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Abstract: As the luminescence from conventional organic luminophores is typically quenched
in constrained environments, the aggregation-induced emission (AIE) phenomenon is of interest
for the development of materials that exhibit strong luminescence in condensed phases. Herein,
new bismesogenic Au complexes were developed as organogelators and their photophysical properties,
including their AIE characteristics, were investigated in organogels and crystals. The crystals of
the gold complexes exhibited room-temperature phosphorescence with relatively high quantum
yields. Moreover, the gold complexes also showed photoluminescence in the organogels and we
demonstrated that the reversible switching of the luminescence intensity was induced by the sol-gel
phase transition. The intense photoluminescence in the crystal and gel was induced by the restricted
internal motion of the luminophore in the molecular aggregates. However, in the sol, the network
structure of the organogel was destroyed and the nonradiative deactivation of the excited states was
enhanced. As a result, we can conclude that the switching of the luminescence intensity was induced
by changes in the aggregated structures of the molecules. The developed Au-complex-based gelators
are excellent candidates for the realization of stimuli-responsive soft and smart luminescent materials.
Keywords: Au complex; organogel; sol-gel transition; aggregation-induced emission

1. Introduction
Strong luminescence from organic materials has been receiving growing interest for its applications
in light-emitting devices, chemical sensors and bioimaging materials [1–3]. However, the luminescence
from conventional organic luminophores suffers in concentrated solutions or condensed phases owing
to the aggregation-caused quenching effect. In recent years, Tang and co-workers have developed
efficient luminescent materials that exhibit intense luminescence in condensed phases via a phenomenon
known as aggregation-induced emission (AIE) [4,5]. This phenomenon is caused by the restriction of
internal motions in molecules, namely, rotations and vibrations by aggregation, which results in the
nonradiative deactivation of the excited molecules. Thus, the photoluminescence properties of AIE
materials strongly depend on the aggregated structures as well as the primary structures of molecules.
Various d10 transition metal complexes exhibit AIE behavior. For instance, Au(I) complexes are
known to be AIE-active materials and in the past decade, many groups have reported the AIE behavior
of Au complexes [6–10]. In our previous studies, various Au complexes were found to show efficient
room-temperature phosphorescence (RTP) with a quantum yield (Φ) of >50% in a crystalline state
under ambient conditions [11–14]. Uniquely, in Au complexes, intermolecular interactions occur
between Au atoms (aurophilic interactions) and their highly emissive properties in condensed phases
have been attributed to these aurophilic interactions [10,15–19]. An aurophilic interaction is formed
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external stimuli. Thus, several mesogenic Au complexes have been developed and their AIE and LC
behaviors have been reported [11–13]. For example, AIE-active LC Au complexes with rod-like
molecular structures (e.g., pentylisocyano 2-(4-(hexyloxy)phenyl)ethynylgold(I) (R6), Figure 1) have
been studied [11]. In such materials, the Au complex acts as both a mesogen and a luminogen. We
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Figure
1. Molecular structures of R6 and Gn (n = 5, 10).
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molecules formed “soft” aggregates via an exquisite balance in intermolecular interactions between
desired complexes were obtained. The preparation details and the related characterization data are
the gel-forming molecules (gelators) and the solvation with the solvent molecules. Owing to this
aggregation, it was expected that AIE phenomena will still be observed in gels [39–47]. However, as the
gels are soft molecular aggregates, the aggregated structure can be easily controlled by various external
stimuli; thus, AIE gelators have potential applications as excellent stimuli-responsive luminescent
materials [48–57]. In this paper, we discussed the relationship between the aggregated structures of
molecules and the luminescence behavior of synthesized gold complexes Gn. Notably, we found that
the luminescence behavior of the Au complexes in organogels can be reversibly switched on and off
through the gel–sol phase transition.
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2. Results and Discussion
Au complexes Gn were newly synthesized from the corresponding ethynylbenzene derivatives [11].
The prepared complexes were fully characterized and the analytical data confirmed that the desired
complexes were obtained. The preparation details and the related characterization data are provided
in the Materials and Methods and the Supplementary Materials (Scheme S1 and Figures S1 and S2).
While purifying the obtained complexes by recrystallization, we found that the complexes formed
organogels in some solvents. Thus, we examined the gelation abilities of the complexes in various
solvents. The gelation behavior of Gn in various solvents and solvent mixtures is summarized in Table 1.
The complexes with longer alkyl spacers (G5 and G10) formed gels in several solvents (Figure 2a,b),
depending on the polarity of the solvent system. These results indicated that a certain spacer length
was required to form a gel and that the versatility of the gelled solvent was improved as the spacer
length increased. It is likely that the intermolecular interactions between the alkyl groups (van der
Waals force), as well as hydrogen bonding, were important for the formation of molecular assemblies
in the gels. Hanabusa et al. reported that a cyclohexane diamide with long alkyl chains showed a very
high gelling ability [58]. Because the present complexes contained a cyclohexane diamide moiety, it was
reasonable that the complexes with longer alkyl spacers showed better gelation properties. Moreover,
the introduction of Au(I) to these complexes was expected to result in relatively strong intermolecular
interactions, i.e., Au–Au interaction, which could have a positive effect on gelation [59,60]. However,
the steric hindrance of the complexes could weaken van der Waals interactions between the alkyl chains
and inhibit the stacking of the cyclohexane diamide moieties. These negative steric effects, which can
interrupt gelation, were anticipated to be more prominent in the compound with the shorter spacer.
Table 1. Gel-formation tests for Gn in various solvents.
Solvent (v/v)

