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Recent advances in rheometry exploiting frequency-modulated (chirp) waveforms have dramatically reduced
the time required to perform linear viscoelastic characterisation of complex materials. However, the technique
was optimised for ‘separate motor transducer’ instruments, in which the drive motor imposing the strain
deformation is decoupled from the torque transducer. Whilst the use of optimised windowed chirps (OWCh)
using other rheometers has been recently reported in the literature, no systematic study concerning the use of
‘combined motor transducer’ instruments (in which the motor and transducer subsystems are integrated into
a single ‘head’) has been undertaken. In the present study, we demonstrate the use of OWCh rheometry using
combined motor transducer/single-head rheometers using a stress-controlled operating principle, thus avoiding
the reliance on complicated and instrument-specific feedback control systems that would be required to perform
strain-controlled experiments. The use of stress-controlled chirps requires a modification to the established
OWCh analysis protocol such that the complex viscosity n*(w) is used as an intermediate proxy function for
ultimately computing the complex modulus G*(w). This approach negates the effect of the strain offset that is
inherent to stress-controlled oscillatory rheometry. Secondly, a correction algorithm and operational criteria for
identifying inertial artefacts is established before we consider the impact of chirp digitisation on data acquisi-
tion. The use of stress-controlled OWCh rheometry (which we term Stress-OWCh, i.e. 5OWCh) is demonstrated
for a diverse range of material classes including, Newtonian calibration fluids (silicone oil), polymer solutions
(polyethylene oxide in water), an entangled polymer melt (polydimethylsiloxane), worm-like micellar systems
(cetylpyridinium chloride/sodium salicylate), time-evolving critical gels (gelatin) and aging elastoviscoplastic
materials (Laponite®). This novel implementation of chirp waveforms using a single-head rheometer will
facilitate the wider adoption of OWCh rheometry and allow the benefits of frequency-modulation techniques
to be exploited where separate motor transducer instruments are unavailable/unsuitable.

However, this frequency sweep (FS) approach is time consuming and
can be the source of QA/QC bottlenecks. Further, when probing mi-

1. Introduction

Linear viscoelastic characterisation of complex fluids and soft solids
is perhaps the most common rheometric operation and allows the
molecular architecture and relaxation dynamics of a sample, that is
often (but not exclusively) polymeric in nature, to be investigated.
Experiments can be designed to monitor the transient evolution of
these properties with time/extent of reaction and other environmental

crostructural evolution (e.g. gelation/curing) [1-4] using repeated FS
experiments, the evolving rheological properties, compete with the
constraint that the material be assumed to be linear time invariant
(LTD) during each frequency sweep. This limits the duration, and hence
frequency content of the FS signal. A useful alternative to the FS is

parameters such as temperature and pH. The data obtained from linear
viscoelastic property measurement also provide a basis for quality
control/quality assurance (QC/QA) assays, often in conjunction with
the determination of the steady-state flow curve of the material. Con-
ventional linear viscoelastic characterisation is often performed in the
frequency domain by considering the mechanical response of a material
to a discrete sequence of small amplitude, single-tone, oscillations.
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the multi-wave experiment (often termed Fourier Transform Mechani-
cal Spectroscopy, FTMS) in which the material is probed at multiple
frequencies simultaneously using a composite waveform constructed
from a fundamental base frequency and several harmonics [5,6]. Whilst
FTMS experiments allow the linear viscoelastic properties of the ma-
terial to be assessed rapidly, the deformation associated with each
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component frequency contributes to the total strain amplitude, which
must remain within the linear viscoelastic range of the material, hence
the amplitude of each component frequency must be reduced compared
to the FS approach.

The use of broadband experimental techniques in the rapid linear
viscoelastic characterisation of complex fluids is gaining popularity [7-
11]. Such techniques allow the linear viscoelastic parameters charac-
terising an unknown material (such as time-evolving complex modulus
of an aging or mutating material, G*(w,1,)) to be determined, with
very high frequency resolution, in a fraction of the time required by
conventional FS based rheometric protocols. One such technique uses
frequency modulated ‘Chirp signals’ [7,12-15] which, whilst exploited
in acoustics [16] and radar [17] for many years, have only recently
been used for complex fluids characterisation. A chirp waveform, in
which the frequency evolves from w, to w, over the waveform duration
T (in this case exponentially) can be mathematically expressed as
follows:

x() = xq sin (kg [e¥2" — 1]) 1)

where k; = ©T/log(w,/w;) and k, = log(w,/w,;)/T. Hence, the
instantaneous frequency evolves as:

w, t/T
o(t) = w, (;) 2)
1

and all frequencies w; < w < w, are probed by the waveform. As
such, the signals are ideally suited to probing the transfer function of
LTI material systems. In terms of mechanical analysis, one may probe
the complex modulus G*(w) by defining this as the transfer function
between an applied perturbation (strain, y) and the response of the
material in terms of stress (o), i.e.:
Flo]

G@=Zy

3

where #(.) denotes the Fourier Transform.

