Theory predicts that the weaker n-accepting ligand diamino-
borylene occupies the equatorial position in (OC),Fe-B(NH,):
theoretical study of (OC),Fe-B(NH,) and (OC),Fe-BH
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Quantum chemical calculations at the NL-DFT (BP86, B3LYP) and CCSD(T) levels of theory predicted that the
borylene ligand in (OC),Fe-B(NH,) occupies the equatorial position, while the axial and equatorial forms of the
parent compound (OC),Fe-BH are energetically nearly degenerate. The axial isomer (OC),Fe-B(INH,) is a transition
state on the potential energy surface. Charge and energy analysis of the bonding situation suggests that the borylene
ligands are rather strong n acceptors. The strengths of the Fe—>BR (R = NH, or H) n-back donation in the axial and
equatorial plane are very different from each other which yields very different bond lengths and bond angles of the
axial and equatorial CO ligands. The calculations show that B(NH,) is a weaker m-accepting ligand than BH, which
contradicts the qualitative rule that the equatorial position is occupied by the better m acceptor.

Introduction

Transition metal (TM) complexes with Group 13 diyl ligands
ER (E =B to TI) have been the subject of numerous experi-
mental? and theoretical® investigations in recent years. The first
Group 13 diyl complex which could be identified in 1995 by
X-ray structural analysis was (OC),Fe-AlCp*.* The analogous
boron complex (OC),Fe-BCp* was also synthesized and meas-
ured by X-ray structural analysis.> Both complexes (OC),Fe—
ECp* (E =B or Al) have the diyl ligand in the axial position.
The only other TM borylene complex for which an X-ray struc-
tural analysis has been reported is (OC)sW-B[N(SiMe;),].* The
iron complex has also been synthesized, but its geometry could
not be determined by X-ray structural analysis.®

Recently, the structure and bonding situation of TM com-
plexes with the ligands BF, B(NH,), B(NMe,), and BO~, which
are isolobal analogues of CO, have been the subject of a theor-
etical investigation at the non-local DFT level of theory by
Ehlers et al.” The authors reported the equilibrium geometries
of the borylene complexes (OC),Fe-BR with different substitu-
ents R. It was stated that the energetically lowest lying isomers
have the BR group in the axial position. The equatorial isomers
of all investigated ligands were theoretically predicted to be 2-5
kcal mol™! higher in energy than the axial forms.” This result is
at variance with our previous study of (OC),Fe-B(NH,) where
we reported that the borylene ligand is in the equatorial
position.® The axial isomer of (OC),Fe-B(NH,) was found by
us to be a transition state. A very recent theoretical study by
Macdonald and Cowley® considered only the axial isomer of
(OC),Fe-B(NH,) without calculating the vibrational frequen-
cies of the optimized geometries. This was justified with the
paper of Ehlers et al.” where the axial form was claimed to be
lower in energy than the equatorial form.

In this paper we report a reinvestigation of the axial and
equatorial forms of (OC),Fe-B(NH,) 1 and the parent system
(OC),Fe-BH 2 at different levels of theory. The calculations
predict that the borylene ligand should occupy the equatorial
position in 1. We also report an analysis of the iron-borylene
bonding using charge and energy decomposition methods.

+ Theoretical studies of inorganic compounds. Part XIIL.!
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Methods

The geometries have been optimized with GAUSSIAN 98! at
the B3LYP ! and BP86*''*!? levels of theory using a small-core
ECP (effective core potential)'® with a (441/2111/41) valence
basis set for Fe and 6-31G(d) for the other atoms. This is our
standard basis set I11."* Single-point energy calculations have
been performed at the CCSD(T)/I1* level using the BP86/II
optimized geometries. Energy calculations have also been
carried out at B3LYP, BP86 and CCSD(T) levels with the basis
set combination I11. Basis set III has the same ECP" as basis
set I but a larger valence basis set for Fe (4311/2111/311/1) and
6-311G(d) for the other atoms. The exponent for the f-type
polarization function has been taken from the literature.'®
Calculations of the vibrational frequencies have been carried
out in order to see if the optimized structures are either minima
(number of imaginary frequencies i =0) or transition states
(i=1). We also optimised the geometries of the compounds
with the program package ADF!" at the BP86 level using a
large uncontracted set of Slater-type orbitals (STOs)'® which
has triple-{ quality for iron. Triple-{ basis sets augmented by
one set of d-type and one set of f-type polarization functions
for boron, nitrogen, carbon, oxygen and one set of p and d
functions for hydrogen have been used. This basis set combin-
ation is called TZ(2)P. The core electrons were treated by the
frozen-core approximation.’ An auxiliary set of s, p, d, fand g
STOs was used to fit the molecular densities and to represent
the Coulomb and exchange potentials accurately in each SCF
cycle.?® Relativistic effects have been considered by the zero-
order regular approximation (ZORA).?!

