr2
reacted with LGa to {[L(Br)Ga]Si[Ga(Br)][CHC(Me)NAr][C(Me)
NAr]}.13 Analogous reactions of SiI4 failed to give [L(I)Ga]SiI3
and [L(I)Ga]2SiI2, but {[L(I)Ga]Si[Ga(I)][CHC(Me)NAr][C(Me)
NAr]} (1) was isolated from the reaction in a 3 : 1 molar ratio.
In addition, only [L(Br)Ga]2SiBr2 reacted with LGa under CO
atmosphere to [L(Br)Ga]2SiCO I,13 whereas any attempts to
reduce [L(Cl)Ga]2SiCl2 under CO atmosphere with a variety of
reducing agents, e.g., Na, K, KC8, L2Mg2, and LGa, respectively,
as well as to react SiI4 with three equivalents of LGa under CO
atmosphere failed to give the desired silylene carbonyl com-
plexes [L(Cl)Ga]2SiCO and [L(I)Ga]2SiCO (2). In marked con-
trast, the reaction of the carbene adduct IDippSiI4 with three
equivalents of LGa under CO atmosphere gave [L(I)Ga]2SiCO
(2) in reasonable yield (Scheme 1).

The 1H NMR and 13C NMR spectra of 1 and 2 are similar to
those of analogous Br-substituted compounds I and III.13 The
1H NMR spectrum of 2 shows a singlet at 5.02 ppm of the γ-H
proton, while the 13C{1H} NMR spectrum shows a signal at

Chart 1 Selected p-block element carbonyl complexes stable at room
temperature.

Scheme 1 Overview of reactions of SiX4 (X = Cl, Br, I) or IDippSiI4 with LGa in different molar ratios (1 : 1 to 1 : 3) including the synthesis of new
complexes (1) and (2).
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207.0 ppm for the CO group. The resonance in the 29Si{1H}
NMR at −249.9 ppm is slightly shifted to higher field com-
pared to that of [L(Br)Ga]2SiCO I (−256.5 ppm).13 The IR spec-
trum of 2 exhibits a strong absorption band at 1934 cm−1,
which is shifted to a lower wavenumber compared to [L(Br)
Ga]2SiCO I (1945 cm−1).13 These experimental findings indi-
cate a slightly stronger π-backbonding contribution in 2.

To study the influence of the ligand X in [L(X)Ga]2SiCO on
their electronic nature, we became interested in replacing the
electron-withdrawing (–I effect) halide substituents X (X = Br,
I) by electron-donating (+I effect) alkyl groups, but unfortu-
nately, LGa failed to oxidatively add Si–C bonds. Me/halide
exchange reactions of [L(X)Ga]2SiCO (X = Br I, I 2) with AlMe3
and MeMgBr also failed, but salt elimination reaction of I with
MeLi gave [L(Me)Ga]2SiCO 3 in 63% yield (Scheme 2). Any
further attempts to introduce other substituents X (X = OMe,
NMe2) by salt elimination using the corresponding alkaline
metal salt MX (M = Na, Li) to electronically modify the carbo-
nyl complexes [L(X)Ga]2SiCO remained unsuccessful.

Carbonyl complexes 2, 3, and I form stable solutions in
benzene and toluene at ambient temperature, whereas only
complex 3 is stable in polar solvents such as CH2Cl2. [L(Me)
Ga]2SiCO 3 is also thermally far more stable (Tdec. = 249 °C)
than complexes 2 (Tdec. 168–169 °C) and I (Tdec. 176–177 °C),
indicating a stronger Si–CO bond due to a larger π backbond-
ing character of [L(Me)Ga]2Si compared to [L(X)Ga]2Si (X = Br,
I), respectively. This is confirmed by IR spectroscopy, since 3
shows a strong stretching vibration of the CO group at
1906 cm−1. [(Me3Si)3Si](

tBu3Si)SiCO II shows an almost identi-
cal adsorption frequency (1908 cm−1),14 whereas those of 2
(1934 cm−1) and I (1945 cm−1) are blueshifted.

The 1H NMR spectrum of 3 is similar to those of 2 and I
and only shows an additional singlet at 0.32 ppm due to the
Me group. The 13C{1H} NMR spectrum of 3 shows a resonance
at 207.5 ppm (CO group), which is comparable to that
observed for I (δ 206.5) and 2 (δ 207.0) but is shifted to higher
field compared to [(Me3Si)3Si)(

tBu3Si)SiCO II (226.1 ppm). In
contrast, the singlet at −285.2 ppm in the 29Si{1H} NMR spec-
trum of 3 is shifted to higher field compared to 2
(−249.9 ppm), I (−256.5 ppm), and II (−228.5 ppm),
respectively.

