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TiO+(CO2) is produced by reaction of laser-ablated titanium atoms with CO2 and subsequent clustering,
supersonically cooled, and its electronic spectroscopy was characterized by photofragment spectroscopy,
monitoring loss of CO2. The photodissociation spectrum consists of a vibrationally resolved band in the visible,
with extensive progressions in the covalent Ti-O stretch (952 cm-1 vibrational frequency and 5 cm-1
anharmonicity) and in the TiO+-CO2 stretch (186 cm-1) and rock (45 cm-1). The band origin is at 13 918
cm-1, assigned using titanium isotope shifts, and the spectrum extends to 17 350 cm-1. The excited-state
lifetime decreases dramatically with increasing internal energy, from 1100 ns for the lowest energy band
(v′TiO ) 0) to <50 ns for v′TiO ) 3. The long photodissociation lifetime substantially reduces the
photodissociation quantum yield at low energy, likely due to competition with fluorescence. The fluorescence
rate is calculated to be kfl ) 7.5 × 105 s-1, based on the measured excited-state lifetimes and relative band
intensities. This corresponds to an integrated oscillator strength of f ) 0.0056. Electronic structure calculations
help to assign the spectrum of TiO+(CO2) and predict allowed electronic transitions of TiO+ in the visible,
which have not been previously measured. Time-dependent density functional calculations predict that the
observed transition is due to B, 2Π r X, 2∆ in the TiO+ chromophore and that binding to CO2 red shifts the
TiO+ transition by 1508 cm-1 and lowers the Ti-O stretch frequency by 16 cm-1. Combining the computational
and experimental results, the 2Π state of TiO+ is predicted to lie at T0 ) 15 426 ( 200 cm-1, with frequency
ωe ) 968 ( 5 cm-1 and anharmonicity ωexe ) 5 cm-1. The calculations also predict that there is only one
low-lying 2Σ state of TiO+, contrary to conclusions derived from photoelectron spectroscopy of TiO. Prospects
for astronomical observation of TiO+ via the 2Π-2∆ transition are also discussed.
I. Introduction
One of the most important applications of transition metal
oxides is as heterogeneous catalysts.1,2 As a result, there have
been many studies of gas-phase metal oxide cations to understand the oxo ligand influence on metal chemistry and to
characterize reactions such as methane to methanol conversion.3-10
Bare Ti+ is very oxophilic, reacting exothermically with water
and O2 to produce TiO+. 11-13 Recently, Koyanagi and Böhme14
and Herman et al.15 measured the room temperature kinetics of
the sequential reactions of 46 main group and transition metal
cations with CO2. Several early transition metal cations (including Ti+) activate CO2:

M+ + CO2 f MO+ + CO
Sequential activation is observed for Hf+, Nb+, Ta+, and W+:

MO+ + CO2 f MO+
2 + CO
Breaking the OC-O bond requires 533 kJ/mol. Thus, Ti+
oxygen abstraction from CO2 is consistent with the measured
Ti+-O bond strength of 664 ( 7 kJ/mol.16,17 In the presence
of helium buffer gas, many metal oxides, including TiO+, cluster
with CO2:14,15

MO+ + CO2 f MO+(CO2)
Due to interest in CO2 activation, the electronic and vibrational
spectroscopy of several transition metal cation complexes with
CO2 have been measured. This includes studies of the electronic
* To whom correspondence should be addressed. E-mail: rbmetz@
chemistry.umass.edu.

spectroscopy of Ni+(CO2) and Co+(CO2) by Brucat and
co-workers,18-20 of the electronic and vibrational spectroscopy
of V+(CO2) in our group,21,22 and of the vibrational spectroscopy
of M+(CO2)n clusters for several metals by Duncan and
co-workers.23-26
Other studies have focused on MO+(CO2) to understand
metal-ligand interactions. Bellert et al. produced ZrO+(CO2)
using molecular-beam methods and probed an excited electronic
state with photofragment spectroscopy.27 Vibrational structure
in the photodissociation spectrum characterizes noncovalent
interactions between CO2 and electronically excited ZrO+.
Binding to CO2 decreases the energy gap to the excited state,
indicating that the solvent molecule binds to the excited state
much more strongly than to the ground state. This can be
explained with respect to the upper electronic state properties
of ZrO+, particularly the greater electric dipole moment and
increased bond length. Similar results are obtained for ZrO+(N2).
Transition metal oxides are also interesting due to their
importance in astronomy. The TiO molecule dominates the
absorption opacity of M-type stars in the visible and nearinfrared regions.28,29 TiO absorptions are used for spectral
classification of cool M and S class stars,30 and the temperature
of the stellar atmosphere can be determined from the rotational,
vibrational, and spin-orbit structure of these bands.31,32 Due to
the low ionization energy of Ti (658.8 kJ/mol)33 and very high
Ti+-O bond strength (664 ( 7 kJ/mol),16,17 TiO+ can be
produced via associative ionization (chemiionization):34-36