However, analysis of a waveform such as (Eq. (1)) using a Discrete
Fourier Transform results in the convolution of the Fourier trans-
form of the material response to the perturbation waveform itself and
the Fourier transform of a rectangular signal envelope. This leads
to the generation of sidelobes and ‘spectral leakage’ (i.e. the loss of
information from the frequency spectrum between », and w,), thus
preventing accurate determination of the desired linear response func-
tion, i.e. G*(w). Further, the absence of periodicity in the waveforms
may exacerbate spectral leakage. Geri et al. [7] demonstrated that
such issues can be effectively minimised by (i) ensuring that the Time-
Bandwidth product of the forcing signal, TB = T'(w, — w,)/2x, is large
and (ii) multiplying the chirp signal with a Tukey style windowing
function, which ensures periodicity in both the imposed perturbation
and material response waveforms (since the Tukey window smoothly
grows from, and returns to, zero at + = 0 and ¢+ = T, respectively)
thus minimising spectral leakage. The corresponding forcing function
is thus [7]:

2| 7 1 r . k t r
cos [7 (;—5)]sm(k1[e 2t — 1)), 753
x(1) = xq 4 sin (k; [e¥2" — 1]), §<%<1—§ (O]
21 17 1 r . k t r
cos [7 (;—1+§)]sm(k1[e 2t — 1)), ?21—5

where r denotes a windowing parameter which defines the steepness of
the window function as# — 0 and  — T. An Optimally Windowed Chirp
(OWCh) waveform that permitted G*(w) to be determined accurately
over a wide frequency range was proposed with r = 0.1. Fig. 1
compares, for illustrative purpose, the unwindowed and windowed (r =
0.5) signals.

Chirp-based protocols are particularly useful in the study of mutat-
ing materials [7,14] since a wide frequency band can be excited in a
relatively short experiment, allowing the evolution of the frequency-
dependent viscoelastic properties of a sample to be monitored using a

Journal of Non-Newtonian Fluid Mechanics 333 (2024) 105307

sequence of chirps (the material being assumed to be an LTI system
locally during each chirp). In the context of gelling samples, for exam-
ple, such data allows the gel point (GP), which identifies the transition
from viscoelastic liquid to viscoelastic solid, to be determined [1,2,5,6,
18]. However, the ability to rapidly acquire viscoelastic spectra finds
more general use in the efficient and high throughput characterisation
of a wide variety of samples. The present work focusses on linear
viscoelastic characterisation but the use of chirp protocols in the non-
linear regime has been demonstrated, through the use of orthogonal
superposition, by Rathinaraj et al. [19]. In addition it is possible
to consider future combinations of chirp protocols and slowly swept
strain (or stress) amplitude-modulated approaches using for example
the Gaborheometry approach [20].

Whilst OWCh protocols can be implemented using a TA Instruments
ARES-G2 rheometer following Geri et al. [7] or the Anton Paar MCR702
(Twin Drive) following Athanasiou et al. [15], both of which operate
as Separate Motor Transducer (SMT) devices, implementing such pro-
tocols using Combined Motor Transducer (CMT) instruments can be
challenging. Whilst modern CMT rheometers are often able to perform
strain-controlled experiments requiring steady unidirectional shear or
steady state oscillatory waveforms exceptionally well (as discussed by
Lauger [21]), it can be difficult for the rheometer to achieve a desired
chirp waveform since the frequency and phase of the applied deforma-
tion wave (and also the response of the material to that deformation)
is evolving dynamically throughout the duration of waveform. The
nonlinear feedback and control algorithms have also been optimised
for single frequency periodic oscillatory deformations. Modern CMT
rheometers utilise either Drag Cup or Electrically Commutated motor
technology, both of which work on the principle that the achieved
torque (and thus the stress applied to the sample) is proportional to
the current applied to the motor, and a more effective approach may be
to invoke the torque-controlled operation mode of the CMT rheometer
to apply stress-controlled and frequency-modulated signals such as a
chirp.