[L(Br)Ga]2SiCO I was shown to react as masked silylene.13

To reveal the influence of the substituent X, we compared reac-
tions of [L(Br)Ga]2SiCO I and [L(Me)Ga]2SiCO 3, which contain
the most electronegative (X = Br) and most electropositive (X =
Me) substituent. Due to the larger π-backbonding contribution

in 3 as was proven by the stronger redshift in the IR spectrum
of 3, complex 3 was expected to be less reactive than complex
I.

Complexes I and 3 both react with two equivalents of SnCl4
at ambient temperature with oxidation and almost quantitative
formation of [L(Cl)Ga]2SiCl2 (Fig. S22, S23†). The formation of
[L(Cl)Ga]2SiCl2 reflects the greater stability of Sn(II) vs. Si(II),
and the Br/Cl and Me/Cl exchange at the Ga centers is also not
unexpected due to the thermodynamically favored Ga–Cl
bond. In contrast, only complex I reacted with H2, LiAlH4, and
PBr3 to [L(Br)Ga]2SiH2 and [L(Br)Ga]2SiBr2,

13 respectively,
whereas complex 3 failed to react even at elevated tempera-
tures (120 °C). Only LGa was formed in the reaction of 3 with
H2 after several days and identified by in situ 1H NMR spec-
troscopy (Fig. S21†). These findings prove the reduced reactiv-
ity of carbonyl complex 3 compared to complex I most likely
resulting from the more strongly bound CO group in 3. We
also reacted complexes I and 3 with NH3 since silylenes are
known to activate the rather strong N–H bond,18 i.e., Inoue’s
bis(silyl)silylene reacted already at −80 °C. I immediately
reacted with NH3 at −20 °C (Scheme 3) to [L(Br)Ga]2Si(H)NH2

4, whereas 3 did not react even at elevated temperatures up to
70 °C. Removal of unreacted NH3 after several minutes is
crucial to avoid the formation of a complex mixture of yet un-
identified products, as was reported by Inoue and coworkers.19

The 1H NMR spectrum of compound 4 shows a triplet at
4.67 ppm (Si–H) and a doublet at −1.67 ppm (NH2), which are
both in comparable regimes to previously reported complexes
formed in NH3 activation reactions (Si–H: 4.72–5.22 ppm; NH2

–0.05 to 0.99 ppm).18 In addition, the 1H and 13C NMR spectra
of 4 show typical resonances of the β-diketiminate ligand. The
N–H stretching bands of 4 in the IR spectrum at 3428 and
3345 cm−1 are close to those of previously reported com-
pounds, as is also true for the Si–H stretching band at
2060 cm−1.18

Single crystals of compounds 1–3 were obtained from
benzene solutions upon storage at 4 °C for 72 h (1) and 24 h
(2, 3) or from toluene solution upon storage at −18 °C (4).
Complexes 1–3 crystallize in the triclinic space group P1̄ with
one molecule in the asymmetric unit, and 4 in the monoclinic
space group C2/c (Fig. 1) with the molecule placed on a special
position (twofold rotational axis). The Ga–Si (2.3805(9) Å;
2.3599(9) Å) and Si–C (1.849(3) Å, 1.932(3) Å) bond lengths in 1
are almost identical to the Ga–Si (2.3919(7) Å; 2.3628(7) Å) and
Si–C bond lengths (1.864(2) Å, 1.939(2) Å) reported for {[L(Br)
Ga]Si[Ga(Br)][CHC(Me)NDipp][C(Me)NDipp]}.13 The Ga–Si

Scheme 3 Synthesis of [L(Br)Ga]2Si(H)NH2 (4).Scheme 2 Synthesis of [L(Me)Ga]2SiCO (3).
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bond lengths in [L(I)Ga]2SiCO 2 (2.4230(8) Å, 2.4348(9) Å) and
[L(Me)Ga]2SiCO 3 (2.4314(4) Å, 2.4213(4) Å) are similar to those
in [L(Br)Ga]2SiCO I (2.4204(5) Å), whereas the Si–C bond
lengths in 2 (1.808(9) Å) and 3 (1.770(2) Å) are much shorter
than those of complexes I (1.865(6) Å) and II (1.794(2) Å),
respectively (Table 1).