For the investigation of the bonding situation we used the
charge decomposition analysis (CDA)?** and the natural bond
orbital (NBO)? method. In the former method the molecular
orbitals of the complexes are expressed as a linear combination
of the MOs of the ligand and the metal fragment. The results
can be used as a quantitative expression of the Dewar—Chatt—
Duncanson model for donor—acceptor interactions.?*

We also carried out energy analyses of the Fe—-CO and Fe-
BR interactions with the help of the energy decomposition
scheme ETS developed by Ziegler and Rauk.” The bond dis-
sociation energy AE between two fragments A and B is first
separated into two major components AE,., and AL,
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Fig. 1 Optimized geometries of 1ax, leq, 2ax and 2eq at the B3LYP/II (BP86/II) and BP86/TZ(2P) levels. Distances in A, angles in degrees.

eqn. (1). AE,,, is the energy which is necessary to promote the
AE=AE,., + AE,, (1)

fragments A and B from their equilibrium geometry and elec-
tronic ground state to the geometry and electronic state which
they have in the compound AB. AE,, is the instantaneous inter-
action energy between the two fragments in the molecule and
can be divided into three main components, eqn. (2). AE, ..

AEint

=AE,

elstat

+ AE‘Pauli + AE‘orb (2)

gives the electrostatic interaction energy between the fragments
which are calculated with the frozen electron density distribu-
tion of A and B in the geometry of the complex AB. The second
term AEp,,; gives the four-electron destabilizing interactions
between occupied orbitals. It is calculated by enforcing the
Kohn-Sham determinant of AB, which results from super-
imposing fragments A and B, to obey the Pauli principle
through antisymmetrization and renormalization. The stabil-
izing orbital interaction term AE,, is calculated in the final step
of the ETS analysis when the Kohn-Sham orbitals relax to
their optimal form. The latter term can be further partitioned
into contributions by the orbitals which belong to different
irreducible representations of the interacting system.

Geometries and energies

Fig. 1 shows the optimized geometries of the axial (ax) and
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equatorial (eq) isomers of the two compounds at the B3LYP
and BP86 levels using our standard basis set I1."* We also opti-
mized the geometries at BP86 using a large uncontracted set of
STOs which has TZ(2)P quality.'® The geometry of lax is simi-
lar to that of the previously reported structure.” However, the
theoretically predicted metal-ligand bond distances Fe-B
(1.821-1.825 A), Fe-CO,,, (1.810-1.822 A) and Fe-CO,,
(1.772-1.779 and 1.782-1.787 A) are ~0.02 A shorter than the
values which have been reported for 1ax by Ehlers et al.” We
have no explanation for the discrepancy, because the latter
authors used a very similar theoretical level (BP86/TZP) to that
we employed in our calculations.

The most interesting feature of the optimized geometries is
the tilting of the axial CO groups towards the borylene ligand
(Fig. 1). The average angle between the CO,, and B(NH,)
ligands in lax is 86.2° at the B3LYP/II level (85.6° the BP86/11,
86.0° at BP/TZ(2)P). An even stronger umbrella effect is pre-
dicted for the equatorial isomer leq (Fig. 1). It is important to
recognize that a tilting is only found for the axial CO bonds of
leq. The bond angle between CO,, and B(NH,) is 79.0° at
B3LYP/II (77.2° at BP86/II, 78.3° at BP86/TZ(2)P). The
equatorial CO ligands are bent away from the borylene ligand.
The B-Fe—CO values for the equatorial CO bonds (125.9° at
B3LYP/IIL, 126.3° at BP86/II, 126.1° at BP86/TZ(2)P) suggest
that the strengths of the iron—boron n interactions in the axial
and equatorial plane are quite different. This aspect will be
discussed below in the section on the bonding analysis. It
could be argued that the different tilting angles of the axial
and equatorial CO ligands in leq are found because of the

J. Chem. Soc., Dalton Trans., 2001, 434-440 435



Table 1 Calculated relative energies E,, and Fe-B bond dissociation energies D, and D, in kcal mol ™!