In addition to avoiding the need for strain-controlled feedback
loops, the use of stress-controlled chirps has other benefits. For exam-
ple, in gelling materials, it is necessary to balance the limited linear
viscoelastic range (LVR) of the post-gel point regime with achieving
sufficient resolution of the response waveform in the pre-gel regime.
Strain-controlled protocols typically sacrifice pre-GP stress resolution
to ensure that the strain at (and beyond) the GP remains within the
LVR [7,12-14]. Employing a stress-controlled protocol allows good
data to be obtained throughout the gelation process since the strain
amplitude attained naturally decreases as the relaxation spectrum of
the material (and hence the zero shear viscosity) evolves towards the
GP [4]. Materials characterised by a limited and frequency-dependent
LVR may also benefit from the use of stress-controlled, chirp-based
rheometry. When employing a strain-based chirp protocol on such
materials, the strain amplitude will be limited by the extent of the
high-frequency LVR which, at low frequencies, may be insufficient
to generate a resolvable torque signal. The response of such a ma-
terial to a stress-based chirp (with the stress amplitude determined
based on both high and low-frequency LVR considerations) would be
characterised by larger strains at low frequencies thus allowing good
resolution to be achieved across a far wider frequency range. Stress-
controlled experiments are often also employed in studies of yield stress
fluids [20]. By applying stress amplitudes that are either below or
above the critical flow stress the evolution of the frequency-dependent
properties of an elastoviscoplastic material can be followed as the
material yields and begins to flow. Finally, the ability to perform chirp-
based rheometry on Combined Motor Transducer (CMT) rheometers
(also often referred to as single head (SH) rheometers) will facilitate
the wider adoption of OWCh and allow its benefits to be exploited
where native strain-controlled instruments are unavailable, as most
instruments in non-specialist/industrial laboratories are CMT units.
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Fig. 1. Comparison of un-windowed chirp (grey) and Tukey windowed chirp (blue) waveforms. Dashed lines show the signal envelopes (i.e. window functions). Note that the
optimum windowed chirp was found to be r =0.1 in Geri et al. [7], but a waveform with r = 0.5 is shown here for clarity.

The response of most samples to stress-controlled (single-tone) os-
cillations does not result in a strain waveform that oscillates around
zero strain; a constant ‘strain offset’ is observed which can be used to
probe the zero shear viscosity as recently demonstrated experimentally
by Lee et al. [22] and analytically by Hassager [23] and Ogunkeye
et al. [24]. In Section 2.1 we extend the modelling of Hassager (for
single-tone oscillations) to the stress-controlled chirp and demonstrate
that, for such perturbations, the offset evolves throughout the chirp
waveform. The presence of this time varying offset is problematic in
terms of extracting the complex modulus from the cOWCh experiment
since, whilst the driving stress waveform is periodic, the strain response
is not and subsequent Fourier Transformation of the data generates
significant Fresnel ripples in the computed moduli which render the
results unusable (the time dependency of the offset preventing it from
appearing as a simple DC term in the FFT). Herein, we propose to over-
come this issue by performing Fourier analysis on the time derivative of
the strain data (i.e. the strain rate) and seeking the complex viscosity,
n*(w), before converting this to the complex modulus through the well-
known relation G*(w) = iown*(w). Notably, a recent study of the aging of
Bentonite samples using chirp-based rheometry was performed using a
TA Instruments DHR3 rheometer (a CMT device) operated in its stress-
controlled mode (thus avoiding the need to employ feedback loops)
in which G*(w) was determined from the stress and strain waveforms
directly [20]. However, the Bentonite sample displayed a yield stress
thus driving the strain offset to zero. Other classes of materials, which
do not display a yield stress cannot be analysed accurately using FFT
analysis of the stress and strain waveforms.

In addition to the issues associated with the evolving strain offset,
experiments performed on CMT rheometers are subject to the effects of
both ‘instrument’ and ‘sample’ inertia. In contrast to SMT rheometers,
for which torque is measured at the stationary part of the geometry,
in CMT rheometers torque application and displacement measurement
both occur at the moving element of the geometry. As such, some of
the applied torque must be used to accelerate the moving parts of
the rheometer (motor, shaft and geometry). Such ‘instrument’ inertial
effects have been discussed in detail by several authors [24-31], in-
cluding Prof. Ken Walters in his 1975 book ‘Rheometry’ [32], and it
is well understood that inertial artefacts can (i) introduce a quadratic
scaling with G’(w) ~ Iw?® at high frequencies and (ii) generate a reso-
nant coupling between the instrument and the sample elasticity which
dramatically reduces the torque amplitude applied to the material at
high frequencies. Ogunkeye, Hudson & Curtis [24] recently evaluated
the impact of inertia on the start up of stress-controlled oscillations
following the analysis of Hassager [23] for the inertialess case. In
Section 2.2 we extend this analysis to study the impact of instrument
inertia on the response of the combined system (i.e. the rheometer

and the loaded material sample) to a fOWCh perturbation and demon-
strate that understanding its effects are critical to performing accurate
chirp-based rheometry using CMT rheometers.

