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Manganese carbonyl cations of the form Mn(CO)n
� (n � 1–9) are produced in a molecular

beam by laser vaporization in a pulsed nozzle source. Mass selected infrared photodisso-
ciation spectroscopy in the carbonyl stretching region is used to study these complexes and
their “argon-tagged” analogues. The geometries and electronic states of these complexes
are determined by comparing their infrared spectra to theoretical predictions. Mn(CO)6

�

has a completed coordination sphere, consistent with its predicted 18-electron stability. It
has an octahedral structure in its singlet ground state, similar to its isoelectronic analogue
Cr(CO)6. Charge-induced reduction in � back-bonding leads to a decreased red-shift in
Mn(CO)6

� (�CO � 2106 cm�1) compared with Cr(CO)6 (�CO � 2003 cm�1). The spin multiplicity
of Mn�(CO)n complexes gradually decreases with progressive ligand addition. MnCO

� is
observed as both a quintet and a septet, Mn(CO)2

� is observed only as a quintet, while
Mn(CO)3,4

� are both observed as triplets. Mn(CO)5
� and Mn(CO)6

� are both singlets, as are all
larger complexes. (J Am Soc Mass Spectrom 2010, 21, 739–749) © 2010 American Society for
Mass Spectrometry

Transition-metal carbonyls are significant in orga-
nometallic and inorganic chemistry and provide
classic examples of metal–ligand bonding [1–3].

Metal carbonyl complexes are used in synthesis and
catalysis and as models for chemisorption on metal
surfaces [4]. Infrared and Raman vibrational spectros-
copy provides information about the structure and
bonding in these systems [1–8]. In particular, the num-
ber of IR- or Raman-active vibrations and their frequen-
cies reveals the symmetry of carbonyl complexes and
their electronic structure. On surfaces, the geometrical
arrangement of CO bonding can be determined from
the vibrational frequency [4]. The free molecule C–O
stretch occurs at 2143 cm�1 [9], which is well-removed
from most other molecular vibrations, and provides a
convenient and sensitive indicator of bonding interac-
tions. Vibrational spectroscopy has therefore been em-
ployed to study a wide variety of metal carbonyl
complexes. In the present study, we use new IR spec-
troscopy methods to study manganese carbonyl cations
in the gas phase.
The bonding in transition-metal carbonyls is usually

described with the Dewar-Chatt-Duncanson (DCD)
complexation model [1, 7, 8, 10, 11]. The metal–carbonyl
bond involves a synergistic interaction between a
�-type donation and �-type back-bonding. Electron
density is contributed from the occupied orbitals of the
carbonyl to empty orbitals on the metal, removing
electron density from the partially bonding carbonyl

orbitals and forming the � bond. �-Type back-bonding
stems from donation of electron density from the par-
tially filled d-shells into the antibonding �* orbital of
the CO. In “classical” carbonyls, the C–O stretching
frequency (�CO) is lowered compared with its value in
the free-CO molecule due to a net decrease in bonding
electron density and an increase in antibonding electron
density in the �* orbitals. The majority of transition-
metal carbonyl complexes exhibit a resulting red-shift
in the carbonyl stretch. In rare cases, a blue-shift of this
vibration is observed [12, 13]. The interplay of these �-
and �-type interactions in metal carbonyl bonding
has been recognized for many years. However, recent
work suggests that electrostatic interactions can pro-
vide interesting additional effects in ionized systems.
Calculations suggest that metal charge may play an
important role in the polarization and electron den-
sity distribution of the CO orbitals [12, 13]. Unfortu-
nately, there are few studies of isolated gas-phase
metal carbonyl ions with which to investigate these
predictions.
Stable neutral transition-metal carbonyl complexes

have been studied extensively in both the condensed
phase and the gas-phase [6, 7, 14–19]. Neutral chro-
mium hexacarbonyl, which is isoelectronic with man-
ganese hexacarbonyl cation, is stable at room tempera-
ture and has been investigated spectroscopically [18,
19]. Charged transition-metal carbonyl complexes
have been produced and studied in the condensed
phase as salts with counterions to study isoelectronic
analogues [20–23]. Various small neutral carbonyls
have been studied using photoelectron spectroscopy
of mass selected anions [24–26]. The electronic struc-
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ture and bonding in these systems cause systematic
shifts in the carbonyl stretching frequency, and the-
ory has investigated these effects extensively [7, 8, 12,
13, 27, 28].
Mass spectrometry has been used to study a number

of ionic metal carbonyl complexes [29, 30]. Ion-molecule
reactions have been characterized and ion-ligand disso-
ciation energies have been measured [31–34]. Rare gas
matrix isolation has been employed to study neutral,
cationic, and anionic carbonyls, including those of man-
ganese neutrals and anions [8, 35]. Gas-phase studies of
carbonyl cations are limited. Free electron lasers have
been used to study metal cluster ions with attached CO
ligands using resonance enhanced multiphoton photo-
dissociation [36–39]. Our research group has recen-
tly employed mass-selected infrared photodissociation
spectroscopy [40, 41] to study various metal cation–
carbonyl complexes in the gas phase [42–45], including
Au(CO)n