(0C),Fe-B(NH,) (0C),Fe-BH
lax leq 2ax 2eq
BP86/11 E. 0.0 -2.1 0.0 0.3
i 1 0 0 0
Dy(D,)" 89.5(85.9) 91.6(87.5) 105.3(100.7) 105.0(100.3)
BP86/11 E. 0.0 2.0(—1.4)* 0.0 1.4(1.4)°
Dy(D,)" 85.6(82.0) 83.6(79.5) 103.5(99.0) 102.0(97.3)
BP86/TZ(2)P E. 0.0 -1.7 0.0 0.7
D, 86.8 88.3 105.3 104.5
B3LYP/II E. 0.0 -2.7 0.0 —0.5
i 1 0 0 0
Dy(D,)" 80.3(76.6) 83.0(78.7) 94.8(90.0) 05.3(90.3)
B3LYP/III E. 0.0 —2.8(=2.7)" 0.0 —-0.3(-0.3)"
Dy(D,)" 75.3(71.6) 78.0(73.8) 89.2(84.4) 89.6(84.6)
CCSD(T)/11¢ E. 0.0 -33 0.0 -1.1
D(D,)" 88.8(85.2) 92.1(88.0) 102.3(94.5) 103.3(95.4)
CCSD(T)/I1¢ E. 0.0 -2.8 0.0 0.5
D(D,)" 85.0(81.4) 87.8(83.7) 101.3(96.8) 100.8(96.1)

“ D, values are calculated by zero-point vibrational energy (ZPE) correction. ® Using a larger grid size = 99590 instead of the default value 75302.

¢ Using BP86/II optimized geometries and ZPE.

difference between the in-plane and out-of-plane B—(NH,)
n interaction. This is not true. The parent compound 2eq
exhibits an even stronger tilting of the axial but not of the
equatorial CO groups towards the borylene ligand BH (Fig. 1).
Note that the strongly tilted axial CO groups in leq and particu-
larly in 2eq have significantly shorter Fe—CO bond lengths than
those of the equatorial CO ligands. The axial form 2ax has
similar tilting of the CO ligands to that of 1ax.

Table 1 shows the calculated energies. The equatorial isomer
leq is theoretically predicted at BP86/II, B3LYP/II and
CCSD(T)/11//BP86/11 levels to be 2.1-3.3 kcal mol™* lower in
energy than lax! Calculations of the Hessian matrix with both
DFT methods also show that lax is not a minimum on the
potential energy surface. The equilibrium structure lax is a
transition state which has one negative eigenvalue. The associ-
ated imaginary mode does not belong to the rotation of the
B(NH,) group about the B-N axis, but rather to the Berry
pseudorotation. In order to predict the energy difference
between lax and leq more accurately we carried out single-
point energy calculations with the larger basis set III. The
energy difference lax-leq at B3LYP and CCSD(T) levels
changes only slightly when the larger basis is employed (Table
1). The equatorial isomer is predicted to be 2.8 kcal mol™!
(B3LYP/III or CCSD(T)/III) lower in energy than the axial
isomer. We were surprised, however, by the energies which are
predicted at the BP86 level with the larger basis set. Table 1
shows that BP86/I1I calculates leq to be 2.0 kcal mol ™! higher in
energy than lax! We checked the calculations and found that
the latter result is an artefact of the standard grid size which is
used as default in GAUSSIAN 98. We changed the grid size
from the default value 75302 to the higher value 99590. Calcu-
lations at the BPS6/III level with the latter grid size predict that
leq is 1.4 kcal mol™ lower in energy than lax which is in
agreement with the results of the other methods. We recalcu-
lated the energies of the compounds at the B3LYP/III level
using the larger grid size (Table 1). The relative energy lax—leq
changes only little when the standard grid size (75302) becomes
larger (99590).

