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Optical Kerr-like response of dye-doped nematics
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Abstract. When small amounts of suitable dyes are added to a pure nematic liquid crystal,
its nonlinear optical response may be enhanced by over two orders of magnitude and even be
reversed in sign. This feature may be interesting for applications. We measured the enhancement
of the nonlinear optical Kerr coefficient of several dye—nematic mixtures, in order to gain some
insight on the molecular mechanism that is supposed to be the basis of the phenomenon.

1. Introduction

Liquid crystals in the nematic phase show optical nonlinearity because of light-induced
molecular reorientation [1, 2]. In simple experimental configurations, nematic liquid crystals
simulate a genuine Kerr-like optical medium, having typical values of the nonlinear optical
Kerr indexny, ~ 10°° cm? W1, of about 16 times then, of typical organic liquids

such as C&[3]. Since the optical reorientation is a collective phenomenon, however,
the response time is very long, ranging froml G to a few seconds. Medium power,
commercial CW lasers may be used to induce exceptionally high nonlinear optical effects
in liquid crystals. All effects based on the laser-induced change of refractive index have
been reproduced in liquid crystals; examples are self-focusing, wave mixing [4], self-
diffraction [5], etc. It should be noticed, however, that the optical reorientation in liquid
crystals is a very complex phenomenon, yielding a number of nonlinear optical effects that
cannot be explained through a third-order expansion of the nonlinear polarization. They
include intrinsic optical bistability [6], self-induced stimulated light scattering [7], self-
oscillations [8] and even the onset of deterministic chaos [9]. Such a very complex and rich
phenomenology has been studied extensively in the last few years and it can be traced back
to the angular momentum transferred from the optical field to the orientational degrees of
freedom of the liquid crystal. On the application side, liquid crystals have been proposed
as holographic storage materials and have been introduced either in the core of optical
waveguides to produce nonlinear effects such as beam self-splitting [10], or in the cladding
of optical fibres to realize optical switching in directional couplers [11].

Recently, it was observed that laser-induced reorientation can be enhanced by almost
two orders of magnitude by adding a small quantity (less than 0.1% by weight) of a suitable
dye to the pure nematic host, yielding a corresponding amplification of the optical Kerr
response of the material [12]. For some dyes the sign of the optical Kerr coefficient
was found to be reversed upon the addition of the dopant, changing the pure nematic
from a self-focusing to a self-defocusing Kerr-like medium [13]. Other material constants
such as polarizability, elastic constants, heat capacity, etc, remain the same as in the pure
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host. Since its discovery, the phenomenon of the ‘dye effect’ has been studied extensively
[14-17]. Laser heating effects have been excluded, because different dyes vyield different
enhancements even for equal values of light absorbance. It is now commonly accepted that
the amplification phenomenon is related to some photo-induced molecular effect producing
an extra torque on the molecular director of the nematic host [18]. The reversibility of
the phenomenon, when the light beam is switched off, excludes, however, the occurrence
of photochemical irreversible transformations. At present, only two families of dyes have
proved to be effective in enhancing the nonlinear optical response of nematics, namely
anthraquinone derived dyes and azodyes. In the last case, it is probable that photo-induced
conformational changes in the dye molecule may lead to the extra torque, but this must be
excluded for anthraquinone dyes, as it is well known that dyes belonging to this family do
not undergo conformational transformations. Although the underlying molecular mechanism
is still under study, the possibility of enhancing the already huge nonlinear optical response
of liquid crystals (and of changing the sign @f) without reducing the response tinmeay

be of interest for applications, especially when a moderate absorption can be tolerated. A
phenomenological model to explain the dye amplification effect was proposed recently and
has proved to be successful in predicting the main features and order of magnitude of the
observed phenomena in the anthraquinone dye family [18]. In order to gain some insight
into the dye-induced extra torque, a simplified version of this model is presented in the next
section, while the rest of the paper is devoted to the experimental characterization of a set
of interesting dye—liquid crystal mixtures.

2. The molecular mechanism

The laser-induced reorientation of the molecular direetds originated, in pure nematics,
by the electromagnetic torque per unit volume

cal E?