Ti + O f TiO+ + e-

∆H(0 K) ) -5 ( 7 kJ/mol

This reaction is also an important source of free electrons in
interstellar clouds, due to the relatively high abundance of
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Figure 1. Molecular orbital diagram and electron occupancy of TiO+
(X, 2∆).
37,38

titanium.
Hence, studying the ground and excited electronic
states of TiO and TiO+ in a quantitative manner is very
important. There have been numerous spectroscopic39-43 and
computational28,44 studies of TiO. In contrast, the electronic
spectroscopy of TiO+ has not been measured, and there have
been few computational studies.
To date, the only spectroscopic information on TiO+ is from
photoelectron spectroscopy of TiO. Dyke et al.45 irradiated TiO
from a high-temperature oven with 21.22 eV photons and
observed transitions assigned to two states of TiO+. A weak
band due to ionization to TiO+ (X, 2∆) gives an ionization
energy of 6.82 ( 0.02 eV. A second band at T0 ) 10 250 ( 80
cm-1 with vibrational frequency ωe ) 860 ( 60 cm-1 and re )
1.73 ( 0.01 Å was assigned to the A, 2Σ+ state. Neutral TiO
has a 3∆ ground state with the electron configuration ...8σ2, 3π4,
1δ1, 9σ1 and re ) 1.620 Å. The 2∆ ground state of TiO+ results
from removing the 9σ electron (Figure 1). Removing the 1δ
electron produces the 2Σ excited state. Sappey et al. measured
the photoelectron spectrum of supersonically cooled TiO using
resonance-enhanced multiphoton ionization.46 They measured
an ionization energy of 6.819 ( 0.006 eV. This is in excellent
agreement with the earlier photoelectron result and the value
of 6.8197 ( 0.0007 eV obtained by Loock et al.47 using twocolor photoionization efficiencies and mass-analyzed threshold
ionization. The vibrational frequency of the TiO+ ground state
is ωe ) 1045 ( 7 cm-1, with anharmonicity ωexe ) 4 ( 1
cm-1. They observe an excited 2Σ+ state with an origin at 11 227
( 17 cm-1, vibrational frequency ωe ) 1020 ( 9 cm-1, and
anharmonicity ωexe ) 6 ( 2 cm-1. Although this state lies at a
similar energy to the 2Σ observed by Dyke and co-workers, the
very different vibrational frequencies led Weisshaar and coworkers to propose that TiO+ has two distinct low-lying 2Σ
states, and resonant two-photon ionization reaches one state,
while one-photon ionization reaches another. Unfortunately,
2
∆-2Σ optical transitions are forbidden, so these states are
difficult to characterize by electronic spectroscopy of TiO+ and
are not useful for astronomical observation of TiO+.
The Ti+-O bond is very strong, and consequently, it is
difficult to use photofragment spectroscopy to observe the
absorptions of this molecule. To understand the excited states
without breaking the Ti+-O bond, one can attach a spy
molecule like CO2 and then break the metal-ligand bond. We
measured the photodissociation spectrum of TiO+(CO2) to
characterize an excited state of the TiO+ chromophore. When
TiO+ is photoexcited, its electron density changes and the
response of the ligand to these changes is reflected in the
photodissociation spectrum. In addition, calculations help to
further characterize the ground and excited states of TiO+ and
TiO+(CO2).

Figure 2. Photodissociation spectrum of TiO+(CO2) with the covalent
Ti-O stretch vibrational quantum numbers vTiO marked. The asterisk
denotes the electronic state origin. The inset shows the geometry of
TiO+(CO2) calculated at the B3LYP/6-311+G(d) level.