The energy difference between the axial and equatorial forms
of the parent molecule (OC),Fe-BH 2ax and 2eq is smaller
than in the case of 1. BP86/II and BP86/TZ(2)P predict that 2ax
is 0.3 and 0.7 kcal mol ! more stable than 2eq, respectively, but
B3LYP/II and CCSD(T)/II give slightly lower energies for the
equatorial isomer. Unlike 1ax, the axial isomer 2ax at BP86/I1
and B3LYP/II is a minimum on the potential energy surface.
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Calculations with the larger basis set III change the relative
energies in favor of 2ax. The axial isomer is now predicted at
the CCSD(T)/III level to be 0.5 kcal mol ™! more stable than the
equatorial isomer. Note that the BP86 calculations of 2 do not
show such a dramatic reversal of the relative energy of the axial
and equatorial isomer when the grid size becomes larger (Table
1). The relative energy of 2ax and 2eq at the BP86/III level
remains the same when the grid size is changed from 75302 to
99590. This shows that the choice of the grid size can be the
source of significant errors in the energy calculations which
may not easily be noticed.

Table 1 gives also the theoretically predicted bond dissoci-
ation energies D, and the ZPE corrected D, values of the
(OC),Fe-BR bonds of compounds 1 and 2. The Fe-B bonds
are very strong. At the highest level of theory, i.e. CCSD(T)/111/
/BP86/11, the Fe-B bond energy of leq is D, = 87.8 kcal mol .
The parent compound 2 has a stronger Fe-B bond than 1. The
calculated value for the most stable isomer at CCSD(T)/111//
BP86/11 2ax is D, = 101.3 kcal mol ™. We want to point out that
the B3LYP and BP86 values for the dissociation energies are
not very different from the CCSD(T) values.

Analysis of the bonding situation

We investigated the metal-ligand interactions in the diyl com-
plexes with the help of electronic charge and energy partition-
ing methods. To this end we first analysed the bonding situation
in 1, 2 and Fe(OC)s using the CDA* and NBO?* methods in
order to address the question of the amount of (OC),Fe«L
o donation and (OC),Fe—L =n-back donation. Table 2 gives
the results of the two methods. A pictorial description of the
change in the 7 charge at the B(NH,) and BH ligands given by
the NBO method is shown in Fig. 2.

The difference in the orbital population of the boron p(m)
AOs in B(NH,) between the “free” ligand and compound leq
indicates that the in-plane p(m) orbital receives significant elec-
tronic charge from the iron atom (0.45 e), but also the charge in
the out-of-plane p(r) AO increases from 0.23 to 0.41 e (Fig. 2).%
Note that in complex leq the in-plane p(n) orbital of boron
becomes more highly populated than the out-of-plane p(r) AO.
The total (OC),Fe—B(NH,) n-back donation in leq given by
the NBO method is 0.58 e (Table 2). The largest part (0.45 e)
comes from the n donation in the equatorial plane, while the
lesser part (0.13 e) comes from the axial n-back donation. Since
the total charge of the B(NH,) ligand is +0.31 e it follows that



Table 2 Results of the CDA and NBO analysis of complexes Fe(CO),L (L = BH, B(NH,) or CO) at the BP86/1I level

CDA NBO
(0C),Fe-L de b? b:d ¢(L) pAL) Ago(L)¢ Ag(L)? b:de
(OC),Fe-B(NH,)(ax) lax 0.629 0.428 0.68 0.41 0.827 0.94 —0.53 0.56
(0C),Fe B(NH,)(eq)  leq 0.607 0.486 0.80 0.31 0.88” 0.89 -0.58 0.65
(OC),Fe-BH(ax) 2ax 0.558 0.549 0.98 0.33 0.67 1.00 —0.67 0.67
(OC),Fe-BH(eq) 2eq 0.532 0.617 1.16 0.21 0.77 0.98 -0.77 0.79
(OC),Fe-CO(ax) 0.517 0.316 0.61 0.15 4.40 0.55 —0.40 0.73
(0C),Fe-CO(eq) 0.473 0.307 0.65 0.08 4.36 0.44 —0.36 0.82

