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We study rheological and rheo-optical properties of suspensions of anisometric pigment particles in a non-polar
fluid. Different rheological regimes from the dilute regime to an orientationally arrested gel statewere character-
ized and compared with existing theoretical models. We demonstrate the intricate flow behaviour in a wide
range of volume fractions. A unique combination of the optical properties of the particles results in a giant
rheo-optical effect: an unprecedentedly large shear stress-induced birefringence was found in the isotropic
range, exhibiting a sharp pre-transitional behaviour.

© 2020 The Authors. Published by Elsevier B.V. This is an open access article under the CC BY license (http://
creativecommons.org/licenses/by/4.0/).
1. Introduction

Colloidal suspensions, i.e. dispersions of solid particles in liquids, are
important in many fields of our life including biology, pharmaceutics,
food, cosmetic and paint industries. They often show complex non-
Newtonian behaviour, and the rheology of such systems has been of in-
terest for a long time [1]. There is a vast variety of suspensions and their
properties strongly depend on the dispersion medium and the type of
the suspended particles [2,3]. Besides the viscosity of the solvent, the
concentration, size, and shape of the particles and the interactions be-
tween them are the most important parameters determining their rhe-
ological behaviour [4]. The coupling between the optical properties of a
fluid and the flow is particularly interesting. Especially in case of com-
plex fluids, such as colloidal suspensions formed by anisometric parti-
cles, flow-induced birefringence indicates interactions leading to the
alignment of particles in the flow.

Shearing isotropic softmaterials can lead to the emergence of optical
anisotropy [5–10]. It is observed as birefringence anddichroismdescrib-
ing retardation and attenuation of the transmitted light, respectively.
Flow-induced birefringence, the so-calledMaxwell effect, was observed
in many types of isotropic materials including suspensions of rod-like
).

. This is an open access article under
particles [11–13], polymer melts [5] and solutions [14–16], emulsions
[17,18], and smallmolecular [19], and polymeric liquid crystallinemate-
rials [20,21].

In this work, we present the rheological and rheo-optical properties
of suspensions of anisometric dichroic pigment nanoparticles Pigment
Red 176 (PR176) in the nonpolar solvent n-dodecane. These suspen-
sions have been shown to exhibit several remarkable features [22–27]
such as (i) formation of an orientationally ordered nematic-like phase
at a volume fraction (of the particles) as low as 0.17 (for photos of tex-
tures see Refs. [23, 24, 27]), (ii) strong electro-optical response in the
isotropic state, (iii) electric field-induced reversible phase separation
[25], and (iv) electric field and light-induced pattern formation [26]
with a variety ofmorphologies. The patternswere found to exhibit com-
plex relaxation dynamics related to material flow. These features have
to be attributed primarily to the pronounced prolate shape of the
suspended crystallites. We address here the flow behaviour and rheol-
ogy of this system, in relation to the ordering of the anisometric
particles.

The colloidal suspensions studied here contain particles with amod-
erate aspect ratio (around 10). Suchmaterials are represented in the lit-
erature less frequently thanmore slender types like nanotubes, rod-like
polymers or viruses.Wecompare the rheological and visco-elastic prop-
erties of the suspensions under study with theoretical models. We
quantify the shear-induced birefringence, and find an unusually large
effective stress-optical coefficient.
the CC BY license (http://creativecommons.org/licenses/by/4.0/).
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Fig. 1. (a) The molecular structure of Pigment Red 176; (b) The scanning electron
microscope (SEM) image of the pigment particles; (c) Phase diagram of Pigment Red
176 dispersion in dodecane [23].
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2. Flow-induced birefringence

In order to mathematically describe flow-induced birefringence, let
us consider the usual notation [7], where direction 1 is along the flow,
direction 2 is parallel to the gradient, and direction 3 is the neutral
one perpendicular to 1 and 2 in the laboratory coordinate system. The
principal axes of the stress tensor are denoted by I, II, and III, respec-
tively. Considering an assumption that the principal axes of the stress
tensor coincide with those of the refractive index ellipsoid, one can ar-
rive to a stress-optical rule formulated as

Δn ¼ nI−nIIð Þ ¼ C σ I−σ IIð Þ ¼ CΔσ ; ð1Þ

where Δn, C, and Δσ are the birefringence, the stress-optical coefficient,
and the tensile stress, respectively. In experiments, one may observe a
deviation of the optical extinction direction from the flow direction,
expressed by the extinction angle χ. Flow alignment often occurs in
sheared nematics [28,29] or in granular materials consisting of elon-
gated particles [30].