8

wheree, = € — €, is the dielectric anisotropy of the liquid crystal at the optical frequency,
|E|? is the squared amplitude of the optical field, proportional to the laser intehsipd

e is its polarization direction. Upon the addition of dye, a further photo-induced targue
is induced, having the same form ag

Tem= i Re(D* x E) = (n-e)(n xe) D
8r

Tph = NTem (2)

wheren is a dimensionless constant (usually very large), roughly proportional to the dye
concentration. The model is based on two assumptions: first, light absorption generates
an anisotropic population of electronically excited dye molecules and, second, excited and
ground state dye molecules have different intermolecular orientational interactions with the
nematic host. In the presence of the laser radiation, linearly polarized along the direction
e, some of the dye molecules are maintained in their excited state. For anisotropic dye
molecules, the excitation transition ratedepends on the orientation of the dye molecule,
according to

w = |E[*[oL + 0l - €)°] ®)

whereo, = oy — oy, 0 ando, are the dye absorption strength for light polarization
parallel and perpendicular to the dye molecule directioespectively. The quantity, is a
measure of the anisotropy of the dye excitation process. Denotingtbg overall lifetime
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of the dye excited state, the steady state probability of finding a dye molecule in the excited
state is
wie
p_l+wte_wte 4)
where the last equality holds for low light intensitywhere the dye saturation is negligible.
Now, we assume that a dye molecule oriented albagerts on the directar of the liquid
crystal an average torque, having the quadrupole—quadrupole form

Teg = Sueg(n - l)(n x 1) (5)

whereS is the order parameter of the nematic host, @gd are positive coupling constants,

that we take to belifferentin the ground and excited states of the dye molecule. Then, the
average photo-induced torque per unit volume that the dye exerts on the molecular director
is

Tph = Na(p Te + 1- P)Tg) (6)

where Ny is the number concentration of dye molecules. In the limit of negligible dye
saturation, we may assume that the orientational distribution function of the dye molecules
is weakly affected by the presence of light, so that the average in equation (6) can be made
using the initial (no light) dye distribution functiofy. In the absence of light, no average
torque is exerted om, so that(rg) = 0, when the average is performed by usifsg Then
equation (6) is simplified to

Tph = Na(p(Te — Tg)). (7

This average is not zero, in general, because of the dependence of the transition probability
p on the azimuthal anglg of I. Using equations (3)—(5), we obtain, in the dye no saturation
limit,

Toh = Naoatel EI*S(ue — ug)(( - €)*(n - 1)(n x 1)). (8)
Now, a direct calculation shows that
(- e?(n-H(n x )= sirfocoso)(n-e)(n xe) (9)

wheref is the angle betweehandn. Inserting this equation into equation (8), we see that
the photo-induced torquey, is indeed proportional to the optical torqugy, as anticipated
in equation (2), the factoy being

n = 8 NooaleS (ue — tg) (sir?6 cos 6). (10)

€a
Using the orientational distribution function of the dye molecules in the absence of Aight (
is the normalization factor)
1
0) = _emCOSZG 11
Jo(®) A7 (11)

it can be shown tha(tsinze cog 9) = Sq/m, whereSy is the order parameter of the dye (in
the ground state) ane = Suy/2kT. Then the amplification factay is given by

N 2k T A(nette + 2n000)teSd(ite — ug)
a heaug

n (12)
where we used the following relationship among the absorption stremgtand the
absorption coefficienta, anda, of the ordinary and extraordinary waves [19]
A(nede + 2n000)

N =
altd 8mh

(13)
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In this expressiongz, andne are the refractive indices of the two wavesijs the optical
wavelength and is Planck’s constant. Equation (13) is derived by integrating equation (4)
over the whole solid angle and equating the result to the average number of photons absorbed
by one dye molecule, as obtained from the beam Poynting vector. In order to compare the
overall efficiencies of different dyes on a molecular basis, it is expedient to introduce a
molecular merit figureu, defined as

B hSug " AS(nette + 2n000)”

We notice that all quantities in the last term on the right-hand side of equation (14) are
measurable experimentally, while all quantities in the middle term depend on molecular
parameters. In particulane is normalized with respect to the dye concentration and
absorption strength. Division b§ is included to have a finite limit when the host order
parameterS — 0, as happens going into the isotropic phase, and in the Emjt« kT,

when the dye order parameter is very small. In both caseBSa/ Sug = Sq/m — 1—25 and

we get

(14)