II. Experimental Approach
The experimental apparatus, a dual time-of-flight reflectron
photofragment spectrometer, and methods used have been
described in detail previously.48-50 In this study, titanium cations
are generated by laser ablation of a translating and rotating
titanium rod (Strem Chemicals, 99.98% pure). The Ti+ ions react
with ∼0.1% carbon dioxide (99.98% pure) seeded in helium
introduced through a piezoelectric pulsed valve to produce TiO+
and TiO+(CO2)n. The ions in the plasma undergo supersonic
expansion into vacuum, leading to substantial cooling. Vibrationally mediated photodissociation of V+(CO2) reveals a
rotational temperature of 12 K for ions produced in this source.21
The ion beam is skimmed, extracted into the time-of-flight mass
spectrometer, and rereferenced to ground potential. The massselected ions of interest are photoexcited at the turning point
of the reflectron by the output of a pulsed (20 Hz) Nd:YAGpumped dye laser with a line width of <0.1 cm-1. Fragment
and parent ions reaccelerate to a dual-microchannel-plate
detector. The resulting signal is amplified, collected on a digital
oscilloscope or a gated integrator, and recorded digitally using
a LabView-based program. The photofragment experiments
produce two types of spectra. Difference spectra are obtained
by subtracting time-of-flight spectra with the dissociation laser
blocked from those with it unblocked. Difference spectra are
used to identify fragment ions and their relative abundance at
a given wavelength. The difference spectrum can also give
information on the dissociation dynamics and kinetics. Kinetic
energy release leads to broadening of the fragment time-offlight peaks, while slow dissociation leads to tailing in the
fragment peak toward the parent time.51 Photodissociation
spectra are obtained by monitoring the fragment ion yield as a
function of wavelength and normalizing to the parent ion signal
and laser power. The intensities of features in the photodissociation spectrum are proportional to the product of the absorption
cross section and the quantum yield for photodissociation.
III. Results and Discussion
A. Photodissociation Spectroscopy and Dissociation Kinetics of TiO+(CO2). The photodissociation spectrum provides
the absorption spectrum of TiO+(CO2) when absorption leads
to dissociation. Figure 2 shows the resonant photodissociation
spectrum of 48TiO+(CO2) obtained by monitoring 48TiO+, the
only fragment observed. The spectrum is richly structured, with
four bands separated by ∼950 cm-1; each band consists of
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Figure 3. Assignment of covalent Ti-O stretch vibrational levels vTiO
in the photodissociation spectrum of TiO+(CO2). Experimental isotope
shifts are compared to calculated shifts assuming the vibrational
numbering is as shown in Figure 2 (solid line) and with the numbering
shifted by one (dashed lines).

several peaks separated by ∼50 cm-1. In order to identify the
vibrational progressions in the electronic spectrum of TiO+(CO2)
we first consider the vibrational frequencies of TiO+ and CO2.
The vibrational frequency46 of the TiO+ ground state is ωe )
1045 ( 7 cm-1, with anharmonicity ωexe ) 4 ( 1 cm-1; the
vibrational frequencies of CO2 are 2349, 1333, and 667 cm-1.
The ∼950 cm-1 progression observed is thus likely due to the
covalent Ti-O stretch in the excited state of TiO+(CO2), while
the low-frequency vibration(s) are due to noncovalent
metal-CO2 stretches and bends. In order to confirm the
assignment of the high-frequency progression and to establish
vibrational quantum numbers we measure the photodissociation
spectrum of TiO+(CO2) using the minor 50Ti isotope (5% natural
abundance), rather than 48Ti (74% abundance). Since vibrational
frequencies depend on the reduced mass of the molecule, the
Ti-O+ stretching frequency of the heavier 50TiO+ isotopomer
is lower than that of the more abundant 48TiO+ isotopomer.
Ignoring anharmoncity and the influence of the CO2, the ratio
of reduced masses yields ω50 ) 0.994986 ω48. Using the
vibrational frequencies of the ground (1045 cm-1) and excited
(950 cm-1) states of TiO+ gives an isotopic shift (in cm-1) of