It can be shown that

2σ12 ¼ Δσ sin2χ; ð2Þ

where σ12= σ is the shear stress andχ is the extinction (or alignment)
angle. In order to determine C, one has to know the shear stress σ, bire-
fringence Δn and χ.

Strictly, the validity of the stress-optical rule is not expected in sus-
pensions of elongated particles, because the total stress is the sum of
three different terms, even in a simplified picture considering spheroids
dilutely suspended in a Newtonian fluid. Following the description in
Ref. [1](p.282), the total stress is the sum of the elastic contribution
from Brownian motion, the viscous stress from the drag of the solvent
on the ellipsoids (derived by Hinch and Leal [31]), and the stress form
the Newtonian fluid.

Moreover, it is important to note that for suspensions of rod-like
(and also disk-like) particles, the emergence of the nematic phase can
be expected above a critical volume fraction as shown by Onsager [32]
and later by others using more sophisticated models [33,34]. First, usu-
ally, the higher order liquid crystalline phase is in thermodynamic equi-
librium with the isotropic phase forming a biphasic system [35–48].
Increasing the volume fraction, the ratio of the liquid crystal phase in-
creases until it is the only phase present. For thermotropic mesogens,
it was shown that the nematic phase can be induced by shearing the iso-
tropic phase [49–51].

3. Experimental

The suspensions under study were prepared using a blue shade
benzimidazolone pigment (Pigment Red 176 - PR176). The chemical
structure of PR176 is shown in Fig. 1a. The preparation method of the
suspensions was similar to the one employed in previous studies
[23,25]. A commercially available form of PR176, namely Novoperm
Carmine HF3C (Clariant, Frankfurt am Main, Germany), was used, in
which the primary particles were prolate [24] with characteristic di-
mensions for their length, width and thickness of 322±160 nm, 63±
21 nm and 17.3±11 nm, respectively (see Fig. 1b). The aspect ratio
pa=9.8 is given by dividing the length by the geometric mean of the
smaller dimensions. The particles of PR176 were suspended in the non-
polar solvent dodecanewith a commercially available polymeric disper-
sant Solsperse 11200 (Lubrizol, Brussels, Belgium, used as received).We
note that Solsperse 11200 contains 50 wt% solvent (de-aromatized
white spirit) and 50 wt% polymeric dispersant. This polymer adsorbs
at the surface of the particles leading to a steric repulsive interaction be-
tween them. First, suspensions with pigment concentrations of cw=20
wt% (and above) were prepared bymilling. An amount of 70wt% of dis-
persant of PR176 was added to the solvent. Then, after the addition of
the pigment, the mixture was milled in a planetary mill (Fritsch
Pulverisette 7 premium line), using 0.3 mm yttria-stabilized zirconia
beads in zirconia-lined pots for 60min at 500 rpm. The temperature in-
side thepotswas always kept below60 °C, using appropriate cooling cy-
cles. Concentrations below 20wt% were prepared by the dilution of the
initial high concentration suspensions. The stability of the suspensions
was tested by centrifugation at 10000 rpm for 60 min. Furthermore,
the samples with various concentrations did not show any phase sepa-
ration or aggregation even after 12 months.

The volume fraction ϕ of particles in the suspensions was calculated
from theweight concentrations using the densities ρc=1402 kg/m3, ρd
= 840 kg/m3, and ρs = 746 kg/m3 of the pigment particles, the disper-
sant, and the solvent, respectively. In our experiments, suspensions
with 1, 5, 10, 15, 20, 25, 30, 35 and 40 wt% of the pigment particles
were used, which correspond to the volume fractions ϕ = 0.005,
0.027, 0.056, 0.087, 0.119, 0.154, 0.191, 0.23, and 0.272, respectively.
We note that the ϕ values above correspond to the volume fractions
of the particles without the polymeric layers of the dispersant. Using
the same materials, it was shown by small angle neutron scattering
(SANS) experiments [52] that the effective volume fraction increment
of the pigment particles due to the presence of the dispersant is negligi-
ble. The thickness of untreated NovopermCarminewas found to be 21.4
± 0.2 nmwith a polydispersity of 64%. With this value, the surface area
of the particles was calculated and then 6.5 mg/m2 of dispersant were
added. About 3.69 ± 0.07 mg/m2 were adsorbed and the SANS mea-
surements showed that the thickness of the particles stayed roughly
the same: 20.3± 1.9 nm, but the variation on the polydispersity had in-
creased. In case of a slightly different pigment, neutron reflection mea-
surements were performed showing that the thickness of the adsorbed
polymer is about 3 nm. The measurements also showed that there is a
dynamic equilibrium between adsorption and desorption. Based on
these findings, we conclude that the volume fraction of the particle
with adsorbed dispersant can be approximated by the volume fraction
of the untreated particle, especially since the surface is not covered
densely.