The Si–C bond length in 3 is also substantially shorter than
Si–C single bonds (1.87–1.93 Å)20 and close to Si–C double
bond distances, which range from 1.70 to 1.76 Å.20 These
structural parameters indicate a higher π-backbonding contri-
bution from the filled silicon sp2 orbital to the π*CO antibond-
ing orbital, probably resulting from the more electropositive
character of the iodine and methyl groups compared to the
bromine substituent in complex I, resulting in a slightly
higher electron density at the silicon center. The elongated C–
O bond lengths in 2 (1.149(3) Å) and 3 (1.144(2) Å) compared
to that in I (1.136(7) Å) agrees with this description. Complex
II showed an even longer C–O bond of 1.153(2) Å.

The Ga and Si atoms in silane complex [L(Br)Ga]2Si(H)NH2

4 feature distorted tetrahedral geometries and the GaN2C3

rings adopt the typical boat-type conformation. The Ga–Si
bond length (2.4471(19) Å) is comparable to those of 1–3 and
other compounds with Ga–Si single bonds (2.33–2.53 Å).21 The
Ga–Si–Ga bond angle (126.16(8)°) is larger than the ideal tetra-
hedral angle and clearly reflects the repulsive interactions
between the sterically demanding L(Br)Ga substituents. The
Si–NH2 (1.716(6) Å) bond lengths agree with those previously
reported for these type of compounds (Si–N 1.729(1) Å,18a

1.711(3) Å, 1.703(3) Å18b 1.653(3) Å,18c 1.691(4) Å18d).
To further investigate the role of the X substituents on the

bonding nature of these types of silylene carbonyl complexes,

we performed quantum chemical computations. We optimized
the silylene carbonyl complexes with different atoms or groups
attached to Ga: X = F, Cl, Br, I, Me, OMe, NMe2. All DFT com-
putations were carried out using B3LYP22 with Grimme’s D3BJ
dispersion correction,23 as implemented in Gaussian16 revi-
sion C.01.24 The 6-311G(d,p) basis set was used for all atoms
except Ga, I and Br, for which the def2-TZVP25 basis set was
employed. All minima were characterized with analytical
Hessian calculations to ensure minima (i.e., no imaginary fre-
quencies). NBO analyses were performed with NBO 7.026 as
implemented in Gaussian16.

Our computations suggest that the electronic effect of the
substituent X on the C–O bond length is rather small.
However, while the differences between the different halogen
atoms are negligible, electron donating groups such as Me,
OMe, NMe2 slightly shorten the Si–C bond and increase the C–
O bond length (Table 2). This is reflected by the bond lengths,
Wiberg bond orders and by the computed IR shifts for the C–
O bond. Our computed C–O bond lengths somewhat differ
from experiment since the computed C–O bond in 3 is longer
than in I (matches experiment) and 2 (unlike experiment).
However, the computed trends in the IR νCvO match the
experimental trends.

Wiberg bond indices suggest that the Ga–X bond is weaker
than a single bond, and the bond order increases with decreas-
ing electronegativity along F, O < N < C, and increases when
going down the halogen series F < Cl < Br < I. The bonds
further away from the X group are less affected by electro-
negativity, as for Me, OMe, and NMe2 the Si–C bond order is
higher and the C–O bond lower relative to the other groups.
From these results the most significant change in νCvO, in

Fig. 1 Molecular structures of {[L(I)Ga]Si[Ga(I)][CHC(Me)NDipp][C(Me)NDipp]} (1), [L(I)Ga]2SiCO (2), [L(Me)Ga]2SiCO (3), and [L(Br)Ga]2Si(H)NH2 (4);
ellipsoids set at 50% probability level; hydrogen atoms (except SiH and NH2 in 4) and solvent molecules (benzene) are omitted for clarity.

