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Abstract: Chiral materials formed by aggregated organic
compounds play a fundamental role in chiral optoelec-
tronics, photonics and spintronics. Nonetheless, a precise
understanding of the molecular interactions involved
remains an open problem. Here we introduce magnetic
circular dichroism (MCD) as a new tool to elucidate
molecular interactions and structural parameters of a
supramolecular system. A detailed analysis of MCD
together with electronic circular dichroism spectra
combined to ab initio calculations unveils essential
information on the geometry and energy levels of a self-
assembled thin film made of a carbazole di-bithiophene
chiral molecule. This approach can be extended to a
generality of chiral organic materials and can help
rationalizing the fundamental interactions leading to
supramolecular order. This in turn could enable a better
understanding of structure–property relationships, re-
sulting in a more efficient material design.

In recent years chiral conjugated molecules have extended
the scope of functional materials and their applications in
electronics.[1,2] Chiral semiconducting materials are used in
the production and detection of circularly polarized (CP)
light in CP-OLEDs[3–9] and CP-sensitive transistors.[10–14]

Moreover, they can be employed to sort electrons by their
spin through chirality induced spin selectivity (CISS).[15–18]

Such properties are mainly controlled by the supramolecular
structure in which the chiral compounds (small molecules,

oligomers or polymers) assemble to give a supramolecular
order upon thin film deposition.[19–25] Elucidating the geom-
etry and structure of these materials is key to rationalize
their behaviour and find structure–property relationships,
which in turn could lead to rational design of new functional
chiral materials.
Despite this, a precise understanding of the geometrical

parameters of an aggregate at the molecular level is still non-
trivial. In a chiral material, chirality can manifest itself at
different hierarchical levels, from fibres (>1 μm) down to
fibrils and bundles of fibrils (10–100 nm) and to
supramolecular packing (1–10 nm).[1,26] Electron microscopies
(AFM, SEM, TEM) are used to investigate structures with
the sizes of fibrils or higher. On the other hand, chiroptical
techniques such as natural electronic circular dichroism
(ECD) can provide information at the molecular level, that is
the first-order interactions between a molecule and its
neighbours, but this technique, even coupled with ab initio
calculations, is seldom conclusive. Indeed, calculations can
corroborate a particular arrangement, but a purely computa-
tional approach may lead to several possible minimum energy
structures, among which it is often impossible to reliably
select one.[27] Therefore, finding a method to understand the
first-order molecular interactions is still an open problem,
which needs to be addressed to further advance the field of
supramolecular chiral materials.
Another spectroscopic technique which employs CP light

is magnetic circular dichroism (MCD). It exploits the
property of all manner of chromophoric systems, both chiral
and achiral, to preferentially absorb left or right CP light,
when a sufficiently strong magnetic field is applied collinearly
to the propagation direction of the light beam. MCD is
mostly employed to characterize metal complexes,[28–32] semi-
conductors and perovskites,[33–36] plasmonic[37–42] and
magnetic[43,44] nanoparticles and nanostructured inorganic
materials,[45–49] etc. However, despite a few significant
examples,[50–52] its role within the field of organic materials has
yet to be established. MCD offers the advantage to be
dominated by short range interactions, providing information
about the pairing of a molecule with its close neighbours.[51]

Once the molecular interaction modes are established, a
bottom-up approach can in principle reveal structural features
at a higher hierarchical level.
There are different molecular mechanisms giving rise to a

MCD signal.[53–56] A common one is the selective absorption
of left/right CP light by states that are split in the presence of
a magnetic field due to Zeeman effect. However, this
mechanism can play a role only when orbital or spin

[*] Dr. A. Gabbani,+ A. Taddeucci,+ M. Bertuolo, Prof. F. Pineider,
Dr. L. A. Aronica, Prof. L. Di Bari, Prof. G. Pescitelli, Dr. F. Zinna
Dipartimento di Chimica e Chimica Industriale, Università di Pisa
Via Moruzzi 13, 56124 Pisa (Italy)
E-mail: francesco.zinna@unipi.it

Dr. A. Gabbani,+ Prof. F. Pineider
Department of Physics and Astronomy, University of Florence
via Sansone 1, 50019 Sesto Fiorentino, FI (Italy)

A. Taddeucci+

Current affiliation: Diamond Light Source Ltd.
Fermi Avenue, Chilton, Didcot OX11 0DE (UK)

[+] These authors contributed equally to this work.

