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ABSTRACT: Dimers consisting of an alkali metal bound to an alkaline earth metal are of
interest from the perspectives of their bonding characteristics and their potential for being
laser cooled to ultracold temperatures. There have been experimental and theoretical
studies of many of these species, but spectroscopic data for LiMg and the LiMg" cation
are sparse. In this study, rotationally resolved electronic spectra for LiMg are presented.
The ground state is confirmed to be X1°Z* and observations of low-lying electronically
excited states are reported for the first time. Reexamination of transitions in the near-UV
spectral range indicates that previous band assignments should be revised. Two-color laser
excitation techniques were used to determine an ionization energy of 4.7695(4) eV. This
value is 1.2 eV below the previously reported experimental estimate. Vibrationally
resolved spectra were obtained for LiMg', yielding molecular constants that were
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consistent with a substantial strengthening of the bond on ionization.

B INTRODUCTION

Interest in metal dimers that consist of an alkali atom bound to
an alkaline earth atom (Alk-AE) was originally motivated by
questions concerning the strength and the mechanisms of
bonding.'~” For example, Bauschlicher et al.' considered the
question of whether the bonding would be intermediate
between the covalent bonds of the Alk-Alk dimers and the van
der Waals-like bonding of the AE-AE dimers. Over the past
decade there has been additional interest in the Alk-AE dimers
generated by the possibility that they may be suitable for
cooling to ultracold temperatures.”~"> An ensemble of these
dimers would be able to process information by means of both
electric dipole and spin—spin interactions. Molecular ions of
the form Alk-AE* have closed shell 'Z* ground states.”'*'*~**
While they do not offer the advantages of facilitating magnetic
interactions through spin, they can be trapped and
manipulated using external electric fields.

There have been many theoretical and experimental studies
of the AIk-AE dimers.'~">*"**7° As the present study is
focused on LiMg, we briefly summarize the gas-phase
spectroscopic work that has been carried out on the Li-AE
series. Electronic spectra have been recorded for LiBe,”"
LiMg,>** LiCa,**”** LiSr,"**" and LiBa.*”*" With the
exception of LiMg, a subset of the spectra for each dimer
has been recorded at the level of rotational resolution. All of
the dimers have X1°X" ground states. The first excited states
are 1°TT and 2?2, which correlate with the Li(2p) + AE(ns?)
dissociation asymptote. These bound states are all less than
11000 cm™ above the ground state minimum for the entire
series. The next group of excited states, 2°T1, 3°Z*, 1*I, and
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1%, correlate with the Li(2s) + AE(nsnp, *P) atomic limit.
The ground state dissociation energies do not vary monotoni-
cally with the increasing atomic number of AE, with LiMg
having the weakest bond.”

The lightest member of this family, LiBe, was characterized
by means of laser-induced fluorescence (LIF) spectroscopy.
Schlachta et al.* observed rotationally resolved bands of the
2Y[I-X1%%" transition within the range 19200—20600 cm™.
Multireference configuration interaction (MRCI) calculations
predicted that the ground state was bound by 2476 cm™,
consistent with the expected half-order bond.* The bond
length was found to be shorter than that of covalently bound
Li,, in part due to the smaller covalent radius of Be. Electronic
spectra for "Li**Mg, recorded by means of resonantly enhanced
two-photon ionization (RE2PI), were reported by Berry and
Duncan.’ Two electronic band systems labeled E-X1*%* and F-
X1°Z* were observed in the 30000—32000 cm™" range. Data
were taken at the level of vibrational resolution. Hot bands
were observed, allowing for determination of the ground state
binding energy (D, = 1330 cm™) via extrapolation of the
vibrational structure. The E and F states were tentatively
assigned as the *IT and *X" states correlating with the Li(3p) +
Mg(3s?) dissociation asymptote. Bound-free emission spectra
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for the lower energy 2’TI-X1°X* and 3*X*—X1°Z" transitions
of LiMg were reported by Pichler et al.>® The emissions were
generated by the reaction of optically excited Li, with Mg
atoms.

There have been several theoretical calculations for LiMg.
Ground state properties are discussed in refs 2, 3, 8—11, and
38. Two of the more recent studies have examined the X1°X*
state rotation-vibration transition rates associated with ambient
temperature blackbody radiation.'”"" Electronically excited
states up to those correlating with the Li(2s) + Mg(3s3p, *P)
asymptotes were explored in refs 10 and 38. Table 1 lists the
atomic state asymptotes and the molecular terms that correlate
with these limits for states that are relevant to this study.

Table 1. Correlation of Molecular Electronic States of LiMg
with Separated Atom Limits

total

Li Mg E(Li)“ E(Mg)“ energy molecular terms

2s  3¢? 0.0 0.0 00 X1%T*

2p 3¢ 14903.8 0.0  14903.8 27T, 1211

2s  3s3p(°P) 0.0 218909 218909 32XT*, 2701, 1*%F,
111

3s  3¢? 27206.1 0.0  27206.1 4°%T*

3p 3¢ 30925.4 0.0 309254 5°%F, 371

3d 3§82 31283.1 0.0 312831 6%, 41, 1°A

45 3s” 35012.1 0.0  35012.1 7°%*

25 3s3p('P) 0.0 350513  35051.3 &% SI

2p  3s3p(°P)  14903.8 218909 367947  9°TF, 10°TF, 1%,
671, 7711, 2%A,
248 348 192,
241, 340, 1*A

“Energies from the NIST atomic database®” in units of cm™".