The phase diagram is shown in Fig. 1c, where the isotropic phase lies
in the range of fewweight percent of the particles, the optically respon-
sive disordered phase occurs at intermediate concentrations, and the
orientationally aligned nematic-like state emerges at high particle con-
tent. This phase is globally isotropic without long-range orientational
order, but has short-range orientational correlations fluctuating in
time in the form of clusters of submicron size [23].

The rheological investigations were carried out using an Anton Paar
MCR 502, equipped with a Peltier-based temperature regulator plate
and a hood. All measurements were done at T=30∘C, with a tempera-
ture accuracy better than 0.1 K. The basic rheological characterization
of the pigment suspensions with different concentrations was done in
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rotational and oscillatory modes. In the rotational mode, the viscosity
wasmeasured as a function of shear rate by a cone-platemeasuring sys-
tem of 60 mm diameter with the cone angle 0.5° (CP60), and addition-
ally by using a parallel-plate measuring system of 43 mm diameter
(PP43) with transparent upper and lower glass plates. The existence
and the range of linear viscoelasticity was first determined in oscillatory
mode by measuring the dynamic elastic moduli G′, G′′ as a function of
the oscillation amplitude at a fixed angular frequency using PP43.
Then at a sufficiently low amplitude in the linear regime, G′ and G′′
weremeasured as functions of the angular frequency. To avoid transient
effects, a dwell period of at least 30 min between the filling the sample
and the measurement was chosen.

Influences of ageing, thixotropy, and other time dependent phenom-
ena were examined, and could be ruled out. Successive shear rate
sweeps (without dwell) yield the same results. The birefringence of
the samples was measured as a function of the shear rate concurrently
with the viscosity measurement (using PP43). The sketch of the optical
setup is presented in Fig. 2a. The beam of a diode laser with the wave-
length λ=657.3 nmwasfirst polarized at an angle of−45° with respect
to the x-axis, defined by the velocity of the rotating (upper) plate at the
place of incidence. Then, the beam entered the hood, propagated
through the sheared sample, and was modulated with a Hinds Instru-
ments photoelastic modulator (PEM) with the modulation axis set par-
allel to the x-axis. Themodulation frequency was 42 kHz. The light path
continued through the second polarizer (analyzer) adjusted to +45° to
the x-axis. Finally, a signal from a photomultiplier (PM) proportional to
the transmitted laser intensity was measured by a Tiepie HS3 oscillo-
scope. The oscilloscope was triggered by the 1st harmonic reference
output of the PEM. The apparent optical retardation was determined
by a well-established method using:

~Γ ¼ arctan
I1 f
I2 f

J2 Γ0ð Þ
J1 Γ0ð Þ

� �
; ð3Þ
Fig. 2. (a) The schematicfigureof the optical setup to determine the effective birefringence
as a function of shear rate. (b) The parallel plate measuring system (PP43) illuminated
through by the laser beam.
where I1f, I2f are the amplitudes of the 1st and 2nd harmonics of the in-
tensity signal, J1, 2 are Bessel functions of the first kind, and Γ0=2.407 is
the retardationmodulation amplitude of the PEM. I1f and I2fwere deter-
mined from the oscilloscope data numerically in Labview using the
lock-in principle. ~Γ is related to the actual optical retardation Γ by Γ ¼ ~Γ
þmπ, wherem is an integer to be determined from the experiment (see
below). The effective birefringence in the 1–3 plane was calculated by:

Δn13 ¼ Γλ
2πd

; ð4Þ

where d is the local gap of the rheometer cell. We note that the dichro-
ismof themeasured sample influences only the dc level of the transmit-
ted intensity, the first and second harmonics are left unaffected.
Consequently, the effective birefringence values, determined with the
present method, are not influenced by the dichroism of the system.

