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Circularly polarized luminescent organogels
based on fluorescence resonance energy transfer
in an achiral polymer system†

Yinglong Bao,‡a Gong Zhang,‡*a Nianwei Wang,a Menghan Pana and
Wei Zhang *ab

Here we develop circularly polarized luminescent organogels through

supramolecular co-assembly of an achiral polymer with guest mole-

cules. Appropriate matching and stacking enable circularly polarized

fluorescence resonance energy transfer in the organogels and a wave-

length shift and amplified glum value are further achieved. The current

strategy provides a new way to construct CPL-active soft materials.

Chirality is ubiquitous in nature and living systems.1–3 Many
chirality-related studies have been intensively carried out to inves-
tigate the origin of chirality and fabricate chiral functional
materials.4–7 Chirality information can be divided into different
absorption (ground state) and emission (excited state) of left (L)-
and right (R)-handed circularly polarized light, respectively.8

Accordingly, exploring circularly polarized luminescence (CPL)
not only facilitates understanding of the nature of chirality in
the excited state but also helps us to develop novel chiroptical
materials.9 In recent years, CPL-active materials have attracted
tremendous attention because of their significant application pro-
spects in three-dimensional displays,10 information storage,11

smart sensors,12 and asymmetric photochemical synthesis.13–15

Many chiral systems including metal complexes,16–18 chiral liquid
crystals,19–21 helical peptide arrays,22 helical polymers,23–28 and
chiral supramolecular assemblies29–32 have been extensively inves-
tigated. In general, CPL-active materials can be fabricated by
encapsulating achiral luminescent organic molecules into chiral
matrixes.32–34 Alternatively, fluorescent organic chromophores

themselves with a single chiral property (such as planar chirality)
or covalently linked to chiral groups can also be highly CPL-active
materials.17,35–37 However, the fabrication of chiral polymeric gel
materials with controlled CPL emission is rarely investigated. The
facile modulation of wavelength, CPL handedness, and lumines-
cence dissymmetry factor (glum) enhancement in gel systems is very
challenging.

As one kind of special aggregated material, a polymer gel is a
three-dimensional network of interlaced polymer chains that
trap many solvent molecules.38 The solvent usually includes
water or organic solvent molecules, which correspond to hydro-
gels or organogels, respectively. Gel materials have many
unique advantages, including flexibility and easy processing
capability, which make them excellent candidates for flexible
electronics and sensing devices.38–40 Although several groups
have reported CPL-active gels,41–43 chiral gelators (i.e., amino-
acid- and sugar-based derivatives) generally need tedious syn-
thetic procedures. Meanwhile, the handedness and wavelength
of CPL are hard to regulate since it usually needs sophisticated
chemical synthesis of the gelator with opposite chirality. There-
fore, the fabrication of CPL-active gels with flexibly adjustable
handedness, wavelength and high glum values formed by a
changeless gelator remains a challenge.

Herein, according to our previous study on the gelation process
of an achiral polymer poly(9,9-di-n-octylfluorene) (PF8) in chiral
R/S-limonene solution,44 we prepared CPL-active organogels with
blue CPL emission and moderate glum values (Fig. 1a). When
the appropriate guest molecule coumarin6 (Cou6) co-assembled
with PF8 and limonene (Fig. S1, ESI†), a new chiral organogel
(PF8@Cou6) with green emission was formed due to circularly
polarized fluorescence resonance energy transfer (C-FRET) (Fig. 1b).
The supramolecular chirality could be successfully transferred to
Cou6 molecules. Moreover, the as-prepared PF8@Cou6 organogels
exhibited higher glum (B10�2) than the former. The C-FRET process
not only enabled a wavelength shift but was also crucial for the
enhancement of the dissymmetry factor. Compared to the tradi-
tional method of chemical synthesis of gelators with opposite
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chirality, the handedness of CPL could be facilely controlled by the
chirality of the solvent limonene. These soft gel materials with
chiroptical features exhibit bright application prospects in advanced
information encryption, especially with the rapid development of
smart wearable devices.