G5

G10

Hexane
Hexane/CH2 Cl2 (1/2)
Hexane/CH2 Cl2 (2/3)
CH2 Cl2
THF
EtOAc/CH2 Cl2 (1/2)
EtOAc/CH2 Cl2 (2/3)
EtOAc
Hexane/CHCl3 (1/2)
Hexane/CHCl3 (2/3)
CHCl3
EtOH
CH3 CN
DMF

IS
G
–
S
P
G
–
IS
G
PG
S
IS
IS
S

IS
S
G
S
G
S
G
IS
S
G
S
IS
IS
S

Abbreviations: G, gel; IS, insoluble at the boiling point of the solvent; S, solution at 20 ◦ C; P, precipitate; PG, partial gel;
–, not tested.

The gels formed by G5 in hexane/CHCl3 (1/2, v/v) and G10 in hexane/CHCl3 (2/3, v/v) were air-dried
and the microstructures of the obtained xerogels were observed by scanning electron microscopy
(SEM), as shown in Figure 2c,d. Micrometer-scale fibrous aggregates were observed for both xerogels,
although a larger fiber diameter was observed for the complex with the longer alkyl chain length (G10).
We considered this increase in fiber diameter to be the result of stronger van der Waals interactions
between the longer alkyl chains.
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by intermolecular Au–Au interactions. However, as the present complexes contained a pair of
luminogens, the molecules could form luminescent aggregates even in dilute solutions. In Figure S6,
the 3D model of the 5G molecule optimized by a semiempirical calculation using PM6 is shown as a
representative example. The model indicated that the two Au toms in the 5G molecule were
separated by >10 Å in the ground state. However, we could consider that the luminogens formed
excimer-like aggregates by the Au–Au interaction in the excited state, and we could conclude that
this aggregate luminesced in the dilute solution.
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Table 2. Photoluminescence lifetimes and the quantum yields of Gn complexes in the crystals
determined at room temperature in air.
Complex

Lifetime, τ (µs)

Quantum Yield, Φ (%)

G5

0.23 (74%)
19 (26%)

1.9

G10

1.1 (72%)
38 (28%)