© 2023 The Authors. Angewandte Chemie International Edition
published by Wiley-VCH GmbH. This is an open access article under
the terms of the Creative Commons Attribution Non-Commercial
License, which permits use, distribution and reproduction in any
medium, provided the original work is properly cited and is not used
for commercial purposes.

Angewandte
ChemieCommunications
www.angewandte.org

How to cite: Angew. Chem. Int. Ed. 2024, 63, e202313315
doi.org/10.1002/anie.202313315

Angew. Chem. Int. Ed. 2024, 63, e202313315 (1 of 6) © 2023 The Authors. Angewandte Chemie International Edition published by Wiley-VCH GmbH

http://orcid.org/0000-0002-4078-0254
http://orcid.org/0000-0003-4066-4031
http://orcid.org/0000-0002-1771-2667
http://orcid.org/0000-0003-2347-2150
http://orcid.org/0000-0002-0869-5076
http://orcid.org/0000-0002-6331-6219
https://doi.org/10.1002/anie.202313315
http://crossmark.crossref.org/dialog/?doi=10.1002%2Fanie.202313315&domain=pdf&date_stamp=2023-11-29


degenerate states exist in the system. Zeeman splitting of
electronic states may occur only in the presence of a C3 or
higher rotation axis (for orbital degeneracy) or of unpaired
spins (for spin degeneracy). Another mechanism, leading to
MCD, is a field-induced mixing of excited states which are
close in energy and mutually orthogonally polarized (see
Figure 1 and Figure S6).[57] This is associated with the so-
called Faraday’s B-term (see below). Although weak MCD is
usually obtained through B-term, in principle this mechanism
is always at play regardless of the symmetry or spin properties
of the compound.[55] Given the low symmetry of the system
investigated here, the B-term is the only one relevant to
describe all the observed MCD features.
In this work we show how MCD, together with ECD and

ab initio calculations, may be used to gain information about
the molecular interactions and structural features at the base
of supramolecular assemblies within a thin film of a
conjugated chiral organic compound.
To demonstrate the potential of this approach, we chose a

di-bithiophene derivative of carbazole. A chiral chain derived
from citronellol is introduced on the carbazole N-atom. The

structure of the compound is shown in Scheme 1 (Th-CBZ=

(S)-3,6-di([2,2’-bithiophen]-5-yl)-9-(3,7-dimethyloctyl)-9H-
carbazole). Such molecule is representative of a widely
investigated class of compounds, featuring an aromatic core,
one or more chiral alkyl chains and conjugated moieties, such
as thiophene groups.[1,4,58] These compounds are known to
undergo aggregation and form supramolecular chiral assem-
blies, often showing exciton interactions (Figure 1). These
systems are also investigated for special applications in
electronics and photonics.[4,59,60]

As is the case for similar molecules,[1,4,58] Th-CBZ does
not show any ECD in CH2Cl2 solution, since the stereogenic
centre in the chiral aliphatic chain is not sufficient to induce
any significant rotatory strength on the transitions of the
conjugated core of single, isolated molecules (Figure 2d). The
absence of aggregation in CH2Cl2 solution is observed at least
up to 10� 3 M concentration (Figure S4). Upon thin film
deposition by spin coating, the sample is still ECD-silent
(Figure 2e), but after exposing the film to dichloromethane
vapours for a few minutes (solvent annealing), an intense
(absorption dissymmetry factor, gabs= � 0.02 at 426 nm)
negative couplet structure arises centred at 380 nm (Fig-
ure 2f). This indicates that the material has reached a stereo-
chemically ordered aggregation mode.
Unlike in ECD, under an external magnetic field of 1.4 T

we observed a weak but significant MCD for Th-CBZ in
dichloromethane solution associated to the main absorption
band centred at 370 nm. The magnetic field (H) normalized
dissymmetry factor, gMCD ¼