Table 1 Selected bond lengths and angles of silylene carbonyl complexes 2, 3, I, and II

[L(I)Ga]2SiCO 2 [L(Me)Ga]2SiCO 3 [L(Br)Ga]2SiCO I [(Me3Si)3Si](
tBu3Si)SiCO II

Ga–Si [Å] 2.4230(8), 2.4348(9) 2.4314(4), 2.4213(4) 2.4204(5) —
Si–C [Å] 1.808(2) 1.770(2) 1.865(6) 1.794(2)
C–O [Å] 1.149(3) 1.144(2) 1.136(7) 1.153(2)
Ga–X [Å] 2.6012(5), 2.5840(5) 1.990(2), 1.992(2) 2.3777(3) —
Ga–Si–Ga [°] 119.22(3) 116.10(2) 122.73(4) —
Si–C–O [°] 172.2(2) 170.8(2) 172.7(6) 171.3(1)
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bond lengths and in bond orders is a reduction observed for
electron donating groups (either inductively or resonatively)
such as X = Me and NMe2. Interestingly, OMe has a very
similar influence. The νCvO vibration correlates well with σF27

(Fig. 2), and thus operates as a measure of field/inductive
effects of the groups. σF matches the F parameter presented in
Table I of ref. 27b.

Field/inductive effects are long range through-space or
through-bond dipolar interactions, different from the short-
range effect of electronegativity. As this effect arises from
dipole interactions and can roughly be related to the size of
the dipole moment,27a we can rationalize this as the inter-
action between the Ga–X and the Si–C–O dipole moments. A
larger Gaδ+–Xδ− dipole moment would interact more favorably

with a smaller Cδ+–Oδ− dipole moment. Free CO has a small
dipole moment of 0.107 D,28 pointing towards the carbon
atom (i.e., δ−COδ+) while carbonyls with C–O double bonds
have larger dipole moments (with the partial negative charge
on oxygen).

This would suggest that larger Gaδ+–Xδ− dipole moments
would destabilize the longer, more polar C–O bonds, resulting
in shorter bonds. Alternatively, this can be explained by con-
sidering the π-back-donation of electrons from silicon, which
is expected to result in larger dipole moments pointing
towards the oxygen, being destabilized as the Gaδ+–Xδ− dipole
moment becomes larger. This concept has also been reported
from other groups.29 However, the orbital interaction energies
from second order perturbation theory analysis do not show a
good correlation with σF, suggesting a more complex orbital
picture (Table S2†). Also, in contrast to the field/inductive
effect, the νCvO vibration does not show good correlations
with measurements of resonance interactions (see ESI for
details†).27b

The HOMO of all complexes is a bonding orbital between
the Si atom’s lone pair and the π*CO (Fig. S25†). Table 2 shows
that for X = Me and NMe2 both HOMO and LUMO are slightly
higher in energy than for the other complexes, indicating that
the Si–C–O unit is more electron rich. This can be also
observed from the NBO charges (Table S2†), showing a more
negative charge on the CO for X = Me, NMe2, OMe. Hirshfeld
charges (Table S3†) show a similar picture. Note that for both
charge partitioning methods the charge on the silicon does
not follow the electronegativity order (NBO charge is the most
negative for F > Cl > Br > I for example) or the electron
donation/withdrawal ability (very similar NBO charges for Me,
OMe, NMe2), or the field effect.

Table S2† also shows the results of second order pertur-
bation theory for the interaction energies between the orbitals.
Both the LPSi → π*CO and σSi–Ga → π*CO interactions give gener-

Table 2 Computed data (at the B3LYP-D3BJ level of theory with a def2-TZVP for Ga, Br, I and 6-311G(d,p) for all other atoms) for [L(x)Ga]2Si: –CO
complexes, and their RMSD from the crystal structure

X= F Cl Br Br I (exp.) I I 2 (exp.) Me Me 3 (exp.) OMe NMe2

RMSD 0.533 0.414 0.364
rGa–X

a 1.815 2.228 2.382 2.3777(3) 2.595 2.6012(5) 2.5840(5) 2.001 1.9898(13) 1.9923(14) 1.836 1.873
rGa–Si

a 2.437 2.437 2.440 2.4203(5) 2.441 2.4230(7) 2.4348(7) 2.439 2.4213(4) 2.4314(4) 2.419 2.436
rSi–C 1.815 1.811 1.811 1.865(6) 1.811 1.808(3) 1.791 1.7703(18) 1.804 1.790
rC–O 1.150 1.151 1.151 1.136(7) 1.151 1.149(3) 1.157 1.144(2) 1.153 1.156
∠Ga–Si–Ga 111.9 113.0 113.9 122.73(4) 115.0 119.22(3) 116.0 116.105(16) 108.4 122.9
∠Ga–Si–C