E48TiO+ - E50TiO+ ≈ 4.76v′ - 0.24

(1)

where v′ is the excited state vibrational quantum number. Figure
3 shows the measured isotopic shifts, and the predictions of eq
1 for the cases where the first observed band corresponds to v′
) 0 (best fit), v′ ) 1, and where the second band is due to v′
) 0. With the vibrational numbering established, the peak at
13 918 cm-1 (asterisk in Figure 2) is the origin. The excited
state covalent TiO+ stretching frequency is ω′TiO ) 952 cm-1
with anharmonicity x′TiO ) 5 cm-1.
Figure 4 again shows the photodissociation spectrum of
TiO+(CO2) but with the four high-frequency bands shifted to
allow for better comparison of the low-frequency structure in
each band. The four bands exhibit almost identical lowfrequency structure, indicating that there is little coupling
between the covalent Ti-O stretch and the metal-CO2 stretches
and bends. There are progressions in two low-frequency modes:
at 45 and 186 cm-1. The 186 cm-1 vibration is assigned to the
noncovalent metal-CO2 stretch, while the lowest frequency
vibration is due to the metal-CO2 rock. Every fourth peak is
split, as the stretch frequency is not quite an integer multiple
of the rocking frequency. The long progressions observed in
the metal-ligand rock and, to a lesser extent, stretch indicate
that the TiO+ electronic state substantially affects its interaction
with CO2. This will be explored in more detail with the aid of

Figure 4. Overlapped photodissociation spectrum of TiO+(CO2). Bands
corresponding to the covalent Ti-O stretch vTiO ) 0-3 are shifted to
allow comparison of the low-frequency metal-CO2 stretch and rock.
The low-frequency vibrations are essentially independent of vTiO. The
asterisk denotes the electronic state origin.

electronic structure calculations. It also interesting to compare
the photodissociation spectrum of TiO+(CO2) to that of isoelectronic ZrO+(CO2) obtained by Bellert et al.27 The spectra
are very similar. They observe a progression in the Zr-O
covalent stretch (ω′ZrO ) 891 cm-1, x′ZrO ) 3.4 cm-1), as well
as the metal-CO2 stretch (ω′stretch ) 173 cm-1) and rock (ω′rock
) 39 cm-1). These values are very similar to those we observe
for TiO+(CO2). The titanium complex does, however, show a
more extensive progression in the rock, indicating that electronic
excitation of TiO+ results in a larger change in the orientation
of the CO2 ligand.
The shape of the fragment peak in the time-of-flight spectrum
is sensitive to dissociation dynamics and kinetics. Substantial
kinetic energy release leads to peak broadening, while slow
dissociation leads to peak tailing.51 Figure 5 shows the TiO+
fragment peak from photodissociation of TiO+(CO2) at 14 204
and 14 925 cm-1. The 14 204 cm-1 spectrum shows clear tailing,
which is much reduced at 14 925 cm-1. The lifetimes of the
photoexcited molecules are determined by comparing experimental and simulated51 fragment time-of-flight profiles. Excited
state lifetimes measured at several photon energies covering vTiO
) 0-3 are shown in Table 1. The lifetime drops rapidly with
increasing photon energy, until no tailing is observed at energies
above 16 500 cm-1, indicating lifetimes below 50 ns.
B. Calculations. Electronic structure calculations were carried out on TiO+ and TiO+(CO2) to determine which state of
the TiO+ chromophore is responsible for the observed spectrum,
as well as to investigate the photodissociation mechanism and
the broad range of dissociation lifetimes. In addition, by
calculating how the CO2 affects the vibrational frequencies and
electronic spectroscopy of TiO+, we can use our experimental
results on TiO+(CO2) to predict the electronic spectrum of bare
TiO+ in the visible. Calculations were carried out using the
B3LYP hybrid density functional method, with the 6-311+G(d)
basis set, using Gaussian03.52 At this level of theory, bare TiO+
is predicted to have a 2∆ ground state, with the electron
configuration ...8σ2, 3π4, 1δ1 and re ) 1.570 Å. To characterize
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Figure 6. Calculated potential-energy curves for doublet states of TiO+
and TiO+(CO2) along the covalent Ti-O stretch. Points are calculated
using TD-DFT at the B3LYP/6- 311+G(d) level. Electronic states of
TiO+(CO2) are also labeled by the corresponding state of bare TiO+.
The 2A′′ (2∆) state of TiO+(CO2) is not shown, as it is nearly degenerate
with the 2A′ (2∆) state.
Figure 5. Time-of-flight spectra of TiO+ from photodissociation of
TiO+(CO2) at 14 204 and 14 925 cm-1. Tailing in the 14 204 cm-1
spectrum indicates a lifetime of 1100 ns, which drops to 120 ns at
14 925 cm-1. The small peaks in the spectra are due to photodissociation
of minor isotopomers.

