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Flexible and rigid “chirally distorted” t-systems:
binaphthyl conjugates as organic CPL-active
chromophoresf

Giovanni Preda,? Elisa Maria Ciccarello,® Alessio Bianchi,? Francesco Zinna,
Chiara Botta,® Lorenzo Di Bari (2 ® and Dario Pasini {2 *2

The inclusion of high-performance dyes into chiral n-conjugated systems is an effective strategy for acti-
vating significant chiroptical properties. We report the preparation and characterization of configuration-
ally stable, axially-chiral n-conjugated systems in which acridone or 2,5-diarylamino-terephthalate has
been fused into the chiral scaffold of a 1,1'-binaphthyl moiety. The high-yielding synthesis afforded
n-conjugated systems with characteristics essentially matching those of the parent dyes while introducing
detectable CPL activity in solution. In the acridone conjugate, good fluorescence is maintained in solu-
tion, but in the solid state, the distortion introduced by the binaphthyl system does not substantially help
in restoring emissive properties; the flexibility and the emissive properties of the 2,5-diphenylamino-tere-
phthalate chromophore are maintained in the conjugate. The new chiral chromophoric systems show
absorption in the UV-vis domain, with good fluorescence properties in the visible range (quantum yields

up to 23% and gum values up to 4 x 107%).

Introduction

Chiral organic chromophores are a subject of increasing inter-
est because they can absorb and emit polarized light, which
can be measured through circular dichroism (CD) and circu-
larly polarized luminescence (CPL) techniques, respectively.
CPL can provide specific further information about the system,
and CPL-active materials find potential applications in 3D dis-
plays, chiroptical materials, and optical sensors."?

A variety of chiral organic emitters have been proposed as
CPL materials. Lanthanide-based chiral metal complexes
exhibit excellent chiroptical properties and unsurpassed gjum
values;® however, problems associated with their strategic sour-
cing, use and disposal have significantly increased interest in
the development of CPL-active soft organic materials. The
main advantage in using organic molecules to build CPL-
active systems arises from the possibility of regulating their
emission in response to changes in the energy levels of their
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excited states. Unlike inorganic systems, organic molecules do
not yet show sufficiently high g.,s and gum values, so to find
suitable solutions, approaches have been pursued towards
unusual combinations of molecular architectures and/or their
self-assembly into nanoaggregates, in order to boost CPL
activity.*

Substituted 1,1’-binaphthyl derivatives are particularly inter-
esting, in our view, for application in chiral nanomaterials,
since the expression of chirality (the asymmetry induced by
the stereogenic axis) is directly embedded in the two
n-extended chromophoric regions. Their use in the field of
chiroptical sensing has been recently explored, given that the
conformational change in the dihedral angle defined by the
two naphthyl rings occurs with an intense CD signal
modulation.’

Acridone, quinacridone and their derivatives are indust-
rially relevant dyes/pigments owing to their x-conjugation,
internal charge transfer effects, and structural rigidity.® In fact,
they are not fluorescent in the solid state because of aggrega-
tion-induced quenching effects, driven by intermolecular n-n
stacking and hydrogen bonding interactions.

We were thus interested in understanding whether the
annulation of acridones into the n-extended skeleton of suit-
able 1,1"-binaphthyl units could impart peculiar chiroptical
properties, and eventually, given the steric hindrance of the
orthogonally positioned chromophores around the chiral axis,
activate CPL emission. Furthermore, we envisaged to compare

This journal is © The Royal Society of Chemistry 2025
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such properties with those of a recently emerged family of flex-
ible, solid-state luminophores, 2,5-diarylamino-terephthal-
ates.” They are formally obtained from quinacridones when
appropriate bonds are broken, and thus their characteristic
structural rigidity is lost (Fig. 1).