16

The complexes also luminesced in gels (Figure 3). For the G5 gel, the observed luminescence
spectrum was different from those in the solution and in the crystal. However, for the G10 gel,
the luminescence spectrum was similar to that in the crystal, except that the relative intensity of the
luminescence band at 430 nm was greater in the gel. For both complexes, a comparison of the emission
spectra in the gels and the crystals revealed that a small emission band at approximately 350 nm
was only observed in the gels. The maximum wavelength of this emission band was similar to that
observed in a dilute solution. Therefore, we could conclude that this emission originated from isolated
molecules in the solution.
To further discuss the relationship between the luminescence behavior and the aggregated structure,
the temperature dependence of the luminescence of the Au complexes was observed (Figures 5 and 6).
During the heating process, the luminescence intensity gradually decreased (Figure 5a,c and Figure 6
(top)). Molecular motions, e.g., vibrations and rotations around covalent bonds, which deactivate the
excited states of the luminogens, were activated at higher temperatures; therefore, this gradual change
is a very common phenomenon in luminescent materials. In contrast, during the cooling process,
an abrupt increase in the luminescence intensity occurred at 40 ◦ C (Figure 5b,d and Figure 6 (middle)).
The reversible sol-gel phase transition occurred between 35 ◦ C and 40 ◦ C, as shown in the photographs
in Figure 6 (bottom); thus, this abrupt change in the luminescence intensity was due to a change in the
aggregated structure brought about by the phase transition. We have previously reported that a sudden
disappearance of luminescence was induced by the crystal-to-isotropic phase transition in some Au
complexes, because the luminescent aggregates were destroyed in the isotropic phase [63]. Namely,
this “on–off” switching of photoluminescence by phase transition resulted from the sensitivity of the
luminescence to its aggregated structure. Similar to previously reported complexes in the isotropic
phase, in the sol, the network structure of the organogel was destroyed and the micro-Brownian motion
of the luminogens, which enhanced the nonradiative deactivation of the excited states, was activated.
Consequently, as shown by the results in Figure 5b,d, a significant increase in the luminescence intensity
accompanied the sol-gel phase transition in both G5 and G10 in the cooling process. On the other hand,
in the heating process, the sharp change in the luminescence intensity at the sol-gel phase transition
temperature was not observed. Generally, the sol-gel transition of this type of low-molecular-weight
organic gelators is not a sharp transition like the crystalline–isotropic transition. In addition, due to
the low thermal conductivities of glass vials and organic solvents, the temperature of the system is
inhomogeneous depending on the heating and cooling rate. We considered that this was the reason for
the lack of sharp change in the luminescence intensity at the sol-gel phase transition temperature in the
heating process shown in Figure 6 (top) for both complexes. This luminescence intensity change was
observed to be reversibly induced by the phase transition (Figure 5 and Figure S5), and this result also
supported that the phenomenon was due to the change in the aggregated structure brought about by
the reversible sol-gel phase transition.

Crystals 2020,
10, 2020,
x FOR
REVIEW
Crystals
10, PEER
388

7 of 13

7 of 13

heating
cooling

(a)

(b)

cooling

heating

(c)

(d)

5. Temperature
dependenceofofthe
the luminescence
spectra
of theof
Gnthe
complexes
in the gel and
sol gel and
Figure 5.Figure
Temperature
dependence
luminescence
spectra
Gn complexes
in the
−1 , λ = 288 nm): G5 in hexane/CHCl (1/2, v/v) upon (a) heating and (b) cooling;
phases
(10
mg
mL
–1
ex
3
sol phases (10 mg mL , λex = 288 nm): G5 in hexane/CHCl3 (1/2, v/v) upon (a) heating and (b) cooling;
G10 in hexane/CHCl3 (2/3, v/v) upon (c) heating and (d) cooling. The spectra were recorded every 5 ◦ C
G10 in hexane/CHCl
3 (2/3, v/v) upon (c) heating and (d) cooling. The spectra were recorded every 5
between 30 ◦ C and 55 ◦ C: blue, 30 ◦ C; red, 35 ◦ C; green, 40 ◦ C; orange, 45 ◦ C; purple, 50 ◦ C; and black,
°C between
55 ◦ C.30 °C and 55 °C: blue, 30 °C; red, 35 °C; green, 40 °C; orange, 45 °C; purple, 50 °C; and
black, 55 °C.

