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Detlef Schooss, Manfred M. Kappes,* Wim Klopper,* and Peter W. Roesky*

Abstract: Combining phase-dependent photoluminescence
(PL) measurements and quantum chemical calculations is
a powerful approach to help understand the influence of the
molecular surroundings on the PL properties. Herein, a phos-
phine functionalized amidinate was used to synthesize a re-
cently presented bimetallic gold complex, featuring an unusual
charge separation. The latter was subsequently used as metallo-
ligand to yield heterotetrametallic complexes with an Au-M-M-
Au “molecular wire” arrangement (M = Cu, Ag, Au) featuring
metallophilic interactions. All compounds show bright phos-
phorescence in the solid state, also at ambient temperature. The
effect of the molecular environment on the PL was studied in
detail for these tetrametallic complexes by comparative meas-
urements in solution, in the solid state and in the gas phase and
contrasted to time-dependent density functional theory com-
putations.

Introduction

Systematic photophysical investigations regarding a de-
fined ligand system with varying metal loadings in the context
of luminescence properties are rather scarce.[1] It is well
known that in condensed phase, packing effects or interac-
tions with counterions and solvent molecules can have
a significant impact on the photophysical properties.[2] Inves-
tigating these properties by quantum chemical calculations
thus introduces an additional layer of complexity due to the
various intermolecular effects present in dynamic systems,
like in solutions or in a solid. These factors contribute to
challenges in establishing structure–property correlations for
various classes of metal–organic compounds.[3] In this work,
we combined conventional condensed phase studies of a series

of photoluminescent tetranuclear homo- and heterometallic
coinage metal complexes with gas phase PL measurements
and quantum chemical calculations. The aim was not only to
provide a more reliable comparison between experiment and
theory, but also to gain insights into the effects of molecular
surroundings on the photophysical properties.

Specifically, from a synthetic point of view, we present
herein a series of coinage metal complexes of N,N’-bis[(2-
diphenylphosphino)phenyl]formamidinate (dpfam), an estab-
lished monoanionic P^N^N^P ligand (Scheme 1), featuring
both “soft” and “hard” coordination sites according to the

“hard and soft acids and bases” (HSAB) principle.[4] The
different sites have been used following a building block
strategy as illustrated in Figure 1. According to this, the outer
“soft” phosphine donors are first bound to gold cations. In the
second step, the vacant amidinate pocket is selectively filled
with metal cations, resulting in tetranuclear complexes.
Importantly, all these complexes feature pronounced metal-

Scheme 1. Synthetic pathway towards the binuclear gold complex
[dpfam2Au2] (1).[12]
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lophilic interactions which are facilitated via the supporting
dpfam ligand system.[5]

Metallophilic interactions have been the subject of
experimental and theoretical research during the last de-
cades.[6] In general, metallophilicity describes the tendency of
metallo-organic compounds to manifest closer metal center
separations than expected for charge centers with equal
polarity, often being shorter than the van der Waals distance.
First mostly correlated with gold,[7] the discovery of similar
behavior for other late d-block and heavy p-block elements in
low oxidation states showed that this “metallophilicity”
phenomenon is, in fact, not unusual.[5, 8] However, their origin
is still subject of discussion.[6b, 9]

Latter interactions are known for their potential influence
on the often observed manifold photophysical properties for
compounds comprising metallophilic contacts.[9b,10] For heavy
metals such as gold, efficient intersystem crossing (ISC) is
observed due to enhanced spin–orbit coupling, leading
predominantly to phosphorescence with emission decay times
typically in the microsecond range.[9b] Tuning these photo-
luminescence properties by structural modification is of
applications interest in fields ranging from OLED design
and sensor technology to tumor markers.[8c,11] Here we tune
the metallophilic interactions in a range of Au-M-M-Au
complexes by varying composition.

