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Through a synergetic combination of anion photoelectron spectroscopy and density functional the-
ory based calculations, we have investigated the extent to which the aluminum moieties within se-
lected magnesium-aluminum clusters are Zintl anions. Magnesium-aluminum cluster anions were
generated in a pulsed arc discharge source. After mass selection, photoelectron spectra of Mgy, Al ~
(m, n = 1,6; 2,5; 2,12; and 3,11) were measured by a magnetic bottle, electron energy analyzer.
Calculations on these four stoichiometries provided geometric structures and full charge analy-
ses for the cluster anions and their neutral cluster counterparts, as well as photodetachment tran-
sition energies (stick spectra). Calculations revealed that, unlike the cases of recently reported
sodium-aluminum clusters, the formation of aluminum Zintl anion moieties within magnesium-
aluminum clusters was limited in most cases by weak charge transfer between the magnesium
atoms and their aluminum cluster moieties. Only in cases of high magnesium content, e.g.,
in MgzAl;; and Mgy Alj;~, did the aluminum moieties exhibit Zintl anion-like characteristics.
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INTRODUCTION

The discovery of fullerenes' and met-cars>? led scien-
tists to search for unusually stable (magic) clusters that can
potentially act as building blocks for novel materials. One
such cluster is Alj3~, it being stabilized by both its geo-
metric structure and its 40-electron closed-shell.*> An as-
sembly of highly stable anionic clusters with counter-cations
might form an ionic crystal lattice with high cohesive energy.
For example, KAl 3, a simple ionic “molecule” of K* and
Alj3™ analogous to an alkali halide salt, was first theoretically
predicted®® and then experimentally confirmed”!! to exhibit
ionic character. Thus, KAl,3 is potentially a building block of
an ionic lattice.

Electrostatic interactions between ions are the major con-
tributors to the stabilization of ionic lattices. A larger cohesive
energy can be achieved when the ions are multiply charged.
Therefore, ionic lattices containing multiply charged cluster
ions are expected to have higher lattice stabilization ener-
gies compared to those containing singly charged ones. Zintl
anions, the family of multiply charged polyatomic anions
formed by main group elements, are potential building blocks
for such ionic materials. Zintl anions were first systematically
studied'?>"" in 1930s, while the term “Zintl phase” was first
applied by Laves'® to the binary compounds formed between
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the alkali or alkaline earth elements and the elements from
Group 14. The definition of Zintl phase was later expanded
to solids and “melts” formed by Zintl anions and highly
electropositive elements, such as alkali metals.!” When com-
bined with proper cations, Zintl anions can form ionic salts.'®
Note that the Zintl phases have been observed mostly in
solids.

In more recent times, the feasibility of forming Zintl an-
ions in gas-phase clusters has become the focus of both ex-
perimental and theoretical studies. These clusters consist of
multiply charged anionic moieties and their cationic neigh-
bors. There have been several studies of Zintl cluster sys-
tems among the metalloids. For example, in one of the ear-
liest experimental studies, the presence of the Bi33>~ Zintl
anion was inferred from the observation of (NasBiz)" as a
magic cluster in mass spectra.'?% Also, in joint experimen-
tal and theoretical studies of (NasSny)~, (NaGay) ™, (KSnj,)™,
and (KPbj;)~ cluster anions, it was shown that their neg-
atively charged group-III and group-IV moieties exhibited
Zintl-characteristics.?! =

Even though anionic Zintl clusters of aluminum have not
been reported in the solid state, one can gain insight into
the possibility of forming aluminum-based Zintl phases by
studying gas phase cluster systems. Such studies were moti-
vated by the possibility of forming salt-like structures and/or
by the desire to investigate unique bonding features. For ex-
ample, the multiply charged aluminum cluster anions, Aly*~
and Alg>~, were shown to be present in (MAl;)~ (M = Li,

© 2014 AIP Publishing LLC
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Na, Cu),? (LizAls)~,%° and (NaAlg)~ [Ref. 27] cluster anions
through combined anion photoelectron spectroscopic and the-
oretical studies. The stability of these multiply charged alu-
minum clusters was due to all-metal aromaticity (and anti-
aromaticity). Likewise, salt-like clusters were similarly ex-
plored in studies of (LiAl,)~,?® (CuAl,)~,” and Al;s M~ (M
= Li, Na, K, Rb, and Cs)* cluster anions. In addition, the
formation of bare, multiply charged Al,>~ and Al,>~ clus-
ter anions by electron attachment to singly charged aluminum
cluster anions has been reported,*' although the smallest ob-
served sizes were n = 38 and 103, respectively.