* L—-Fe(CO), ¢ donation. ® L« Fe(CO), n-back donation. ¢ Difference between ¢(L) and Ag,(L). ¢ Difference between the ligand p, charge in the
complex and the “free” ligand. ¢ Given by |A¢.(L)//|Ag,(L)|.” p, Charge at boron only.
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Fig. 2 Calculated NBO population of the p, ligand orbitals of
(a) free BINH,); (b) leq; (c) 2eq.

the (OC),Fe<~B(NH,) o donation is 0.89 e. Even stronger
back donation than for B(NH,) is calculated for the ligand BH.
Table 2 shows that the (OC),Fe—BH n-back donation in 2eq is
0.77 e. The equatorial ® donation (0.55 e) is like in leq much
stronger than the axial m donation (0.22 e) The calculated
(OC),Fe«—BH o donation is 0.98 e. Thus, the NBO method
suggests that B(NH,) and BH are strong m-accepting ligands
but even stronger ¢ donors.

The CDA also suggests that the borylene groups are rather
strong m-acceptor ligands in compound 1 and 2. This becomes
obvious from the ratio of the calculated n-back donation and
o donation (b:d) which is given in Table 2. According to the
CDA the complex 2eq even has more back donation than
donation. The NBO and CDA results indicate that BH is a
stronger © acceptor than B(NH,). The two methods disagree
about the relative acceptor strength of the borylene ligands and
CO. The CDA data suggest that B(INH,) and BH are stronger
n-acceptor ligands than CO, while the ratio of the m-back
donation and o donation given by the NBO method (|Ag,|:
|Ag,]) indicates slightly more back donation for CO than for
B(NH,) and BH. It should be noted that the amount of ¢ and
7 charge transfer does not necessarily correlate with the associ-
ated orbital interaction energies. The latter are also influenced
by the eigenvalues of the interacting orbitals. In order to
analyse the energy contributions of the ¢ and & interactions we

carried out ETS analyses of the axial and equatorial isomers of
1 and 2. A recent systematic study of the bonding situation in
50 transition metal complexes with terminal Group 13 diyl
ligands (OC),Fe-ER, Fe(EMe)s and Ni(EMe), (E=B to Tl
R = Cp, N(SiH;),, Ph or Me) showed that the ETS results are
very helpful for interpretation of the metal-ligand bonds.! The
ETS results of 1 and 2 are shown in Table 3.

The data in Table 3 give a detailed insight into the nature of
the metal-ligand interactions of compounds 1 and 2. The Fe—
borylene interaction energies AE;, are significantly higher than
the Fe—CO values by a factor of ~2. Note that the covalent
contributions to the bonding interactions given by the percent-
age of the AE,,, term of the total attractive terms are not very
different between the Fe-BR and Fe—CO bonds. The latter have
only a slightly lower ionic character than the former bonds.
The ETS results suggest that both metal-ligand bonds are
a bit more ionic than covalent.

A pivotal question concerns the strength of the n contribu-
tions to the metal-ligand orbital interactions. A qualitative
analysis of the orbital interactions in trigonal bipyramidal
complexes of d® elements led to the conclusion that good
n-accepting ligands will prefer the equatorial site.?” This model
is widely used in chemistry textbooks to explain the site prefer-
ence in the complexes.?® Table 3 shows that the absolute values
of AE, for the Fe—CO bonds are similar (1ax) or lower than the
data for the Fe-BR bonds. However, the relative contribution
of the m-orbital interactions to AE,, is much higher for the
iron—carbonyl bonds than for the Fe-BR bonds. The Fe-CO
bonds have between 47.0 and 55.8% m-orbital contributions
while the Fe-BR bonds have only 32.8-39.3% & contributions.
The calculated value of 32.8% for the m-orbital contribution of
the Fe-B bond in lax is in good agreement with the previous
result of 31.0% reported by Ehlers er al.” The absolute and
relative values of the m-orbital contributions agree that the
ligand BH is clearly a better 7 acceptor than is B(NH,) (Table
3). The above rule suggests that (OC),Fe-BH should exhibit a
larger preference for the equatorial isomer than (OC),Fe—
B(NH,). The calculated energies of the axial and equatorial
forms of 1 and 2 clearly show that this is not the case. The
contradiction between the calculated energies and the predicted
relative stabilities of the isomeric forms can not be explained
with steric arguments, because the ligands are rather small. It
seems that the electronic factors which lead to a site preference
in trigonal bipyramidal complexes of d® elements can not solely
be explained with the m-acceptor strength of the ligand. The
results of the energy analysis suggest that the interplay of
several factors may be responsible for the ligand site. A system-
atic investigation of (OC),Fe-L complexes with different
ligands L came to the same conclusion.”