� [42], Pt(CO)n
� [43], Co(CO)n

� [44], and the
vanadium group systems [45]. In the present work, we
use these same techniques to investigate the manganese
carbonyl cation complexes Mn(CO)n

� (n � 1–9).
Manganese carbonyl complexes are of particular

interest because of the high spin in the isolated atomic
ion, which has a 7S configuration. As CO ligands are
added to this ion, ligand-electron repulsion is expected
to induce spin pairing, which will gradually reduce the
multiplicity, and this is expected eventually to produce
a singlet state when the complete coordination is
achieved. IR spectroscopy in coordination with density
functional theory (DFT) studies has revealed the spin
states of metal carbonyl cation systems in recent work
[44, 45], and it should be possible to investigate the
progression of spin changes that occur in the man-
ganese system. The saturated binuclear complex
Mn2(CO)10 is stable at room temperature and can dis-
sociate into Mn(CO)5 radicals [46]. Spectroscopy for
both the binuclear and mononuclear neutral and an-
ionic complexes has been reported [35j]. Photolysis of
HMn(CO)5 gives a Mn(CO)5 radical with C4v structure
[46]. When the cations are considered, Mn(CO)6

� should
be stable, as it satisfies the 18-electron rule and is
isoelectronic to Cr(CO)6. The Mn(CO)6

�(PF6)
� salt has

been isolated and �CO was measured at 2095 cm
�1 [23].

The binding energies of Mn(CO)n
� (n � 1–6) in the gas

phase have been determined by measuring the kinetic
energy release distributions following collisional frag-
mentation [47]. The MnCO� ground state has been
investigated by theory [48], and various manganese
neutrals and anions have been studied theoretically and
compared with experiment [35j]. The present study
examines the infrared spectroscopy in the gas phase of
both the small unsaturated Mn�(CO)n (n � 1–5) com-
plexes and larger species at or above the filled coordi-
nation (n � 6–9). The experimental infrared spectra are
interpreted using DFT computations to probe the struc-
ture and bonding in these systems.

Experimental

Mn(CO)n
� ions are produced in a pulsed-nozzle laser

vaporization source using the third harmonic of a
pulsed Nd:YAG laser (355 nm; Spectra-Physics DCR-
11). The laser is focused onto a rotating and translating
[1/4] in. diameter manganese rod, which is mounted
with a [3/4] in. horizontal offset in front of a pulsed
nozzle (General Valve Series 9). The apparatus has been
described in detail elsewhere [40]. The expansion gas is
pure carbon monoxide (National Specialty Gases) at a
backing pressure of 150 psi. Mixed clusters containing
argon, i.e., Mn�(CO)nArm, are produced using a mix-
ture of carbon monoxide and argon. The expansion is
skimmed into a second chamber and pulse extracted
into a reflectron time-of-flight mass spectrometer. Ions
are mass selected using pulsed deflection plates located
in the first flight tube and then excited in the turning
region of the reflectron with tunable infrared light
produced in an optical parametric oscillator/amplifier
system (LaserVision, Bellevue, MA, USA). Pumped by
the fundamental (1064 nm) of a pulsed Nd:YAG (Spec-
tra Physics Pro 230), this system provides continuously
tunable light in the region of 2000–4000 cm�1 with
about 1 cm�1 line width. When cluster cations are
excited on resonance with a molecular vibration, in-
tramolecular vibrational energy relaxation (IVR) occurs
on a time-scale faster than 1–2 �s (the residence time for
ions in the turning region), leading to dissociation of the
complex provided the binding energies are low enough.
Re-acceleration out of the reflectron region disperses
the fragment and parent ions in time, and spectra are
obtained by monitoring the yield of a particular frag-
ment as a function of the laser wavelength.
Density functional theory (DFT) computations were

performed to investigate the structures and spin con-
figurations of the complexes studied. Calculations
for several isomers each of Mn(CO)n

� (n � 1–7) and
Mn(CO)n

� Ar (n � 1–6) considered the singlet, triplet, and
quintet spin states. The calculations were performed
using the B3LYP functional [49, 50], as implemented in
the Gaussian 2003 computational package [51], using
the Def 2-TZVPP basis set on all atoms [52, 53].

Results and Discussion

A mass spectrum of the Mn(CO)n
� complexes produced

is shown in Figure 1, along with selected examples of
infrared photofragmentation mass spectra. The most
intense peak in the mass spectrum produced by the
cluster source corresponds to Mn(CO)6

�, indicating that
this cluster cation is produced preferentially and likely
has some enhanced stability. This cluster is expected to
be stable as it satisfies the 18-electron rule and is
isoelectronic to the well-known neutral Cr(CO)6. The
addition of carbonyls beyond n � 6 would likely result
in “external” COs, that is, ligands not bound directly
to the metal ion but coordinated to other carbonyls
through weaker electrostatic forces. These clusters are
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produced efficiently due to the cold supersonic expan-
sion, but are not likely to survive at room temperature.
The ligand binding energies in these complexes are

investigated further by their fragmentation tendencies
upon infrared excitation. Small Mn�(CO)n clusters (n �
1–5) do not fragment in this experiment, consistent with
the binding energies measured previously by Bowers
and coworkers for these clusters, which range from 0.69
to 1.39 eV [47]. IR photons in the CO stretching region
near 2100 cm�1 have energies of about 0.26 eV, so it is
not surprising that fragmentation is not observed. The
fragmentation mass spectra for Mn(CO)n