Through anion photoelectron spectroscopy and theoreti-
cal calculations, we recently established the presence of alu-
minum Zintl anions within the sodium-aluminum clusters.3?
Density functional theory (DFT) based calculations were car-
ried out on both the neutral and negatively charged clusters,
N32A16, Na4Al5, Na5A15, Na3A112, Na4A112 and Na2A16_,
NayAls~—, NasAls™, NaszAlj;~, NagAlj,~, respectively. Cal-
culations revealed not only that these clusters (in either their
neutral or anionic charge states) are closed-shells according to
the jellium-like shell model but also that the aluminum moi-
eties in these clusters exhibit robust Zintl-character by car-
rying multiple charges as large as —3.67¢ in neutral NasAls
and —3.43¢ in neutral NasAl;, clusters. Thus, these neu-
tral sodium-aluminum clusters, with their enhanced stability
(due to jellium-like shell closing) and the presence of zintl-
aluminum moieties, can potentially act as building blocks of
cluster-assembled materials.

Motivated by our work on sodium-aluminum clusters and
wishing to investigate the possibility of generating aluminum
Zintl anion moieties using less electropositive elements, we
have carried out a combined experimental and theoretical
study on magnesium-aluminum neutral and anionic clusters.
Determining the feasibility of forming aluminum Zintl an-
ion moieties using magnesium cations as counter-ions is the
main objective of this study. The choice of magnesium as the
counter ion was partially motivated by the fact that magne-
sium has been shown to follow the jellium-like shell model as
do sodium clusters.>*3* Note that in a recently reported study,
specific sizes of Mg,,Al,~ cluster anions exhibited lower re-
activity towards oxygen than their neighboring sizes. This was
interpreted as being due to either spherical jellium-shell clos-
ings or geometrical distortions that led to crystal field-like
splitting of subshells.®

Here, we report results from a mass spectrometric study
of Mg, Al,,~ cluster anions, photoelectron spectroscopic mea-
surements on the four most abundant cluster anions, i.e.,
MgA]G_, Mg2A15_, Mngllz_, and Mg3A]11_, and support-
ing theoretical calculations. In these four stoichiometries,
both 20 and 40 valence electron shell closings are present,
in some cases for cluster anions and in others for their
corresponding neutral clusters. Natural Population Analyses
(NPA), i.e., charge analyses, were carried out for both neutral
and anionic forms of all of these systems to explore the extent
of Zintl anion character in the aluminum moieties of these
magnesium-aluminum cluster systems. Also, a comparative
study was conducted which focused on the similarities and
differences between isoelectronic sodium-aluminum clusters
and magnesium-aluminum clusters.

J. Chem. Phys. 140, 124309 (2014)

METHODS
Experimental

Negative ion photoelectron spectroscopy is conducted
by crossing a mass-selected beam of anions with a fixed-
frequency photon beam and energy analyzing the resultant
photodetached electrons. The photodetachment process is
governed by the energy conserving relationship, hv = EBE
+ EKE, where hv is the photon energy, EBE is the elec-
tron binding (photodetachment transition) energy, and EKE
is the electron kinetic energy. Our apparatus has been de-
scribed previously in Ref. 36. Briefly, the apparatus consists
of an ion source, a linear time-of-flight (TOF) mass spec-
trometer, a Nd: YAG (yttrium aluminum garnet) photodetach-
ment laser, and a magnetic bottle photoelectron spectrome-
ter (MB-PES). The instrumental resolution of the MB-PES
is ~35 meV at 1 eV EKE. The third harmonic (355 nm,
3.493 eV) of a Nd:YAG was used to photodetach the clus-
ter anions of interest. Photoelectron spectra were calibrated
against the well-known atomic transitions of Cu~.%’