DA
A �

1
H, is approximately 5·10

� 5

T� 1, of the same order as those observed for other simple
aromatic molecules.[52,61–64] In the 320–500 nm region, the
MCD spectrum consists of 3 bands of alternating sign, with a
prominent negative feature at 390 nm. TD-DFT calculations
(CAM-B3LYP/def2-TZVP level) show that the main absorp-
tion band for the monomer (450–320 nm, Figure S1) is
composed of 3 electronic transitions (Table S5 and Figure 1).
It must be stressed that the chromophoric unit in Th-CBZ is
not planar because of the deviations of the inter-aryl
junctions from planarity; ideally it may adopt two limiting
symmetries: Cs (vertical symmetry plane) or C2, depending on
the relative twist of the two junctions, but several different
conformers with variable inter-aryl torsions are possible (see
Supporting Information). Given the similarity of the elec-
tronic levels in the two conformers, for the sake of simplicity,
the following discussion is focused on the Cs-symmetric one
(optimized at B3LYP-D3BJ/6-31+G(d) level). The lowest
energy transition is polarized along the x-axis of the molecule,
while the other two are polarized along the y-axis (see
Figure 1). The U-shape of the molecule assures that y- and x-
polarized transitions are close in energy, which is necessary to
give a non-negligible MCD signal. In the following, we refer
to these transitions as x, y and y’. As discussed above, in
closed-shell, low molecular symmetry compound, as in Cs- or
C2, magnetooptical activity can originate only from the
Faraday B-term. The main term describing the MCD
transition associated with x state is:

Figure 1. Experimental energy levels of the excited states of the
monomer and aggregate (dimer) of Th-CBZ extracted by fitting MCD
spectra. The direction of transition dipoles shown on the left side (full
double arrows) is obtained from TD-DFT calculations, that on the right
side represent the in-phase and out-of-phase combinations (full
arrows) of monomer transition dipoles (dashed arrows).

Scheme 1. Th-CBZ molecular structure.
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Bx ¼ Im
mxy � ðmx � myÞ

Ey � Ex
þ
mxy0 � ðmx � my0 Þ

Ey0 � Ex

� �

(1)

where μx, μy and μy’ are the electric transition dipoles from
the ground state and mxy and mxy’ are the magnetic transition
dipoles between the excited states of energy Ex, Ey and Ey’.
Similar expressions can be written (see SI, eq. S2–S4) for the
transitions to y and y’ state (By and By’), so in total 3 MCD
bands are expected. This is in agreement with the exper-
imental data, as the experimental MCD spectrum can be
satisfactorily fitted with this model (see eq. S5), where the 3
normalized Gaussian functions are weighed by the above-
mentioned expression for Bx, By and By’ (Figure 2a). The
energies of the 3 states as determined by TD-DFT calcu-
lations were used, with a systematic correction established by
the fitting (� 1715 cm� 1, see Table S1 and S5), due to the
known overestimation of transition energies by CAM-B3LYP
functional.[65]

Upon thin-film deposition, a MCD spectrum almost
identical to the solution one (except for a slight red shift) is
obtained. This is in agreement with the fact that the as-cast
film features randomly oriented molecules, in a similar
situation as in solution. The red shift is likely to be related to
some planarization occurring in the (disordered) solid state,
associated with the fact that the energy barrier toward
planarization is small (<1 kcalmol� 1).[66] Again, the same
formula used for the compound in solution can be applied to
fit the MCD spectrum of the as-cast film (Figure 2b).
Interestingly, after solvent annealing the MCD spectrum

of the film is completely different, similar to what happens
for ECD, signalling again that some supramolecular order
has been reached (Figure 2c). In particular, the MCD shows a
more complex pattern of bands of alternating sign. In order

to rationalize such features and to gain insight into the
structural motif giving rise to the observed MCD spectrum,
we propose the following treatment of the experimental data.
We rationalize the MCD spectrum by means of an

exciton-like model, by taking into account dimeric
pairs,[52,68–70] with the purpose of extracting geometrical
quantitative information about the molecular interaction
modes from the spectral signature and shape. Although we
expect the effective molecular aggregate to be much larger,
the use of a dimeric model is justified by the special sensitivity
of MCD to the local environment, being its response
dominated by short range interactions.[51]