In this work, we efficiently fuse enantiomerically stable,
substituted 1,1-binaphthyl derivatives bearing amino func-
tionalities at the 2,2’ positions with high-performance fully
organic chromophores (acridones and 2,5-diarylamino tereph-
thalates). We present the solution- and solid-state (chir)optical
properties of the newly synthesized compounds 1 and 2
(Fig. 1), in which the n-systems, while maintaining a certain
degree of symmetry, are locked in a chiral environment.

Results and discussion
Synthetic procedures

The synthetic approach for obtaining the target compounds 1
and 2 is reported in Scheme 1. In the case of 1, our retrosyn-
thetic approach took advantage of the established synthesis of
acridones and quinacridones, in which an arylamine substrate
is functionalized with an o-chloro or o-bromo benzoate
through a transition-metal mediated coupling.® As the starting
point, we considered having the arylamino moiety on the
binaphthyl units and thus started from enantiopure and
stable (R)- or (S)-3,3-dimethyl-[1,1"-binaphthalene]-2,2'-
diamine (BINAM) 3, since the synthesis of both enantiomers is
reported in the literature. The coupling with methyl o-bromo-
benzoate was conducted through a Buchwald-Hartwig reac-
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Fig. 1 Outline of the synthons that are fused to obtain flexible and rigid
“chirally distorted” n-systems.
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tion. After the screening of reaction conditions reported in the
literature, the best results were obtained using Pd(dba); as the
catalyst, Xantphos as the phosphorus-based ligand and
Cs,CO; as the base. The monosubstituted and disubstituted
products (R)-4 and (R)-5 could be isolated by column chrom-
atography and obtained in 44% and 71% optimized yields,
respectively.

We observed (Scheme 1) that the final cyclization step to
obtain compound 1 could be conducted with higher yields
when using the hydrolysed compound 6; it was obtained in
excellent yield (80%) and, since the product directly precipi-
tates from the reaction mixture, it does not require further
purification. The final cyclization to obtain (R)-1 proceeds via
an intramolecular electrophilic aromatic substitution in the
presence of methanesulfonic acid, which acts both as the cata-
lyst and the reaction solvent.

The monosubstituted product (R)-5 (2 equiv.) was reacted
with dimethyl 2,5-dioxocyclohexane-1,4-dicarboxylate, followed
by molecular oxidative aromatization induced by atmospheric
O, to yield (RR)-2. We attempted the subsequent cyclization
following the synthetic sequence described for compound 1
(saponification and cyclization in the presence of methanesul-
fonic acid) to obtain a mixed binaphthyl-fused quinacridone
and acridone system, but the desired product was detected
only in trace amounts. We believe that the large conjugation of
the central core could cause the insurgence of complex second-
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ary reactions in strongly acidic media, which prevented the
obtainment of the desired cyclized compound. The synthetic
sequences discussed above were repeated with the starting
material (S)-BINAM, obtaining (S)-1 and (SS)-2. No racemiza-
tion was observed for (S)-1 and even in the case of compound
(SS)-2, bearing two binaphthyl units, as shown by chiral HPLC
analysis (Fig. S17).

Photophysical and chiroptical characterization

Acridone is a bright yellow solid with negligible solvatochro-
mic behaviour in solution. In a CHCl;/MeOH 1 : 1 solution, the
compound shows (Fig. S21) an intense absorption peak at
254 nm (ca. € ~ 60000 M~" ecm™") and two less intense peaks
at 381 and 399 nm (e ~ 10000 M~' cm™') associated with its
visible HOMO-LUMO excitation (the absorption of blue-violet
wavelengths gives the complementary yellow tint).

The absorption and CD spectra of compounds (R)-1 and (S)-
1 in the same solvent mixture are shown in Fig. 2. The UV/vis
spectrum of 1 has remarkable similarity to that of acridone,
but the main peaks are shifted towards longer wavelengths,
demonstrating that the annulation of an additional benzene
ring into the acridone conjugated system is indeed effective in
extending the conjugation and lowering the HOMO-LUMO
gap (Fig. 2 top).