The ¢ and & energy contributions to the total orbital inter-
actions in the equatorial structures leq and 2eq shall finally be
discussed with reference to the NBO and CDA data. The
o contributions arise from orbitals which have a, symmetry and
the & contributions from orbitals which have b, symmetry (axial
7 interactions) and b, symmetry (equatorial 7 interactions).
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Table 3 ETS analysis of the Fe-L bonds (L = B(NH,), BH or CO) of the complexes Fe(CO),(BNH,) and Fe(CO),(BH) at the BP§6/TZ(2)P level
Energy contributions in kcal mol ™!

Fe(CO),[B(NH,)] Fe(CO),(BH)
lax lax leq leq 2ax 2ax 2eq 2eq
(L =B(NH,)) (L=Co,) (L=BNH,) (L=CO,) (L=BH) (L=CO0,,) (L=BH) (L =CO0.y)
Symmetry clc] Cs Cyy C (& Cyy Cyy G
AE,, —96.5 =51.1 —98.1 —-52.3 —116.3 —45.8 —117.5 —-49.9
AEp, i 245.2 129.0 285.8 138.8 284.2 122.1 341.8 133.3
E gat -201.3 -97.0 —229.7 —105.7 —2339 —91.8 —269.2 —101.9
orb” —-140.4 -83.1 —154.2 —85.4 —166.7 —76.1 —190.1 -81.3
(41.1%) (46.1%) (40.2%) (44.7%) (41.6%) (45.3%) (41.4%) (44.4%)
—113.4(a’) —59.9(a") —99.5(a,) —65.0(a’) —104.1(a,) -36.7(a,) —115.2(a,) —62.2(a")
—27.0[—19.0]*@@") —23.2(a") —0.3(ay) —20.4(a") 0.0(a,) 0.0(a,) —0.5(ay) —19.1(a")
—16.5(b,) —62.5(e) —39.4(e) —26.4(b,)
—37.8(b,) —48.1(b,)
AE, —-94.4 -36.7 -99.5 —44.6 —104.1 -36.7 —115.2 —43.1
AE ¢ —46.0 —46.47 —54.3 —40.8¢ —62.5 -394 —74.5 —38.2
(32.8%) (55.8%) (35.2%) (47.8%) (37.5%) (51.8%) (39.3%) (47.0%)
AE,., 9.7 — 9.8 — 11.0 — 13.0 —
AE=(-D,) —86.8 — —88.3 — -105.3 — —104.5 —

“ The value in parentheses gives the percentage contribution to the total attractive interactions: Ey/(Eyp + Eusae)- © The second value was obtained
from a calculation where the NH, was rotated by 90° along the B-N axis. ¢ The value in parentheses gives the percentage contribution to the total

orbital interactions: E,/E, . “ The total m interaction was estimated by taking the a” contribution twice.

(d) 2eq, a;

(e) 2eq9 b1

(c) 1eq, b,

(f) 2eq, b,

Fig.3 Contour line diagrams of molecular orbitals calculated at the B3LYP/II level which are relevant for the Fe-BR interactions. (a) HOMO-5 (a,)
of compound leq showing the (OC),Fe<—B(NH,) ¢ donation; (b) HOMO-6 (b,) of 1eq showing the (OC),Fe—B(NH,) n-back donation in the axial
plane; (¢) HOMO-1 (b,) of leq showing the (OC),Fe—>B(NH,) n-back donation in the equatorial plane; (d) HOMO-4 (a,) of 2eq showing the
(OC)Fe<«~BH o donation; (¢) HOMO-3 (b,) of 2eq showing the (OC),Fe—BH n-back donation in the axial plane; (f) HOMO-1 (b,) of 2eq showing

the (OC),Fe—BH m-back donation in the equatorial plane.