A full quantitative model describing the MCD of
interacting molecules is not yet available; however, a
simplified exciton model for MCD was recently proposed by
Lakhwani et al. in the case of pentacene dimers.[52] This
model considers degenerate coupling within the framework
of a dipolar approximation. We can consider a Th-CBZ
dimer, where each of the 3 excited state levels of the
monomer (x, y, y’) is split into 2 components (x�, y�, y’�) due
to dipolar/exciton interaction (Figure 1). These 6 levels
undergo magnetic field-induced mixing according to their
polarization, giving rise to exciton B-terms. Such interactions
depend on the Euler angles describing the relative orienta-
tions of the monomer units in the dimer. We assume that
mainly co-facial interactions due to stacking are present (with
no significant edge-to-face contributions). Thus, the expres-
sions for B-terms, gauging the intensity of each transition and
therefore the shape of the overall MCD spectrum, are greatly
simplified. This simplification occurs because of the excitonic
origin of the considered transitions and the orthogonal
arrangement between the component monomer transitions (x
vs y/y’), as well as on their excitonic combinations (Figure 1).
In this situation, B-terms depend only on one angle (α,

Figure 2. MCD and ECD spectra of (S)-Th-CBZ in solution (a, d), in the as-cast film (b, e) and in the annealed film (c, f). The red curves represent
the best fits according to the models discussed in the text.
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Figure 3a), which describes the rotation of one monomer with
respect to the other around the z-axis, perpendicular to the
carbazole plane. In other words, pitch and roll inclinations are
assumed to be negligibly small with respect to the rotation
angle α around the z-axis (yaw).[67] The Faraday B-term
associated with each transition depends on the monomer-
centered magnetic/electric transitions (mμμ terms), the en-
ergy of each level, as well as on the angle α. By adapting
Lakhwani’s formulae[52] to the case of 3 interacting excited
states, the B-term becomes (for the transition to the x- level):

Bx� ¼
1
4
mxymxmy

2 � 2cosa
Ex� � Ey�

þ
1
4
mxy0mxmy0

2 � 2cosa
Ex� � Ey0 �

(2)

where the other mixing terms (e.g., x- with y+) are null.
Similar expressions can be written for the B-terms of all the 6
states (Bx� ; Bxþ ; By� ; Byþ ; By0 � By0þ) and are reported in the
Supporting Information (eq. S13–S18). The experimental
MCD spectrum is therefore fitted with Gaussian functions by
using the expressions above for the B-terms as the weights
(see Figure 2c and eq. S19). Despite the simplicity of the
model, the analysis provides a good agreement with the
experimental data for most of the spectral region. The lack of
agreement in the region above 29000 cm� 1 is due to the fact
that the high energy y’+ state can mix with higher energy
transitions not included in our treatment. In this way, the
angle α is obtained as a fitting parameter directly from the
experimental MCD spectrum, as well as the energy levels
(Figure 1 and Table S2), and therefore the exciton coupling
potentials. The best fit is obtained for an angle of approx-
imately 90° (87 �1 0°). The strong dependence of the MCD
shape as a function of the angle can be appreciated by
simulating the spectrum according to equation S19 for differ-
ent α values (Figure 3b). It should be noticed that only the
absolute value of the angle α can be recovered through the
above-mentioned procedure, as MCD by itself is not sensitive
to the dimer handedness, i.e. to the specific enantiomer
measured. The sign of the angle (� 90° for (S)-Th-CBZ) can
be extracted from the sign of the exciton coupling (negative)
of the ECD spectrum. Taking this information into account,
we could build a model of the dimeric structure, as shown in
Figure 3a.

The same energies found for the MCD can be employed
to fit the ECD spectrum (Figure 2f). Again, within the
framework of a dimer interaction, exciton rotatory strengths
(Rx� ; Ry� ; Ry0�) can be written as:

[71,72]

Rx� ¼ �
1
2
Exþ � Ex�
� �

r12 � m1;x � m2;x
� �

(3)

where m1;x=m2;x are the electric transition dipole moments
associated to the x state for the first and second monomer of
the dimer and r12 is the distance between them (see the
Supporting Information for Ry� ; Ry0�expressions). Only de-
generate coupling is considered because non-degenerate
coupling, e.g. between x and y transitions, is intrinsically
weaker[73,74] and may be safely neglected here because these
transitions lie parallel to each other for the assumed geometry
(see Figure 1). For fitting the ECD, μ values are taken from
TD-DFT calculations of the monomer (Table S5), while the
energies are the ones determined through the MCD fitting.
The rotatory strengths are again convoluted with Gaussian
functions (eq. S23).
The quality of the fittings obtained for both MCD and