The Ana.x Were observed at 276 nm and 477 nm, with molar
absorptivities almost double with respect to that of acridone
(ca. 100000 and 15000 M~" ecm™" for the two bands, respect-
ively), in line with a compound bearing two identical acridone
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Fig. 2 UV/vis (top) and CD (bottom) spectra of compounds (R)-1 (blue

trace) and (S)-1 (grey trace) in CHClz: MeOH 1:1 (1.13 pM for UV/vis,
10 pM for CD).
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chromophores. CD spectra of (R)-1 and (S)-1 revealed perfectly
symmetric signatures (Fig. 2 bottom), with an exciton couplet
corresponding to the main UV absorption band of the fused
acridone chromophore: it is the classical CD signature of
chromophores in a skewed orientation, as commonly found in
atropisomeric biaryl compounds. While substantial CD activity
is observed in relation to the shoulder in the UV/vis spectrum
at ca. 300 nm, negligible CD activity could be observed corres-
ponding to the red-shifted (477 nm) band. The maximum
absorbance dissymmetry factor g,ns is at 305 nm with a value
of 1.27 x 107 (Fig. $37), which is in line with the majority of
non-aggregated/monomeric organic compounds.
Diphenylamino dimethylterephthalate has an absorption
maximum at 465 nm in CHCl; (molar absorptivity ca. 10 000
M~ ecm™).® The absorption and CD spectra of compounds
(RR)-2 and (SS)-2 in the same solvent are shown in Fig. 3. The
absorbance spectrum of 2 is not red shifted in terms of
absorption maxima (4nax = 466 nm), indicating that the inser-
tion of one more benzene unit into the diphenylamino di-
methylterephthalate moiety does not perturb significantly the
HOMO-LUMO levels; a similar molar absorptivity is detected
for this band (ca. 13000 M~' em™"). The spectrum also con-
tains other more intense bands (352 and 281 nm) related to
the chromophoric units in the scaffold (including the
binaphthyl units), suggesting localization rather than delocali-
zation of the n-structure of the molecule. The ECD spectrum is
characterized by a series of Cotton effects with alternating
signs, which is strongly suggestive of a rich exciton coupling
network between the manifold of electric dipole transition
moments present in the complex chromophores. It is note-
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Fig. 3 Absorption and CD spectra of compounds (RR)-2 (blue trace)
and (SS)-2 (grey trace) in CHCl;z (27.1 uM for UV, 26.6 pM for CD).
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worthy that, similarly to that of the enantiomers of 1, the ECD
activity related to the HOMO-LUMO transition is weak. The
absorbance maximum dissymmetry factor g,ps is found at
390 nm with a value of 3 x 107° (Fig. S47).

For compounds 1 and 2, fluorescence properties in solution
and in the solid state were also analyzed. In the case of 1, a
rather narrow emission band with a small Stokes shift
(<50 nm) was recorded, as expected on account of its rigid
structure (Fig. S51); in compound 2, however, intense orange
fluorescence was evident even when a solution of the molecule
was evaporated from MeOH, EtOH or CHCI; to form a thin
film (Fig. S61). Compound 2 in solution shows a broad emis-
sion band, compatible with a more flexible structure with sub-
stantial degrees of conformational freedom (Fig. S71), and a
large Stokes shift was observed (104 nm).

Fluorescence quantum yields in solution and in films were
determined for both enantiomers of 1 and 2 (Table 1 and
Fig. S8-S137). In the case of 1, the good luminescence per-
formance of the parent acridone dye in solution was confirmed
(quantum yield of 23% in both cases). In the solid state the
fluorescence is strongly quenched: the introduction of chirality
and steric hindrance protecting the acridone moiety does not
substantially reduce the aggregation-induced quenching, prob-
ably due to strong intermolecular hydrogen bonding. Indeed,
the FTIR spectra of 1 (Fig. S14}) are compatible with hydrogen-
bonded NH stretching resonances, and are very similar to
those of acridone in the solid state.’ Lifetimes and monoexpo-
nential decays of the fluorescence in solution are, however,
consistent with simple molecular decays.