Mixed aluminum-magnesium cluster anions were gener-
ated in a pulsed arc cluster ionization source (PACIS) that has
been described in detail in Ref. 38. Briefly, a discharge is trig-
gered between an anode and a cathode that vaporizes sample
from the cathode. A copper rod was used as the anode. The
cathode was prepared by pressing an aluminum and magne-
sium powder mixture (with the mass percentage of magne-
sium at ~20%) into a well on the top surface of an aluminum
(cathode) rod. About 10 bars of ultra-high purity grade he-
lium gas propelled the resultant plasma into a 20 cm flow
tube, where the mixture cooled and formed cluster anions.
The resulting cluster anions were monitored by the TOF-MS.
The species of interest were then mass-selected prior to
photodetachment.

Computational

Electronic structure calculations based on density func-
tional theory were carried out on both neutral and nega-
tively charged magnesium-aluminum clusters to identify their
ground state geometries. The generalized gradient approxi-
mation (GGA) for the exchange-correlation potential and the
BPWO1 functional form along with 6-311+G* basis set were
used for all the calculations. All the calculations were done
using Gaussian03 program.*® In the geometry optimization,
the convergence criterion for energy was set to 10~ hartree,
while the gradient was converged to 10~* hartree/A. Vibra-
tional frequency calculations were carried out to verify the
stability of these clusters. All isomers were found to have pos-
itive frequencies.

Vertical detachment energies (VDE) and adiabatic de-
tachment energies (ADE) were calculated for the lowest en-
ergy isomers and compared with our measured VDE and elec-
tron affinity (EA) values to help evaluate the reliability of
the predicted structures. The ADE is calculated to be the en-
ergy difference between the lowest energy anion and its cor-
responding neutral with the neutral relaxed into its nearest lo-
cal minimum. The VDE is the energy difference between the
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ground state anion and its neutral counterpart at the geome-
try of the anion. The charge distributions in these clusters and
the possibility of Zintl-characteristics were analyzed using the
NPA charge analysis, as implemented in the Gaussian03 code.
The fragment molecular orbital (FMO) analysis*® was carried
out to verify the electron-shell closing in the aluminum moi-
eties of the Mg, Al;; neutral cluster. All FMO calculations are
done with the PWO91 functional and the TZVP basis set on
the BPW91/6-311+G* geometries using the ADF suite of the

program.*=3

RESULTS AND DISCUSSION

A typical mass spectrum showing Al,~ and Mg, Al,~
cluster anions is presented in Figure 1(e). This spectrum is
dominated by Al,~ cluster anions. (The intense peak at 97
amu in Figure 1(e) is due to Al30~ and is not relevant to
this discussion.) For ease of comparison and analysis, the
Al,~, MgAl,~, Mg,Al,~, and Mg3Al,~ series of cluster an-
ions in this mass spectrum have been separated from one an-
other and scaled to similar intensities; these can be seen in
Figures 1(a)-1(d), respectively. As shown in Figure 1(a), the
homogeneous aluminum cluster anions, Al;~ and Alj3~ are
prominent, showing higher intensities than their neighbors.
Alj3~ has been observed in many previous studies,**¢ and
the intensity of this peak confirms the magicity of Al;3~. The
magicity of the Al;~ cluster anion, however, has not been re-
ported previously. This and other features of the mass spec-
trum shown in Figure 1 are routinely reproducible. Based on
its high intensity, Castleman reported the enhanced stability of
the Al;™ cluster cation, as observed in their mass spectrome-
try studies.*® Rao and Jena proposed Al;™ to be a magic clus-
ter with 20 valence electrons, assuming the aluminum atoms
to be trivalent.*’ Photoelectron spectroscopy studies on alu-
minum cluster anions by Wang,44 however, showed that alu-
minum atoms switch their valency from monovalent to triva-
lent at n = 7. In our mass spectrum, Al;~ exhibits enhanced
intensity compared with its neighbors and thus appears to be
magic. If aluminum atoms are monovalent in Al;~, then this