TABLE 2: Spectroscopic Parameters for the Ground and
Low-Lying Excited States of TiO+ from TD-DFT
Calculations at the B3LYP/6-311+G(d) Levela
state
2

∆, harmonic 1.570
∆
1.570
2
Σ
1.548
2
Π
1.610
2

TABLE 1: Excited-State Lifetimes and Excited-State Decay
Rates for Several Vibronic States of TiO+(CO2)a
energy (cm-1)
14 204
14 925
15 798
16 722

lifetime, τ (ns)

rate, 1/τ (s-1)

1100
120
60
e50

9 × 10
8 × 106
1.7 × 107
g2 × 107
5

a
The lifetimes are measured from fits to tailing in the TiO+
fragment time-of-flight spectrum, as shown in Figure 5.

excited electronic states, time-dependent density functional
theory (TD-DFT) calculations were carried out at the B3LYP/
6-311+G(d) level. Because Gaussian03 does not have the
capability to optimize TD-DFT excited state geometries, this
optimization was done manually, by scanning along each
internal coordinate. There are two low-lying excited states: the
2
Σ state is formed by promotion of the 1δ electron to the 9σ
orbital (see Figure 1); promotion to the 4π orbital produces the
2
Π state. Figure 6 shows scans along the Ti-O stretch for the
ground and low-lying doublet states of TiO+. The low-lying 2Σ
and 2Π states have similar energies at r > 1.8 Å, as they both
correlate to Ti+ (a, 4F) + O (3P), as do the ground and several
excited states, including a second 2Σ state, discussed below.
Spectroscopic parameters obtained by solving the Schrödinger
equation for the one-dimensional stretching potential are given
in Table 2. Transitions from the 2∆ ground state to the 2Σ excited
state are forbidden. Transitions to the 2Π state are calculated to
have an integrated oscillator strength f ) 0.0050.
Several groups have carried out calculations on TiO+ using
density functional and correlated ab initio methods. The doublet
ground state and lowest quartet state of TiO+ were characterized
in surveys of metal-oxide bonding trends53,54 and in studies of
the Ti+ + H2O and Ti+ + CO2 reactions.15,55,56 However, these
studies did not characterize excited doublet states of TiO+. As
part of a study of Rydberg states of TiO, McLaughlin et al.57
calculated excited doublet states of TiO+. They obtain slightly
higher excitation energies to the 2Σ and 2Π than our TD-DFT
results, likely due to their use of a small Slater-type basis set.

re (Å) ωe (cm-1) ωexe (cm-1) Te (cm-1) T0 (cm-1)
1122.1
1122.5
1130.9
1049.6

0
4.18
4.84
3.89

0
0
11 399
16 385

0
0
11 403
16 348

a
The first row is an analytical harmonic frequency. Other rows
are anharmonic frequencies from the potentials in Figure 6.