In Section 2.3 we consider the implications of waveform digitisa-
tion. This discretisation process occurs within the rheometer software
and results in the generation of a look up table (LUT) that is sent to
the rheometer as a command signal. The chirp signal is reconstructed
by the rheometer hardware using an interpolation function to generate
the perturbation waveform. This operation generates limitations on the
range of waveform parameters and we present guidelines for OWCh
waveform design based on the size of the LUT (which can differ
dramatically between rheometer models) and the frequency range it
is desired to study.

In Section 3 we demonstrate the use of the s/OWCh on a wide
range of model systems; (i) a silicone oil (ii) a polydimethylsiloxane
(PDMS) which we consider as a room temperature entangled polymer
melt, (iii) a polymer solution (polyethyleneoxide) (iv) a worm-like
micellar system, (v) a gelatin sample undergoing gelation, and finally
(vi) Laponite® (an aging, yield stress material).

2. Modelling
2.1. Strain offset

We begin by considering the response of a general viscoelastic
material to a gOWCh perturbation following Hassager (2020) [23] who,
working in the Laplace domain, derived an analytical expression for
the strain response to the start-up of a (single-tone) stress-controlled
oscillatory perturbation. However, the Laplace transform of the chirp
signal cannot be computed easily and hence we consider an arbitrary
waveform constructed as a piecewise function of N steps, each having
discrete frequency w; initiated at time 7; and terminating at 7, ;. The
chirp function can then be approximated by discretising » and 7 (as
per Eq. (2)). The stress profile for this arbitrary waveform can then be
expressed as:

N-1
6 =0 Z [H(t - 1) sin(e;(t = 1)) + ¢;) — H1 —1,1,)
i=1

X sin(w;(t — t;4) + ¢,-+1)] ®

where H(t —t;) denotes the Heaviside step function and
i-1

o =ij(tj_lj—l) (6)
j=1

expresses the accumulated phase of the perturbation waveform up to
1.

i
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Noting that the Boltzmann superposition principle expresses the
stress at the present time, o(f), as a convolution of the stress relaxation
modulus, G(t — ') and the deformation history ('),

t
o= / Gt —tHy(dt )
in the Laplace domain one can write:
1 1
¥s) = Ly = 129 ®
s s 8(s)

where y(s), y(s), x(s) and g(s) denote the Laplace transforms of y(¢),
7(1), o) and G(t), respectively. Whilst the proposed data processing
algorithm employs 7(#) which could be determined analytically as
&1 [x(s)/g(s)], the rheometer does not directly record this function for
arbitrary waveforms and y(f) must be determined numerically. Hence,
in the present section, we seek to determine (7). Noting that ¢, =7, ; —
(t;41 —1;), the Laplace transform of o(7) can be determined from Eq. (5)
as:

x(s) =09 Y, {e’is [M]

(s2 + a)?)

. [s sin(g; 1) + ; cos(; )] } ©

(s2 + w%)

By substituting Eq. (9) into Eq. (8) we arrive at the following expression
for y(s):

N {er,-s [ssin(¢i)+wi cos(qﬁi)]
= g, SSInt@i) + @; €osPi)

s(s2 + 0?)g(s)

et | 2 sin(¢;y 1) + ; cos(¢;y 1) 10)
s(s2 + w?)g(s)

The time domain function y(r) can now be determined by taking the
inverse Laplace transform of Eq. (10) by considering its poles.
Firstly, we note that:

L7V e ™ F(s)] = Ht — a)f(t — a) 1n

such that we can write:

i (=1

s(s2 + wiz)g(s)

(12)

H(—1 )371 [ssin(¢i+1)+a;,-cos(¢,-+l)]
- i+l
(t_’l+l)

s(s2 + a)iz)g(s)

where the notation & ! [F()] (-, denotes that the variable of the time

domain function, f, will be shifted by a constant ¢;. For later use, we

note that the arguments of both inverse Laplace transforms in Eq. (12)

have the same form:

B(s) _ ssina+ ; COSs a (13)
s(s2 + a)?)g(s)