__ 2te(ue — ug)

M
This expression ofx remains valid even in the isotropic phase. The figure of merit
measures the average angular momentum transferred to the host per dye molecule, in units
of h. The angular momentum transfer can be interrupted by spontaneous decay of the
excited dye molecule to the ground state or by rotational diffusion, tending to restore the
cylindrical symmetry of the dye distribution function around The effective lifetimes, is
therefore given by

(15)

Iy
fe = 16
T 1+ Dy (16)
where D is the rotational diffusion coefficient of the dye molecules andk the lifetime
of the dye excited state. A more complete approach, based on the diffusion equations for
the angular distribution functiong, and f. of the dye molecules in the ground and excited
state, is reported in [18, 20].

3. Experiment

We measured the nonlinear optical response of several dye—liquid crystal mixtures in the
nematic mesophase. Because of the large enhancement produced by the dye, a 10 mW
He—Ne laser focused to a spoy ~ 40 um was enough to induce a nonlinear phase shift

A¢ ~ 2. A second, unfocused, He—Ne beam was made to pass through the sample as a
probe. The probe beam was split into the two arms of a Mach—Zehnder interferometer, as
described in [21]. The two beams of the interferometer were recombined at a small angle,
in order to obtain, for a homogeneous sample, an interference pattern of parallel straight line
fringes. The image of the fringes was magnified by a lens system, projected onto a screen
and then recorded by a CCD camera. The nonlinear transverse phagesshifis measured

from the fringe shape deformation, produced by the pump beam. In the experiments where
the optical wavelengtih was changed, the pump beam was an argon-pumped dye laser.
Pump and probe incidence angles weré aid 43, respectively, and both beams were

TM polarized. Oblique incidence and TM polarization of the pump beam guarantee that
the nonlinear optical response of the nematic film simulates a genuine Kerr-like medium.
The nonlinear phase shift of pure liquid crystal samples was also measured and used as
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Figure 1. (a) Structure formulae of the employed nematic hodty;structure formulae of the
employed dyes.

a reference. All samples were %0m thick and planarly aligned by rubbing a polyvinyl
alcohol coating deposited on the glass walls. This coating is known to provide strong planar
alignment at the walls, after rubbing. All samples were oriented with the rubbing direction
along the beam incidence plane so that only the extraordinary wave propagated in the liquid
crystal.

In separate experiments, we studied a number of mixtures with various dyes and different
liquid crystal hosts. In this large set we selected a subset of nine ‘representative’ mixtures, on
which we focused our attention. The mixtures of this subset were obtained by mixing three
dyes and three liquid crystal hosts, with a weight-to-weight ratio of about 0.1%. The dye
molecular structures are reported in figurd)1(All dyes were anthraquinone derivatives.
Dye AD1 (anthraquinone derivative 1) was chosen because it is the most effective positive-
n dye discovered so far; AD2 was also positive, but with a loweralue, and AD3 was
the strongest dye having a negatiye The three liquid crystal hosts were 5CB, MBBA
and E63, the latter being a cyanophenyl mixture. All chemicals were provided by BDH
company. The two pure host molecules are reported in figuag IThe composition of
the E63 mixture is reported in [22]. We included E63 because it was employed in many
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Table 1. Measured properties of dye—nematic mixturesiee 633 nm andl’ = 24°C.

Dye-LC ao (em™) e (cm™)  A¢/Py rad mW1)  p m
AD1-5CB 42 190 6.6 99 3400
AD1-E63 68 700 5.7 237 2500
AD1-MBBA 94 190 25 25 740
AD2-5CB 82 370 0.92 19 340
AD2-E63 50 480 0.59 15 240
AD2-MBBA 82 350 <0.2 <14 <40
AD3-5CB 98 210 -16 -27 —650
AD3-E63 117 360 -13 -31 —470
AD3-MBBA 17 38 —0.36 —-35 -550
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Figure 2. Merit figure || (absolute value) at = 633 nm andl" = 24°C.

previous works on the subject and, therefore, it can be used for comparison; moreover, E63
has a much larger order parameter than 5CB and MBBA, at the working temperature, and,
therefore, it allows us to investigate the effects of higher dye order.