The objectives of the present study were to advance the
characterization of LiMg by recording rotationally resolved
spectra for the near-UV bands reported by Berry and Duncan’
and provide the first observations of the lower energy 17T,
22%* 27I1 and 3% states. This was accomplished by means of
LIF, dispersed fluorescence, and RE2PI measurements.
Fluorescence decay lifetimes were recorded in order to test
transition dipole moment predictions for several excited state.
To examine the configurational parentage of the states
observed in the near-UV spectral range, we have carried out
MRCI calculations that now include states that correlate with
the Li(nl) + Mg(3s?), limits for nl = 3s, 3p, 3d, and 4s.

The ionization energy (IE) of LiMg and the ground state
vibrational structure of LiMg" were probed by means of
pulsed-field ionization zero-kinetic energy (PFI-ZEKE) photo-
electron spectroscopy.”’ The IE was in question as an early
measurement carried out using mass spectrometry yielded a
value of 5.96 eV.” Subsequently, spectroscopic measurements”
and theoretical calculations” indicated that this value was too
high by at least 1 eV. Prior to the present study there were no
published spectroscopic studies of the ion, but calculated
properties for LiMg" were available from refs 2, 10, 16, and 52.
The most recent study’” predicts a X1'E* ground state
dissociation energy of 6575 cm™', with vibrational and
rotational constants of @} = 264 and B} = 0.372 cm™'. The
lifetimes of the ground state vibrational levels in the presence
of blackbody radiation have been considered by Gao and
Gao'® and Fedorov et al,”” while properties of low-lying
electronically excited states have been investigated by Gao and
Gao'’ and ElOualhazi et al.'®

B EXPERIMENTAL SECTION

The techniques used to characterize LiMg consisted of LIF,
dispersed LIF (DLIF), RE2PI, photoionization efficiency
(PIE), and PFI-ZEKE spectroscopy. Gas-phase LiMg was
obtained by laser ablation of the surface of a Li-coated Mg rod
(as in the study by Berry and Duncan”). The Li coating was
applied by rubbing samples of Li metal against the surface of
the 6.35 mm diameter Mg rod. Laser ablation was achieved
using the 1064 nm pulses from a Nd/YAG laser. Typically, the
rod could be used for about 3 days before the Li coating
needed to be reapplied.

The Li-coated Mg rod was mounted in a Smalley-type jet
expansion source.”” The rod was rotated and translated to
avoid pitting. The carrier gas used for these experiments was
pure He, supplied by a pulsed valve (Parker-Hannifin series 9)
at a source pressure of 5 atm. LIF and DLIF spectra were
recorded with the excitation laser beam set to cross the jet
expansion approximately 7.5 cm downstream from the nozzle
orifice. Laser-induced fluorescence was collected along an axis
that was perpendicular to both the laser beam axis and the jet
expansion axis. For the recording of LIF data, a long-pass filter
was used to reduce the scattered laser light, and the filtered
fluorescence was detected by a photomultiplier tube (Photonis
XP2020). Fluorescence decay curves, acquired using a digital
oscilloscope (LeCroy WaveSurfer 24Xs) to signal-average 500
laser pulses per trace, were measured using the same setup.
DLIF spectra were obtained when the long-pass filter was
replaced by a 0.25 m monochromator (Jarrell-Ash 82—410).

Three tunable dye laser systems were used in these
experiments. Two were Nd/YAG pumped systems, consisting
of a Lambda Physik Scan Mate Pro driven by a Quantel Q-
smart 850 Nd/YAG, and a Continuum ND6000 dye laser
driven by a Powerlite 8000 Nd/YAG laser. The third system
was a Lambda Physik FL3002 dye laser pumped by a Lextra
XeCl excimer laser. In their standard configurations, all three
dye lasers operated with line widths (FWHM) of approx-
imately 0.3 cm™". For higher resolution measurements, the line
width of the FL3002 laser was reduced to 0.06 cm™' by means
of an intracavity etalon. Wavelength calibration of the lasers
was established using a Bristol Instruments model 821 wave
meter.

RE2PI, PIE, and PFI-ZEKE measurements were carried out
in a differentially pumped vacuum chamber that was equipped
for time-of-flight mass spectrometry and electron detection.”
RE2PI and PIE spectra were recorded with mass-resolved ion
detection. RE2PI data for the near-UV bands were obtained
using one-color, two-photon ionization. This was possible
because the excited state energies were more than half of the
IE. RE2PI spectra for lower energy states were observed using
two-color ionization. Frequency doubling of the light from the
ND6000 laser yielded wavelengths (usually near 330 nm and
held constant for each scan) that could readily ionize LiMg
that had been excited to the 2°T1 or 3*E* states. All two-color
measurements were carried out using spatially overlapped,
counter-propagating laser beams. Digital delay generators
(Stanford Research Systems, DG 535) were used to
synchronize the light pulses.