4. Results and discussion

The relative viscosity ηr (i.e. the viscosity of the suspension nor-
malized by the viscosity of the solvent) is presented as a function
of the shear rateγ ̇ for pigment suspensions with lower (a) and higher
(b) volume concentrations in Fig. 3. The suspensions show an in-
creasing shear thinning character [1,2,53–58] with increasing con-
centration. Up to ϕ=0.119 and below the shear rate of 10 s−1, the
change in η is rather small, thus the dispersions appear to have New-
tonian plateaus in the low Péclet number (Pe ¼ γ ̇=Dr) limit [59,60].
Here Dr is the rotational diffusion constant. At higher shear rates,
shear thinning becomes more pronounced, i.e. the slope of the vis-
cosity curves decreases stronger with increasing γ ̇. In the measured
shear rate range, the pigment suspensions did not exhibit a Newto-
nian plateau at high Pe.

At ϕ=0.154 and above, the behaviour is different: the decrease of
viscosity as a function of γ ̇ grows even at very low shear rates, clearly
showing the lack of a low Pe Newtonian plateau. Especially in the
cases of the three largest volume fractions, theγ ̇ dependence of the vis-
cosity appears to obey a power law. This type of behaviour was ob-
served in other concentrated systems such as rod-like polymer
solutions [61–64], and suspensions of rod-like cellulose micro/
nanocrystals [65–68] and was attributed to the elasticity of a
polydomain nematic defect structure.

We note that Fig. 3b includes two datasets for ϕ=0.191, resulting
from the measurements using the parallel-plate and the cone-plate
measuring systems. The advantage of the cone-plate system is the uni-
form shear rate in the cell. However, this geometry suffers from occa-
sional jamming of the suspensions near the contact region that affect
the measurements, therefore the parallel-plate geometry is simpler
from a practical point of view. For parallel-plates,γ ̇ is defined as the av-
erage shear rate, which is two-thirds of the shear rate at the circumfer-
ence of the plate [69]. We note that there is another correction method
for the inhomogeneous shear rate, described in Ref. [57](Eq. (5.5.10)),
which results in approximately the same. It can be clearly seen that
the two systems gave similar results, therefore for higher volume frac-
tions, we used only the parallel plate for easier sample filling. It is nota-
ble that at high concentration the viscosity strongly increases with
concentration, e.g. increasing the volume fraction by about 0.04 results
in an order of magnitude higher viscosity.

In order to investigate the effect of the polymeric dispersant, we
measured theflow curve of themixture of 28wt% Solsperse in dodecane
(with no particles). In this concentration, the amount of dispersant cor-
responds to the highest concentration nanoparticle dispersion (40 wt%,
ϕ=0.272). The abovemixturewas found to exhibit Newtonian rheology
with about 10 mPas viscosity as seen in Fig. 3b denoted as “Solsperse”.
This finding means that the dispersant itself does not affect much the
viscosity even at relatively high concentration.



Fig. 3. The viscosity as a function of shear rate in suspensions of (a) lower, and (b) higher
volume concentrations of elongated pigment nanoparticles; data for 28 wt% mixture of
Solsperse dispersant in dodecane. (c) The shear stress as a function of shear rate.
Measurements done with a cone-plate (CP) and a parallel-plate (PP) system in the
volume fraction ranges ϕ ≤ 0.191 and ϕ ≥ 0.191, respectively.

Fig. 4. The viscosity of suspensions as a function of the volume fraction ϕ of the elongated
pigment nanoparticles. The data shown were measured at the lowest possible shear rate
(solid black squares - low Pe) and at a high shear rate of 2000 s−1 (open red circles -
high Pe). Theoretical predictions for suspensions of ellipsoids with the aspect ratio of 9.8
for the low and high Pe limits are included for comparison (blue dashed line - Kuhn, and
green dotted line - Pabst, respectively.) Fits of the Krieger-Dougherty-equation, and a
stretched exponential are also given (black solid line and magenta dash-dotted line,
respectively). The inset shows the same data focusing on the low concentration range.
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In Fig. 3c, the shear stress σ is shown as a function of the shear rate.
Seemingly, in the concentrated suspensions (ϕN0.16), a residual stress
remains even at very low values of γ ̇ , which manifests a yielding
behaviour.