The measured properties of the nine guest—host combinations are reported in table 1.
The merit figure is shown in figure 2. The incident intensityat the beam centre is
related to the laser poweky by Iy = 2Py/gmws, whereg is a geometric factor taking
into account the transverse elastic effects [23]. In our experimental condgions4.

It is evident that the hosts E63 and 5CB enhance the dye-induced torque effect of AD1
and AD2. No appreciable enhancement was observed for the negatids. We see,
therefore, that specific intermolecular guest—host interactions may play a fundamental role.
We suggest, in particular, that polar interactions may be important, because E63 and 5CB
are made of molecules having the strong polar cyano group CN, while MBBA has no
strong polar groups in its molecule. This hypothesis is also supported by measurements of
the dye order parametely in polar and nonpolar hosts. A somewhat indirect proof that
guest—host intermolecular forces may change when the dye goes into its electronic excited
state, is provided by the solvent-induced shift of the dye absorption spectrum. We found
a redshift of the absorption peak of about 5 nm in the polar hosts E63 and 5CB, with
respect to MBBA (see figure 3). This shift corresponds to an interaction energy difference
of about 15 kJ mole, which has the proper order of magnitude. The fact that the shift is
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Figure 3. (a) Absorption spectra. Open symbadg, full symbols,«,. Squares, AD1,; triangles,
AD2; circles, AD3. The absorption spectrum of AD2 (triangles) is divided by a factor of two.
Nematic solvent, 5CB.h) Detail of absorption peak of AD1 in 5CB, E63 and MBBA, showing
the solvent-induced redshift.

towards the red indicates that the interaction with the host is stronger when the dye is in
its excited state. We also checked the wavelength dependence of the meritufigQner

results are reported in figure 4. In the E63—AD3 mixtyreyas found almost wavelength
independent, as expected from the model. A more complex wavelength dependence was
observed in E63-AD1. We ascribed this discrepancy to the fact that AD1, unlike ADS3,
has a double-peaked absorption spectrum. A good fit with the experimental data can be
obtained by assuming that each absorption band has its own merit figure. The overall merit
figure is then obtained as

_ po(d) o+ p1(d) pa
n) =
po(A) + p1(2)
where o 1 are the merit figures of the two bands apgh (1) are the probabilities that, on
absorbing a photon, the dye molecules end up in the excited state corresponding to the band
0 or 1, respectively. To fit the data, we used equation (17), assupgin@.) having typical
Gaussiant Lorentzian shape and using 1 as fitting parameters. The result of the fitting

(17)
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Figure 4. Experimental and theoretical merit figureversus wavelength for AD1 and AD3
in E63 atT = 24°C.

is shown in figure 4 as a full curve. The best-fit valuesugfand 1 were uo = 2200 and
u1 = 1300.

4. Conclusions

Our experiments provide evidence that the dye-induced amplification of the nonlinear optical
response of liquid crystals may depend dramatically on the specific intermolecular forces
between the guest and the host. For some anthraquinone dyes, the presence of strong
dipolar groups in the host molecule seems to enhance the effect. In these same mixtures, an
appreciable solvent-induced redshift of the dye absorption spectrum is present, supporting
the idea that the guest—host interaction may change upon excitation of the dye molecule.
This change, together with the angular anisotropy of the distribution function of the dye
molecules excited by the incoming laser beam, produces a corresponding change in the
mean field seen by the liquid crystal molecules, yielding the observed photo-induced extra
torque. Although the experimental data are in good agreement with the theory, some
aspects of the phenomenon are not clear yet. For example, it is still impossible to predict,
for a given guest—host combination, whether the resulting medium will be self-focusing
(uw > 0) or self-defocusing/{ < 0). The merit figureu is strongly dependent on
molecular parameters (dipole moment, lifetime, etc) of the dye molecule in its ground
and excited states. Having measured these parameters, an interpretation of the data should
be more feasible. Conformational photo-transformations may also play a role in the dye-
induced torque for some dyes, but they must be excluded in the case of anthraquinone
derivatives. The molecular model presented here does not apply to the case of photo-
induced conformational changes, although the generalization seems to be straightforward.
However, a recent experiment [24] made with azo-dyes (which can suffer conformational
changes), was interpreted as a change of the sign of the merit figasea function of the

laser incidence angle, which is in disagreement with the predictions of the molecular model
outlined here. Further experimental and theoretical work is evidently desirable.
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