� (n � 6–8) are
shown in the inset of Figure 1. These spectra are
accumulated with a difference method by recording
the mass spectrum with the fragmentation laser “on”
versus “off,” resulting in a negative-going parent ion
(showing its depletion) and positive fragment ions. The
laser was set to the wavelength that produced the
maximum fragmentation yield for each parent complex.
At n � 6, only a small amount of fragmentation is
detected, and the n � 5 fragment ion peak shows
substantial tailing in time, indicating that the excited
cluster survives for a time comparable to the residence
time in the reflectron (�1 �s) before dissociating. These
characteristics indicate a poor fragmentation yield, con-
sistent with the relatively high binding energy expected
for this ion. The small amount of fragmentation is likely
coming from multiphoton absorption or from a small
fraction of ions containing residual internal energy from
the growth process. At the low laser energy energies
used here (about 1 mJ/pulse), we do not expect mul-
tiphoton absorption to be efficient. Residual internal
energy could add to the photon energy and allow for
fragmentation below the one-photon threshold. There is
relatively little signal, most likely because few such hot

ions are produced. If we change conditions, we find that
hotter plasmas lead to increased fragmentation, sup-
porting the idea that internal energy contributes to the
fragmentation. As shown in the figure, clusters larger
than n � 6 fragment efficiently, and their fragmentation
terminates at n � 6. This is consistent with the presence
of weakly bound external ligands beyond this size,
confirming our expectation that the six-coordinate com-
plex is most stable.
To investigate the spectroscopy of these systems, we

measure the wavelength dependence of the fragmenta-
tion. The smaller clusters do not fragment with IR
excitation, so we use the “rare gas tagging” technique to
study these systems [40, 41]. We produce mixed com-
plexes of the formMn(CO)nArm

�, which can fragment by
eliminating argon when excited on vibrational reso-
nances. The Mn�-Ar binding energy has not been
measured, but is calculated to be 0.131 eV (1056 cm�1)
[54], and should be low enough to allow fragmentation
from IR excitation in the CO stretching region. As
shown in Figure 2, this method allows spectra to be
measured for the small (n � 1–5) manganese carbonyl
complexes. It is of course a valid question whether or
not these spectra of tagged complexes represent the
desired spectra of the bare carbonyl species. Experience

Figure 2. The infrared photodissociation spectra of small
Mn(CO)n

�(Ar)m complexes measured by the elimination of argon.
The dashed vertical line shows the vibrational frequency of
isolated CO in the gas phase, at 2143 cm�1.

Figure 1. The mass spectrum of Mn(CO)n
� clusters produced by

our cluster source. Inset: the photofragmentation mass spectra of
n � 6–8.
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with previous systems indicates that tagging usually
has a negligible effect on the structure and spectrum of
the complex, but argon can bind strongly in some
systems and cause a significant perturbation. With this
in mind, we exercise caution in interpreting the result-
ant spectra and use computations on complexes with
and without argon to investigate this.
Fragmentation of the Mn(CO)� complex cannot be

detected when it is tagged with a single argon, presum-
ably because the argon binding is still too strong, and
even a second argon cannot be eliminated efficiently.
The addition of a third argon leads to efficient fragmen-
tation, producing the spectrum shown in the lower
trace of Figure 2. In a similar way, the Mn(CO)2

�

complex fragments inefficiently with a single argon,
but acceptable signal is obtained with two. The
Mn(CO)2Ar

� spectrum (not shown) is not significantly
shifted in frequency from that of Mn(CO)2Ar2

�, indicat-
ing that the second argon is a minor perturbation on the
system. All the larger complexes in the n � 3–6 size
range fragment efficiently when tagged with a single
argon. All of the spectra of these small complexes
feature a strong primary band that is red shifted from
the free CO frequency of 2143 cm�1 (indicated with the
vertical dashed line in the figure), and the n � 1, 3, 4,
and 5 spectra contain small secondary bands. The
interpretations of these spectra are discussed later,
using DFT calculations to investigate the spin states,
structure and spectra.
Complexes containing more than five CO ligands

dissociate without tagging by the elimination of one or
more CO ligands. Spectra were obtained for n � 6 both
with and without argon, revealing the effect of tagging.
The neat spectrum can be seen in the bottom trace of
Figure 3 and the argon tagged spectrum is in the top
trace of Figure 2. The band for the tagged complex is
blue shifted by 1 cm�1 and is much sharper than that for
the untagged species. The untagged complex would not
be expected to fragment with a single photon unless it
had substantial internal energy, so the broadness of
the Mn(CO)6

� spectral feature is not unexpected. The
tagged complex is also observed to lose CO and Ar
simultaneously, and this loss channel yields a slightly
different spectrum, which will be discussed later.
The spectra measured for the n � 6–9 complexes in

the CO-loss channel are shown in Figure 3. Each fea-
tures one primary band red-shifted by roughly 20 cm�1

from the free-CO frequency. This band does not signif-
icantly change position as more ligands are added. The
increased dissociation yield after n � 6 and the lack of
further change in the vibrational spectrum are both
consistent with the presence of a six coordinate
Mn(CO)6