PF8 polymer with high molecular weight (Mn = 32 300 g mol�1,
Ð = 3.26) was synthesized by the Suzuki polycondensation reaction
(Fig. S1–S3, ESI†). The co-assembly experiments were carried out
at�20 1C. After incubation for five hours without any disturbance,
light yellow organogels were observed under ambient light. The
formation of gels was initially confirmed by the inverted tube
experiment (Fig. S4, ESI†). A previous study indicated that one of
the necessary conditions for the FRET process was the overlap of
the emission of the donor and absorbance of the acceptor. Hence,
as shown in Fig. 2a, the UV-vis spectra of Cou6 solution and
fluorescence spectra (FL) of PF8 organogels were obtained. Three
typical peaks in the FL spectra of the PF8 organogels at 444, 465
and 498 nm confirmed the formation of a thermodynamically
metastable b-phase, which was a highly delocalized p-electron
structure.44 This structure promoted its co-assembly with planar
conjugated molecules. The blue area indicated the good overlap of
the emission band of PF8 and the absorbance band of Cou6,
which was responsible for FRET. By gradually increasing the
molar ratio of Cou6 from 0% to 7.5%, the characteristic emission
of PF8 at 465 nm decreased and the emission of Cou6 at 498 nm
increased, indicating an obvious intermolecular energy transfer
(Fig. 2b). However, upon further increasing the content of Cou6 to
10%, the intensity at 498 nm dropped, which may be attributed to
the aggregation-caused quenching (ACQ) effect (Fig. S5, ESI†). The
energy transfer efficiency reached 97.55% at a molar ratio of 7.5%.
The FRET efficiency was distance-dependent. The high energy
transfer efficiency also indicated the suitable stacking structure of
the PF8 main chains and Cou6. We performed fluorescence decay
measurements at 444 nm (characteristic emission peak of the
PF8 organogels) to further demonstrate the C-FRET process

(Fig. 2c and d). In the absence of the acceptor Cou6, the R-PF8
organogel exhibited an average lifetime t of 0.59 ns at 444 nm
(Fig. 2c). However, when 7.5% Cou6 was added into the system,
PF8 exhibited the average lifetime t of 0.32 ns at 444 nm (Fig. 2d),
which was lower than that of the PF8 organogel. This result
further indicated that efficient energy transfer occurred in the
PF8@Cou6 organogels. The fitted parameters of the fluorescence
lifetimes of the two organogels at 444 nm excited at 360 nm are
given in Table S1 (ESI†). The inverted tube experiment indicated
that the co-assembled organogels can be formed with the molar
ratios of Cou6 from 0% to 10% (Fig. S4, ESI†). The absolute
quantum yields (QYs) of the R-PF8 and R-PF8@7.5% Cou6
organogels were 68.51% and 37.25%, respectively (Fig. S6, ESI†).

The morphology and mechanical properties of these organo-
gels were measured. The typical high-resolution transmission
electron microscopy (HRTEM) and atomic force microscopy
(AFM) images of R/S-PF8 and R/S-PF8@Cou6 are given in Fig. 3a
and b and Fig. S7–S9 (ESI†). As shown in Fig. 3a and b and Fig. S7
(ESI†), well-defined nanofibers were observed in the S-PF8 and
S-PF8@Cou6 organogels. The average diameter of the nanofibers
of S-PF8 was statistically measured to be 34.1 nm. However, for
S-PF8@Cou6, the diameter increased to 42.8 nm, which may be
attributed to the further stacking of PF8 and Cou6. The slight left-
handed helical structure (M-helix) was also observed in the edge of
the nanofibers. In Fig. 3a and b, the typical nanofibers in red
circles show an obvious change of screw pitch. Compared to PF8
organogels, nanofibers of PF8@Cou6 became thicker and showed
higher degree of wrinkling (lower screw pitch). Similar results
were obtained in Fig. S8 (ESI†) for R-PF8 and R-PF8@Cou6
organogels. An opposite helical structure (P-helix) was achieved.
The diameters of the R-PF8 and R-PF8@Cou6 organogels were
measured to be 23.6 and 25.6 nm, respectively. Interlaced
and uniform nanofibers were also observed in the R/S-PF8 and
R/S-PF8@Cou6 organogels in the AFM images (Fig. S9, ESI†),

Fig. 1 Schematic illustration of the two chiral co-assembly processes: (a)
co-assembly of R/S-limonene and PF8 into blue CPL-active chiral orga-
nogels and (b) co-assembly of R/S-limonene, PF8 and Cou6 into green
CPL-active chiral organogels with higher glum values.