Interestingly, in the case of 2, good fluorescence quantum
yields were obtained both in solution and in thin films, as pre-
viously reported for diphenylamino terephthalates as chromo-
phores. The small difference in quantum yields in the case of
the emission in the solid state between the two enantiomeric
forms of 2 can be rationalized by differences in packing and
orientation in the supramolecular structures obtained in the
solid state.

CPL properties were also determined. The enantiomers of 1
displayed significant positive and negative signals in the
visible domain (Fig. 4), with a luminescence dissymmetry
factor (|gium|) of 4 x 10™* in correspondence to the emission
maximum. In the case of 2, luminescence dissymmetry factors
(|gium|) of up to 2 x 107* were detected. In both cases, gum is
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Fig. 4 CPL spectra of compounds (R)-1 (blue trace) and (S)-1 (grey
trace) in CHCl3z: MeOH 1:1 (top); (RR)-2 (blue trace) and (SS)-2 (grey
trace) in CHClz (bottom).

of the same order of magnitude as the corresponding g,ps for
the HOMO-LUMO transitions; some of us have previously
introduced a new quantity, named CPL brightness (Bcpy), to
have a complete picture of the efficiency of a CPL emitter,
since dissymmetry factor (|gium|) alone is not enough. Bcpy,
takes into account the absorption extinction coefficient and
quantum yield along with (|gjum|)- In the case of both 1 and 2
Bepr, was estimated to be ~0.5 M~! ecm™*.'® Such a value is
close to the average value for the class of cationic helicenes,
which are certainly more complex to achieve synthetically."

Table 1 Photophysical properties of compounds 1 and 2 in solution (CHCl3/MeOH 1: 1 and CHCls, respectively) and as thin films from spin-coating

or dropcasting from solution®

Solution

Film

Aem (NM) (Aexe = 488 M) ¢ (Aexe = 488 Nm)

7 (n8) (Aexe = 407 nm)

Aem (NM) (Aexe = 407 M) ¢ (Aexe = 407 nm) 7 (1S) (dexe = 407 nm)

(RF1 510,540 23 7.5
(Sy1 510,540 23 7.5
(RR)-2 575 11 3.2°
(s8)2 575 11 3.1°

“See the ESI for details.t ? Average lifetime 7,, from 2-exponential fit.

This journal is © The Royal Society of Chemistry 2025

544, 645 <0.1 <0.1 (407)
544, 645 <0.1 <0.1 (407)
583 9 1.87 (407)
585 12 1.87 (407)
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Conclusions

We have reported the preparation and characterization of
chiral m-conjugated systems embedding two types of high-
performance dyes with differing “flexibility” characteristics.
The synthetic approach is high yielding, flexible, and poten-
tially allows for other substituents to be incorporated into the
binaphthyl skeleton.

In the acridone conjugate, good fluorescence is maintained
in solution.

The flexibility and the emissive properties of the 2,5-diphe-
nylamino-terephthalate chromophore are conserved in the
conjugate, affording novel chiral dyes which are emissive both
in solution and in the solid state. Compounds 2 are, to our
knowledge, the first chiral versions of 2,5-diphenylamino-
terephthalates utilizing the widely used and accessible
binaphthyl synthons as the source of chirality. Their interest-
ing Stokes shifts could be important in selected applications
where self-absorption phenomena become an issue, such as in
LSC devices.

In both cases, CPL activity in the visible region could be
observed, with CPL brightness comparable to that of other,
more complex, fully organic chromophores.