� core ion, which becomes solvated by weakly
bound external COs. A second weaker band near 2174
cm�1 gradually becomes prominent as additional CO
ligands are added past the n � 6 species, and its
position also does not change as more ligands are
added. We assign this to the vibration of carbonyls in
the second sphere, which are bound only to other

carbonyls and not directly to the metal ion. This behav-
ior has been seen in other metal ion–CO complexes we
have studied [43–45]. The presence of this band only
after the n � 6 complex size again supports the conclu-
sion of a six-coordinate Mn(CO)6

�.
To gain further insight into these spectra, we have

performed DFT calculations on the Mn(CO)n
� com-

plexes for n � 1–7. Complete details on all the calcu-
lated structures, energetics, and spin states are pro-
vided in the Supporting Information for this paper,
which can be found in the electronic version of this
article. We have examined various isomers and spin
states for each complex, and have also included the
corresponding argon complexes at the same level of
theory to investigate the effects of tagging. Table 1
summarizes the structures, electronic states, and rela-
tive energetics of the computed species. The addition of
the argon causes a significant geometry perturbation in
the n � 3 complex, but has only a minor effect on all
other cluster sizes. The excellent signal levels observed
in this experiment can also be understood somewhat
from these theoretical results. The computed intensities
of the CO stretches are generally �500 km/mol, with
some in excess of 1000 km/mol (see Supporting Infor-
mation). Also, second-sphere CO molecules are calcu-

Figure 3. The infrared photodissociation spectra of larger
Mn(CO)n

� complexes measured by the elimination of CO. The
dashed vertical line shows the vibrational frequency of isolated
CO in the gas phase, at 2143 cm�1.
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lated to be bound by about 600 cm�1. Although the van
der Waals binding in this situation is not expected to be
handled particularly well by DFT, the weak binding
suggested is low enough to allow for efficient photodis-
sociation for the larger complexes.
We find that Mn�(CO) is linear for all spin states,

and DFT predicts a septet ground state, although this is
favored by only 0.75 kcal/mol over the quintet. The
triplet lies another 33 kcal/mol higher in energy from
the quintet. For the bare cation, the 7S state is 9472.97
cm�1 (27 kcal/mol) lower in energy than the 5S state
[55]. The addition of a single argon only minimally
perturbs the geometry of the Mn�(CO) system and
results in an overall linear structure. Addition of a
second argon leads to a small distortion producing a
C2v structure. The Mn

�(CO)2 complex has a linear
quintet ground state, with higher energy triplet and
singlet states. The argon binds on the side of this,
producing a slightly bent C2v structure. Mn

�(CO)3 has a
triplet D3h structure, with a C2v singlet species lying 10
kcal/mol higher in energy. The triplet is deformed

significantly by the addition of argon, into a structure
resembling that of the singlet. For Mn�(CO)4, a C2v
singlet structure is predicted to be more stable than a
triplet C3v species by about 9 kcal/mol. The singlet is
only slightly perturbed by the addition of argon, while
the triplet again distorts towards the singlet geometry.
The singlet-triplet energy difference is nearly the same for
Mn�(CO)5, and again the singlet is predicted to be more
stable with a C4v structure. The distortion caused by argon
is again small for this complex. Mn�(CO)6 is predicted to
be an octahedral singlet, some 48 kcal more stable than the
triplet configuration. This complex is also virtually un-
changed by the addition of argon. No minimum structure
could be found for a seven-coordinate Mn(CO)7

� complex;
all starting geometries converged to structures with a
central octahedral core and an external CO ligand capping
the octahedron. This is consistent with the previous con-
clusion that six carbonyl molecules complete the coordi-
nation sphere around Mn�.
The influence of argon tagging on the spin states of

these clusters is worth mentioning. We have studied
this most extensively for the smaller clusters (n � 1–3),
where tagging with multiple argons is required to
detect photodissociation. In these systems, one would
expect that added argon, which binds rather strongly,
would preferentially stabilize lower spin states in much
the same way that added CO molecules do, but to a
lesser degree. However, we do not at all find this to be
the case. As shown in the computed energetics pro-
vided in the Supporting Information, the septet state in
these small clusters retains its relative stability com-
pared with the quintet state upon the addition of argon,
and in some cases it actually gains stability by a small
amount. This behavior is surprising, but it gives us
more confidence that our tagged systems are represen-
tative of the corresponding untagged species.
Table 2 gives a comparison between the computed

and measured frequencies for the neat and argon

Table 1. The structures, electronic ground states, and
energetics computed for Mn(CO)n with DFT. No stable quintet
configurations could be found for n � 3–6

Complex State/structure Relative energy (kcal/mol)

Mn(CO)� 7C�v 0.0
5C�v �0.7

Mn(CO)2
� 5D�h 0.0

3D�h �24.9
1D�h �51.6

Mn(CO)3
� 3D3h 0.0

1C2v �9.8
Mn(CO)4

� 1C2v 0.0
3C3v �8.8

Mn(CO)5
� 1C4v 0.0

3D3h �8.7
Mn(CO)6

� 1Oh 0.0
3C4h 48.0

Table 2. The vibrational frequencies computed (scaled by 0.9679) and measured for Mn(CO)n
� and Mn(CO)n(Ar)m