a 88.9 90.2 90.6 92.97(15) 91.0 90.81(7) 91.02(8) 92.4 95.16(5) 94.13(5) 90.6 91.6
∠Si–C–O 171.7 171.2 171.0 172.7(6) 170.8 172.2(2) 171.3 170.82(19) 169.8 171.9
∠p

b 88.0 90.3 91.0 91.9 94.61 91.0 93.4
WBIGa–R

c 0.43 0.67 0.75 0.84 0.60 0.43 0.48
WBIGa–Si

c 0.79 0.81 0.81 0.82 0.79 0.80 0.80
WBISi–C

c 1.30 1.29 1.29 1.28 1.36 1.33 1.36
WBICvO

c 2.02 2.01 2.02 2.02 1.95 1.98 1.95
νCvO

d 1966 1959 1958 1945 1956 1934 1925 1906 1946 1934
HOMOe −5.50 −5.53 −5.48 −5.42 −4.91 −5.34 −4.88
LUMOe −1.37 −1.41 −1.44 −1.51 −1.22 −1.27 −1.18

a Average value of the two bonds. b Pyramidalization angle, as measured from the angle between the Si–C bond and the centroid of the two Ga
atoms. cWBI, Wiberg bond index. d Scaled with a factor of 0.967. eOrbital energies in eV.

Fig. 2 The correlation between νCvO and the field inductive effects of
the various groups (σF).
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ally higher values for X = Me, NMe2, and OMe than for the
halogens, in accordance with the longer C–O bond length for
the electron donating groups. However, no such correlation
between the electron donating groups, or between the
different halogen substitutents was observed. To conclude, our
computations demonstrate that groups attached to the Ga
atoms have only relatively small effects on the Si–C and C–O
bond lengths. These groups do not interact via resonance with
the SiCO unit, but instead their main influence is through
field/inductive interactions.

Conclusions

Two new room-temperature stable silylene carbonyl complexes
[L(X)Ga]2SiCO (X = I 2, Me 3) were synthesized and structurally
characterized by single crystal X-ray diffraction. Quantum
chemical computations were employed to analyze the influ-
ence of different substituents X on the electronic nature of the
complexes and the strength of the π backbonding interaction
from the silylene to the carbonyl ligand, hence resulting in
different Si–CO bond strengths and, consequently, different
activities of [L(X)Ga]2SiCO with respect to small molecule acti-
vations. This was revealed in several reactions including those
with ammonia, in which only [L(Br)Ga]2SiCO I was found to
undergo oxidative addition of the N–H bond with subsequent
formation of [L(X)Ga]2Si(H)NH2 4, whereas [L(Me)Ga]2SiCO 3
failed to react.

The halide-substituted carbonyl complex I turned out to be
more reactive than the Me-substituted complex 3. To increase
the reactivity of such silylene carbonyl complexes, the Si–CO
bond needs to be weakened, which can be achieved by ham-
pering the π-backbonding contribution of the silylene. The
synthesis of heteroleptic silylenes containing only one electro-
positive L(X)Ga and one electronegative ligand, i.e.,
β-diketiminate or amidinate substituent, might therefore be a
promising strategy.

Experimental
General procedures

All manipulations were performed in an atmosphere of puri-
fied argon using standard Schlenk and glove-box techniques.
NMR-scale reactions were carried out in J-Young NMR tubes.
n-Hexane was dried using mBraun Solvent Purification System
(SPS). Benzene was dried over potassium. Deuterated solvents
were dried over activated molecular sieves (4 Å) and degassed
prior to use. The anhydrous nature of the solvents was
verified by Karl Fischer titration. LGa {L = HC[C(Me)N
(2,6-iPr2C6H3)]2},

30 [L(Br)Ga]2SiCO
13 and DippNHC-SiI4

31 were
prepared according to literature methods and other chemicals
were obtained from commercial sources and purified prior to
use in necessary cases. Microanalyses were performed at the
elemental analysis laboratory of University of Duisburg-Essen.
Melting points were measured using a Thermo Scientific 9300
apparatus.

1H (300.1 MHz; 400 MHz),13C{1H} (75.5 MHz; 101 MHz)
and 29Si{1H} (59.1 MHz; 79 MHz) NMR spectra were recorded
using a Bruker Avance DPX-300 spectrometer or AscendTM 400
spectrometer. 1H and 13C{1H} spectra were referenced to
internal C6D5H (1H: δ = 7.154; 13C: δ = 128.39), while 29Si{1H}
NMR and 29Si spectra were referenced using IUPAC recommen-
dation of NMR nomenclature.32 IR spectra were recorded with
an ALPHA-T FT-IR spectrometer equipped with a single reflec-
tion ATR sampling module, which was placed in a glovebox to
guarantee measurements under inert gas conditions.