The PL properties of the tetranuclear complexes were
studied in the solid state over a broad range of temperatures
down to 20 K and—for [dpfam2Au2M2]

2+ (M = Cu, Au)—in
solution and gas phase. These measurements were comple-
mented by DFT and TDDFT calculations of the electronic
excitations. To the best of our knowledge, this is the first
example of combined phase-dependent PL studies, including
gas phase, and theoretical studies for metal–organic com-
pounds.

Results and Discussion

To realize the above building block strategy, the phos-
phine moieties were first loaded with the “soft” gold(I) cation
(see Figure 1). Ligand precursor Kdpfam[12] was therefore
subjected to a salt metathesis reaction with tetrahydrothio-
phene gold chloride [AuCl(tht)], yielding the binuclear gold
compound [dpfam2Au2] (1, Scheme 1).[12] Each gold cation is
herein coordinated by two phosphine moieties in an almost

linear fashion (Scheme 1). Although the nitrogen atoms are
negatively charged, the “soft” gold cations prefer the “soft”
phosphine atoms, resulting in a remarkable charge separa-
tion.[12] This selective coordination leaves the expected free
coordination sites on the nitrogen atoms, which can be
exploited in the second step to obtain tetrametallic com-
plexes.

Tetrametallic Complexes

Following the building block strategy, we next imple-
mented metal cations (CuI, AgI and AuI) into the vacant
amidinate coordination pocket of metalloligand 1. Homo and
hetero tetrametallic complexes were synthesized by reaction
of 1 with [Cu(MeCN)4][PF6], [AgBF4], or [Au(tht)2][BF4]
resulting in [dpfam2Au2Cu2][PF6]2 (2), [dpfam2Au2Ag2][BF4]2

(3), and [dpfam2Au4][BF4]2 (4), respectively (Scheme 2).
After stirring each reaction mixture in THF overnight, the
formed precipitate was redissolved by adding small amounts
of acetonitrile and subsequent heating. Storing the solutions
overnight led to crystalline products (yields: 58 % (2), 49%
(3), and 19% (4)).

Compound 2 was obtained as yellow crystals which show
bright yellow luminescence under UV light (see Figure 3).
The solid-state structure of 2 (Figure 2) revealed an Au-Cu-
Cu-Au zigzag chain with intermetallic angles of 119.75(10)88
and 124.08(10)88. Intermetallic distances were determined to
be 2.594(3) c for Cu1@Cu2 and 2.832(2) c (Au1@Cu1) and
2.806(2) c (Au2@Cu2) for the heterometallic Au@Cu con-
tacts, being within the range of strong metallophilic inter-
actions.[13] The copper atoms are each coordinated by two
nitrogen atoms of the amidinate units and by the oxygen of
one half occupied and disordered THF molecule. Additional
metallophilic contacts to gold and another copper atom
complete the distorted trigonal bipyramidal coordination
sphere (Figure 2). Ignoring the Au@Cu contacts, both gold
atoms are each coordinated by two phosphine moieties in an
almost linear fashion. The P-Au-P angle is bent from ideal
18088 to 174.95(13)88 (P5-Au1-P5’) and 169.2(2)88 (P6-Au2-P6’).

Similarly, N-Cu-N angles are approximately identical
(172.1(6)88 and 171.5(6)88). Alike N@C bond lengths indicate
a delocalization of the negative charge between the nitrogen
atoms. The 31P{1H} NMR spectrum showed two resonances:

Figure 1. “Building block” strategy towards tetrametallic complexes
using different hard and soft coordination sites.