The viscosity as a function of the volume fraction is presented in
Fig. 4. Data are shown for the low shear rate limit, i.e. for each concen-
tration, the lowest point in Fig. 3 was used (solid black squares), and
for high shear rates, i.e. 2000 s−1 (open red circles), corresponding to
low and high Pe, respectively. In the low Pe branch, from ϕ=0 to
0.272, ηr increases by about 6 orders of magnitude, while for high Pe,
the viscosity change is less than three orders of magnitude.
Generally, the concentration dependence of the viscosity can be de-
scribed by various models. The Krieger-Dougherty [70] equation is the
most widely used empirical formula, which is to fit in the low Pe range:

ηr ¼ 1−
ϕ
ϕm

� �−½η�ϕm

; ð5Þ

where ½η� ¼ lim
ϕ→0

ðηr−1Þ=ϕ, and ϕm is a fit parameter often called the
maximum volume fraction of the particles. Furthermore, [η] denotes
the intrinsic viscosity, a measure of the particles contribution to the vis-
cosity in the zero concentration limit. Another approach is to use a
stretched exponential [71,72]:

ηr ¼ eaϕ
ν
; ð6Þ

where a and ν are fit parameters.
As it is seen, our low Pe data can be fitted well by both the Krieger-

Dougherty equation and a stretched exponential in the low-
concentration range. The fits resulted in the following parameters:
ϕm=0.28( ± 0.06) and [η]=25( ± 12) for Eq. (5), a=79( ± 15) and
ν=1.4( ± 0.1) for Eq. (6). Though the fit values we found are unusual,
yet such are not unprecedented. For wollastonite microparticles, the
maximum packing fraction and the intrinsic viscosity was found to be
0.13 and 10.2, respectively [73]. For hematite rods (aspect ratio: 8.4),
maximum packing fraction was found to be as low as 0.12, while the
Krieger-Dougherty fit resulted in 23 for the intrinsic viscosity [74]. The
high fitted value of intrinsic viscosity indicates that the interactions be-
tween particles are additional to hydrodynamic forces.

For elongated particles, an analytic expression was derived by W.
andH. Kuhn [75] for the zero-shear viscosity of suspensions of relatively
low aspect ratio 1bpab15 rigid Brownian ellipsoids:

ηr ¼ 1þ ϕ 2:5þ 0:4075 pa−1ð Þ1:508
� �

: ð7Þ

More recently, using the results of Brenner [76], Hinch and Leal [31],
and Scheraga [77], Pabst et al. [73] calculated the intrinsic viscosity in
the Pe → ∞ limit, for suspensions of prolate spheroids in the regime
1bpab50 that resulted in:

ηr ¼ 1þ ϕ 2:5þ 0:123 pa−1ð Þ0:925
� �

: ð8Þ

The fitted intrinsic viscosity is found to be considerably larger com-
pared to suspensions of isometric particles ([η] ~ 2.5 − 3.5) [78,79], as
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expected. However, both analytic formulas for anisometric particles
give smaller viscosities than the viscosity of our pigment suspension,
as it is seen in Fig. 4. The deviation may be attributed to the relatively
large polydispersity of the particles and, as a result, the uncertainty in
the aspect ratio and the calculated volume fraction. Moreover, the ap-
plied models consider hard spheroids, which describes our system
only approximately, because of the grafting polymer layers on the sur-
faces of the particles and the triaxial ellipsoid shape of the latter.

Qualitatively similar stationary rheological behaviourwas presented
earlier in various types of other elongatedparticle suspensions. Aqueous
suspensions of cellulose nanoparticles were investigated by several
groups. Araki et al. [4,80] investigated dilute particle dispersions with
high aspect ratio (~50), and the measured intrinsic viscosity of non-
aggregated systems was consistent with the analytical formula of
Simha [81,82]. Similar systems [83–85] but with longer particles (larger
pa) were studied even in the region of high volume fractions. In that
work, the transition from the isotropic to the nematic phasewas observ-
able as a slight decrease in the viscosity, followed by a steep increase up
to the largest concentrations, where a power law dependence of ηr vs.γ ̇
Fig. 5. (a–e) The storage (G′) and loss (G′′)moduli as a function of shear strainγ, in the volume fr
ϕ dependence of the viscoelastic moduli measured at γ=1%. The oscillatory measurements we
was found, similarly to our system. Also, in aqueous dispersions of col-
loidal hematite rods (pa=8.4 [74]), qualitatively similar rheology was
shown. However, the parameter ([η] × ϕm) in the Krieger-Dougherty
fit was found to be lower: ~3 compared to ~7, the value in the case of
pigment suspensions. This difference may arise from the different
level of electrostatic interactions between particles. We assume that
the ionic strength in the aqueous dispersions was much higher com-
pared to our system that uses a nonpolar solvent.