Miliordos and Mavridis58 carried out a series of very high-level
calculations on the ground and excited electronic states of TiO
and TiO+. Their highest level calculations are multireference
configuration interaction, with quadruple excitations estimated
via the Davidson correction, and scalar relativistic effects
included by the second-order Douglas-Kroll-Hess method
(C-MRCI+Q+DKH2).59 At this level of theory, they predict
ωe ) 1059 and ωexe ) 4.7 cm-1 for the ground state and that
the 2Σ and 2Π states lie at Te ) 10 700 and 15 400 cm-1,
respectively, with frequencies of ωe ) 1032 and ωexe ) 4.8
cm-1 (2Σ) and ωe ) 969 and ωexe ) 4.4 cm-1 (2Π). Our TDDFT calculations are in excellent agreement with the multireference calculations with respect to geometries and excitation
energies, although the calculated frequencies are about 8% too
high. This is consistent with TD-DFT calculations on other
transition metal oxide cations, which predict excitation energies
with mean errors of 2000 cm-1.49,60
The geometry of TiO+(CO2) calculated at the B3LYP/6311+G(d) level is shown in Figure 2. The complex is planar.
Binding to CO2 lengthens the covalent Ti-O bond by 0.010 Å,
to 1.580 Å. The noncovalent OTi-OCO bond length is 2.19
Å, and the complex is bent, with an OTi-(OCO) angle of 107°.
The CO2 is bound by 8000 cm-1. Figure 6 shows scans of
doublet states of TiO+(CO2) along the covalent Ti-O stretch.
Interaction with CO2 lowers the symmetry of the 2∆ ground
state of TiO+, resulting in two, nearly degenerate states (2A′ is
slightly lower than 2A′′). Interaction with CO2 leads to much
larger splitting for the 2Π excited state of TiO+. The lower
energy 2A′′ (2Π) component corresponds to an electron in the
out-of-plane π orbital, resulting in less repulsion with CO2 than
promotion to the in-plane π orbital. The 2A′′ (2Π) state retains
significant oscillator strength (f ) 0.0057), while the 2A′
component has f ≈ 0. As for the low-lying 2Σ state of TiO+,
binding to CO2 lowers the symmetry, so transitions to the 2A′
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TABLE 3: Spectroscopic Parameters for the Covalent Ti-O
Stretch in the Ground and Low-Lying Excited States of
TiO+(CO2) from TD-DFT Calculations at the B3LYP/
6-311+G(d) Levela
ωe (cm-1) ωexe (cm-1) Te (cm-1) T0 (cm-1)

state
2A′ (2∆), harmonic
2A′ (2∆)
2A′ (2Σ)
2A′′ (2Π)

1106
1103.5
1062.4
1033.5

0
3.16
3.31
3.96

0
0
11 552
14 992

0
0
11 531
14 957

a
The first row is a harmonic frequency. Other rows are
anharmonic frequencies from the potentials in Figure 6. Electronic
states of TiO+(CO2) are also labeled by the corresponding state of
bare TiO+ in parentheses. Interaction with CO2 splits the 2Π state
into two components. Parameters are not given for the upper 2A′
(2Π) state.

TABLE 4: Calculated Vibrational Frequencies of
TiO+(CO2) at the B3LYP/6- 311+G(d) Level
assignment

frequency (cm-1)

CO2 antisymmetric stretch
CO2 symmetric stretch
CO2 bend
covalent Ti-O stretch
OTi-(OCO) stretch
OTi-(OCO) rock

2458
1377
639 and 647
1106
255
53, 100, and 132

(2Σ) state are no longer forbidden but are weak with f ) 0.0007.
Calculated spectroscopic parameters for the covalent Ti-O
stretch in TiO+(CO2) are given in Table 3. Calculated harmonic
vibrational frequencies for the ground state of TiO+(CO2) are
in Table 4.
C. Discussion. The photodissociation spectrum of TiO+(CO2)
has an origin at 13 918 cm-1 and shows extensive progressions
in the covalent Ti-O stretch (ω′TiO ) 952 cm-1 with anharmonicity x′TiO ) 5 cm-1) and the metal-CO2 stretch and rock
(186 and 45 cm-1, respectively). The calculations predict two
states of TiO+(CO2) in this region: the 2A′ (2Σ) and 2A′′ (2Π)
states. Transitions to the 2A′ (2Σ) state are predicted to be about
an order of magnitude weaker than those to the 2A′′ (2Π) state.
Since we observe only one electronic transition, it is assigned
to the 2A′′ (2Π) state, and this assignment is consistent with a
drop in the Ti-O stretching frequency on photoexcitation. The
calculations predict that this state is at an adiabatic energy of
Te ) 14 877 cm-1, if the excited state geometry is optimized
along all coordinates. Photoexcitation of TiO+(CO2) to this state
is calculated to increase the covalent Ti-O bond length by 0.04
Å, decrease the OTi-OCO bond length by 0.04 Å, and decrease
the O-Ti-OCO angle by 13°. These geometry changes would
lead to short progressions in the covalent Ti-O stretch and the
metal-CO2 stretch and an extensive progression in the rock,
as observed. The calculation slightly overestimates the covalent
TiO stretch frequency, predicting ω′TiO ) 1033.5 cm-1 with
anharmonicity x′TiO ) 4 cm-1. The calculations predict that TiO+
(X, 2∆) binds CO2 by 8000 cm-1. The calculated 1508 cm-1
red shift for excitation to the 2A′ (2Π) state indicates that the
2
Π state of TiO+ binds CO2 more strongly, by ∼9500 cm-1.
This stronger interaction is also consistent with the calculated
reduction in the OTi-OCO bond length upon photoexcitation.
Despite this strong binding, interaction with the CO2 only
slightly affects the vibrational frequency of TiO+, reducing it
by 16 cm-1 according to the calculations.
The wide range of excited state lifetimes observed for
TiO+(CO2) is unusual for a molecule this small. Photoexcitation
of TiO+(CO2) initially produces [TiO+(CO2)]* 2A′′ (2Π).
Dissociation requires internal conversion or intersystem crossing