Scheme 2. Synthetic strategy towards the heterotetrametallic com-
plexes 2–4.
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a broad singlet at d = 33.8 ppm for the ligandsQ phosphorous
atoms and a characteristic septet at d =@144.6 ppm for the
counterion [PF6]

@ . High-resolution mass spectrometry
(HRMS) and elemental analysis further supported the
structural data. In 2006, Lagunas et al. reported within
a hexanuclear complex a comparable (partly ligand unsup-
ported) Au-Cu-Cu-Au zigzag motif. They observed a much
smaller angle of Au1-Cu1-Cu1’ (73.98(6)88) and a slightly
longer Cu@Cu distance (2.898(3) c) while the Au@Cu bond
length is almost identical to that in 2.[13b]

Colorless crystals of the corresponding isostructural silver
compound 3 exhibit a blueish luminescence when excited with
a UV lamp. In the solid state, the tetrametallic Au-Ag-Ag-Au
chain shows angles of 121.93(7)88 (Ag2-Ag1-Au1) and
116.91(7)88 (Ag1-Ag2-Au2) and features intermetallic inter-
actions with bond lengths of 2.900(2) c (Au1@Ag1), Au2@
Ag2 2.876(2) c and 2.734(2) c (Ag1@Ag2, Figure 2).[14]

Phosphine-gold-phosphine angles differ from each other by
approximately 688 (176.2(2)88 and 170.3(2)88). The metal cations
are settled in the same coordination environment as in 2 with
the silver atoms being in a trigonal bipyramidal (coordination
of partially occupied THF molecules) and the gold atoms,
including the Au-Ag contacts, in an almost planar T-shaped
coordination sphere (Figure 2). The 31P{1H} resonance of 3
was detected as a broad singlet at d = 35.5 ppm. HRMS
further supported the elemental composition of 3. A similar
structural motif was reported by Hector and co-workers in
2010. However, their determined Ag@Ag (3.0129(14) c) as
well as Au@Ag distances (3.2113(9) c) are significantly
longer than observed in 3.[14] Gimeno, Lopez-de-Luzuriaga
et al. also reported in 2017 a tetranuclear metal chain
featuring partially unsupported heterometallophilic (Ag@
Au) interactions in a bent arrangement (Au-Ag-Ag
145.66(2)88).[15] The intermetallic distances in that complex
correspond well to those in 3 despite the more rigid environ-
ment provided by the tetradentate dpfam ligand.

To complete the coinage metal series, the homometallic
tetranuclear gold complex 4 was prepared. Accordingly,
[Au(tht)2][BF4] was first prepared in situ before being reacted
with 1. The colorless crystals of 4 manifest an intense greenish
luminescence (see Figure 3). Single X-ray diffraction revealed
compound 4 to be almost isostructural to 2 and 3 (Figure 2).
However, there is no coordinating solvent on the gold atoms
leading to almost linearly coordinated gold cations (P1-Au1-

P1 175.9(2)88, P2-Au2-P2 175.9(2)88, N2-Au4-N2 169.3(6)88, N1-
Au3-N1 171.8(5)88). Within the Au-Au-Au-Au zigzag chain,
short intermetallic distances of 2.8850(9) c, 2.8577(10) c,
and 2.6998(8) c indicate aurophilic interactions and are in
accordance with literature values.[5, 8h, 16] Compared to 2 and 3,
the intermetallic angle is significantly wider (132.38(3)88 and
130.88(3)88) whilst the amidinate N-C-N angle increased only
slightly (125.5(12)88). In CD3CN, 4 showed a dynamic behav-
ior, leading to non-interpretable NMR spectra. 31P{1H} NMR
spectroscopy in DMSO-d6 however revealed a singlet reso-
nance at d = 29.6 ppm, which is in a comparable range as for 2
and 3. 1H NMR spectroscopy in DMSO-d6 showed one set of
signals as observed for 2 and 3. Furthermore, 4 was identified
unambiguously by HRMS and elemental analysis. A related
Au4-chain with supported metallophilic contacts was present-
ed in 1993 by Mak et al. and in 2014 by Tanase et al.[17] In
those previous Au4-chains, gold cations are in a more linear
arrangement and the reported intermetallic distances are
slightly longer (ca. 2.9–3.1 c) than those found for 4.[17]

All three tetrametallic compounds 2–4 feature an Au-M-
M-Au chain with metal@metal distances below the sum of
their corresponding van der Waals radii and within typical
values for metallophilic interactions.[13b, 14–15] While in 2 and 3
the intermetallic angles are almost identical, they are widened
significantly in 4 (see also Table S6-1 in the Supporting
Information).