PIE curves were recorded with the first laser set to populate
an excited state of LiMg. The wavelength of the second laser
was then swept to locate the onset of ionization. These
measurements were conducted with the ionization zone
located between the charged electrodes of the mass
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spectrometer. The local electric field of 364 V cm™ caused a
depression of the IE by 115 cm™.

PFI-ZEKE spectra for LiMg" were recorded with sequential
laser excitation occurring under nominally field-free conditions.
Sequential excitation to long-lived Rydberg states was followed
by the application of a 1.4 V cm™ pulse to induce field
ionization and acceleration of the electrons to a microchannel
plate detector. The delay between the laser excitation and
ionizing field pulses was 2 us.

B RESULTS

i. 22I1-X12X * and 32X *—X12X * Transitions of LiMg.
The ab initio predictions of Gao and Gao'® were used to guide
searches for the 2°TI-X1°Z* and 3°L*—X1’T" transitions.
Initially, RE2PI spectroscopy with mass-resolved ion detection
was used to find the vibronic bands. This ensured that the
observed features were associated with LiMg. Once the band
centers had been located, LIF spectra were recorded as this
technique yielded better resolution in the apparatus used for
these measurements. Figure 1 shows a rotationally resolved

v ) v ) v ) v )
19222 19224 19226 19228 19230
Energy / cm™

Figure 1. Origin band of the 3*X*—X1*%" transition. The downward-
going (red) trace is a simulation generated using the PGOPHER
software package. The peaks are labeled using the Hund’s case (b)
rotational quantum number N. The rotational temperature for this
model was S K.

LIF spectrum for the origin band of the 3*X*-X1°%*
transition, recorded using etalon line-narrowing to improve
the line-width of the dye laser. This trace exhibits the expected
P- and R-branch structure, but the resolution was not sufficient
to expose either the spin-rotation or isotope splittings (the
dominant isotopologues are "Li** Mg (73%), "Li*® Mg (9%),
and "Li*® Mg (10%)). The downward-going trace in Figure 1 is
a simulation generated using the PGOPHER software
package.”® Due to the limited resolution and the small number
of rotational levels observed, only three molecular constants
could be derived for this band. These were the band origin (¥,
= 19229.3 cm™') and the upper and lower state rotational
constants (B, and B{). The band origin was just 140 cm™!
below the value predicted at the MRCI/CVQZ+Q_level of
theory.'® Also, in accord with the predictions, the rotational
constant for the excited state (0.248(2) cm™) was appreciably
smaller than that of the ground state (0.320(2) cm™),

reflecting an increase in the equilibrium bond length on
excitation to the 3*T* state.

Rotationally resolved bands for the 3*X*—X1°L* transition
were recorded for v'-v'’ bands with v’ = 0—7. The first cycle of
constant fitting was carried out without the assumption of v/’ =
0, such that vy, By and B; were treated as independent
variables. It was evident from the results that all of the bands
originated from the ground state zero-point level. Con-
sequently, the data were reanalyzed with B held constant at
the average value obtained from the three-parameter fits (Bj =
0.320 cm™"). The final band origins and rotational constants
for the 3’X'—X1°Z* transition are listed in Table 2. The

Table 2. Molecular Constants for the 2*TI-X1%X* and
32X*—X12XZ* Transitions of LiMg®

(i) 2T1-X1%%*
v g B’ A'go
0 18154.3 0.306(2) 12.0(1)
1 18337.5 0.302(2) 12.7(1)
2 18517.6 0.311(4) 13.3(2)
(ii) 3T X122
v Vo B’
0 19229.3 0.248(2)
1 19393.1 0.236(1)
2 19554.8 0.232(2)
3 19715.5 0.231(2)
4 19875.1 0.227(1)
S 20032.7 0.240(4)
6 20183.9 0.239(4)
7 20342.1 0.216(2)

“vo and B’ are given in units of cm™'. Bf = 0.320(2) cm™". The lo
error of the band origins was 0.1 cm™'. The 16 errors of the last digit
for the rotational constants are given in parentheses.

vibrational intervals were well-represented by the Morse
energy level expression

Ea(v) = o/(v 4+ 1/2) — ax/(v' + 1/2) (1)

Fitting to this expression yielded vibrational constants of @, =
165.4(6) and wx, = 0.83(9) cm™..

The increase in the equilibrium distance on excitation to the
3’L* state facilitated the observation of vibrational pro-
gressions in both the excitation and dispersed fluorescence
spectra. Figure 2 shows a series of DLIF spectra recorded using
excitation of the v/ = 0—4 upper states. These data have been
plotted with the laser excitation energy set to 0 cm™, so that
the ground state vibrational energies are vertically aligned.
Note that the intensities of the E = 0 cm™' features are
artificially high due to the presence of scattered laser light. Due
to the short fluorescence lifetime, we could not use time-gating
to bias against the scattered light. However, the intensity
contours of the nonresonant emission features confirmed the
upper state vibrational quantum number assignments given in
Table 2. Fluorescence decay lifetimes for the v/ = 0 and 1 levels
were both 30 ns.