Fig. 2 (a) The UV-vis spectra of a Cou6 solution of and fluorescence
spectra (FL) of PF8 organogels; (b) the FL spectra of PF8@Cou6 organogels
with different molar ratios of Cou6 (7.5% represents PF8 repeating units
and Cou6 in a molar ratio of 100 to 7.5). lex = 360 nm. (c) Fluorescence
decay and fitted curves of the R-PF8 organogel and (d) R-PF8@Cou6
organogel.
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which were consistent with the TEM measurements. Dynamic and
static rheological measurements were performed to study the
mechanical properties of the organogels. As shown in Fig. 3c
and d, a dynamic frequency sweep test of R/S-PF8 and R/S-PF8@
7.5% Cou6 was performed. The storage modulus G0 of all the
as-prepared samples was higher than the corresponding loss
modulus G00, indicative of the formation of stable viscoelastic
organogels. For R-PF8 and R-PF8@7.5% Cou6 organogels, R-PF8
showed higher G0 and G00 than R-PF8@7.5% Cou6 organogels,
suggesting that the addition of Cou6 would slightly reduce the
mechanical strength of the organogels. This result can be con-
firmed by AFM experiments. Thicker and relatively loose porous
nanofibers were formed in R-PF8@7.5% Cou6 organogels, which
was unfavourable for enhancement of the mechanical strength.
However, for S-PF8 and S-PF8@7.5% Cou6 organogels, the G0 and
G00 were almost equal. These results indicated that the chiral
structure may slightly affect the mechanical properties of the gels.45

The complex viscosity and frequency curves were consistent with the
frequency sweep test (Fig. S10, ESI†). Static rheological measure-
ments demonstrated that these organogels were very stable under
the strain of 0.1% at 25 1C, although the preparation process was
carried out at low temperatures (Fig. S11, ESI†). It should be noted
that the gel structure can be maintained over one year.

The chiroptical feature of these organogels was investigated
by circular dichroism (CD) and CPL measurements. As shown
in Fig. 4a, the R-PF8 and S-PF8 showed mirrored CD signals,
indicating the chirality transfer from R/S-limonene to PF8
ensembles. The R-PF8 organogel exhibited positive cotton
effects at 407 nm and 436 nm and a negative cotton effect at
446 nm. The peak at 446 nm was attributed to the helical
stacking of the PF8 main chain (b-phase). The S-PF8 organogel
exhibited contrary experimental results. When Cou6 molecules
were added into PF8 and limonene solution, the co-assembled

organogels showed similar CD signals, indicating that the
incorporation of Cou6 molecules would not damage the chiral
structure of PF8 (Fig. 4b). Moreover, the signal at 460 nm
(orange line), corresponding to the absorbance of Cou6 sug-
gested the successful chirality transfer from PF8 to Cou6
molecules. The chirality transfer in the ground state laid the
foundation for subsequent C-FRET (chirality transfer in excited
states). The CPL spectra of the organogels are presented in
Fig. 4c. The mirrored CPL signals were measured in the R/S-PF8
organogels and R/S-PF8@7.5% Cou6, respectively. The R/S-PF8
organogels exhibited intensive CPL signals at 464 nm, which
was consistent with the FL spectra in Fig. 2a. After the incor-
poration of Cou6 molecules, a redshift of the CPL wavelength
occurred, indicative of chirality and energy transfer. The CPL
maximum of R/S-PF8@7.5% Cou6 red shifted to 498 nm. The
digital images (insets in Fig. 4c) also clearly demonstrated the
wavelength shift from blue to green fluorescence under UV
irradiation. The experimental results were consistent with the DC
curves in Fig. S12 (ESI†). The glum curves in Fig. 4d demonstrated the
amplification of the glum values of the R/S-PF8@7.5% Cou6 organo-
gels compared to those of R/S-PF8. The glum values of R/S-PF8 at
464 nm were �5.0 � 10�3 and 5.4 � 10�3, respectively. The glum