(@Al e 13
e s i} J I R B
(b) MgAl - 6
Sk L P S S S T
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i X R R T R
(d) Mg Al~ o Y
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(e) Mg, Al
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FIG. 1. Deconvoluted mass spectra showing (a) Al,~, (b) MgAl,~,
(c) Mgy Al,~, (d) Mgz Al,~, and (e) full spectrum (without deconvolution).
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cluster anion is an eight-electron system, i.e., one of the shell
closing numbers. Our mass spectrum suggests that aluminum
atoms are monovalent in the case of the Al;~ cluster anion.
The apparent discrepancy between Al;+ and Al;~ probably
just reflects the influence of charge state on the delicate bal-
ance between valencies around n = 7 in aluminum clusters.
Jena and Rao*’ studied the change in the valence of Al in
Al, clusters by monitoring the relative s and p content of
their highest occupied molecular orbital and concluded that
the transition from monovalent Al to trivalent Al can occur
betweenn =5 and 7.

In the deconvoluted mass spectra of magnesium-doped,
aluminum cluster anions [Figs. 1(b)-1(d)], four species ap-
pear as particularly intense peaks within the cluster series
having the same numbers of magnesium atoms, i.e., in (b),
(c), and (d). These are the MgAls~, Mg, Als—, Mg, Alj, ™, and
Mg;Aly;~ cluster anions. In mass spectra, the relative intensi-
ties of peaks are often gauges of their ions’ relative stabilities.
If a cluster anion is more stable than its neighbors, it usu-
ally appears as a more intense peak. In some situations, how-
ever, even when the anion is less stable than its neighbors,
it may still appear as an intense peak, if its corresponding
neutral cluster is unusually stable and thus very abundant.*®
Neutral MgAlg and anionic MgyAls™ are both closed shell
species, each possessing 20 valence electrons, while the neu-
tral Mg, Al, and anionic MgsAl;;~ clusters are both closed
shell species with 40 electrons. In a previous mass spectro-
metric study,® only Mg,Als~ and MgsAl;;~ cluster anions
appeared as magic species. Our ion source appears to be mak-
ing not only the same closed shell cluster anions as theirs, but
also somewhat more of the closed shell neutral clusters than
theirs. This abundance of closed shell neutral clusters in our
source leads, through electron attachment, to correspondingly
prominent anion signals in our mass spectra. Thus, the appar-
ent discrepancy is only due to different source environments.

Photoelectron spectra were collected for the four most in-
tense mass peaks, i.e., for MgAlg~, Mg, Als~, Mg, Alj,~, and
Mg;Al;;~. Photoelectron spectra of these four anions were
measured using 355 nm light (3.493 eV/photon), and they are
presented in Figure 2. The positions of the peaks in each spec-
trum measure the electron binding energies (EBE) of the pho-
todetachment transitions from the ground electronic state of
that particular cluster anion to the ground and excited elec-
tronic states of that cluster anion’s neutral counterpart. The
EBE value at the onset (threshold) of the lowest EBE elec-
tronic transition in the spectrum gives an estimate of the elec-
tron affinity (EA) of the anion’s neutral counterpart. If the
ground state structures of anion and neutral clusters are sim-
ilar, then the ADE corresponds to the EA of the neutral clus-
ter. Since that is largely the case in this study, we compare
ADE values with EA values. The VDE of an anionic cluster
is estimated from the EBE value of the intensity maximum
in the lowest EBE peak in the spectrum. The experimental
EA and VDE values obtained from the photoelectron spec-
tra are listed in Table I, where they are compared with calcu-
lated ADE and VDE values. It should be noted that the spectra
of MgAls~, Mgy Als™, and Mg, Al resemble those of their
isoelectronic clusters, i.e., NayAlg~, NasAls—, and NasAljp—,
respectively.*?
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FIG. 2. Photoelectron spectra of MgAlg~, MgyAls~, MgyAlj;~, and
Mg3Aly; ™. The stick spectra show calculated transition energies from the
ground state of the anions to the ground state and excited states of corre-
sponding neutrals at the geometries of the anions. The solid sticks correspond
to transitions from the lowest energy anionic isomers, while the dotted sticks
correspond to transitions from the second lowest anionic isomers.