Band centers for the DLIF spectra, spanning the range v'' =
0—9, were determined by fitting Gaussian functions to the
emission peaks. The vibrational energies relative to v'’ = 0 are
given in Table 3. At the level of resolution achieved, the
vibrational energies were consistent with eq 1. Least squares
fitting yielded ground state constants of @, = 187.3(16) and
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Figure 2. DLIF spectra recorded using excitation of the 3°Z*—X1°Z*
transition. The traces, in ascending order, were produced by excitation
of the upper state levels v/ = 0, 1, 2, 3, and 4. Selected peaks are
labeled by the lower state vibrational level on which the emission
band terminates. See text for details.

Table 3. Ground State Vibrational Energies for LiMg and
LiMg*

LiMg* E(v)®/cm™!

v LiMg E(v)“/cm™"

0 0 0
1 177 264
2 331 520
3 486 773
4 628 1027
S 751 1269
6 876 1508
7 959 1742
8 1083 1969
9 1132 2195

1

“1o error of 6 cm™. !

b _
1o error of 3 cm™.

wx! = 6.16(19) cm™". The standard deviation for this fit was
5.8 cm™'. Application of the Morse expression for the
dissociation energy (D, = (w!/4wx,)) gave a value of
1424(21) em™.

The vibronic origin for the 2*II-X1*X* transition was found
at 18154.3 cm™". A rotationally resolved LIF spectrum for this
band, along with a PGOPHER®” generated simulation, is
shown in Figure 3. The rotational structure confirmed a IT
excited state assignment, and the simulation used a spin—orbit
coupling constant of Ago = 12.0 cm™'. The upper state
rotational constant, By = 0.302 cm™', was smaller than that of
the ground state, but larger than the value obtained for the
322" state. This indicates a smaller change in the bond length
on electronic excitation and, in accord with this characteristic,
only a short vibrational progression was observed for the
excitation spectrum. Rotationally resolved data were obtained

v T v T v T v 1
18145 18150 18155 18160 18165
Energy / cm™

Figure 3. Origin band of the 2’II-X1°Z* transition. The downward-
going (red) trace is a simulation generated using the PGOPHER
software package. The rotational temperature for this model was 6 K.

for the v/ = 0—2 vibrational levels, and the fitted molecular
constants are given in Table 2. The vibrational intervals
defined the constants w, = 186.3 and wx, = 1.5 cm™". The
fluorescence decay lifetime of the 2*I1, v = 0 level, was 36 ns.

ii. Near-UV Transitions of LiMg. The near-UV bands of
LiMg, first observed by Berry and Duncan’ using one-color
RE2PI spectroscopy, were re-examined using LIF and DLIF
techniques. Frequency doubling of the light from the ND6000
laser was used to generate light in the 312—333 nm wavelength
range. Our results were quite similar to those of Berry and
Duncan,” but appeared to be consistent with a somewhat lower
vibrational temperature. Partially resolved rotational structure
was observed for the stronger transitions that had been
assigned to the E—X and F—X transitions (5’Z*—X1°Z" and
3*TI-X1°T*). Figure 4 shows the rotational contour for the
30383.9 cm ™! band, previously assigned as the E-X 0—0 origin.
On inspection, this appears to be a *X£'—?%" transition with
blue-shaded P- and R-branch structures. Simulations of this
band, carried out using the PGOPHER software package,

P
)
14
)
o
v ! v 1 v ! v !
30375 30380 30385 30390 30395

Energy / cm™

Figure 4. Rotational band contour of the transition observed at 30383
cm™'. The downward-going (red) trace is a simulation generated
using the PGOPHER software package. This model is for a X*—*%*
transition, with the ground state rotational constant held at By =
0.320 cm™". The rotational temperature for this model was 6 K.
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confirmed this interpretation (cf. Figure 4). While the
agreement between this noisy spectrum and the simulation is
poor near the band center, models with the upper state chosen
to be *I1 were in obvious disagreement with the observed band
contour. Surprisingly, this was the only *2'—*Z*" transition
observed in our near-UV scans. All other bands exhibited
[I-*%* rotational contours. For example, Figure S shows the

Q

T M T M Ll
30605 30610 30615
Energy / cm™

Figure 5. Rotational band contour of the transition observed at 30609
cm™". The downward-going (red) trace is a simulation generated
using the PGOPHER software package. This model is for a [I-*Z*
transition with the spin—orbit coupling constant set to zero and the
ground state rotational constant held at Bj = 0.320 cm™. The

rotational temperature for this model was 6 K.

rotational contour of the band at 30609.1 cm™!, that was

previously assigned as the E-X 1—0 band. This contour cannot
be represented using a *£*—>X* transition type. The simulation
shown in Figure S is 2[I-X1*X* model with the upper state
spin—orbit interaction constant set to zero. Acceptable
simulations were obtained provided that Agy was kept below
1 cm™'. While the rotational contours indicate that the bands
at 30383.3 and 30609.1 cm™' belong to different upper
electronic states, the fluorescence decay lifetimes (25 and 26
ns) did not exhibit a significant difference.