Experimental
General synthetic procedures

Commercial quinacridone was purchased from TCI (purity >
93%). (R)- and (S)-3,3-dimethyl-[1,1"-binaphthalene]-2,2'-
diamine (BINAM) 3 were prepared by Symo-Chem within the
framework of a project funded by the European Consortium
EUSMI. All other commercially available reagents and solvents
were purchased from Sigma-Aldrich, Fluorochem, TCI and Alfa
Aesar. They were all used as received. Anhydrous solvents such
as THF and dichloromethane (DCM) were obtained by conven-
tional methods through distillation with certain drying agents
(Na for THF and CaH, for dichloromethane). Flash chromato-
graphy was carried out using Merck silica gel 60 (pore size
60 A, 270-400 Mesh). 'H and "*C NMR spectra were recorded
from solutions in deuterated solvents on 300 or 400 MHz
Bruker spectrometers with the residual solvent as the internal
standard. FT-IR spectra were recorded using a ThermoFisher
Nicolet FT-IR spectrometer. Mass spectra of pure compounds
were recorded using an Electron Spray Ionization Agilent
Technologies mass spectrometer, a Direct Exposure Probe
mass spectrometer and a GC-MS ThermoScientific
spectrometer.

Compound (R)-4. Compound (R)-3 (800 mg, 2.81 mmol),
methyl o-bromobenzoate (1.30 mL, 9.28 mmol, 3.30 eq.),
Cs,CO; (3.02 g, 9.28 mmol, 3.30 eq.), Pdy(dba); (77 mg,
84.4 pmol, 0.03 eq.) and Xantphos (130.2 mg, 225 pmol, 0.08
eq.) were added to an oven-dried Schlenk tube under a nitro-
gen atmosphere with dry toluene (24 mL). The reaction
mixture was degassed by bubbling N, for 30 minutes, then
heated to reflux with stirring overnight. H,O (15 mL) was
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added to the reaction mixture, the organic layer was separated
and the aqueous layer was extracted with EtOAc (4 x 15 mL).
The combined organic layers were dried (Na,SO,), filtered and
the solvent was evaporated. The crude reaction mixture was
purified by chromatography (SiO,; DCM : petroleum ether 3 :7
to 9:1) to obtain the disubstituted compound (R)-4 (1.1 g,
71%) and the monosubstituted product (R)-5 (300 mg, 25%).
Characterization for (R)-4 (white solid): '"H NMR (400 MHz,
CDCl;) & 8.66 (s, 1H), 7.93 (dd, J = 8.8 Hz, 1H), 7.89 (dd, J = 8.2,
1.0 Hz, 1H), 7.78 (d, J = 8.9 Hz, 1H), 7.72 (dd, J = 8.0, 1.6 Hz,
1H), 7.37 (td, J = 8.1, 6.6, 1.5 Hz, 2H), 7.28 (dd, J = 1.2 Hz, 1H),
7.25-7.19 (m, 3H), 7.11 (td, J = 8.6, 7.1, 1.7 Hz, 1H), 6.62 (td,
J = 8.1, 7.1, 1.1 Hz, 1H), 3.44 (s, 3H). "*C NMR (101 MHz,
CDCl;) 6 167.79, 146.18, 137.83, 134.08, 133.40, 131.44, 130.61,
128.91, 128.16, 126.85, 125.01, 124.44, 123.45, 121.29, 117.71,
115.17, 113.70, 51.31. HRMS m/z (%) = expected: 552.1681;
found 591.1648 [M + K]" (100), error —5.5 ppm.