values of the R/S-PF8@7.5% Cou6 organogels at 498 nm increased
to �8.4 � 10�3 and 1.2 � 10�2, respectively. For the S-PF8@7.5%
Cou6 organogels, a more than two-fold amplification was achieved.
These results indicated that the incorporation of Cou6 could not
only arouse the wavelength shift due to C-FRET but also facilitate the
enhancement of the glum values. More importantly, the gel structure
with good mechanical properties could be maintained at the same
time, as described above. The speculated reason for the enhance-
ment of the glum values could be attributed to the following two
aspects: (1) the change of morphology caused by the higher degree
of helical structure (lower screw pitch) after co-assembly with Cou6,
demonstrated by HRTEM and AFM images in Fig. 3a and b and
Fig. S7–S9 (ESI†); (2) the former CPL harvested by the Cou6
molecules, other than regularly unpolarized light excitation.43 In
addition, the heat treatment experiments further proved the

Fig. 3 The HRTEM images of S-PF8 organogel (a) and S-PF8@7.5% Cou6
organogel (b) and the dynamic frequency sweep test of R-PF8 and
R-PF8@7.5% Cou6 organogels (c) and S-PF8 and S-PF8@7.5% Cou6
organogels (d) at a strain of 0.1% and at 25 1C.

Fig. 4 The CD spectra of R/S-PF8 (a) and R/S-PF8@7.5% Cou6 organo-
gels (b); CPL spectra (c) and glum values (d) of R/S-PF8 and R/S-PF8@7.5%
Cou6 organogels. The insets in (c) show the digital images of the orga-
nogels under UV irradiation.
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relationship between the gel structure and energy transfer and CPL
performance (Fig. S13–S15, ESI†). Instead of Cou6 with 3-amino
coumarin (3-Cou) in the assembly system, a similar experiment was
conducted (Fig. S17a, ESI†). Although 3-Cou molecules have a
similar structure to Cou6 (Fig. S1, ESI†), the emission overlap of
PF8 and absorbance of Cou6 was almost nonexistent (Fig. S16,
ESI†). It can be predicted that FRET from PF8 to 3-Cou could not
occur. Although the co-assembled PF8@3-Cou organogels could be
formed (insets in Fig. S17b, ESI†), the CPL and DC curves demon-
strated that only PF8 signals could be detected (Fig. S17b, ESI†).
Moreover, a lower glum value was obtained (Fig. S17c, ESI†),
which may be attributed to the inappropriate stacking structure of
co-assembly. These results demonstrated that the introduction of
unsuitable guest molecules not only failed to achieve the wavelength
shift but also led to the degradation of the CPL performance.

CPL exhibited left- or right-handed polarized light, which
could be regarded as part of a high-level visual perception for
affording one more dimension of information, compared to
traditional fluorescence. Solid-phase information encryption was
more practical than that of liquid phase.46 As special aggregated
materials, gels have properties similar to those of solids and have
special advantages in the fabrication of flexible smart materials.
Therefore, we designed a new multiple information encryption
system based on the as-prepared organogels with different wave-
lengths and handedness (Fig. 5). First, the definition of L-CPL and
R-CPL was given as 0 and 1, respectively. Second, the definition of
blue and green emission was given values of 0 and 1, respectively.
We used a four-digit system as an example. When the system was
exposed to UV irradiation in dark surroundings, a multiple binary
code (1010, 0101, and 0101) could be identified. This binary code
could be further decrypted into concrete information by software.
If another excitation light (460 nm only for Cou6 excitation) was
applied, completely different information (00, 11, and 11) could
be identified. Accordingly, CPL-active materials are candidates for
the design of high-level information encryption, especially for gel
materials.

In summary, we have fabricated supramolecular organogels
with blue and green CPL emission based on an achiral polymer

PF8. The wavelength can be regulated by C-FRET through
co-assembly with the appropriate guest molecule Cou6 and a
more than two-fold amplification of glum values is achieved. The
handedness of the CPL signals can be facilely regulated by the
chirality of the chiral solvent limonene. Organogels with con-
trolled wavelengths and handedness exhibit significant appli-
cation prospects in information encryption. This work provides
a new way to construct CPL-active soft functional materials.
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