The spectrum of the MgAlg~ cluster anion shows a sig-
nificant spacing between the first two peaks. This splitting
corresponds to the gap between the highest occupied molec-
ular orbital (HOMO) and the lowest unoccupied molecular
orbital (LUMO) of the MgAlg™ cluster anion’s correspond-
ing neutral cluster, i.e., MgAls. The HOMO-LUMO gap of
MgAlg is measured to be ~0.84 eV. A slightly smaller split-
ting is observed in the spectrum of the Mg, Al;,~ cluster an-
ion. This is the HOMO-LUMO gap of the Mg, Al;, neutral
cluster, and it is measured to be ~0.7 eV. As expected, no dis-
tinct splitting in the lowest EBE band is observed in the spec-
tra of the Mg, Als~ and MgsAl;;~ clusters, viz., their neutral
counterparts are not closed shells.

To gain a better understanding of the structure and stabil-
ity of magnesium-aluminum clusters, and most importantly,
to investigate the possibility of Zintl-like aluminum moieties
within these magnesium-aluminum clusters, we have carried
out extensive calculations based on the density functional
theory. The lowest energy isomers of neutral and anionic
magnesium-aluminum clusters are given in Figures 3—6. The
structures of the two lowest energy isomers of the MgAlg™

TABLE 1. Calculated and experimental electron affinities (EA), adiabatic
detachment energies (ADE), and vertical detachment energies (VDE) for
Mgn Al neutral clusters and Mg, Al, ~ cluster anions, respectively. Calcu-
lated values for the lowest energy isomers (see Figures 3-5) are listed first,
with values for the next higher energy isomers listed to their right.

VDE (eV)
EA (eV) ADE (eV)
Expt. Theor. Expt. Theor.
MgAls/MgAlg~ 1.86 1.78,1.75 2.16 2.04,2.15
Mg, Als/MgrAls~ 2.15 2.40,2.28 2.50 2.55,2.36
MgrAl12/MgrAljp~ 2.14 2.01,1.92 2.50 2.45,2.36
MggAlll/Mg3A1117 2.81 2.74 3.28 2.97

J. Chem. Phys. 140, 124309 (2014)

cluster anion (1 and 2) and of the MgAlg neutral cluster (3 and
4) are presented in Figure 3. The lowest energy isomers for
both the cluster anion (1) and its neutral cluster (3) are found
to be Alg octahedra with the magnesium atom capping one
of the faces of each octahedron. In both neutral and anionic
cases, these octahedral-based isomers are almost energetically
degenerate with the next higher energy isomer, where the Alg
moiety forms a prism with a magnesium atom capping the
face of the four-member ring of the prism (2 and 4). The struc-
ture of our calculated lowest energy isomer, 1, is in agreement
with the previously reported structure of the MgAlg™~ cluster
anion.>>* In the Na,Alg neutral cluster,>> which is isoelec-
tronic to the MgAlg neutral cluster, the Alg moiety also pre-
ferred to form either a prism or an octahedral structure with
the Na atoms capping the faces of the Alg moiety. The cal-
culated ADE and VDE values of isomers, 1 and 2 are listed
in Table I along with the experimentally determined EA and
VDE values. The first two transitions, corresponding to both
isomers 1 and 2, respectively, were calculated and are pre-
sented as stick spectra in Figure 2. They both match well with
the experimental results, suggesting that both isomers 1 and 2
are observed in the experiment.

Although the electronegativity of magnesium and alu-
minum are similar, namely 1.31 and 1.61 on the Pauling
scale, respectively, the lower value for magnesium suggests
an opportunity for partial electron transfer from magnesium
atom(s) to the aluminum moiety. To explore this, NPA charge
analysis was carried out for both neutral MgAls and MgAlg~
anionic clusters. In the neutral MgAlg cluster, the magnesium
atom donates only —0.61e to the Als moiety in isomer 3,
while in the case of the isomer 4, a charge transfer of —0.56e
was found. This shows that there is a partial charge transfer
from magnesium atom, but it also shows that the Alg moiety
does not exhibit Zintl anion character in this cluster. It is note-
worthy that in the case of the isoelectronic Na,Alg cluster, 2
a significant amount of charge transfer (—1.54¢) was found
to occur from the sodium atoms to its Alg moiety. This dif-
ference in the charge transfer is due to the fact that, while
the electronegativities of magnesium and aluminum atoms are
similar, the electronegativity of sodium (0.93 on the Pauling
scale) is significantly lower than that of magnesium.

