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On the factors influencing the chiroptical
response of conjugated polymer thin films†

Beth Laidlaw,a Julien Eng, a Jessica Wade,bc Xingyuan Shi, cd

Francesco Salerno,cd Matthew J. Fuchter cd and Thomas J. Penfold *a

We study the influence of the physical and chemical structure on

the chiroptical response of fluorene-based polymeric systems,

namely poly(9,9-dioctylfluorene) (PFO) and the donor–acceptor

type copolymer poly(9,9-dioctylfluorene-alt-benzothiadiazole)

(F8BT). We reveal the significance of electric-magnetic coupling,

at both short (molecular-level) and intermediate (delocalised over

multiple polymer chains) length scales, on the magnitude of the

dissymmetry. These findings provide a framework for the design of

new materials with an enhanced chiroptical response.

Chirality is a fundamental symmetry property, which can play a
defining role in a broad range of areas. Recently, it has gained
significant interest in optoelectronic applications, such as organic
light-emitting diodes (OLEDs) and organic photodetectors, where
the use of a chiral material in the active layer enables the emission
or detection of circularly polarised (CP) light, respectively.1 Interest
in the development of chiral organic materials for CP-OLEDs2 has
led to a variety of approaches being pursued. These can be broadly
grouped into two classes; small-molecule emitters3–7 and polymer-
based emitters.8–12 The dissymmetry of the emitted light (g-factor)
can determined by the coupling between the electric (l) and
magnetic (m) transition dipole moments,13 and can be expressed as:

g ¼ 4R

D
¼

4jlij jjmij j cosðtÞ
jlij j2 þ jmij j2

(1)

where R is the rotatory strength and D is the overall transition
strength composed of the sum of |lij|

2 and |mij|
2. i and j refer to the

initial and final states involved in the electronic transition. t is the
angle between l and m. In the visible regime the wavelength of light
is much larger (hundreds of nanometres) than the typical size of a
molecule (tens of Angström) and therefore the electric dipole
approximation is valid (see Section S1, ESI†) meaning that the
electric-magnetic coupling (natural optical activity, eqn (1)) is small.
The magnetic transition dipole only becomes significant for dipole
forbidden transitions or when kr 4 1,14 i.e. high photon energies
when k = 2p/l becomes large or if the exciton size, which influences
the electron separation occurring in r becomes B the wavelength of
light (see ESI†).

When considering transitions allowed within the electric
dipole approximation, eqn (1) indicates that g-factors are
limited to values of B10�3.15 Larger dissymmetric responses
can be achieved for molecules that make use of electric-dipole
forbidden transitions, including chiral lanthanide complexes
(g B 1.4).16 However, owing to their small l, they typically
demonstrate low emission cross sections, which results in
luminescence quantum yields too low for display applications.
While efforts continue to address the trade-off between lumi-
nescence quantum yield and dissymmetry,15 it remains a
challenge to identify highly emissive organic molecules with
excellent CP characteristics.

An alternative approach to sizeable CP response is based
upon non-intrinsic light-matter interactions observed in sys-
tems with long-range structural chirality, such as in chiral
nematic (cholesteric) liquid crystals (LC).17 Here dissymmetry
is determined by Bragg-type circular selective reflections off the
thin film and not the intrinsic polarisation of light at the site of
emission. The magnitude of this phenomenon is therefore
sensitive to the pitch and thickness of cholesteric LC films.18

Currently, organic systems generating the largest dissym-
metric response in the solid state (g-factors up to B1) are
conjugated polymers, especially amongst the polyfluorene
class.11 It has been proposed that this strong CP luminescence
occurs due to structural chirality.8,12,19 However, recent
works9,20 have indicated that long-range structural chirality
only dominates the chiroptical response when an alignment
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layer is used to template molecular packing of polymer chains
at or beyond the mesoscale. Highly dissymmetric emission
from non-aligned thin polymer films (i.e., those where the film
thickness is considerably less than those at which this struc-
tural chiroptical phenomena manifest) suggests that intrinsic
CP emission may play a significant role.20,21

To explore the origins of the strong chiroptical response of
polymer-based systems, we turn to time-dependent density
functional theory (TDDFT), within the approximation of the
CAM-B3LYP exchange and correlation functional22 (see ESI†).
We consider the influence of four variables on the g-factor;
chemical composition, the intramolecular twist angle (y)
between adjacent repeat units, the number of monomers (n) a
single oligomer chain is made of and the role of interchain
(intermolecular) coupling. Two model fluorene-based systems
were studied (Fig. 1), namely PFO and F8BT. To reduce compu-
tational expense, we focus on low numbers of monomer repeat
units (often n = 2) and the C8H17 side chains were replaced with
methyl groups, noting that it has been shown that the side
chains can play an important role in controlling chiral induc-
tion in thin films.23 The lowest excited state of PFO corresponds
to the p - p* transition. The calculated S1 state of an isolated
oligomer (y = 401, n 4 4) is 318 nm (see Fig. S1, ESI†). For F8BT
(y = 401, n 4 3), the lowest transition exhibits a charge-transfer
character between the F8 and BT units and the calculated S1

state of the isolated oligomer is 427 nm (see Fig. S1, ESI†).
These are in reasonable agreement with the lowest absorption
bands, 375 nm and 475 nm, measured for PFO and F8BT,
respectively.20