The rotational contour for a band at 31060.4 cm™ is shown
in Figure 6. Berry and Duncan” assigned this feature as the E-X
3—0 band. Simulation of this contour indicates a *IT upper
state with a spin—orbit interaction constant of Ago = 4.6 cm™
(a fluorescence decay curve was not recorded for this vibronic
level).

The most intense feature of the near-UV range was a band at
31167.8 cm™, assigned previously as the F-X 0—0 transition.
The rotational contour, presented in Figure 7, was consistent
with a *IT upper state with a spin—orbit interaction constant of
Ago = 740 cm™!. The fluorescence decay lifetime of 52 ns was
substantially longer than that of any other excited vibronic
state examined in this study. The band assigned to the F-X 1—
0 transition (31409.3 cm™) also had a *[I-X1%T* contour, but
the spin—orbit interaction constant was notably smaller (Ago =
4.1 cm™) and the fluorescence decay lifetime was shorter (27
ns). Molecular constants derived from fitting to the stronger
near-UV bands of LiMg are collected in Table 4. As the upper
state assignments are not established, they are labeled here
using the notation [,/1000]**' A,

11

1/2

Ll M Ll M Ll M Ll
31055 31060 31065 31070
Energy /cm”

Figure 6. Rotational band contour of the transition observed at 31060
cm™". The downward-going (red) trace is a simulation generated
using the PGOPHER software package. This model is for a *[1-*%*
transition with a spin—orbit coupling constant of 4.60 cm™" and the
ground state rotational constant held at Bj = 0.320 cm™. The
rotational temperature for this model was 6 K.

12 1_[3/2
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31160 31165 31170 31175 31180

Energy / cm™

Figure 7. Rotational band contour of the transition observed at 31167
cm™. The downward-going (red) trace is a simulation generated
using the PGOPHER software package. This model is for a *[1-*%*
transition with a spin—orbit coupling constant of 7.40 cm™" and the
ground state rotational constant held at Bf = 0.320 cm™'. The
rotational temperature for this model was 6 K.

Table 4. Molecular Constants of the Near-UV Bands of
LiMg“

excited state vy B’ Ago [
[30.38]°%F 30383.3(1) 0.375(8) 28(1)
[30.617°T1 30609.1(2) 0.300(4) <1 28(1)
[31.06)T1 31060.4(1) 0.344(5) 4.6(1)
[31.177°10 31167.8(1) 0.324(6) 7.6(1) 52(3)
(31417711 31409.3(1) 0.329(12) 4.1(1) 27(4)

“Fluorescence decay lifetime in units of ns. The 1o errors of the last
digit for the molecular constants are given in parentheses.

DLIF spectra recorded using excitation of the near-UV
bands provided data for the lower energy electronically excited
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states. Figure 8 shows the DLIF spectrum obtained using
excitation of the [31.17]II-X1?Z* band. The vibrational 4
T [31A7PI-120
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20000 ) 25000 ) 30000 Figure 9. PFI-ZEKE spectrum of the X1'2*, v = 0 level of LiMg". The

Transition energy /cm™

Figure 8. DLIF spectrum observed using excitation of the
[31.17]*TI-X1%Z" transition. See text for details.

structure of this trace in the 21250—25000 cm™' range was
clearly emission down to the 1°II state. The origin band at
25020(30) cm™" defines a value of v, = 6147(30) cm™" for the
zero-point level of the 17IT state, reasonably close to the value
of vy = 6827 cm ™ predicted by Gao and Gao.'’ Fitting eq 1 to
the band centers of the [31.17]*[1 — I°II transition yielded
lower state vibrational constants of @, = 364.9(51) and w,x, =
2.66(53) cm™!. The standard deviation of the fit was 13.6
cm™.
There are two other assignable features in the low energy
region of Figure 8. The peak at 20780(30) cm ™" was consistent
with emission to the 2°X*, v = 0 level, defining a zero-point
energy of v, = 10387(30) cm™' (predicted'® to be 10275
cm™"). The lowest energy peak at 18161(20) cm™' does not
appear to be emission from [31.17]°IT (no suitable lower levels
are predicted), but it is in agreement with the measured band
origin for the 2°T1-X1°X" transition. We propose that this band,
which was present in all of the DLIF spectra excited via the
near-UV bands, was excited by radiative population transfer to
2L

iii. Photoionization Spectroscopy of LiMg. The IE of
LiMg and the vibrational energy levels of LiMg* were
examined using two-color photoionization measurements.
For these experiments the first laser pulse was tuned to excite
either the 0—0 or 1—0 band of the 2°[I-X1°X* transition. PIE
scans were used to obtain a low-resolution estimation for the

IE of 38475(20) cm™ (corrected for the local electric field

using the approximation AE = 6+/F, where AE is in cm™" and

F is in volts/cm). Subsequent PFI-ZEKE measurements
improved the error limits for the IE and provided data for
the v* = 0—9 vibrational levels of the ion. Figure 9 shows the
PFI-ZEKE scan for ionization to the LiMg" X1'E*" v* = 0 level.
Rotational structure was not resolved for this band or for any
of the higher energy vibrational states. Consequently, the band
centers have been used to determine the vibrational energies.
The origin band defined an IE of 38468(3) cm™. Relative
energies of the vibrational states are listed in Table 3. Fitting
eq 1 to these data yielded vibrational constants of w; =
268.7(8) and wx! = 2.47(8) cm™..

iv. Theoretical Calculations for LiMg. As indicated in
the previous sections, published calculations for the lower

first laser pulse was used to excite the 2°I1;,,—X1°X*, 0—0 Ry(1.5) line
at 18161 cm™.

energy states of LiMg (those correlating with the first three
dissociation asymptotes of Table 1) were in reasonably good
agreement with the experimental observations. At higher
energies, we found that details of the near-UV bands were not
in support of previous assignments. In hopes of gaining
theoretical guidance for the reassignment of these bands, we
carried out calculations that included all of the states listed in
Table 1.