When an extra electron is added to the MgAlg neutral
cluster to form the MgAlg~ cluster anion, the majority of the
electron’s charge goes to the Alg moiety, which already has
a negative charge. In the lowest energy isomer, 64.4% of the
electron’s charge is spread over the Alg moiety, increasing its
net charge from —0.61e to —1.25¢. In the case of the isomer
2, about 82.1% of the extra electron’s charge goes to the Alg
prism, thereby increasing the charge on the Alg from —0.56e
to —1.38e¢. Even though majority of the extra electron’s charge
is located on the Alg, the aluminum moiety in isomer 2 of
the MgAlg™ cluster anion does not exhibit strong Zintl anion
character, as it does in the case of its isoelectronic counterpart,
i.e., the NayAlg~ cluster anion.?

In the cases of both the Mg;Al;; neutral and the
Mg, Alj,~ anionic clusters, two nearly iso-energetic isomers
were also found (see Figure 4). In the lowest energy isomer
of the Mg,Alj>~ cluster anion (5), one of the magnesium
atoms occupies the vertex site of an MgAl, icosahedron-like



124309-5  Wang et al. J. Chem. Phys. 140, 124309 (2014)

Octahedron
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FIG. 3. The two lowest energy structures of both MgAlg ™~ anionic and MgAlg neutral clusters are shown along with their relative energies, AE (eV). The green
sphere represents magnesium atom. All the bond lengths are given in A. The calculated Natural Population Analysis (NPA) charges are given in the italics
below each isomer.

o Laion] ¢

AE=0.00eV AE=0.02eV

2Mg: +1.011e, 12Al: -2.011e 2Mg: +0.883e, 12Al: 1.883e
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FIG. 4. The two lowest energy structures of both Mgy Alj> ™ anionic and Mgy Al;, neutral clusters are shown along with the relative energies, AE (eV). The
green spheres represent magnesium atoms. All the bond lengths are given in A. The calculated Natural Population Analysis (NPA) charges are given in the
italics below each isomer.
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Anion
AE=0.00eV AE=0.02eV
2Mg: +0.523e, 5Al: —1.523e 2Mg: +0.747e, 5Al: —1.747¢e
Neutral
11
3.02
3.07
2.80
2.74
2.60 SS—s3.02
2.84 J
AE=0.00eV AE=0.09 eV

2Mg: +1.191e, 5Al: —1.191e

2Mg: +0.912e, 5Al: —0.912e

FIG. 5. The two lowest energy structures of both Mg, Als ™ anionic and Mgy Als neutral clusters are shown along with the relative energies, AE (eV). The green
spheres represent magnesium atoms. All the bond lengths are given in A. The calculated Natural Population Analysis (NPA) charges are given in the italics

below each isomer.

sub-structure, as if it is replacing an Al atom in an Al;3 icosa-
hedron, while the other magnesium atom caps one of the faces
of this icosahedron. An analogous situation was reported>”
upon doping magnesium atoms into SrAl,, where the dopant
magnesium atom preferred to occupy the aluminum site, re-
sulting in Sr(Al; xMgy),. In the second lowest isomer (6) (AE
=0.02 eV), 12 aluminum atoms form a compact cluster, while
the two magnesium atoms bond together and cap the two ad-
jacent Aly faces of the Al;; cluster. The lowest energy isomer

Anion

13

2.78

3Mg: +1.384e, 11Al: —-2.384e

of the neutral Mg, Al cluster (7), on the other hand, is sim-
ilar to the second lowest structure of the anion (6), where the
two magnesium atoms cap the adjacent faces of the Al;, clus-
ter. Interestingly, in isomer (7), the distance between the two
magnesium atoms has increased to 3.13 A from 2.90 A in the
anionic cluster structure, (6). This is due to the fact that in
the anionic cluster (6), the magnesium atoms each have a
charge of +0.44¢, while in the case of the neutral cluster
(7), the charge on each of the magnesium atoms is +0.59¢;