� complexes

Complex Theory (neat) Theory (argon-tagged) Experiment

Mn(CO)�

Septet 2210.1 2158.2 (m � 1), 2141.5 (m � 2) 2106, 2148
Quintet 2132.8 2122.3 (m � 1), 2106.4 (m � 2)

Mn(CO)2
�

Quintet 2127.4 2114.6 2116
Mn(CO)3

�

Triplet 2146.1 2091.1, 2130.3, 2170.1 2113, 2187
Mn(CO)4

�

Triplet 2077.0, 2150.1, 2150.4 2072.6, 2138.6, 2138.7, 2172.8 2105, 2148
2123.1 2167.4

Singlet 2097.7, 2109.3 2086.8, 2103.6
2123.1 2167.4

Mn(CO)5
�

Singlet 2099.9, 2119.3 2097.0, 2114.2 2086, 2114
Triplet 2148.7 2095.9, 2148.3

Mn(CO)6
�

Singlet 2118.4 2119.4 2115
Triplet 2074.1, 2158.2 2073.7, 2158.7
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tagged complexes. The calculated frequencies are scaled
by 0.9679 and given a 3 cm�1 FWHM Lorentzian line
shape to produce computed spectra to compare to the
experimental data. The scaling factor was chosen to
make the calculated CO stretching frequency match the
experimental free molecule value. Figure 4 shows the
computed and experimental spectra for the n � 1–2
complexes, along with their computed ground state
geometries. In the case of the n � 1 complex, a spectrum
with good signal level could only be measured when
three argon atoms were attached, but the computations
failed to converge for this 1,3 species. However, a very
noisy spectrum of the n � 2 species has the large band
in essentially the same position as that in the n � 3
spectrum. Therefore we assume that the third argon
does not introduce a significant additional perturbation
compared with the second and we present the compu-
tational results for the two spin states of the 1,2 species
to compare to the spectrum measured for the 1,3
species. Mn�(CO)Ar3 has two experimental IR bands,
but theory for each of the two likely spin states of
Mn�(CO)Ar2 predicts only a single band. This of course
makes sense because there is only one CO group
present in the complex. The two experimental bands
then suggest that there is more than one isomeric
structure or spin state present. The septet and quintet
configurations spin configurations have nearly the

same computed energies, with the triplet lying some 33
kcal/mol higher. As shown in Table 2, the addition of
one or two argons to the Mn(CO)� species causes
significant vibrational band shifts and so it is essential
to compare our spectra to those predicted for the argon
tagged species. When we do this, the septet spin com-
plex has a predicted band at 2141.5 cm�1 and the
quintet has its band at 2114 cm�1, which compare
favorably with the bands measured at 2148 and 2106
cm�1. The computed oscillator strengths for these
bands are nearly identical at 544 km/mol, so the ob-
served intensities should reflect roughly the relative
populations. We therefore conclude that both the septet
and quintet spin states are present, with a greater
population for the quintet.
In the n � 2 complex, we could only measure the

spectrum with good signal level when the complex was
tagged with two argons. The resulting 2,2 spectrum is
shown in the upper trace of Figure 4. Again in this
system, we could not get the computational studies to
converge for the desired 2,2 complex, and so we present
the data for the 2,1 species. We were able to measure a
very noisy spectrum for the 2,1 species (not shown) and
its band position was the same as that for the 2,2
species, validating this comparison. The computed
structure for the 2,1 complex is slightly bent, with argon
bound to the metal ion on the side of the OC-Mn�-CO
axis. The quintet spin configuration lies 25 kcal/mol
lower than the corresponding triplet. The calculated
frequency for the bent quintet is 2115 cm�1, which
matches our experimental band position of 2116 cm�1,
whereas the triplet state frequency is calculated to be
2096 cm�1. Because of the large computed energy
difference between the spin states and the excellent
spectral agreement, we assign this complex as a quintet.
The experimental and calculated spectra and struc-

tures for the n � 3,4 complexes are presented in Figure
5. In these systems we measured the spectra with
single-argon tagging and were also able to complete the
computations on these same species. For n � 3, the neat
complex is computed to have a D3h structure, while the
argon-tagged species distorts to a C2v configuration,
which is shown in Figure 5. The triplet state is com-
puted to be around 10 kcal/mol more stable than the
singlet species. Its predicted spectrum agrees reason-
ably well with the experiment, matching the positions
of the most intense band at 2113 cm�1 and that of a
weak band at 2187 cm�1, but a small band predicted at
2135 cm�1 is not detected in our spectrum. The singlet
structure is only minimally perturbed by the addition of
argon, and it has a predicted spectrumwith a doublet of
bands at 2096/2116 cm�1. We do not detect a doublet,
but our peak assigned at 2113 cm�1 is wide enough so
that an unresolved doublet could conceivably be
present. The singlet spectrum also predicts a single
small band at 2168 cm�1, which is not a particularly
good match for the experimental band at 2187 cm�1.
From this comparison, apparently the best match to the
spectrum is found for the triplet spin state, which is