Fig. 2a shows the g-factor (calculated using eqn (1)) of the S1

state of isolated PFO and F8BT oligomers as a function of n with
a fixed y = 401, close to the optimised twist angle for F8BT9 and
the glassy-phase PFO.24 In both cases, the g-factor initially
increases before a plateau is reached at n = 3 and n = 5 for
PFO and F8BT, respectively. This behaviour bears some resem-
blance to the work of Greenfield et al.,25 who reported a plateau
associated maximum length over which the exciton can delo-
calise for a given configuration. Here the plateau is reached
earlier for PFO (n = 3) than F8BT owing to a larger exciton
binding energy of PFO compared to F8BT (F8BT = 0.2 eV,9

PFO = 0.3 eV26). For the non-planar polymers studied in the
present work, the enhanced delocalisation of F8BT9 means that

kr for F8BT will be larger than that of PFO. This results in an
increase of m relative to l, which can be seen in the decreasing
m2/m2 ratio (Fig. S2, ESI†) and the larger predicted g-factors.

Fig. 2b shows the g-factor as a function of y for PFO and
F8BT 2-mers (i.e., n = 2). In both cases the g-factor increases
with the magnitude of y, and its sign is determined by direc-
tion, which indicates that the handedness/sign of the CP
response can be controlled by the direction of the cumulative
twist along the polymer backbone. The impact of y is more
pronounced for PFO because (i) the ratio m2/m2 is considerably
smaller in PFO for y 4301 (Fig. S3a, ESI†) and (ii) the angle t
between l and m (Fig. S3b, ESI†) deviates more from 901. In
general, l and m decreases as y increases and this reduction is
greater for F8BT as the coupling strength between the (intra-
chain) donor and acceptor decreases as y approaches ortho-
gonality. This leads to a larger relative decrease in m compared
to l and therefore an increase in the ratio m2/m2 (Fig. S3a, ESI†).
Whilst this is unfavourable for achieving high g-factors, it is
offset by the increase in cos(t). The same is not observed for
PFO as we are considering the p–p* transition of the homo-
polymer. As y increases, the delocalised exciton exhibits an
increased m compared to l, reflected in the ratio m2/m2

(Fig. S3a, ESI†). The angle t between m and l increases, which
supports the enhancement of the g-factor.

The above examples have shown how, for isolated oligo-
mers, the g-factor depends on the extent of exciton delocalisa-
tion, which is ultimately related to the validity of the dipole

Fig. 1 Structures of the simplified models of (a) F8BT and (b) PFO. R are
C8H17 side chains, however herein, R represents methyl groups. n repre-
sents the number of repeat units and the arrows indicate the twist angle (y)
between adjacent repeat units.

Fig. 2 (a) g-Factor of the S1 state as a function of the number of
monomer units (n) for PFO (red) and F8BT (black) oligomers. A fixed twist
angle (y = 401) was used throughout. (b) g-Factor as a function of y for PFO
(red) and F8BT (black) 2-mers (n = 2). The dashed line between the points
are a guide for the eye.
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approximation (eqn (2)). Despite increasing kr and a larger
contribution from the magnetic transition dipole moment, the
calculated g-factors still do not exceed 10�3, i.e. values that are
consistent with molecular-level mechanisms and considerably
smaller than dissymmetry factors reported for chiral polyfluor-
ene thin films.9,20 Instead of isolated oligomers, we next con-
sider the impact of inter-chain coupling on the g-factors.

Fig. 3a shows the dissymmetry of coupled F8BT and PFO
dimers, where the geometry is determined by the centre-of-
mass separation (d) and mutual orientation (f) of the two
oligomers (Fig. 4a). Initially, we fixed both the mutual orienta-
tion of the oligomers (f = 101) and the intrachain twist angle
(y = 401). The method for calculating the g-factor for these
systems is described in the ESI.† It is immediately evident that
exciton delocalisation over two polymer chains, illustrated in
Fig. 4b, leads to an increase in the calculated dissymmetry. At
short distances (d o 7 Å) g-factors of B0.1 and B0.03 are
observed for PFO and F8BT, respectively. The g-factor decreases
as a function of d�3 (dashed line in Fig. 3a) reflecting the
decrease in exciton coupling (V) with distance. Fig. 3b shows
the dissymmetry of the F8BT or PFO 2-mers as a function of f,
the angle between the oblique chains (Fig. 4b). This shows that
for f = 01, the dissymmetry is similar to that of the isolated

oligomers. However, as the angle increases, a large increase in
the dissymmetry is observed as the coupling between the
oligomers reaches a maximum at f = 101. After this the
dissymmetry decreases as l increases and m decreases. These
calculations demonstrate that like y for the isolate polymers,
the direction of f can control the sign of the g-factor and overall
only small angles are preferred to maximise the g-factor.