Synthesis procedures

Synthesis of {[L(I)Ga]Si[Ga(I)][CHC(Me)NAr][C(Me)NAr]} 1.
LGa (300 mg, 0.616 mmol) and DippNHC-SiI4 (0.190 g,
0.205 mmol) were dissolved in cold toluene (3 mL, −30 °C),
slowly warmed to room temperature and stirred for 1 d.
Concentration of the resulting solution to 2 mL and storage at
4 °C for 3 d gave yellow crystals of {[L(I)Ga]Si[Ga(I)][CHC(Me)
NAr][C(Me)NAr]} 1. The crystals were filtered, washed with
0.4 mL of cold benzene, and finally dried in vacuo.

Yield: 0.162 mg (0.129 mmol, 63%). M.p. 188–189 °C (dec.).
Anal. Calcd for C58H82N4I2Ga2Si: C, 55.44; H, 6.58; N, 4.46.
Found: C, 55.49; H, 6.63; N, 4.41%. IR (neat): ν 2961, 2922,
2866, 1517, 1461, 1437, 1386, 1362, 1314, 1251, 1200, 1176,
1128, 1100, 1052, 1021, 933, 866, 838, 802, 766, 715, 632, 524,
501, 425 cm−1. 1H NMR (C6D6, 300.1 MHz): δ 7.14–6.94 (m, 12
H, C6H3(

iPr)2), 5.03 (s, 1 H, γ-CH), 4.57 (s, 1 H, Si–CHv), 4.11
(sept, 3JHH = 6.6 Hz, 1 H, CH(CH3)2), 3.82 (sept, 3JHH = 6.9 Hz,
1 H, CH(CH3)2), 3.56 (sept, 3JHH = 6.9 Hz, 1 H, CH(CH3)2), 3.47
(sept, 3JHH = 6.6 Hz, 1 H, CH(CH3)2), 3.30 (sept, 3JHH = 6.9 Hz,
1 H, CH(CH3)2), 3.14 (sept, 3JHH = 6.9 Hz, 1 H, CH(CH3)2), 2.91
(sept, 3JHH = 6.9 Hz, 1 H, CH(CH3)2), 2.53 (sept, 3JHH = 6.9 Hz,
1 H, CH(CH3)2), 1.82 (s, 3 H, SiCHC(CH3)NAr), 1.59 (d, 3JHH =
6.6 Hz, 3 H, CH(CH3)2), 1.54 (m, 15 H, CH(CH3)2, ArNCCH3),
1.38 (d, 3JHH = 6.6 Hz, 3 H, CH(CH3)2), 1.28 (s, 3 H, SiC(CH3)
NAr), 1.24 (d, 3JHH = 6.6 Hz, 3 H, CH(CH3)2), 1.23 (d, 3JHH = 6.6
Hz, 3 H, CH(CH3)2), 1.19 (d, 3JHH = 6.9 Hz, 6 H, CH(CH3)2),
1.14 (d, 3JHH = 6.6 Hz, 3 H, CH(CH3)2), 1.08 (d, 3JHH = 6.9 Hz, 3
H, CH(CH3)2), 1.04 (d, 3JHH = 6.9 Hz, 3 H, CH(CH3)2), 1.01 (d,
3JHH = 6.9 Hz, 3 H, CH(CH3)2), 0.95 (d, 3JHH = 6.6 Hz, 3 H, CH
(CH3)2), 0.94 (d, 3JHH = 6.6 Hz, 3 H, CH(CH3)2), 0.85 (d, 3JHH =
6.9 Hz, 3 H, CH(CH3)2).

13C NMR (C6D6, 75.5 MHz): δ 170.1
(ArNCCH3), 169.6 (SiCHC(CH3)NAr), 168.1 (SiC(CH3)NAr),
147.1, 146.6, 146.5, 146.4, 143.6, 143.0, 142.5, 142.4, 141.9,
141.8, 141.5, 141.4, 140.9, 128.3, 128.1, 127.3, 126.2, 126.0,
125.6, 124.7, 124.6, 123.9, 123.8, 123.7 (C6H3), 99.2 (γ-CH),
85.7 (–Si–CHv), 30.2, 29.5, 29.2, 28.7, 28.2, 27.9, 27.8, 27.6
(CH(CH3)2), 27.4, 27.2, 26.7, 26.6, 25.8, 25.7, 25.5, 25.1, 25.0,
24.9, 24.9, 24.8, 24.7, 24.5, 24.4, 24.2 (CH(CH3)2), 24.1
(ArNCCH3), 23.9 (SiCHC(CH3)NAr), 23.6 (SiC(CH3)NAr).