In order to characterize the viscoelastic properties of the suspen-
sions, we performed oscillatory shear measurements in the parallel
plate geometry. The resulting storage and loss moduli (G′ and G′′, re-
spectively) were determined at a constant angular frequency ω=10
rad/s, as a function of the shear strain γ. At lower concentrations
(ϕb0.119), the suspensions were found to be liquid-like with no mea-
surable elasticity. At ϕ=0.119 (see Fig. 5a), a nonzero storage modulus
wasmeasured; bothmoduli showed only a slight dependence on strain.
Thus the suspension exhibits a linear viscoelasticity in the measured
range up to γ=100%. At a higher concentration of ϕ=0.154 (see
Fig. 5b), G′ and G′′ become larger, but their relative difference is getting
action rangeϕ=0.119–0.272 of the elongatedpigment nanoparticles in dodecane. (f) The
re done at constant angular frequency ω=10 rad/s.



Fig. 7. The measured apparent phase difference between the ordinary and extraordinary
light rays as a function of shear rate at the light path () in the case of different volume
fractions ϕ of the elongated pigment nanoparticles dispersed in dodecane: (a) ϕ=0.119,
(b) ϕ=0.154.
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smaller, indicating a more pronounced gel-like behaviour. The linear
viscoelastic range breaks down at around γ=2%, where both moduli
start to decrease. As seen in Fig. 5c, increasing the concentration up to
ϕ=0.191 results in a more gel-like system with a strongly increasing
G′ in the linear viscoelastic regime. At the highest concentrations (for
ϕ=0.23, and ϕ=0.272, see Fig. 5d and e, respectively), the increasing
trendof themoduli continues, and after the breakdown of the linear vis-
coelastic regime, a peak in G′′(γ) becomes observable, showing that our
highly concentrated suspensions clearly exhibit a soft glassy response
[86]. The concentration-dependent change in the viscoelasticity of sus-
pensions can be followed in Fig. 5f, where G′ and G′′ are plotted versus
ϕmeasured at ω=10 rad/s and γ=1% in the linear viscoelastic regime.
The transition from viscoelastic liquid-like to gel-like behaviour occurs
at a critical volume fraction at around ϕ=0.16.

The storage and loss moduli measured in the linear viscoelastic re-
gime as a function of the angular frequency ω are shown for three se-
lected volume fractions in Fig. 6. For ϕ=0.119 the two curves
describing the frequency dependence of G′ and G′′ run almost parallel
in the entire range, showing fluid-like behaviour. Earlier calculations
and measurements showed that the viscoelasticity of dilute rod-like
suspensions can be described by a modified Maxwell-model with a
crossover frequency at several kHz. Interestingly, at ϕ=0.154, the
values of G′ and G′′ are almost equal for the whole ω-range. Above
ϕ=0.154, the suspensions turn to be gel-like i.e. the storage modulus
becomes higher than the loss modulus, in accordance with results pre-
sented in Fig. 5. As an example, the case ϕ=0.272 is shown in Fig. 6,
where seemingly the difference between G′ and G′′ is also independent
on ω. In the present range of measurements, the data can be approxi-
mated by a power law, where the exponent is smaller at lower volume
fractions. This power-law-like behaviour seems to prevent a plausible
comparison with classical descriptions such as the Mountain-Zwanzig
equation [1,87] that relates the storage modulus in the high frequency
limit to the inter-particle interactions, because of the lack of frequency
independent high frequency limit of G′.

The apparent optical phase difference ~Γ as a function of local shear
rate was determined using Eq. (3). The measurements were done in
the parallel plate geometry, where the actual shear rate depends line-
arly on the radius from the rotation axis. In order to compare the mea-
sured optical properties to the shear stress, the local shear rate has to
be used, which is denoted by γ ̇L (determined from the location of the

laser spot with respect to the rotation axis). The measured value of ~Γ
as a function of γL̇ is shown in Fig. 7 for two volume fractions. Fig. 7a
Fig. 6. The storage (G′) and loss (G′′)moduli as a function of angular frequencyω, for three
suspensions of the elongated pigment nanoparticles in dodecane with the volume
fractions ϕ = 0.119, 0.154, and 0.272. The viscoelastic moduli were measured in the
linear viscoelastic regime.
shows the data for ϕ=0.119, the tendency of the curve is typical for
low volume fractions. ~Γ is restricted to the range of −π/2 to +π/2, be-
cause it is obtained from the inverse tangent in Eq. (3). The actual
phase shifts outside of this interval can be determined if the following
assumptions hold: 1) Γ changes smoothly (as a function of γL̇ ),
2) there is one reference point, where the absolute value of Γ is
known. In the regime ϕ ≤ 0.119, at the lowest shear rates, Γ is zero,
therefore, we assume that the measured ~Γ is equal to Γ (0th order),
until it reaches +π/2 and continues from −π/2 in the 1st order.