Neutral

14

2.86

2381

3Mg: +1.79e, 11Al: —1.79%

FIG. 6. The lowest energy structures of both Mgz Al;; ~ anionic and Mgz Alj; neutral clusters are shown. The green spheres represent magnesium atoms. All
the bond lengths are given in A. The calculated Natural Population Analysis (NPA) charges are given in the italics below each isomer.
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thereby increasing the repulsive interaction between them and
leading to an increase in the distance between the two mag-
nesium atoms. In the icosahedron-like structure (8), which is
0.08 eV higher in energy than isomer (7), one of the mag-
nesium atoms again forms a part of the icosahedron, while
the other magnesium atom is attached to MgAl;, icosahe-
dron. The calculated VDE values of isomers 5 (2.45 eV) and
6 (2.36 eV) are in good agreement with the measured VDE
of 2.50 eV (see Table I). The calculated higher energy transi-
tions corresponding to each isomer are also shown in Figure 2
as stick spectra. Comparison between experimental and com-
putational results indicates that both isomers S and 6 appear
to be contributing to the photoelectron spectrum.

To determine whether the Al moiety is multiply
charged, we have carried out NPA charge analyses for both
the Mg, Al neutral and the Mg,Al;,~ anionic clusters. In
the neutral Mg, Al;, cluster, both magnesium atoms together
donate a net charge to the Alj, moiety of —1.18e (for isomer
7) and —1.31e (for isomer 8). Thus, as in the previous case,
there is only limited charge transfer (AQ ~ —0.59¢ to —0.65¢
per Mg atom) in this cluster; the Alj; moiety in the Mg, Al
neutral cluster does not exhibit a strong Zintl anion charac-
ter. Again, this is in contrast with the previously reported??
isoelectronic NayAl;, neutral cluster, where its Al moiety,
with a charge of —3.43e, shows strong Zintl anion character.
Upon the addition of an extra electron to the Mg, Al;, cluster
to from its cluster anion, the charge on Al;, moiety increased
from —1.18¢ (in isomer 7) to —2.01e (in isomer 5) and from
—1.31e (in isomer 8) to —1.88¢ (in isomer 6). Thus, in the
case of the MgyAl;,~ cluster anion, its Al;; moiety shows
significant Zintl anion character.

The two lowest energy isomers of both the Mg,Als™
cluster anion and the Mg, Als neutral cluster are presented in
Figure 5. The lowest energy anionic structure, (9), can be seen
as an Mg, Al triangle held parallel to an Al plane. In the sec-
ond lowest energy (AE = 0.02 eV) anionic isomer (10), five
aluminum atoms and one magnesium atom form a prism-like
structure, while the other magnesium atom caps the Aly
face of the prism. In isomer 10, there is no interaction between
the magnesium atoms, while there is in isomer 9. The lowest
energy structure (isomer 9) is in agreement with the previ-
ously reported structure of the Mg, Als~ cluster anion.* In the
neutral Mg, Als cluster, similarly to what was seen in Mg, Alj,
cluster, the structure of the higher energy isomer (12) resem-
bles that of the lowest energy anionic isomer (9), while the
structure of the lowest energy neutral isomer (11) resembles
that of the higher energy anionic isomer (10). The calculated
VDE values of isomer 9 and 10 are 2.55 and 2.36 eV, respec-
tively (see Table I). These values are in good agreement with
the measured value of 2.50 eV, indicating the possibility that
the two isomers co-exist in the experiment.

The structures of the lowest energy isomers of the
MgsAl;;~ cluster anion and the MgsAl;; neutral cluster are
shown in Figure 6. In both the Mg3Al;;~ cluster anion
(13) and the neutral Mgz Aly; cluster (14), the three magne-
sium atoms are embedded in the Al;; moiety, resulting in
rhombohedral-like structures. In these structures, one of the
magnesium atoms occupies the apex site, while of the two re-
maining magnesium atoms, one of them forms part of the five-
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member ring (MgAly), and the other caps the Als ring. Note
that the isoelectronic NasAl;; and NazAlj;~ clusters were
also shown® to exhibit a thombohedral-like structure with
a sodium atom occupying the vertex-site. However, unlike
the NayAlj, neutral and the NasAl;,~ anionic clusters, where
the remaining sodium atoms merely cap the Al;; moiety, in
the Mg3Al;;~ cluster anion, the magnesium atoms form an
integral part of the Al;; moiety. This is due to the similar
electronegativity values of magnesium (1.31) and aluminum
(1.61) atoms as well as the similar atomic sizes of magne-
sium and aluminum atoms. The calculated VDE (2.97 eV)
and ADE (2.74 eV) values for the Mg3Al;;~ cluster anion
are in reasonable agreement with the measured VDE and EA
values of 3.28 and 2.81 eV, respectively, thus validating the
calculated structures.