29Si
NMR (C6D6, 59.6 MHz): δ −31.9.

Synthesis of [L(I)Ga]2SiCO (2). A dissolved mixture of LGa
(150 mg, 0.308 mmol) and DippNHC-SiI4 (94.8 mg,
0.103 mmol) in frozen benzene (1 mL, −30 °C) was charged
with CO gas (1 atm). The reaction mixture was stirred at room
temperature for 1 d to afford a red solution, which was concen-
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trated to 0.5 mL and stored at 4 °C for 24 h, yielding orange
crystals of [L(I)Ga]2SiCO 2. The crystals were filtered, washed
with 0.5 mL of benzene, and dried in vacuo.

Yield: 91 mg (0.071 mmol, 69%). M.p. 168–169 °C (dec.).
Anal. Calcd for C59H82N4I2Ga2OSi: C, 55.16; H, 6.43; N, 4.36.
Found: C, 55.90; H, 6.49; N, 4.21%. IR (neat): ν 2961, 2922,
2862, 1934, 1528, 1461, 1434, 1382, 1319, 1255, 1176, 1100,
1021, 937, 858, 794, 759, 640, 576, 532, 505, 438 cm−1. 1H
NMR (C6D6, 300.1 MHz): δ 7.14−6.96 (m, 12 H, C6H3(

iPr)2),
5.02 (s, 2 H, γ-CH), 3.85 (sept, 3JHH = 6.9 Hz, 4 H, CH(CH3)2),
3.20 (sept, 3JHH = 6.9 Hz, 4 H, CH(CH3)2), 1.48 (s, 12 H,
ArNCCH3), 1.35 (d, 3JHH = 6.6 Hz, 12 H, CH(CH3)2), 1.25 (d,
3JHH = 6.9 Hz, 12 H, CH(CH3)2), 1.21 (d, 3JHH = 6.9 Hz, 12 H,
CH(CH3)2), 0.96 (d, 3JHH = 6.9 Hz, 12 H, CH(CH3)2).

13C NMR
(C6D6, 75.5 MHz): δ 207.0 (SiCO), 169.4 (ArNCCH3), 146.6,
142.9, 141.7, 127.7, 125.9, 123.8 (C6H3), 99.0 (γ-CH), 30.4, 29.7
(CH(CH3)2), 28.6, 25.2, 24.4, 24.3 (CH(CH3)2), 24.1 (ArNCCH3).
29Si NMR (C6D6, 59.6 MHz): δ −249.9.

Synthesis of [L(Me)Ga]2SiCO (3). A mixture of [L(Br)Ga]2SiCO
I (100 mg, 0.084 mmol) and MeLi (1.85 mg, 0.084 mmol) were
dissolved in toluene (1 mL) and stirred at room temperature
for 2 d. The solution was concentrated to 0.5 mL and stored at
4 °C for 24 h, yielding orange crystals of [L(Me)Ga]2SiCO 3.

Yield: 56.2 mg (0.053 mmol, 63%). M.p. 249 °C (dec.). Anal.
Calcd for C59H82N4I2Ga2OSi: C, 69.06; H, 8.36; N, 5.28. Found:
C, 68.7; H, 8.48; N, 5.33%. IR (neat): ν 3060, 2958, 2925, 2868,
1942, 1906, 1549, 1517, 1435, 1383, 1314, 1254, 1177, 1100,
1017, 935, 855, 794, 757, 697, 636, 536, 444 cm−1. 1H NMR
(C6D6, 400 MHz): δ 7.15−6.97 (m, 12 H, C6H3(

iPr)2), 4.76 (s, 2
H, γ-CH), 3.44 (sept, 3JHH = 6.8 Hz, 4 H, CH(CH3)2), 3.17 (sept,
3JHH = 6.8 Hz, 4 H, CH(CH3)2), 1.47 (s, 12 H, ArNCCH3), 1.34
(d, 3JHH = 6.8 Hz, 12 H, CH(CH3)2), 1.18 (d, 3JHH = 6.8 Hz, 12 H,
CH(CH3)2), 1.10 (d, 3JHH = 6.8 Hz, 12 H, CH(CH3)2), 1.07 (d,
3JHH = 6.8 Hz, 12 H, CH(CH3)2), 0.32 (s, 6 H, GaCH3).