Figure 4. Infrared spectra of Mn(CO)nArm
� (n � 1, 2) compared

with the spectra predicted by theory, along with calculated
ground state structures.
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computed to be most stable. However, we cannot
completely rule out the singlet spin state.
For the n � 4 species, the computed structure has a

C2v symmetry for both the neat and the tagged complex
in each of the triplet and singlet spin states. The singlet
is predicted to be more stable than the triplet by 8.8
kcal/mol. However, the spectrum predicted for the
singlet does not match the experimental pattern. It has
two main bands at 2086 and 2104 cm�1 with roughly
equal intensity, with sufficient separation that we
should be able to resolve them if they were present, and
another much weaker band at 2167 cm�1. This pattern
does not match either the spacing or the relative inten-
sities of the experimental bands. On the other hand, the
predicted triplet complex has two main bands whose
positions are red shifted somewhat from those in the
spectrum, but whose spacing nearly matches that mea-
sured. The intensity ratio, however, is reversed between
the theory and experiment. When the triplet state
calculation was repeated with a different basis set, e.g.,
6-31�G* on C, O, and Ar and LANL2DZ on Mn, the
predicted neat spectrum was nearly identical to that
calculated with the TZVPP basis. However, the argon-
tagged spectrum preserved the band spacing but
swapped band intensity ratios, matching the experi-
ment better. It thus appears that the magnitude of the

perturbation caused by the argon is quite sensitive to
the basis set employed, and indeed it may not be well
described with the TZVPP basis. This particular cluster
size is therefore problematic, but apparently the higher
energy triplet spin state agrees with the experiment
better than the singlet. If we assume that n � 4 is in fact
a triplet, then likely the n � 3 complex is also a triplet,
consistent with our earlier conclusion. It seems unlikely
that a smaller complex would have a lower spin, since
ligand-electron repulsion is the mechanism causing the
progressive spin pairing.
Figure 6 shows the experimental and calculated

spectra for the n � 5 and 6 complexes, along with their
ground state geometries. The n � 5 complex has a C4v
square pyramid structure for the singlet spin state and
a slightly distorted trigonal bipyramid structure for the
triplet state. Neither the singlet or triplet configuration
is deformed significantly by the addition of argon. Here
the singlet is predicted to be more stable by 8.8 kcal/
mol. It has two bands, at 2097 and 2114 cm�1, whose
positions and intensity ratio matches quite nicely with
our observed spectrum. The triplet is predicted to have
a 2096 cm�1 band, and a doublet split by 0.5 cm�1 at
2148 cm�1, which we do not observe. We can therefore

Figure 6. Infrared spectra of Mn(CO)nArm
� (n � 5, 6) compared

with the spectra predicted by theory, along with calculated
ground state structures. The Mn(CO)6Ar

� spectra was measured
by loss of Ar � CO, the Mn(CO)5Ar

� spectra was measured by
loss of CO.

Figure 5. Infrared spectra of Mn(CO)nArm
� (n � 3, 4) compared

with the spectra predicted by theory, along with calculated
ground state structures.
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exclude the triplet and conclude that the n � 5 complex
has a singlet ground state and the C4v structure.
The n � 6 complex is computed to have the expected

octahedral structure and a singlet ground state, which is
predicted to be 48.0 kcal/mol more stable than the
triplet. The triplet has a slightly distorted D4h structure
in which one pair of axial bonds is slightly lengthened
relative to the octahedron. The addition of argon to the
singlet species has a negligible effect on the vibrational
spectrum; we were unable to get the argon complex for
the triplet to converge. Experimentally, we are able to
obtain spectra for both the neat and Ar tagged versions
of this complex. Figure 6 shows the Ar tagged spec-
trum, measured by the loss of Ar and CO, while the
spectrum of this same complex in the more intense
argon-loss channel is in the top trace of Figure 2. The
neat spectrum measured by loss of CO can be found in
the bottom pane of Figure 3. The main band position is
virtually identical in these three spectra (2114, 2115, and
2115 cm�1, respectively), differing only in the increased
line width in the CO-loss spectrum. The spectrum in
Figure 6 measured by tagging (Ar and CO elimination)
has a slight trace of two additional bands, one at 2086
and another at 2174 cm�1. The spectrum measured in
the loss of argon only has a better signal level but shows
only the single main band at 2115 cm�1. As shown in
Figure 6, the spectrum computed for the Oh singlet
configuration matches the position of the single main
band perfectly, confirming that this is the structure and
ground state for this complex. This is consistent with
previous work, in which the Mn(CO)6

� ground state
was determined to be a singlet by various methods [53,
56, 57]. The weak features in the Mn(CO)6