A comparison with literature reports leads to the con-
clusion that the dpfam ligand provides a suitable scaffold to
enable and support shorter intermetallic distances than in
other reported supporting ligand systems.[13b] However, the
ligand steric demand is too high or its capacity too small to
allow a linear arrangement as is found in unsupported systems
or systems with less steric demand.[15, 17a]

Photoluminescence Properties

Complexes 2–4 with chains of four metal atoms and
pronounced metallophilic interactions all showed room
temperature luminescence and were subject of photophysical
investigations at various temperatures and in different
physical states. Figure 3 shows PL spectra of 2–4 in solid
state at different temperatures. The relatively broad (espe-
cially in case of 2) emission maxima at 530 nm, 430 nm and

Figure 2. Molecular structures of the cations of the tetrametallic complexes 2 (left), 3 (middle), and 4 (right) in the solid state.[28] Hydrogen
atoms and non-coordinating solvent molecules are omitted for clarity. The THF molecules shown are not fully occupied and disordered over two
positions (see SI). Selected bond lengths and angles are given in the Supporting Information.
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490 nm (all at 20 K), respectively, show a moderate redshift by
increasing the temperature up to 295 K.

A similar energetic order is also observed for the onset of
the PLE spectra of 2–4 which is well reproduced by our
computations (see theoretical section below). The PL quan-
tum yield of polycrystalline samples of 2–4 at ambient
temperature was determined using an integrating sphere as
55%, 7%, and 32 %, respectively. Accordingly, the PL
efficiency of 2–4 below 100 K approaches 100% for 2 and 4
and 70% for 3, as estimated from the temperature-dependent
emission spectra (Figure 3). The emission of 2–4 is phosphor-
escence, decaying within tens of microseconds (Figure S3.3-
1). The effective decay times, teff, (derived from biexponential
fits) only moderately decrease by increasing the temperature
from 20 K to 295 K, well correlating with the decrease of PL
intensity. For instance, teff of 2 diminishes from 29 ms to 15 ms,
accompanied by an approximately twofold decrease of the
emission (see above). Despite the efficient PL in the solid
state, only a very weak emission was observed for 2 and 4
dissolved in MeCN (Figures S3.2-1, S3.2-3) and practically no
emission was detected for 3 in MeCN—presumably due to
solvation-aided non-radiative quenching. However, the latter
process is apparently inhibited in a rigid surrounding: in
frozen MeCN solutions below ca. 200 K complexes 2 and 4
display similarly bright phosphorescence as in the crystalline
solid state (Figures S3.4-1, S3.4-3), with the similar spectral
position, effective PL lifetime and temperature dependence
(Figures S3.4-2, S3.4-4). For instance, the emission maxima in
the frozen solutions are observed at 530 nm (2) and 485 nm
(4) below 50 K, which is very close to the values for the
crystalline samples. This observation suggests a relatively
minor effect of intermolecular interactions in the crystalline
complexes on their PL properties. The PLE spectra in
solution (both fluid or frozen) correspond to those in the
solid state, taking into account that the latter overestimate

weak absorption bands due to optically thick sample prepa-
rations (and non-validity of the Beer–Lambert law).

In addition to the condensed phase, PL properties of 2 and
4 were studied in gas phase as [dpfam2Au2M2]

2+ using the
trapped ion laser induced fluorescence (TLIF) experiment.[18]

In the TLIF setup, ions are brought into gas phase using
a nanoelectrospray, mass selected to a single species by
a quadrupole mass filter and stored in a liquid-nitrogen-
cooled quadrupole ion trap (T= 83 K). The ion cloud
consisting of up to 106 ions was irradiated by a continuous
wave laser and luminescence was collected orthogonal to the
irradiation direction and detected either by a CCD camera
coupled to a spectrograph or by a photon counter for lifetime
measurements. Further details on the TLIF setup are given in
the Supporting Information.