13C NMR
(C6D6, 101 MHz): δ 207.5 (SiCO), 168.0 (ArNCCH3), 144.6 (NCC
(CH(CH3)2)), 143.2, 143.0 (NCC(CH(CH3)2)), 126.8, 124.4, 124.1
(C6H3), 96.7 (γ-CH-), 29.4 (CH(CH3)2), 27.7 (CH(CH3)2), 27.6
(CH(CH3)2), 25.2, 24.3, 24.2, (CH(CH3)2), 24.2 (ArNCCH3),
−0.26 (GaCH3).

29Si NMR (C6D6, 79 MHz): δ −285.2.
Synthesis of [L(Br)Ga]2Si(H)NH2 (4). A solution of [L(Br)

Ga]2SiCO I (100 mg, 0.084 mmol) in 2 mL of toluene was
frozen and the atmosphere was removed. The solution was
warmed up to −20 °C, charged with dry ammonia (dried over
sodium) and stirred for 15 minutes at −20 °C and 15 min at
room temperature, upon the color of solution changed from
orange/red to colorless. The solvent was removed in vacuo and
0.8 mL of n-hexane was added. The solution was filtered and
stored at −18 °C to give colorless crystals of [L(Br)Ga]2Si(H)
NH2 4.

Yield: 42.4 mg (0.036 mmol, 43%). M.p. 189 °C (dec.). Anal.
Calcd for C58H85Br2Ga2N5Si: C, 59.05; H, 7.24; N, 5.94. Found:
C, 59.58; H, 6.92; N, 4.73%. IR (neat): ν 3428, 3345, 3127, 3020,
2953, 2859, 2060, 1520, 1453, 1430, 1377, 1311, 1254, 1172,
1100, 1016, 937, 856, 794, 756, 668, 625, 534, 442 cm−1. 1H
NMR (C6D6, 400 MHz): δ 7.15−6.97 (m, 12 H, C6H3(

iPr)2), 4.96
(s, 2 H, γ-CH), 4.67 (t, 3JHH = 4.6 Hz, 1H, SiH), 3.94 (sept, 3JHH =

6.7 Hz, 2 H, CH(CH3)2), 3.67 (sept, 3JHH = 6.7 Hz, 2 H,
CH(CH3)2), 3.23 (sept, 3JHH = 6.7 Hz, 4 H, CH(CH3)2), 1.54 (s, 6
H, ArNCCH3), 1.51 (s, 6 H, ArNCCH3), 1.42 (d, 3JHH = 6.6 Hz, 6
H, CH(CH3)2), 1.30 (d, 3JHH = 6.8 Hz, 6 H, CH(CH3)2), 1.23 (d,
3JHH = 6.6 Hz, 6 H, CH(CH3)2), 1.21 (d, 3JHH = 6.8 Hz, 6 H, CH
(CH3)2), 1.20 (d, 3JHH = 6.8 Hz, 6 H, CH(CH3)2), 1.13 (d, 3JHH =
6.8 Hz, 6 H, CH(CH3)2), 0.98 (d, 3JHH = 6.8 Hz, 12 H, CH
(CH3)2), −1.67 (d, 3JHH = 4.4 Hz, 2 H, SiNH2).

13C NMR (C6D6,
101 MHz): δ 168.8 (ArNCCH3), 147.0, 146.2 (NCC(CH(CH3)2)),
143.2, 143.0, 142.3, 141.5 (NCC(CH(CH3)2)), 127.5, 127.3,
125.6, 125.4, 123.4, 123.4 (C6H3), 98.6 (γ-CH), 29.7 (CH(CH3)2,
29.4, 29.2, 28.7 (CH(CH3)2), 28.4, 28.0 (CH(CH3)2, 25.2, 24.9,
24.6, 24.2, 24.0 (CH(CH3)2), 23.8, 23.7(ArNCCH3), 23.3 (CH
(CH3)2).

29Si NMR (C6D6, 119 MHz, DEPT90): −39.6 (1JHSi =
175.6 Hz).
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