Calculations were performed at the multireference singles
and doubles configuration-interaction level of theory. The
Davidson correction was applied, and relativistic effects were
taken into account using a third-order Douglas-Kroll model
and the Breit-Pauli spin—orbit operator (denoted as MRSDCI-
Q-SO). The diagonal matrix elements of the spin—orbit
operator were evaluated using the MRSDCI wave functions.
All electronic structure calculations were carried out using the
MOLPRO 2015.1 suite of programs.®

Our fist set of calculations were performed using the aug-cc-
pwCVQZ basis sets (as provided by the MOLPRO basis set
library) for both Li and Mg. The active space for the CASSCF
and MRSDCI calculations consisted of the Li 2s, 2p, 3s, 3p, 3d
and Mg 3s, 3p, 4s orbitals. The Li 1s and Mg 1s, 2s, and 2p
orbitals were constrained to be doubly occupied, but these
electrons were otherwise included in the correlation treatment.
Prior to inclusion of the spin—orbit operator, energies were
calculated for 24 doublet states and 13 quartet states.

Potential energy curves (PECs) were constructed by
performing single-point energy calculations for a series of
internuclear distances. The range was chosen to run from 2.2
to 6.8 A in steps of 0.1 A. Molecular constants were obtained
by fitting Morse potential energy functions to the single point
energies (typically 11 points in the vicinity of the equilibrium
distance were used for this fitting). These calculations yielded
good quality predictions for the low-energy states that correlate
with the first three dissociation asymptotes of Table 1.
However, PECs for the higher energy states did not show
any obvious correlation with the bands observed in the near-
UV spectral range. Attempts to follow the excited state PECs
to their dissociation limits were prevented by the calculations
being nonconvergent in the range from 4.3 to S A. After some
experimentation with basis sets, the problem was circumvented
by using an effective core basis for the Mg atom (ECP10SDF)
and the ROOS basis set for Li. This combination yielded PECs
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that were in acceptable agreement with the experimental
results for the lower-energy states. Higher energy states were
well-behaved and extrapolated smoothly to the expected
dissociation limits. This was true for both the doublet and
quartet states examined in this study. To facilitate discussion of
the near-UV bands, Figures 10 and 11 show the relevant PECs
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Figure 10. Computationally generated potential energy curves for
excited doublet states of LiMg. Note that the spin—orbit splittings
were too small to be resolved for the energy range displayed. See text
for details.
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Figure 11. Computationally generated potential energy curves for
excited quartet states of LiMg. Note that the spin—orbit splittings
were too small to be resolved for the energy range displayed. See text
for details.

for the doublet and quartet states, respectively. Calculated
molecular constants for the doublet and quartet states are
listed in Table 5, where we also include a subset of the results
(MRCI/CVQZ+Q) from ref 10 for comparison to a
calculation that considered a smaller number of excited states.

B DISCUSSION

The present experimental results are in agreement with
previous spectroscopic studies but provide greater detail
through improved resolution. Transitions to the 1°I1 and
2’3" states are reported for the first time.

The X1*E* ground state has been characterized through the
observation of vibrational levels v/’ = 0—9 and determination
of the rotational constant B, The vibrational intervals were
well-represented by the Morse energy level expression, so it is
expected that the dissociation energy obtained by means of a
Birge—Sponer extrapolation (D, = 1424(21) cm™) is
reasonably accurate. This result was consistent with the
theoretically predicted values of 1371,° 1613," 1435, 1330,*
and 1379'° cm™'. The B, constant establishes a vibrationally
averaged R, bond length of 3.10 A, which also agrees with
previous theoretical calculations. It is of interest to compare
the bonding in the series Li,, LiMg, and Mg,, where the formal
bond orders are 1, 1/2, and 0, respectively. The dissociation
energies, bond lengths, and harmonic vibrational constants for
these molecules are collected in Table 6. These data are
consistent with the expected bond orders.

In their study of LiMg chemiluminescence, Pichler et a
observed broad, unstructured emission bands that were
centered at 549 nm (18215 cm™) and 529 nm (18900
cm™"). Using electronic structure calculations to guide the
assignments, they proposed that the emissions corresponded to
the 2°T1-X1°Z" and 3°Z*—X1’T" band systems (formerly
labeled as C-X and D-X). These assignments are fully
supported by the excitation and DLIF spectra reported here.
As can be seen from the data in Table 5, MRCI calculations
yielded molecular constants that were in reasonable agreement
with the experimental results for the lower-energy states. Gao
and Gao'® also reported transition dipole moments and
fluorescence decay lifetimes. For the v/ = 0 levels of the 21
and 3%T* states they obtained lifetimes of 139 and 67 ns,
respectively. The measured values of 36 and 30 ns were
appreciably smaller. Part of this discrepancy may be due to
transitions down to the 17T and 2°Z" states, as these decay
channels were not included in the calculations.