ECD shows that the exciton approach used herein is, within
its approximations, suitable to semi-quantitatively describe
the interaction and the resulting spectral features.
The geometrical parameters extracted from the MCD

spectrum can be used as constraints for ab initio calculations
on a dimeric structure. A truncated dimer (where the alkyl
chains were replaced with methyl groups) consisting of two
monomers stacked at 3.6 Å plane-to-plane distance and
rotated by � 90° with respect to each other was built
(Figure 3a). No horizontal translation of one monomer with
respect to the other was necessary, as the stacking inter-
actions are maximized when the molecules are rotated
around the same axis perpendicular to the carbazole planes
(as in Figure 3). On this structure, TD-CAM-B3LYP/def2-
TZVP calculations were carried out. The first 6 excited state
energies obtained from TD-DFT satisfactorily agree with the
energies of the exciton levels experimentally found from the
spectral fitting (Figure S17), apart from a systematic over-
estimation. Natural transition orbital analysis[75,76] confirms
the dominant excitonic nature of these states (Figure S18).
Moreover, the computed rotatory strengths associated to
such energies also provide a reasonable match with the
experimental ECD spectrum (Figures S19). We note anyway
that the ECD may be heavily affected by longer range
interactions, beyond the dimer considered for the TD-DFT
calculations. On the other hand, MCD is expected to be less
significantly influenced by non-neighbouring molecular
units.[51] Moreover, we are neglecting vibronic couplings
which may alter the spectral shapes.[77]

For completeness, the higher hierarchical level of aggre-
gation was investigated by means of optical, atomic force
(AFM) and field effect scanning electron microscopy (FE-
SEM). FE-SEM shows a surface with a wavy-wrinkling
texture on the μm scale for the as-cast film (Figure S9). On
the other hand, for the thermally annealed film, both FE-
SEM and AFM reveal the presence of right-handed helical
fibrils at the mesoscale domain (Figure S10–S14) lying on the

Figure 3. Truncated dimeric model constructed using the information
extracted from the MCD/ECD spectra, α=-90° (a). Simulated MCD
spectrum according to equation S19 for jα j ranging from 0° to 180° in
10° steps; arrows direction indicates increasing α values; the spectrum
obtained for jα j =90° is highlighted in blue (b).
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plane of the glass surface. AFM images show fibrils with a
diameter estimated approximately 5–10 nm covering the
surface uniformly. The main axes of the fibrils are randomly
oriented on the plane. This fact, together with the chromo-
phore in-plane polarization of the major transitions, makes
the emergent chiroptical signals isotropic. The presence of
larger bundles (approx. 50 nm) is also observed in both FE-
SEM and AFM images. The size of the smaller fibrils (5–
10 nm) is compatible with a bundle of approximately 4
columnar aggregates of Th-CBZ, formed by repeating the 90°
pairwise stacking interaction elucidated above (Figure S20).
Larger fibrils may be formed by more columnar aggregates
packed together. As it was pointed out in many instances, the
handedness found at higher hierarchical levels is not necessa-
rily related to the handedness of the molecular interactions in
a simple way.[1] The optical microscopy images (Figure S8)
suggest the absence of domains or phase separations on the
100/1000 μm scale. Finally, we note that the supramolecular
assembly is not thickness-dependent in the investigated range
(60–280 nm), as both ECD and MCD intensity scale linearly
with the film thickness (Figure S5).
In conclusion, we showed how critical geometrical param-

eters leading to supramolecular structures in chiral organic
materials can be obtained from MCD data. This approach is
based on a relatively simple protocol which could be applied
in a generality of cases, to a vast number of chiral
supramolecular assemblies and packing modes of small
conjugated molecules or even polymers. The addition of
magnetooptical techniques to already established methods to
elucidate molecular interactions in aggregates could lead to a
deeper understanding of structure-function relationships and
help chemists and materials scientists to develop more
performant chiral functional materials, for applications rang-
ing from chiral photonics to chiral electronics and spintronics.

Supporting Information

The authors have cited additional references within the
Supporting Information.[52,58,78]
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