� spectrum in
Figure 6 were found to increase in intensity when
the laser plasma was hotter, and these bands could
be eliminated entirely under our coldest conditions. The
next-lowest excited-state is the triplet, and so we
present its computed spectrum as the blue trace in the
middle of the figure. Because the tagged triplet species
did not converge, we present the spectrum here com-
puted for the untagged complex. Although the experi-
mental intensity is quite small, it is evident that the
spectrum for the triplet species matches these two
bands quite well in position and intensity ratio. If these
bands are indeed from the triplet state, this would mean
that a small amount of this much higher energy species
can be produced under hot plasma conditions and that
this metastable state can survive the addition of argon
and the transit through the apparatus, which takes
several hundred microseconds. Another assignment
possible for the weaker bands here, and perhaps more
plausible, is that they represent another isomer with
five COs coordinated to the metal and one external. As
shown in the lower part of Figure 6, the n � 5 species
has a main band at 2114 cm�1, which would overlap
that of the n � 6 species, and also a weak band at 2086
cm�1 in the same place as that for the weak n � 6 band.
The other weak band for the n � 6 species at 2174 cm�1

is quite close to the position for second-shell CO. From

the information available, the minor bands for n � 6
under hot conditions could therefore come from either
a small amount of the five-coordinate isomer or the
triplet spin state.
The Mn(CO)6

� species identified here can be com-
pared with its counterpart ion, which has been isolated
as a salt with a counterion present [23]. The CO stretch-
ing frequency of 2095 cm�1 [23] for the condensed
phase [Mn(CO)6

�][PF6
�] salt varies by some 20 cm�1

from the value of 2115 cm�1 seen here in the gas phase.
The effect of the condensed phase environment is small,
but non-negligible. The vibrational frequency for
Mn(CO)6

� can also be compared with the value for its
isoelectronic analogue Cr(CO)6, whose CO stretch oc-
curs at 2003 cm�1 [19]. As shown here, the manganese
cation complex has the same structure and ground state
as the neutral chromium complex, but the neutral
species has a CO stretch that is red-shifted by more than
100 cm�1 compared with the value for the cation. This
large difference between ion complexes and their iso-
electronic neutral analogues has also been seen in other
systems, as we have discussed in a recent paper from
our group on the Co(CO)5

� species, which is isoelec-
tronic to Fe(CO)5 [44]. Table 3 summarizes a compari-
son between the corresponding neutral and ionic com-
plexes, presenting the results of experimental and
computational work on the present system as well as
that of the Co�/Fe systems. The Co(CO)5

� and the
Fe(CO)5 complexes both have trigonal bipyramid struc-
tures with singlet ground states. Co(CO)5

� has two
carbonyl stretches at 2140 and 2150 cm�1 [44], while
Fe(CO)5 has these same vibrations at 2013 and 2034
cm�1 [15]. Like the Mn�/Cr comparison in the present
work, the ionized cobalt complex has a much smaller
red shift in its vibrations than the isoelectronic iron
neutral. As noted earlier, the nature of charge-transfer
between the CO ligand and the metal are well known to
be the source of the red shift in the CO stretch compared
with its gas-phase value in isolated CO. �-Donation
should be enhanced in cation systems relative to their
neutrals, as the cation charge should draw electron
density toward it. If this were the most important factor,
then cation species should have greater red shifts in
their vibrations than corresponding neutrals, opposite
to the observed trend. On the other hand, � back-

Table 3. Comparison of experimental frequencies to calculated
frequencies and oscillator strengths of the isoelectronic
analogues Mn(CO)6

�, Cr(CO)6
�, and Co(CO)5

�, Fe(CO)5

Species
Experimental

frequency
Calculated
frequency

Oscillator
strength

Mn(CO)6
� 2115 2118.5 1061

Cr(CO)6 2002.9a 2001.2 1861
Co(CO)5

� 2140, 2150b 2140.0, 2154.1 644, 761
Fe(CO)5 2013, 2034c 2008, 2036 1268, 1456

aReference [19].
bReference [44].
cReference [15].
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bonding interactions should be less effective in cations
than neutrals because of the tendency of the cations to
retain their electrons. If this is more important, then
neutrals should have more red-shifted vibrations than
cations, consistent with the trends shown in the table.
These studies therefore confirm the primary importance
of � back-bonding in these carbonyl vibrational shifts,
which has indeed been pointed out in many previous
studies [1, 2, 6–8]. In another example of this effect, the
isoelectronic series of Ni(CO)4, Co(CO)4

�, and Fe(CO)4
2�

were studied previously, which have CO stretching
frequencies of 2094, 1946, and 1799 cm�1 respectively
[15, 20, 22]. Here the neutral has inefficient back-
bonding, while this increases with charge for anions.
The results suggested here in our cation studies are
therefore completely consistent with the previous un-
derstanding of the shifts for carbonyl stretches in metal
complexes.
The data in Table 3 also allow a comparison of the

computed IR intensities of the CO vibrations for neu-
trals versus ions. Comparing the isoelectronic pairs of
Mn(CO)6