Fig. 3 shows plots of the relevant orbitals which nicely reflect
the orbital interactions. Fig. 3(a) depicts the a, orbital which
contributes the major part of the o interactions in (CO),Fe—
B(NH,) (leq). Fig. 3(b) and 3(c) show the b, and b, orbitals
which give a pictorial description of the equatorial and axial
7 interactions in the compound. It becomes obvious that the b,
orbital has much larger Fe-B bonding coefficients than the
b, orbital, which extends to a large degree in a bonding fashion
to the axial Fe-CO bonds. The shapes of the orbitals clearly
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show that the equatorial (b,) orbital contributes more to the
Fe-B bonding than does the axial (b;) MO. This is consistent
with the calculated energy contributions given by the ETS
method (Table 3). The relative energy contributions of the
7 and o orbital interactions (b, + b,):c(a;) = 0.55 agree nicely
with the calculated b:d ratio given by the NBO method (0.65)
and also with the CDA results (0.80, Table 2) but the latter
seems to overestimate the m contributions. Similar results are
found for (CO),Fe-BH 2eq. Fig. 3(d) depicts a contour line



diagram of the a, orbital of 2eq. The axial and equatorial &
interactions are visualized by the b, orbital and the b, orbitals
which are shown in Figs. 3(e) and 3(f). The shapes of the latter
orbitals agree nicely with the larger energy contribution of the
b, orbital interactions than the b, interactions. The ratio of the
n and o contributions to the AE_, term mn(b, + by):c
(a;) =0.65 is in good agreement with the calculated b:d ratio
given by the NBO method (0.79) while the CDA results (1.16)
wrongly predict that the m contributions are larger than the
o contributions.

The large differences between the Fe—BR (R = NH, or H)
n-back donation in the axial and equatorial planes in com-
pounds leq and 2eq explain nicely the calculated equilibrium
geometries of the complexes. The stronger n-back donation in
the equatorial plane yields less Fe—CO,, n-back donation
which makes the Fe-CO,, bonds to become longer than the
axial Fe—CO bonds (Fig. 1). The strong tilting of the axial CO
ligands towards the borylene ligand and the bending of the
equatorial CO ligands away from the BR group are also the
result of the different Fe—BR n-back donation.

Conclusion

The results of this paper can be summarized as follows. The
energy calculations at different levels of theory give evidence
that the ligand B(NH,) occupies the equatorial position in the
complex (OC),Fe-B(NH,). The calculations predict that the
borylene ligand of the complex (OC),Fe-B[N(SiMe,),] which
was synthesized by Braunschweig et al.® is at the equatorial
position. The bulky B[N(SiMe;),] group should even more pre-
fer the less crowded equatorial site. The axial and equatorial
forms of (OC),Fe-BH are energetically nearly degenerate and it
is difficult to predict whether 2ax or 2eq is lower in energy. The
electronic charge analysis using the CDA and NBO methods
indicates that the borylene ligands are rather strong n-accepting
ligands. The energy analysis of the Fe-BR bond also indicates
that the m orbital interactions are quite strong. However, ¢
orbital interactions contribute more than the © orbital inter-
actions to the covalent bonding in (OC),Fe-B(NH,) and
(OC),Fe-BH. The Fe-BR bonds in the axial and equatorial
forms of 1 and 2 have ~60% ionic character and ~40% covalent
character. All methods agree that BH is a stronger m accepting
ligand than B(NH,). The stronger preference for the equatorial
position of the borylene ligand in (OC),Fe-B(NH,) than in
(OC),Fe-BH contradicts the model that good m-accepting
ligands will prefer the equatorial site. The strengths of the
Fe—»BR (R =NH, or H) n-back donation in the axial and
equatorial plane are very different from each other which yields
very different bond lengths and bond angles of the axial and
equatorial CO ligands.
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