The relatively strong signals in the TLIF experiment
indicate a high PL quantum yield of 2 and 4 also in gas phase,
similar to that in the solid state at low temperatures (see
above). Figure 4 compares the emission spectra of 2 in the
solid state, acetonitrile solution and, as [dpfam2Au2Cu2]

2+, in
gas phase.

The emission spectra of 2 show a significant bathochromic
shift from the free ions in gas phase (480 nm) to solid state
(530 nm) and solution (590 nm), covering, in fact, a large part
of the visible spectral range (Figure 4). The shift is expected
and typically caused by different stabilization of the ground
and emissive states by the environment.[19] On the other hand,
only a moderate bathochromic shift of less than 15 nm
(< 0.1 eV) was observed for the emission of 4 from gas phase
(480 nm at 83 K) to solid state and solution (Figure 5). In the
Supporting Information the emissions of 2 and 4 in gas phase
are plotted together (Figure S3.1–3). Their maxima in gas
phase are only 9 nm or 0.05 eVapart. The PL of 2 and 4 in gas
phase is completely quenched by addition of 1% O2 to the
helium buffer gas, indicating that a triplet state is involved in
the emission process.

The lifetime of complex 2 was determined to 158 ms
(Figure S3.1-2). This is significantly longer than in solid state
and solution (ca. 29 ms and 2 ms, respectively, see Figures S3.2-
2 and S3.2-4). Again, this behavior is expected, because

Figure 3. Solid state photoluminescence emission (PL) and excitation
(PLE) spectra of tetrametallic complexes 2, 3, and 4 (polycrystalline
samples) at different temperatures. The PL emission was in each case
excited at 350 nm and PLE spectra were recorded at the indicated
wavelengths. The photos show samples under daylight and UV lamp
illumination.

Figure 4. Photoluminescence emission spectra of 2 in solid state,
acetonitrile solution, and gas phase (as [dpfam2Au2Cu2]

2+). The excita-
tion wavelength was 350 nm, 329 nm and 364 nm, respectively. The
vertical dashed line indicates the computed S0

!T1 transition.
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phosphorescence strongly depends on the environment and
tends to decay much slower in gas phase.[18] The gas phase
lifetime for 4 (68 ms) is significantly shorter than the one for 2.
Finally, gas phase PL of 3 was not detected due to fast
dissociation after photoexcitation.

Theoretical Investigations

To assess the nature of the electronic transitions in the
tetrametallic complexes 2–4, quantum mechanical calcula-
tions using density functional theory with the PBE0[20]

functional and a mixed basis set comprising the dhf-TZVPP
basis set for Cu, Ag, and Au, and the dhf-SVP basis set for all
remaining atoms, were performed.[21] Computational savings
were achieved using the RI-J approximation in all steps.[22]

Excited state energies and geometries were obtained using
TDDFT,[23] employing the seminumerical exchange
(SENEX)[24] scheme. All calculations were performed using
the TURBOMOLE program suite.[25] Further computational
details are given in the Supporting Information. Only the
dications of 2–4 were considered. Therefore, the results can be
directly compared with the PL measurements in gas phase
available for 2 and 4. As the optimized structures exhibit
a structure close to an ideal C2h symmetry, we also considered
point group symmetry for excited state optimizations, to
provide further insight regarding the luminescence properties
of these three systems. Figure 6 shows the simulated absorp-
tion spectra obtained by superimposing Gaussian functions at
the lowest 100 singlet excitation energies with a fwhm of
0.3 eV. Note that since the TLIF setup operates with only
a few discrete UV laser excitation wavelengths, gas phase
PLE spectra are not available for comparison with the
computed ordinary absorption spectra. Still, the latter may
be compared with experimental measurements in solid state
to give a rough estimate of the character of the underlying
transitions. Non-relaxed difference densities are obtained
following an analogous procedure as described in Ref. [26]
and comprise all excitations in a given energetic interval,
weighted by their respective oscillator strength. Regions of