Compound (R)-5. Compound (R)-3 (300 mg, 1.05 mmol),
methyl o-bromobenzoate (222 pL, 1.58 mmol, 1.50 eq.),
Cs,CO; (515.6 mg, 1.58 mmol, 1.50 eq.), Pd,(dba); (29 mg,
31.7 pmol, 0.03 eq.) and Xantphos (48.8 mg, 84.4 pmol, 0.08
eq.) were added to an oven-dried Schlenk tube under a nitro-
gen atmosphere with dry toluene (20 mL). The reaction
mixture was degassed by bubbling N, for 30 minutes, then
heated to reflux with stirring overnight. H,O (15 mL) was
added to the reaction mixture, the organic layer was separated,
and the aqueous layer was extracted with EtOAc (4 x 15 mL).
The combined organic layers were dried (Na,SO,), filtered and
the solvent was evaporated. The crude reaction mixture was
purified by chromatography (SiO,; DCM : petroleum ether 3:7
to 9:1) to obtain the monosubstituted product (R)-5
(192.2 mg, 44%) and the disubstituted compound (R)-4
(164.4 mg, 29%). Characterization for (R)-5 (white solid): 'H
NMR (400 MHz, CDCl;) § 8.80-8.75 (m, 1H), 7.97 (d, J = 8.9 Hz,
1H), 7.92 (s, OH), 7.90-7.78 (m, 4H), 7.47-7.38 (m, 2H),
7.36-7.15 (m, 6H), 7.09 (dd, J = 8.4, 1.3 Hz, 1H), 6.74 (td, J =
8.1, 7.0, 1.1 Hz, 1H), 3.52 (s, 3H). >C NMR (101 MHz, CDCl;)
5 167.81, 146.30, 142.51, 138.05, 133.95, 133.90, 133.67,
131.96, 130.80, 129.58, 128.93, 128.39, 128.16, 126.96, 126.76,
125.35, 124.61, 123.83, 122.99, 122.39, 121.43, 118.32, 117.96,
114.70, 113.99, 113.05, 51.50. UPLC-ESI m/z = 419.25 [M + H]+.

Compound (R)-6. Compound (R)-4 (100 mg, 181 pmol) was
dissolved in THF (6 mL) and MeOH (3 mL) and a solution of
KOH (200 mg, 3.56 mmol) in H,O (6 mL) was added with stir-
ring. The mixture was heated to reflux overnight. The reaction
mixture was then cooled, added to H,O (100 mL) and the
acidity of the solution was adjusted to pH = 2 with HC]1 0.1 M
to cause precipitation of the product. The solid was filtered
and washed with H,O to obtain (R)-6 (76 mg, 80%) as a white
solid. "H NMR (200 MHz, DMSO) § 12.76 (s, 1H), 9.35 (s, 1H),
8.26-7.52 (m, 4H), 7.50-6.49 (m, 6H).

Compound (R)-1. Compound (R)-6 (100 mg, 191 pmol) was
dissolved in methanesulfonic acid (2 mL) in an oven-dried
Schlenk tube under a nitrogen atmosphere. The reaction
mixture was degassed by bubbling N, for 30 minutes, then
heated to reflux with stirring overnight. The mixture was

This journal is © The Royal Society of Chemistry 2025
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poured into a 1:1 mixture of ice and water (100 mL). The pre-
cipitated solid was filtered to yield pure (R)-1 (75 mg, 81%) as
a dark red solid. "H NMR (400 MHz, DMSO) § 9.81 (s, 1H),
9.29 (s, 1H), 8.37 (dd, J = 8.2, 0.9 Hz, 1H), 8.27 (dd, J = 8.2, 1.6
Hz, 1H), 7.58-7.39 (m, 3H), 7.31 (td, J = 8.8, 6.7, 1.3 Hz, 1H),
7.16 (td, J = 8.0, 6.7, 1.2 Hz, 1H), 6.81 (dd, J = 8.7, 1.0 Hz,
1H)."*C NMR (101 MHz, DMSO) § 179.13, 142.87, 138.28,
136.21, 134.36, 131.01, 129.77, 129.73, 128.82, 126.56, 124.56,
124.35, 122.52, 121.05, 119.62, 118.14, 116.16. HRMS m/z (%) =
expected: 488.1598; found: 489.1588 [M + H]|" (100), error
—2.0 ppm. FT IR (em™) = 773, 1146, 1477, 1498, 1515, 2855,
2922, 3050, 3185, 3253, 3317.