�/Cr(CO)6 and Co(CO)5
�/Fe(CO)5, we find in

both cases that the neutrals have more intense vibra-
tions than the cations. The neutral oscillator strengths
are in fact nearly a factor of two greater than those of
the ions. This trend is somewhat surprising, because
vibrational motion next to a charge often enhances the
IR oscillator strength. For example, we have recently
found much stronger O–H stretches in cation–water
complexes than in the free water molecule, and the
doubly charged complexes were found to have much
stronger transitions than those of the singly charged
complexes [56]. Apparently, the trend for carbonyl
ligands is reversed, at least in these two examples. This
is perhaps related to subtle effects of the charge distri-
bution on the CO induced by metal bonding, which
have been discussed previously [13].
With the octahedral ion identified here as the stable

species in this system, we can consider the effects of
adding more CO ligands to this system. We expect that
additional ligands beyond this stable coordination will
be added in the form of weakly bonded external spe-
cies. However, as we have recently shown for niobium
and tantalum carbonyls [45], higher coordination is
sometimes possible. Figure 3 shows the spectra that we
have measured for the larger complexes. They exhibit
higher dissociation yields, consistent with the presence
of weakly bound ligands, and their spectra each have
one main vibrational band now recognized to be very
close to the position of the single feature expected for
the octahedral complex. To investigate this further, we
have performed a computational study on the n � 7
complex. The spectra and calculated structure are found
in the Supporting Information. No stable seven-coordinate
complex could be found, and the n � 7 species
invariably converged to a six-coordinate core with one
external CO ligand. The agreement between the theo-
retical calculation and experiment is excellent. The main
vibrational band is predicted to shift slightly to the blue

(2119 cm�1) compared with its position in the n � 6
complex, consistent with the experiment. In the exper-
iment, the main �CO stretch moves slightly as additional
CO ligands are added, reaching 2119 cm�1 by the third
external CO at the n � 9 complex. Additionally, the
weak intensity blue-shifted band associated with the
external or second-sphere CO molecules is also repro-
duced. The external CO band is observed to shift
slightly to the red, from 2175 cm�1 for the n � 7
complex to 2172 cm�1 for the n � 9 complex, also
gaining intensity as more external COs are present.
These frequencies are some 30 cm�1 to the blue from the
free CO stretch at 2143 cm�1. The computed position of
this band for the n � 7 complex is 2133 cm�1, which is
significantly higher in frequency than the main vibra-
tional band of the core Mn(CO)6

� ion, but still not nearly
as far to the blue as it is observed in the experiment
(2174 cm�1). This is consistent with the behavior that we
have found previously for this kind of external-CO
vibration in the analogous Co(CO)n

� complexes [44]. As
we discussed in that work, Goldman and Krogh-
Jespersen [12] have proposed that slight polarization of
such an external CO near a charged system could cause
a blue shift in the C–O frequency, in a way analogous to
how this shift occurs for so-called “non-classical” metal
carbonyls with closed-shell metal ions [12, 13, 42, 43].
This concept explains how a shift to higher frequency
can occur, but the magnitude of this effect is apparently
not reproduced by the present level of theory.

Conclusion

Manganese carbonyl cations of the form Mn(CO)n
� (n �

1–9) and their corresponding “argon-tagged” analogues
Mn(CO)n(Ar)m

2� were produced and studied using mass
selected infrared photodissociation spectroscopy and
density functional theory. Comparison of the number of
infrared bands, along with their positions and intensi-
ties, allows us to assign the electronic configuration and
geometry for these complexes. A gradual spin change is
observed as sequential carbonyl ligands are added. The
MnCO� complex has both quintet and septet popula-
tion, with a quintet ground state. Mn�(CO)2 also has a
quintet ground state, while Mn(CO)3-4

� complexes are
triplets. The Mn(CO)5

� and Mn(CO)6
� complexes are

both singlets. Mn(CO)6
� has a completed coordination

shell, in line with its expected 18 electron stability, and
shares an octahedral structure with its isoelectronic
analogue, Cr(CO)6. The carbonyl stretches for Mn(CO)6

�

are less red-shifted than those in Cr(CO)6, due to the
reduced � back-bonding caused by the charge. How-
ever, the oscillator strengths of the neutral analogues
are greater than those the cations.
Density functional theory provides significant in-

sight into the structures and spectra of these ions. For
the most part, it provides what appears to be an
accurate portrayal of these systems. One problem case
is the Mn(CO)4

� complex, which is predicted to have a
singlet ground state but found to have a triplet. The
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potential problems with DFT for studies of transition-
metal complexes and their spin states are well known
[57], and so some issues of this type are not at all
unexpected. Likewise, DFT is known to have difficulties
with weak bonding interactions such as those in van der
Waals systems. In the present case, the effects of argon
binding are handled well for the most part. This is likely
because the argon binding energies in the small com-
plexes are actually quite substantial. However, the
vibrational frequencies of the external COs solvating
the core Mn(CO)6

� ion are not handled quantitatively,
and this is then understandable.
These infrared spectroscopy studies on mass-selected

ions compare favorably, where comparisons are pos-
sible, with results from traditional inorganic chemistry
in the condensed phase. However, our studies allow the
effects of solvents and counterions to be removed, thus
providing a more direct comparison to the results of
theory. Additionally, these studies allow the systematic
investigation of properties for the coordinatively unsat-
urated species, which cannot be studied in traditional
chemistry. In the present system, this allows the pro-
gressive changes in spin states as CO ligands are added
to the Mn� ion to be observed for the first time.
The Supporting Information contains the full details

of the DFT computations done in support of the spec-
troscopy here, including the structures, energetics, and
vibrational frequencies for each of the structures con-
sidered. The complete reference for Reference [51] is
also included in the Supporting Information.
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