to a lower lying electronic state followed by intermolecular
vibrational relaxation (IVR) to transfer sufficient energy to the
OTi-OCO stretch to dissociate the complex. Intersystem
crossing does not contribute since the lowest quartet state is
calculated to lie above the photon energy. We can use a
statistical model to predict whether internal conversion or IVR
is the rate-limiting step. If internal conversion of [TiO+(CO2)]*
to highly vibrationally excited TiO+(CO2) in its ground electronic state is rapid, then the statistical RRKM model can be
used to predict the unimolecular dissociation rate of the
energized complex. Using computed vibrational frequencies
(Table 4) and the calculated TiO+-CO2 binding energy of 8000
cm-1, the statistical dissociation rate is 3 × 1010 s-1 at a photon
energy of 14 000 cm-1. Increasing the binding energy to 10 000
cm-1 only drops the dissociation rate is 3 × 109 at 14 000 cm-1.
This is over 3 orders of magnitude faster than is observed. Thus,
these calculations predict that IVR is rapid and internal
conversion is the rate-limiting step. The observed intensities in
the photodissociation spectrum (Figure 2) provide further
evidence that the 2A′′ (2Π) state of TiO+(CO2) is sufficiently
long lived that fluorescence competes with predissociation.
Using the potentials in Figure 6 for the 2A′ (2∆) and 2A′′ (2Π)
states of TiO+(CO2), absorption to the vTiO ) 0:vTiO ) 1 peaks
should have an intensity ratio of 1:0.3. This is quite different
from the intensities in the photodissociation spectrum, which
are in a ratio of ∼0.6:1. This implies that the photodissociation
quantum yield Φd for the vTiO ) 0 band is only 18% that for
the vTiO ) 1 band. As Table 1 shows, the excited state lifetime
for the vTiO ) 0 band is about an order of magnitude larger
than for the vTiO ) 1 band. This suggests that fluorescence
competes with photodissociation. The photodissociation quantum yields and the observed excited state decay rates (Table 1)
can be used to estimate the fluorescence rate and the oscillator
strength. Assuming that the vTiO ) 0 and 1 bands have the same
fluorescence rate and that only fluorescence and dissociation
contribute to the excited state decay rate, the fluorescence rate
is kfl ) 7.5 × 105 s-1. This implies an integrated oscillator
strength of f ) 0.0056. The agreement with the TD-DFT value
(f ) 0.0057) is excellent. The experimental values have
uncertainties of 20%, primarily due to the uncertainty in
the decay rate of vTiO ) 0; thus, the level of agreement
with the calculated result is likely accidental. Fluorescence
dominates the excited state decay rate for the vTiO ) 0 band.
This suggests that bare TiO+ (2Π) is likely to fluoresce, which
provides a route for its characterization in laboratory studies.
Current spectroscopic information on TiO+ is from photoelectron spectroscopy of TiO by Dyke et al.45 and Sappey et
al.46 They agree on the ground 2∆ state of TiO+. Dyke et al.
also observe a band at T0 ) 10 250 ( 80 cm-1 with ωe ) 860
( 60 cm-1 and re ) 1.73 ( 0.01 Å, which they assign to the
A, 2Σ+ state.45 Sappey at al. observe an excited 2Σ+ state with
T0 ) 11 227 ( 17 cm-1, ωe ) 1020 ( 9 cm-1, and
anharmonicity ωexe ) 6 ( 2 cm-1.46 Although this state lies at
a similar energy to the 2Σ state observed by Dyke et al., the
very different vibrational frequencies led Sappey et al. to propose
that TiO+ has two low-lying 2Σ states, and resonant twophoton ionization reaches one state, while one-photon ionization
accesses another. Our photodissociation study of TiO+(CO2)
probes the 2Π state of TiO+. This state has the electron
configuration ...8σ2, 3π4, 4π1 and thus cannot be reached by
simply removing an electron from neutral TiO, so it was not
observed by Dyke et al. The multiphoton ionization study of
Sappey et al. used several intermediate electronic states of TiO,
so they could conceivably ionize to the 2Π state of TiO+, but