To understand the origin of the increase in dissymmetry
shown in Fig. 3 we turn to the well-established exciton chirality
model (ECM),27,28 where the rotatory strength (R) for a dimer of
coupled excitonic states can be defined as:

R ¼ �1
2
psdkl � ðlk � llÞ þ

1

2
Imfðlk � llÞ � ðmk �mlÞg (2)

dkl is the distance vector between the two individual chromo-
phores k and l, and s is the transition energy. For the majority
of coupled chromophores, one assumes that terms involving m,
generally referred to as l–m terms, are negligible because of the
magnetically forbidden nature of their transition; therefore
the rotatory strength can be evaluated simply by considering the
coupled l(l–l, first term in eqn (2)). Using this approach,
the maximum value of dissymmetry is g = psdkl.

29 In the case of
PFO (S1 = 318 nm), the g-factor would only reach 0.1 (shown in
Fig. 3), if dkl = 100 Å, which is clearly unrealistic. This repre-
sents the breakdown of the standard ECM and emphasises that
the consideration of m for conjugated polymer systems could
be important to rationalise the magnitude of the dissymmetry
observed. To explore this further we compare R evaluated using
each component of the ECM model (eqn (2)) with those
calculated using TD-DFT for a coupled dimer of a PFO 2-mer
with d = 6 Å, y = 401 and f = 101. R calculated using eqn (2) is
608 � 10�40 esu2 cm2, which is in good agreement with the
TDDFT calculation of 625 � 10�40 esu2 cm2. Importantly, the
relative strengths of l–l term (368 � 10�40 esu2 cm2) and l–m
(240 � 10�40 esu2 cm2) highlights that the l–m coupling is
important for evaluating the total rotatory strength and the
g-factors predicted by the coupled dimer models. When y = 01
(i.e. a planar configured polymer backbone), R (eqn (2)) is
853 � 10�40 esu2 cm2. However, in contrast to the case of

Fig. 3 (a) g-Factor as a function of the distance between the centre-of-
mass of each chain in a dimer of PFO (red) and F8BT (black) 2-mers (n = 2,
y = 401). The angle between the two polymer chains in the dimer (f) was
fixed at 21. The dashed line is a fit using d�3 illustrating a decay in the
dissymmetry consistent with a reduction in the exciton coupling. (b) g-Factor
as a function of the angle (f) between the two polymer chains (n = 2, y = 401)
in the dimer. The distance between the 2-mers was fixed at 6 Å.

Fig. 4 (a) Schematic of two polymer chains and the coordinates (d and f)
manipulated in Fig. 3. (b) Density difference of the lowest exciton of a F8BT
dimer model illustrating the electron density delocalised over the two
chains. (c) Schematic of the effect of interacting polymer chains on the
electric and magnetic transition dipole moments.
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twisted polymer backbones, the contribution of the l–l term
(818� 10�40 esu2 cm2) dominates over l–m (35� 10�40 esu2 cm2).
This highlights the role of the l–m term in the generation of high
g-factors in non-planar polymer systems.

Understanding the relative contributions of local short-
range electric-magnetic coupling and longer-range structural
chirality is crucial for the rational design of new materials that
exhibit an intense chiroptical response. Here we demonstrate
that the extension of the exciton over nearby polymer chains is
critically important for enhancing the dissymmetry. By exploit-
ing the intrinsic magnetic transition dipole moment (and
therefore invoking l–m coupling) arising from the helically
configured polymer backbones it is possible to significantly
increase the dissymmetry of dimer systems. This model may
not hold in polymers which adopt a planar structure in the
aggregate state as they are more likely to have negligible
transition magnetic dipoles,30 however when strong interchain
excitonic coupling dominated, as recently shown in thin films
of PFO21 exceptional chiroptical response can still be achieved,
but in this case it would be dominated by the l–l coupling, as
the electric-magnetic coupling negligible.

Finally, we note that the present work does not consider
further exciton delocalisation over a larger stack (e.g. trimers,
tetramers), nor how the delocalisation would be impacted by
conformational and environmental disorder, which are likely to
play a role for longer polymer chains and excitonically coupled
systems comprising a larger number of chains. In addition, it is
important to recognise that the polymer thin files optimised for
CP-OLEDs31 are only weakly ordered and therefore the dissymmetry
will be an average over multiple orientations and configurations
which emit in the film. Given that reducing the inter-chain
coupling signifcnatly quenches the dissymmetry, it is possible that
the overall chiroptical response would be reduced if all sites were
equally likely to interact with the CP light. However, this inter-chain
coupling modulates both the energy and oscillator strengths of the
states involved meaning that not all sites are equally likely to
absorb/emit light. To understand this, further investigations using
molecular dynamics is essential and will be the focus of
future work.
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