electron density loss are shown as red contours, while an
electron density gain is indicated as blue contours. The bands
appear to relate mainly to a density loss in the 3d, 4d, or 5d
orbitals (for Cu, Ag, and Au, respectively) of the central two
metal atoms, with contributions from 5d orbitals of the outer
Au atoms as part of the ligand system. For the major bands
a transfer of density to the p* system of the RN^NR bridging
fragment and the p* orbitals of the neighboring phenyl groups
is observed. This picture is complemented by a Mulliken
population analysis given in the Supporting Information
(Table S4.9-1). For comparison with the PL emission spectra,
the energies of the lowest S0

!T1 (and S0

!S1) transitions of
dications of 2–4 were calculated in the respective excited state
geometry starting from either the C1 or the C2h symmetric
systems. In the latter case all irreducible representations were
considered, but only the lowest-lying one is discussed in the
following. The excitation energies are presented in Table 1
together with the available experimentally observed emission
maxima in different phases. We find a good agreement
between experimentally observed luminescence energies at
2.54 eV and calculated triplet excitation energies in excited
state geometries at 2.65 eV in the A (C1) and Ag (C2h)

Figure 5. Photoluminescence emission spectra of 4 in solid state,
acetonitrile solution, and gas phase (as [dpfam2Au4]

2+). The excitation
wavelength was 350, 340, and 364 nm, respectively. The vertical
dashed line indicates the computed S0

!T1 transition.

Figure 6. Calculated singlet excitation energies of [dpfam2Au2Cu2]
2+

(top), [dpfam2Au2Ag2]
2+ (middle), and [dpfam2Au4]

2+ (bottom) with
corresponding oscillator strengths (green). Simulated spectra are
obtained by superimposing Gaussians with a fwhm of 0.3 eV at each
transition (blue). The character of selected features is depicted using
non-relaxed difference densities, including transitions in an energetic
range indicated by dashed lines. An electron density loss (gain) is
indicated by red (blue).
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irreducible representations for 4, with an error of approx-
imately 0.1 eV. Note that the symmetry constraints appear to
have no significant impact on the transition energy nor
character, as in both cases transitions mainly feature contri-
butions from the HOMO and LUMO. For [dpfam2Au2Cu2]

2+,
the lowest-lying triplet excitation in T1 geometry is found at
2.83 eV in Ag using symmetry constraints. This is significantly
higher than the experimentally observed 2.58 eV in gas phase.
By relaxing the constraints, we observe an asymmetric
distortion of the Au@Cu bonds, from 270 pm to 258 pm and
285 pm, when compared to results in Ag symmetry. The Cu@
Cu bond distance is found to be approximately 253 pm in both
cases, which is slightly shorter than in the optimized ground
state at 260 pm. This gives rise to a more local character of the
respective triplet transition. The energy is hereby lowered by
0.28 eV from 2.83 to 2.55 eVand practically coincides with the
gas phase experiment. Figure 7 depicts the natural transition
orbitals (NTOs) for [dpfam2Au2Cu2]

2+ in both cases.
The character of the underlying transition appears to be of

similar nature as in 4, involving mostly contributions from the
HOMO and LUMO. A possible explanation for the absence

of this deformation in 4 may lie in
the difference in van der Waals
radii of the central metal atoms Cu
and Au. Unfortunately, no gas
phase data could be recorded for
3 which shows a large difference in
the S0

!T1 transition between C1

and C2h, at 2.51 eV and 2.97 eV
respectively. While the latter tran-
sition (Bg) follows the character of
2 and 4, using no symmetry con-
straint a more complicated excita-
tion vector is observed, with sig-
nificant contributions from HO-
MO@2 to HOMO and LUMO to
LUMO + 4. Furthermore, in con-
trast to the homologues 2 and 4, as
well as the results for Bg, the

dominant NTOs were found to be largely localized to a single
phenyl group, with considerably reduced contributions from
the central metal atom (see Supporting Information). We
note a significant change in character for the first triplet
excitation during geometry optimization.