Crystals 2020,
10, 2020,
x FOR
REVIEW
Crystals
10, PEER
388

8 of 13

Sol

Gel

8 of 13

Sol

Gel

Sol

Gel

Sol

Gel

35 °C

40 °C

(a)

35 °C

40 °C

(b)

6. Emission
intensity
at 430
theGn
Gncomplexes
complexes asas
a function
of temperature
in the heating
Figure 6.Figure
Emission
intensity
at 430
nmnm
ofofthe
a function
of temperature
in the heating
process
(top)
and
cooling
process
(middle).
Photographs
of
the
gel
and
sol
phases
at
temperatures
process (top) and cooling process (middle). Photographs of the gel and sol phases at temperatures of
−1 in hexane/CHCl (1/2, v/v)) and (b) G10
of 35 and 40 ◦ C, respectively (bottom). (a) G5 (10 mg mL
3
–1 in hexane/CHCl
35 and 40 °C, respectively
(bottom).
(a)
G5
(10
mg
mL
3 (1/2, v/v)) and (b) G10 (10
(10 mg mL−1 in hexane/CHCl3 (2/3, v/v)).
–1
mg mL in hexane/CHCl3 (2/3, v/v)).

3. Materials and Methods

3. Materials
and Methods
3.1. Preparation
of Materials
New complexes Gn (n = 5, and 10) were synthesized according to the synthetic route shown
in Scheme S1. The details of the synthetic methods and purification procedures are described in
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Gn Materials.
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were synthesized
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Scheme NMR
S1. The
details of the synthetic methods and purification procedures are described in the
spectroscopy and elemental analysis. The 1 H NMR spectra were recorded on a 400 MHz NMR
Supplementary
Materials. The structures and purities of the complexes were confirmed by 1H NMR
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(Figures
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recorded
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data were
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mass
spectrometer
Daltonics,
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MA,
USA).
spectrometer (ECS-400; JEOL, Tokyo, Japan) using a residual proton in the NMR solvent as an
G5: 1 H NMR (400 MHz, CDCl3 , δ): 7.39 (dd, J = 6.7, 2.0 Hz, 4H; 3,5-H in phenyl), 6.75 (dd,
internal reference.
The IR spectra were recorded using the KBr disc method (FT/IR-610; JASCO,
J = 6.7, 2.0 Hz, 4H; 2,6-H in phenyl), 5.90 (s, 2H; CONH)), 3.90 (t, J = 6.3 Hz, 4H; OCH2 ), 3.62 (m, 6H;