In Fig. 7b, one can see that at the lowest γ ̇L, Γ is not exactly zero, and
the increase with γ ̇L is much sharper compared to the lower concentra-
tion cases. This is in accordancewith the rheological results, where both
the gelation and the occurrence of the nematic-like phasewere found to
emerge at around ϕ ≈ 0.16. At higher concentration, there is consider-
able birefringence present already in absence of shear, owing to the re-
sidual birefringence of the dispersion and the presence of randomly
oriented birefringent domains in the laser spot. Therefore no reference
point can be identified, and the absolute level of Γ cannot be
determined.

In the following, we aim to give a phenomenological description of
our results that may be useful to make comparison with systems de-
scribed by a stress-optical coefficient. We are aware of that a stress-



Fig. 8. (a) Themeasured effective optical anisotropyΔn13 as a function of shear stress σ in
the case of pigment nanoparticle suspensions in dodecane with different ϕ volume
fractions; data for 28 wt% mixture of Solsperse dispersant in dodecane. The linear part of
Δn13 versus σ at the origin was used to determine the effective (zero-shear) stress-
optical coefficient C ∗ (inset). (b) The measured effective optical anisotropy Δn13 per
volume fraction as a function of shear stress.

Fig. 9. The effective optical anisotropy Δn13 measured at (left axis) and the effective
stress-optical coefficient C ∗ (right axis) as functions of the volume fraction ϕ.
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optical rule may not strictly be applicable in our system, nevertheless
we derive an effective stress-optical coefficient denoted by C ∗. We fol-
low the notations introduced in Section 2. Since our probe light beam
propagates in direction 2, only an effective birefringence could be mea-
sured in the 1–3 plane: Δn13. This is related, however, to the refractive
indices and to the extinction angle assuming uniaxial symmetry by

Δn13 ¼ nIffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffi
1þ n2

I −n2
II

n2
II

 !
sin2χ

vuut
−nII; ð9Þ

wherenI, andnII are theprincipal refractive indices.UsingΔn=(nI−nII)
and assuming that Δn is very small, in first order one obtains:

Δn13 ≈ cos2χΔn: ð10Þ

Combining Eqs. (1), (2), and (10) leads to:

Δn13 ≈ C�2σ
cos2χ
sin2χ

¼ cotχC�σ ; ð11Þ

which can be reduced to the simple form:

Δn13jσ→0 ≈ C�σ ð12Þ

if one assumes χ = π/4, which is a good approximation in the limit
σ→ 0 [7]. Consequently, using Eq. (12), we can determine the effective
stress-optical coefficient by taking the slope of the σ(Δn13) curve in the
origin. Using the shear stress - shear rate data from the measurements
by the cone-and-plate system (see Fig. 3c) and Eq. (4), the sigmadepen-
dence of Δn13 is plotted in Fig. 8a for various volume concentrations.

It can be seen that a linear stress-birefringence relation can only be
found at the onset of the curves at relatively low values of σ, which is
not surprising, since the assumption above of χ = π/4 stands only in
the zero-shear limit. Even in the case of the lowest concentration sus-
pension (ϕ = 0.005), there is measurable shear-induced birefringence.
After the sharp initial increase in Δn13, the birefringence tends to satu-
rate. The nonlinear character of Δn13 with increasing shear stress is a
consequence of the stress dependence of χ and Δn (see Eq. (10)).

In order to investigate the effect of the polymeric dispersant, we
measured the birefringence as a function of shear stress in the mixture
of 28 wt% Solsperse in dodecane (with no particles). As seen in Fig. 8
(denoted as “Solsperse”), no detectable level of flow-induced birefrin-
gencewas found in spite of that in this concentration, the amount of dis-
persant corresponds to the highest concentration nanoparticle
dispersion (40 wt%, ϕ=0.272). This finding refers to that the dispersant
itself has negligible contribution in the largeflow-induced birefringence
found in the nanoparticle dispersions.

In Fig. 8b, we plotted Δn13 divided by ϕ as a function of σ to check
whether the curves of the effective birefringence versus stress collapse
or not. Seemingly, the curves collapse to some extent, however the
overlap between them is not perfect, meaning that this simple rescaling
does not completely explain the ϕ dependence of the rheo-optical data.
Nevertheless, one may notice on Fig. 8b that the extrapolation of the
curves to the high stress side may give a birefringence value corre-
sponding to ϕ=1 (the solid crystal material of nanoparticles) with as-
suming perfect alignment of the particles to the flow, being roughly
0.055, which value may not be unrealistic.