Complementary calculations using the Tamm–Dancoff
approximation (TDA) are given in the Supporting Informa-
tion and show only minor deviations for 2 and 4, while the
respective S0

!T1 excitation energy for 3 is found at 2.82 eV
significantly higher than the value found by TDDFT. The
optimized triplet geometry also suggests a slight asymmetric
distortion as in [dpfam2Au2Cu2]

2+ (Table S4.10-1). This may
be due to the degree of spin-contamination present in the
initial result for 3. As no gas phase luminescence could be
observed for this system, the nature of this transition remains
unclear and the results for 3 should be treated with caution.
Dielectric screening effects on the triplet excitation energies
due to the MeCN solvent were assessed using the conductor-
like screening model (COSMO)[27] and imply only a minor
effect for 2 and 4, a brief discussion of which is given in the
Supporting Information.

Conclusion

A series of tetrametallic coinage metal complexes was
obtained via a straightforward synthetic building block
protocol, using digold compound 1 as metalloligand. Its
vacant amidinate pocket was subsequently occupied to yield
tetrametallic complexes comprising an Au-M-M-Au (M = Cu
(2), Ag (3), Au (4)) metal chain with metallophilic inter-
actions. These compounds show bright phosphorescence in
the crystalline solid state, also at ambient temperature, with
high quantum yields of 55 % for 2 and 32 % for 4. Further-
more, efficient phosphorescence was also measured for frozen
MeCN solutions of 2 and 4, as well as for dications of 2 and 4
in gas phase. In contrast, the PL of 2–4 in fluid solution
(MeCN) is very weak. According to TDDFT calculations, the
electronic properties of the Au-M-M-Au complexes can be
strongly modulated by metallophilic Au@M interactions. The
calculated emission energies of ionic 4 and particularly 2 are

Table 1: Experimental emission maxima and calculated transition energies (in eV) for the tetrametallic
complexes 2–4. Additionally, the lowest-lying triplet excitations obtained using symmetry constraints are
listed. Irreducible representations are given in parenthesis.

Exp. PBE0[a]

Solid state Solution Gas phase[b] S0!S1 S0

!S1 S0

!T1 S0

!T1

Geometry S0

(C1)
S1

(C1)
T1

(C1)
T1

(C2h)
[dpfam2Au2Cu2]

2+ 2.34
(20 K)

2.10
(295 K)

2.58
(83 K)

3.36 3.14 2.55 2.83
(Ag)

[dpfam2Au2Ag2]
2+ 2.90

(18 K)
n/a n/a 3.74 2.90 2.51[c] 2.97

(Bg)
[d]

[dpfam2Au4]
2+ 2.53

(20 K)
2.46

(295 K)
2.54

(83 K)
3.31 2.86 2.65 2.65

(Ag)

[a] Computed and [b] measured for dications of 2–4. TDDFTcalculations employed the PBE0 functional.
S0, S1, and T1 indicate the optimized geometries. [c] Using the TDA the optimized excitation energy was
found at 2.82 eV (see Supporting Information). [d] The order of the HOMO and HOMO@1 is reversed
for 3.

Figure 7. Hole (left) and particle (right) natural transition orbitals
(NTOs) of [dpfam2Au2Cu2]

2+ in the optimized triplet (T1) geometry
assuming a C2h symmetric motif (a), in which case the lowest triplet
excitation transforms as Ag, or without symmetry constraints (b). The
isovalue was set to 0.04a0

@3/2. The respective weights of the depicted
NTOs are 92% (a) and 97% (b).
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in remarkable agreement with the experimental values. Our
results demonstrate that gas phase PL spectroscopy combined
with quantum chemical calculations can provide an important
reference point for understanding the effects of molecular
environment on the electronic/PL properties of metallo-
organic compounds.
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