3.1. Preparation of Materials

Tokyo, Japan). HRMS data were collected using a micrOTOF-QII mass spectrometer (Bruker
Daltonics, Billerica, MA, USA).
G5: 1H NMR (400 MHz, CDCl3, δ): 7.39 (dd, J = 6.7, 2.0 Hz, 4H; 3,5-H in phenyl), 6.75 (dd, J = 6.7,
2.0 Hz, 4H; 2,6-H in phenyl), 5.90 (s, 2H; CONH)), 3.90 (t, J = 6.3 Hz, 4H; OCH2), 3.62 (m, 6H; NHCH,
NCH2), 2.10 (t, J = 7.3 Hz, 4H; OCH2CH2CH2CH2CH2), 2.02 (d, J = 12 Hz, 2H; equatorial 2,5-H in
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NHCH, NCH2 ), 2.10 (t, J = 7.3 Hz, 4H; OCH2 CH2 CH2 CH2 CH2 ), 2.02 (d, J = 12 Hz, 2H; equatorial
2,5-H in cyclohexane), 1.83 (m, 4H; NCH2 CH2 ), 1.73 (quin, J = 7.0 Hz, 6H; OCH2 CH2 , equatorial
3,4-H in cyclohexane), 1.65–1.57 (m, 4H; OCH2 CH2 CH2 CH2 ), 1.47–1.20 (m, 16H; OCH2 CH2 CH2 , 2H;
axial 2,5-H in cyclohexane, 2H; axial 3,4-H in cyclohexane, NCH2 CH2 (CH2 )2 ), 0.95 (t, J = 7.1 Hz, 6H;
N(CH2 )4 CH3 ). FTIR (KBr): ν = 3286, 2932, 2859, 2245, 1639, 1504, 1243 cm−1 . TOF-MS (ESI, m/z): calcd
for C46 H63 Au2 N4 O4 [M + H]+ , 1129.4175; found, 1129.3689.
G10: 1 H NMR (400 MHz, CDCl3 , δ): 7.38 (dd, J = 6.7, 2.0 Hz, 4H; 3,5-H in phenyl), 6.76 (dd, J = 6.7,
2.0 Hz, 4H; 2,6-H in phenyl), 5.91 (s, 2H; CONH), 3.91 (t, J = 6.5 Hz, 4H; OCH2 ), 3.61 (m, 6H; NHCH,
NCH2 ), 2.10 (t, J = 7.3 Hz, 4H; COCH2 ), 2.02 (d, J = 12.2 Hz, 2H; equatorial 2,5-H in cyclohexane),
1.82 (m, 4H; NCH2 CH2 ), 1.73 (quin, J = 7.2 Hz, 6H; OCH2 CH2 , equatorial 3,4-H in cyclohexane),
1.65–1.57 (m, 4H; COCH2 CH2 ), 1.41 (m, 12H; OCH2 CH2 CH2 , NCH2 CH2 (CH2 )2 ), 1.34–1.20 (m, 20H;
OCH2 CH2 CH2 (CH2 )5 , 2H; axial 2,5-H in cyclohexane, 2H; axial 3,4-H in cyclohexane), 0.94 (t, J = 7.0 Hz,
6H; N(CH2 )4 CH3 ). FTIR (KBr): ν = 3285, 2925, 2853, 2247, 1637, 1504, 1243 cm−1 . TOF-MS (ESI, m/z):
calcd for C56 H83 Au2 N4 O4 [M + H]+ , 1269.5740; found, 1269.6100.
3.2. Gelation Ability
To test the gelation ability, the complex G5 or G10 (10 mg) was added to 1 mL of solvent (see Table 1
for the tested solvents and solvent mixtures) at room temperature, and then the mixture was heated
at the boiling point of the solvent to obtain a homogeneous solution. The solution was then cooled
to room temperature, and the gelation was evaluated based on whether the gel formation could be
observed in the vessel.
3.3. Photophysical Properties
The UV-Vis absorption spectra were recorded using a V-500 absorption spectrophotometer
(Tokyo JASCO, Tokyo, Japan). The steady-state photoluminescence spectra were obtained using a
F-7000 fluorescence spectrometer (Hitachi, Tokyo, Japan). The photoluminescence quantum yields were
estimated using a calibrated integrating sphere system (Hitachi, Tokyo, Japan). The photoluminescence
lifetimes were measured using a Nd:YAG (neodymium-doped yttrium aluminum garnet) laser
(Continuum, Minilite II; λ = 355 nm, pulse width = 4 ns (fwhm), repetition rate = 10 Hz) as the
excitation source, with the decay profiles recorded using a streak camera (C7700, Hamamatsu Photonics,
Hamamatsu, Japan).
4. Conclusions
In summary, new bismesogenic-Au-complex-based organic gelators with AIE characteristics were
developed. The gelation ability of these gold complexes depended on the alkyl spacer length between
the cyclohexane diamide unit and the Au complex. A longer alkyl spacer enhanced self-assembly
through intermolecular interactions to form the organogels. The developed complexes showed
photoluminescence even in dilute solutions owing to the aggregation of luminogens induced by
intramolecular Au–Au interactions. The crystals of the gold complexes exhibited RTP in the presence
of air with relatively high quantum yields. Moreover, the gold complexes showed photoluminescence
in the organogels. Notably, in the organogel, we demonstrated that the reversible switching of
the luminescence intensity was induced by the sol-gel phase transition. In the condensed phases
(crystals and gel), the intense photoluminescence was induced by the restriction of the internal motion
of the luminophore in the molecular aggregates. However, in the sol, the network structure of the
organogel was destroyed, which improved the nonradiative deactivation of the excited states. As a
result, the observed luminescence intensity switching originated from changes in the aggregated
structures of the molecules. These stimuli-responsive properties make these Au-complex-based gelators
attractive for the development of soft and smart luminescent materials.
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