While our charge analyses found only limited charge
transfer to the aluminum moieties of the MgAlg, Mgy Aly»,
and Mg, Als neutral clusters and their corresponding cluster
anions, both the MgsAl;; neutral cluster and the Mgz Al ~
cluster anion exhibited significant charge transfer to their Al},
moieties. In the case of the Mg;Al;; neutral cluster (14), its
Alj; moiety holds —1.79¢ of negative charge, making it a
Zintl anion, whereas in the case of the MgsAl;;~ cluster an-
ion, its Al;; moiety possesses —2.38e of negative charge. The
Al;; moieties in both charge states clearly have significant
Zintl anion character. Thus, the formation of aluminum Zintl
anion moieties in magnesium-aluminum clusters is feasible
when the magnesium content is relatively high. The Carte-
sian coordinates of all the optimized geometries of clusters
discussed above are given in the supplementary material.>!

To better understand the similarities and differences be-
tween sodium-aluminum and magnesium-aluminum clusters,
we have constructed comparative valence FMO diagrams
for the isoelectronic Mg,Al;, and NagAl, neutral clusters
(see Figure 7). Both of these FMO diagrams utilize 40 va-
lence electrons (in 20 molecular orbitals), forming four dis-
tinct blocks of energy levels. Further examination reveals that
these blocks correspond to 1S; 1P; 1D/2S; and 1F/2P shells;
thereby, confirming the 40-electron shell closing in both these
clusters. However, despite the similarities between the overall
distributions of the valence electrons, there are also signif-
icant differences between them and the clusters they repre-
sent. The Mg 3s? orbital is located between the Al 3s> and
3p! orbitals, whereas the Na 3s' orbital energy is close to
that of the Al 3p1. As a result, there is a considerable overlap
between magnesium and aluminum orbitals and less charge
transfer. On the other hand, the interaction between sodium
and aluminum is mostly electrostatic with a little orbital over-
lap. These interactions are consistent with the NPA charge
analyses of these clusters. As expected, all valence molec-
ular orbitals of NayAlj, are significantly moved up in en-
ergy compared to the corresponding Mg, Al,, levels. This is
a result of larger charge accumulation on the Alj; core in
the sodium-aluminum cluster (—3.43¢) compared with that
in the magnesium-aluminum cluster (—1.18¢). Similar re-
sults were also obtained in the comparison of Na,Als and
MgAlg neutral clusters. Clearly, magnesium-aluminum bond-
ing is more covalent and less ionic than sodium-aluminum
bonding.
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FIG. 7. A comparative fragment molecular orbitals (FMO) analysis of the Mg, Al;, neutral cluster versus the NagAlj, neutral cluster.

SUMMARY

A combined theoretical and experimental study was car-
ried out on magnesium aluminum clusters and their an-
ions. Anion mass spectrometry found Al;~, Alj3~, MgAlg™,
Mg, Als~, Mg, Alj;~, and MgzAlj;~ to be prominent peaks.
The enhanced stability of Al;~ and Alj3~ can be explained
by shell closure at 8 and 40 electrons. Similarly, the enhanced
stability of MgAls~, MgyAls~, MgyAl;;~, and MgszAl;;~
cluster anions can be explained by shell closures with 20
or 40 valence electrons in either the neutral or the anion
species in each case. Most importantly, unlike their isoelec-
tronic Na,,Al, counterparts, only a limited charge transfer oc-
curred between the magnesium and aluminum atoms in most
Mg, Al, cluster stoichiometries. Our calculations have shown
that in order for Al, moieties within magnesium-aluminum
clusters to exhibit Zintl anion character, relatively high mag-
nesium content is required. Clearly, aluminum needs an ap-
propriately low electronegativity partner in order for alu-
minum Zintl anions to form readily in its clusters. Perhaps,
super-alkali molecules? should be explored as potentially op-
timal partners with aluminum for forming ionic lattices con-
sisting of aluminum Zintl anions and counter-cations.
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