In order to demonstrate the effect of concentration on the shear-
induced birefringence close to saturation,we plottedΔn13 taken atγ L̇ ¼
1000 s−1, as a function ofϕ in Fig. 9. Amonotonic, almost linear increase
was found. Since the birefringence of a particulate suspension in an iso-
tropic fluid depends linearly on both the orientational order parameter
and the concentration of the particles, the value of Δn13 at a constant
shear rate (1000 s−1) is expected to linearly increase with the particle
concentration. A similar situation occurs in binary suspensions of
pigment and magnetic nanoparticles, where an external magnetic
field induces chain formation of magnetic particles leading to an align-
ment of nonmagnetic pigment rods [27]. The saturating value of the bi-
refringence appears to scale linearly with concentration.

The effective stress-optical coefficients determined by Eq. (12) are
presented in Fig. 9 as a function of the volume fraction. In the
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semilogarithmic plot (right vertical axis - log scale, horizontal axis - lin
scale), the relationship for C ∗(ϕ) is approximately linear, meaning that
at higher volume fractions, the increase in the effective stress-optical
coefficient becomes larger, nearly exponential. We think that this be-
haviour is related to the emergence of the nematic phase at higher vol-
ume fractions.

The effective stress-optical coefficient C ∗ is already 4.6 ⋅ 10−4 Pa−1 at
a concentration of ϕ=0.005, and increases with concentration reaching
2.3 ⋅ 10−2 Pa−1 at ϕ=0.119, which is still below the isotropic - nematic
transition. This is several orders of magnitude higher compared to the
earlier findings on other systems. The previously reported systems in-
clude the isotropic phase of small molecular bent-core liquid crystalline
compounds (C ≈ 7 ⋅ 10−6 Pa−1) [19], liquid crystalline polymers
(C≈ 10−6 Pa−1) [20,21] or micellar systems (C≈ 10−7 Pa−1) [88]. Fur-
ther, in a PBLG [poly(γ-benzyl L-glutamate)] solution where the ne-
matic transition takes place at ϕ=0.13, C was in the range of 5 × 10−7

Pa−1 below ϕ=0.05, and jumped up to 10−6 Pa−1 at ϕ=0.1 [16] ap-
proaching the nematic transition.

The observed large birefringence involves the contribution of several
effects. (i) The dispersed pigment particles exhibit intrinsic birefrin-
gence because of their crystal structure is orthorhombic with P212121
symmetry [89]. Moreover the laser wavelength we applied is near the
absorption band of the pigment [23], so the resulting resonance in one
refractive index may lead to especially high intrinsic birefringence. (ii)
The anisotropic polarizability and shape lead to the appearance of scat-
tering birefringence [90,91], which can be described by Mie scattering
since the size of the particles is comparable to the wavelength of light.
(iii) On the one hand, the quantities of the polymeric dispersant and
the pigment particles are almost the same in the suspensions (Rwd=
70 wt%, see the experimental section), therefore one may think that
the polymeric contribution to the shear-induced birefringence might
also be important. We can exclude this effect, however, because the
rheo-optical measurements on the 28 wt% solution of Solsperse in
dodecane showed undetectable flow-induced birefringence. On the
other hand, the polymers adsorbed at the pigment particles may act as
a source of interaction between the particles. If the polymer conforma-
tion is extended, then the range of the steric interaction among the pig-
ment particles can be relatively large, thus the coupling between shear
and orientational order is strong, resulting in an unprecedentedly
large effective stress-optical coefficient.

In future studies, it would be interesting to investigate other rheo-
logical quantities such as normal stress differences,which could provide
further information on the complex particle-particle interactions during
shear. Also, other types of colloids with high intrinsic birefringence are
potential candidates for strong flow-induced birefringence [92–94].
More data on such systems should shed light on the role of the key pa-
rameters (e.g. particle size, shape, crystal properties) in the appearance
of a very strong stress-optical response, one example is the suspension
of elongated pigment particles presented here.

5. Summary

We investigated rheological, viscoelastic and rheo-optical properties
of a dispersion of anisometric pigment particles at various volume frac-
tions. We demonstrated a non-Newtonian flow behaviour transformed
into a viscoelastic response with a high storage modulus. This indicates,
that the nematic-like state represents a gel state, where the orienta-
tional motion of the particles is arrested. One of the main findings is a
giant effective stress-optical coefficient, responsible for the flow align-
ment, which is several orders of magnitude higher than in the other re-
ported cases.
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