Assignment of the near-UV bands proved to be a more
challenging problem. At the level of resolution achieved in the
study by Berry and Duncan,’ the assignments to vibrational
progressions of the E-X and F-X transitions seems entirely
reasonable. However, the rotational structures of the bands do
not support this interpretation.

The [30.38]°Z" level, formerly assigned as E, v/ = 0, is the
only *X* upper level observed in this spectral range. The
rotational constant indicates that the equilibrium bond length
for the [30.38]>Z" state is significantly shorter than that of the
X1’Z* state. Vibrational progressions were observed in the
DLIF spectrum of the [30.38]’Z* state, with intensity
distributions that were consistent with emission from a v’ =
0 level. Comparison with the theoretical results of Table S
indicates that the upper state is 6°Z*, v/ = 0. The PEC for this
state is distorted away from the usual Morse-like behavior (see
Figure 10), which results in the relatively short equilibrium
internuclear distance. Due to the shape of the potential, the
vibration—rotation properties of this state were obtained
numerically using the program Level 8.0.°° The calculated B,
constant is slightly larger than the measured value, but the
discrepancy is not exceptional. Hence, we are relatively
confidant of the electronic state assignment.

The band at 30609.1 cm™, previously assigned” as E-X 1—0,
has a rotational contour indicative of a *II upper state (Figure
5) and a DLIF spectrum that shows the intensity patterns
expected for emission from a v/ = 0 level. The electronic
symmetry, DLIF and rotational constants all indicate that the
bands at 30383.9 and 30609.1 cm™ do not belong to a
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Table S. Calculated and Measured Molecular Constants for 7Li“Mg

state T, R, B,
S=1/2
X12%* 0 3.101 0.323
0 3.103 0.323
0 [0.320]°
141 6761 2.585 0.465
6732 2.606 0.457
[6147]
225 10546 2.940 0.359
10784 2.968 0.353
[10387]
211 18540 3.196 0.304
18890 3.137 0.316
[18154] [0.302]
32zt 19032 3.707 0.226
19371 3.646 0.234
[19229] [0.248]
425 22908 3.016 0.341
52%F 26018 2.990 0.347
371 26829 2.746 0.412
1°A 27018 2.795 0.389
4’11 29023 3.072 0.329
6Tt 30392 2.850 0.382
[30383] [0.375]
51 31072 3.240 0.296
72zt 31490 3.073 0.327
6°T1 33527 3.171 0.309
$=3/2
1411 19167 2.935 0.361
19619 2.987 0.348
14z 25087 2.497 0.489
21 30904 3.430 0.264
31 35008 3.498 0.254

Ago w, wx, source

164.8 6.58 “
174.2 5.89 b

187.3 6.16 expt
14.1 357.6 2.49 “
361.1 2.67 b

349.9 2.66 expt
262.7 2.00 “
256.5 2.19 b

expt
8.3 186.1 1.76 “
199.2 1.34 b

12.0 186.3 1.50 expt
149.5 0.34 “
169.1 0.87 b

165.4 0.82 Expt.

294.6 342 “
211.6 225 “
LS 314.5 12.42 a
3.8 281.1 291 “
5.8 216.9 1.09 ¢
180.87 a

expt
14 209.0 1.02 a
263.2 2.39 “
10.9 189.3 291
7.4 255.9 3.56 “
240.2 3.36 b
354.7 2.04 “
184.1 0.59 “
177.1 2.75 “

“Present calculations. All values are in cm™!, other than R, in A. “MRCI/CVQZ+Q results from ref 10. “Square brackets indicate measured T, and
B, values. “This is the AG, /» value computed using the program level 8.0.%°

Table 6. Comparison of the Ground State Spectroscopic
Constants of Li,, LiMg, and Mg,”

7LiZ 7Li24M g 24M gz
o, (cm™) 351.4 187.3 51.5
R, (A) 2.67 3.10° 3.89
D, (em™) 8517 1424 399
source 0 this study 0

“This is the R, value estimated using B,.

common upper electronic state. The theoretical predictions
offer S*I1 and 2*I1 as plausible assignments for the [30.61]I1
state. The fit to the term energy is clearly better for the
assignment to 2*I1, but the discrepancy for the assignment to
ST (463 cm™') is still within an acceptable range. The
comparison of the rotational constants and the short
fluorescence decay lifetime both favor the assignment to S*IL.