Compound (RR)-2. Dimethyl 2,5-dioxocyclohexane-1,4-dicar-
boxylate (52 mg, 230 pmol, 1 eq.) was added to a solution of
compound (R)-5 (192 mg, 459 pmol, 2 eq.) in EtOH (1.5 mL)
and CH3COOH (2 mL) in an oven-dried Schlenk tube under a
nitrogen atmosphere. The mixture was heated to reflux with
overnight stirring. The mixture was then cooled, opened, and
stirred for 3 hours without a nitrogen atmosphere, thus redu-
cing the solvent by slow evaporation. The crude reaction
mixture was purified by crystallization from DCM/EtOH/
CH;COOH (6/1/1) and then by chromatography (SiOy;
Hex:DCM 6: 4) to obtain the pure product (RR)-2 (60 mg, 25%
overall) as a highly fluorescent orange solid. 'H NMR
(400 MHz, CDCly) 6 8.72 (s, 1H), 7.97-7.83 (m, 4H), 7.80 (d, J =
8.9 Hz, 1H), 7.71 (s, 1H), 7.66 (d, J = 8.9 Hz, 1H), 7.62 (dd, J =
8.0, 1.7 Hz, 1H), 7.39 (td, 1H), 7.33 (td, 1H), 7.29-7.18 (m, 5H),
7.17-7.13 (dd, 1H), 7.07 (td, J = 8.6, 7.1, 1.7 Hz, 1H), 6.48 (td,
J = 8.1, 6.6, 1.4 Hz, 1H), 3.38 (s, 3H), 3.26 (s, 3H)."*C NMR
(101 MHz, CDCl;) § 167.65, 166.76, 146.18, 138.59, 137.80,
136.87, 134.15, 134.09, 133.50, 131.41, 130.65, 130.07, 129.19,
128.86, 128.15, 126.93, 126.81, 125.17, 124.72, 124.52, 123.91,
123.44, 121.46, 121.22, 119.90, 119.74, 119.06, 117.66, 114.60,
113.43, 58.51, 51.50, 51.21. HRMS m/z (%) = expected:
1026.3701; found: 1027.3667 [M + H]Jr (100), 1049.3505
[M + Na]" (70), error 3.3 ppm.

UV-vis and emission studies

UV-vis spectra were collected using a Varian Cary 50 SCAN
spectrophotometer, with quartz cuvettes of an appropriate
path length at 25.0 + 0.1 °C.

The solid UV-vis diffuse reflectance spectra were recorded
using a Shimadzu UV3600 spectrophotometer with BaSO, as a
reference. Steady-state emission and excitation spectra and
photoluminescence lifetimes were obtained using both an FLS
980 (Edinburgh Instruments Ltd) and a Nanolog (Horiba
Scientific) spectrofluorometer composed of an iH320 spectro-
graph equipped with a Synapse QExtra charge-coupled device.
The spectra were corrected for the instrument response. PL
quantum yields of solutions were obtained by using rhoda-
mine 6G as the reference. PL QYs of solid-state samples were
measured with a homemade integrating sphere according to
the procedure reported elsewhere.'’ Time-resolved TCSPC
measurements were obtained with a PPD-850 single photon
detector module and a DD-405L DeltaDiode Laser and ana-
lyzed with the instrument software DAS6. Decay fits were per-
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formed with multi-exponential functions and average lifetimes
were obtained as follows:

m
> Butn®
n=1

Tay = ——

Z Byty
n=1

CD and CPL spectroscopy

CD spectra were collected on a JASCO J1500 spectropolarimeter
equipped with a Peltier temperature controller. A quartz cell of
1 cm optical path length was used for all measurements. The
circularly polarized luminescence experiments for compounds
S/R-1-and SS/RR-2 were carried out with a home-built CPL
spectrofluoropolarimeter, in a <10> M solution
(CHCl3: MeOH 1:1 for S/R-1 and CHCI; for SS/RR-2). The fol-
lowing parameters were used: excitation: 365 nm, slit width:
5 nm, scan speed: 2 nm s ', integration time: 2 s, PMT
voltage: 450 V, accumulation: 12.°
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