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their study did not extend to sufficiently high energies. However,
our calculations shed light on the 2Σ states observed by
photoelectron spectroscopy. The TD-DFT calculations predict
one low-lying 2Σ state of TiO+, at T0 ) 11 403 cm-1 with ωe
) 1131 cm-1, ωexe ) 5 cm-1, and re ) 1.55 Å. These values
are in excellent agreement with the values for the 2Σ state
observed by Sappey et al. The next 2Σ state is predicted to lie
at much higher energy, with Te ) 30 600 cm-1. It is not clear
why the one-photon photoelectron study of TiO gives such a
low vibrational frequency for the A 2Σ state of TiO+. One
possibility is that the high temperature (∼800 K) of the
molecules and modest spectral resolution lead to overlapping
vibrational bands that are easily mis-assigned.
Neutral TiO has been detected near numerous stars based on
absorption in three strong electronic transitions in the visible.28-30
The resulting rotational, vibrational, and spin-orbit structure
is used to measure the local temperature.31,32 The low ionization
energy of TiO and high bond strength of TiO+ make it likely
that TiO+ is also present in circumstellar envelopes. The
electronic spectrum of TiO+ has not been measured, which
clearly hampers its detection. Optical transitions from the 2∆
ground state to the low-lying 2Σ state of TiO+ identified in the
photoelectron spectroscopy of TiO are forbidden. The high
Ti+-O bond strength17 of 664 kJ/mol also makes it difficult to
characterize via photofragment spectroscopy. We can combine
our calculations on TiO+ and TiO+(CO2) and experimental
results on TiO+(CO2) to predict the electronic spectroscopy of
bare TiO+. The calculations indicate that binding to CO2 affects
the 2Π state of TiO+: lowering ωe by 16 cm-1 and Te by 1508
cm-1. For TiO+(CO2), we measure T0 ) 13 918 cm-1 and ω′TiO
) 952 cm-1 with anharmonicity x′TiO ) 5 cm-1. We would then
predict that the 2Π state of TiO+ has ωe ) 968 ( 5 cm-1 with
anharmonicity ωexe ) 5 cm-1 and lies at T0 ) 15 426 ( 200
cm-1. The estimated value of T0 ignores differences in zeropoint energy in vibrations other than the Ti-O stretch between
the two states. These values are very close to recent very high
level multireference calculations by Miliordos and Mavridis.58
At the TD-DFT level, the 2Π-2∆ transition in bare TiO+ is
calculated to have an integrated oscillator strength f ) 0.0050.
At the same level of theory, the strong R(3∆-3∆) and γ(3Φ-3∆)
transitions in neutral TiO are calculated to each have f ≈ 0.11,
in accord with higher level calculations.28 The relative weakness
of the 2Π-2∆ band in TiO+ will make its circumstellar detection
challenging. Astronomical searches for TiO+ will require
accurate transition frequencies, and these values provide an
excellent starting point for laboratory studies of TiO+, perhaps
by sensitive techniques such as cavity ring-down spectroscopy
or laser-induced fluorescence.
IV. Conclusions
Photofragment spectroscopy of TiO+(CO2) has been used to
characterize the 2A′′ (2Π) excited state. Photoexcited TiO+(CO2)
shows a wide range of excited state lifetimes, which is likely
due to slow internal conversion at lower energies. Reduced
intensity in the vTiO ) 0 band in the photodissociation spectrum
is consistent with the low photodissociation quantum yield due
to competition with fluorescence. From the measured excited
state lifetimes and relative band intensities, the fluorescence rate
is calculated to be kfl ) 7.5 × 105 s-1. This corresponds to an
integrated oscillator strength of f ) 0.0056. The experimental
band origin and Ti-O stretching frequency of TiO+(CO2), along
with calculations on TiO+ and TiO+(CO2), allow for the
prediction of the excitation energy and vibrational frequency
of the 2Π state of bare TiO+.
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(7) Schröder, D.; Schwarz, H. Angew. Chem., Int. Ed. Engl. 1995, 34,
1973.
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