If the above assignment to SAIv =0is adopted, the choices
for assignment of [31.06]*I1 are limited. Berry and Duncan’
had assigned this transition as the E-X 3—0 band. As we now
know that the band assigned as the E-X origin belongs to a
different electronic state, it seems reasonable to renumber the
vibrational progression (such that the band seen by Berry and
Duncan at 30831.4 cm™' is assigned to the STI-X1°Z" 1-0
transition). However, there are significant problems for this

scheme. The rotational constant for the putative v’ = 2 level is
larger than that of the v’ = 0 level, and the spin—orbit coupling
constants for [30.61]°[1 and [31.06]°I1 are significantly
different, indicating that they do not belong to a common
electronic state. As an alternative, the band at 31060.4 cm™! is
close to the predicted energy of the 2*II state. The problem
with this assignment is that the transition would be spin-
forbidden, but it appears with an intensity that is comparable
to that of the allowed transitions in this energy range.
Unfortunately, DLIF and fluorescence decay lifetime data were
not collected for this upper level.

The 31167.3 cm ™! band, previously ass.igned5 to the F-X 0—
0 transition, exhibited a I1 upper state with a spin—orbit
interaction constant of Agq = 7.6 cm™". The DLIF spectrum for
this upper state (Figure 8) had intensity contours that indicate
an upper state level that has some degree of vibrational
excitation. This level may be perturbed as it exhibited a lifetime
that was significantly greater than that of any other level
observed in this study. The predicted PECs for the quartet
states (Figure 11) indicate that mixing with the 2*I1 state could
be involved. Comparing the properties of the [31.17]°I1 state
with the theoretical results from Table 5, assignment to 61 is
plausible and supported by the prediction of the spin—orbit
coupling constant. However, the error in the predicted term
energy of 2359 cm™! is rather large.
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The band at 31409.3 cm™’, previously assigned to the F-X
1-0 transition,” presents further difficulties. The upper state
rotational constant is slightly larger than that of the [31.17]I1
state and the spin—orbit interaction constant and the
fluorescence decay lifetime are smaller by factors close to 2.
The DLIF spectrum shows vibrational intensity patterns that
indicate emission from v’ = 0. There is no obvious match with
the states predicted by the theoretical calculations. In future
studies, guidance from calculations performed with an active
space that includes the Mg 3d orbitals will be needed to
explain the fragmentary nature of the near-UV range spectrum.

PFI-ZEKE measurements established an IE for LiMg of
38468(3) cm™ (4.7695(4) eV). This value confirms that the
mass spectrometric result’ of 5.96 eV was in error by 1.19 eV,
as noted in previous theoretical studies.”” Few experimental
details were provided in ref 7, so we were not able to discern
the cause of the large discrepancy. For direct comparison to
theoretical calculations, the adiabatic IE (IE,y), obtained by
removing the vibrational zero-point energies from the
measured IE, was 38443(20) cm™'. Gao and Gao'® did not
report a value for IE ;, but this can be determined from the
ground state dissociation energies for LiMg and LiMg®, and
the accurately known IE for Li (43487.114 cm™').>” Their
MRCI/CVQZ+Q_calculations yield 1E,; = 38403 cm™, in
excellent agreement with the measured value. Boldyrev et al.”
also obtained close agreement, reporting a value of IE 4 =
37990 cm™". The molecular IE being less than that of atomic
Li directly reflects the greater bond dissociation energy of the
molecular cation (Df — D, = 5020 cm™'). This is readily
anticipated as ionization removes an electron from the 60*
antibonding orbital. Computed values for the harmonic
vibrational constant of LiMg" also proved to be close to the
experimental result of 268.7(8) cm™. Values for ! of 263.5,
2642, and 261 cm™' were reported in refs 2, 10, and 16,
respectively. Consistent with the increase in the bond strength,
theoretical calculations indicate that the equilibrium distance
contracts on ionization. Calculated values of R} = 2.935 and
2.89 A are reported in refs 1, 2, and 16.

B SUMMARY

Electronic spectroscopy has been used to characterize the
X1°Z*, 1710, 2°%%, 2’11, and 3°Z" states of LiMg. Rotational
resolution was achieved for bands of the 2*II-X1*T* and
3’E*—X1°%" transitions, providing the first data for the ground
state rotational constant. Dispersed fluorescence measure-
ments were used to observe ground state vibrational levels up
to v'’ =9, allowing for an improved determination of the bond
dissociation energy. The ground state molecular constants
were consistent with a half-order bond, and the properties of
the low-energy excited states were in good agreement with
high-level computational predictions. Vibrational constants for
the 17I1 state were also determined from DLIF data.

Bands that had been previously observed in the near-UV
spectral range (30300—31500 cm™!)° were re-examined. These
features had been assigned to vibrational progressions of the
3TI-X1’T* and $*T*—X1°Z* transitions, but the partially
resolved rotational contours were not consistent with these
assignments. New multireference configuration interaction
calculations were carried out to explore the most probable
state assignments. The results were used to identify the lowest
energy feature as the 6°X'—X1°Z* 0—0 transition. Tentative
assignments were discussed for the remaining near-UV bands.

The IE for LiMg and the vibrational energy levels of LiMg"
X1'S* were examined by means of two-photon ionization
spectroscopy. The IE (4.7695(4) eV) confirmed previous
theoretical estimates”'® and was in conflict with the only
published experimental value of 5.96(0.01) eV.” The vibra-
tional constants and bond dissociation energy for LiMg"
indicated a substantial increase in the bond strength on
ionization, in agreement with the expected removal of the

electron from the 60* antibonding orbital.
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