Each of the inverse Laplace transform terms in Eq. (12) will have
poles at s = 0 (corresponding to the long time behaviour of the system,
i.e. the offset), at s = +iw; (corresponding to the periodic response) and
where s generates zeros of g(s) (corresponding to the transient response
of the material to the frequency steps). We now treat each of these poles
separately. Firstly, the contribution to y(¢) from the pole at s = 0 can
be determined by noting that g(0) = 5, and applying the final value
theorem,

lim f(t) = lim s F(s) am
such that:
H(t—t; ; H(-1 )
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We now consider the periodic contribution to the signal (s = +iw,),
evaluating f(s) = (o + s2)B(s) at the point s = iw we find,

iw; sina + w,; cos a

f(s)= - - (16)
iw;g(iw;)
Recalling that,
G*(w) = iw / G(te ' dt = ing(iw) a7
0
we can write that
G*
sty = T2 as)
and since J* = 1/G*
V(@) = —— 19)

iog(imw)
hence,
fliw)) = J* (iw;sina+ w;cosa) = (J' —iJ") (iw;sina+ w; cosa) (20)
which has real (f,) and imaginary (f;) parts given by

fr=aw(J cosa+J"sina) (21)

fi =w(J'sina—J" cos a) (22)
The combined contribution from s = +iw; is then:
b, (1) = J' sin(a + w;t) — J" cos(a + w;1) (23)
Introducing Eq. (23) into Eq. (10) we find that the periodic contribution
to y(?) is:
7,() = oy 2 {H(t—1,) [J] sin(¢; + oyt = 1,))

i

—Jl." cos (¢; + w; (1 — ti))] -
H(t—t) [Ji, Sin(¢i+l + ot —1;41)
—J!" cos (¢4 + w;(t — ’i+1))] } @9

where the subscript p denotes the ‘periodic’ part of the material re-
sponse whilst J/ and J/” denote the real and imaginary parts of the
complex compliance evaluated at w;.

Finally, the transient contribution to y(f) needs to be considered.
Again following Hassager [23], we consider a multi-mode Maxwell
model with N,, relaxation times 7,, and associated viscosities 7, such
that:

M

= 25
8(s) ; o (25)
This function will have singularities at s = —1/7,,. Outside of these
singularities
dg MmTm
Loy _mm 9 26
ds ; (1 + s7,)? (26)

and hence a single root, s, of g(s) = 0 is found in each of the intervals

1
—— <5< -

Tm

1
T,

m+1

27)

which can be used to define (following Hassager [23]) N, = N, — 1
positive retardation times A, such that:

Ty < A < Tyt (28)

(Note that a single-mode Maxwell model has no retardation time).

The total contribution of the poles at s, to B(s) can be determined
by summing the residues of B(s)exp(—st) at the poles [33]. Close to a
given pole (of B(s)), by definition g(—1/4,) = 0 and hence, g(s) can be
expanded as:

g(s) = <s + %k) g (—i) 0 29)
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Hence, to first order, we have:

1 M Tm
=4 (s 5 ) B s G0

(note that higher order terms of Eq. (29) will not contribute to the
residual since the term (s+1/4,)" — 0 as s - —1/4,). We now substitute
this into Eq. (13), multiply by ¥ and take the residue of the pole
occurring at —1/4, to get:

R [B( et 1 ] [0y cosa — sina] e/ %
es |B(s)e”,——| =

22 T
Ay 1+, rrm—

(31)

Summing over all roots (one of which appears between each pair of

relaxation times) and substituting into Eq. (10) allows the transient

contribution to the strain to be determined as:

=0y Y HE=1) )
i k

[; 4 cos ; — sin ;] e~/ %

212 MmTm
(4} i) X, s

[0; A cOS ypy — sin ;| e iv)/ A

I+l Y, St

! M (A=Tp)?

(32)

—H(t=ti41) )
k

Hence, (neglecting inertia) the total strain as a function of time can be
written as:

7(®) = Vo) + 7, + 7,(0) (33

2.1.1. The windowed chirp signal

For a windowed chirp (i.e. an OWCh experimental protocol) the
parameter o, in Eq. (5) becomes a time-dependent variable, however,
within each discrete interval of Eq. (5), oy(#;) takes a constant value
(which changes between intervals) and hence the windowed chirp can
be accommodated by discretising ¢ in the same manner as w and .

2.1.2. Two mode Maxwell model

A two-mode Maxwell model represents the simplest mechanical
model with a retardation time (and hence involves a transient con-
tribution to the total strain). The retardation time, A, for a two-mode
Maxwell model (with relaxation times z,, 7, and mode viscosities of #,
and #,) can be expressed as:

N7y + M1y

A=1272 34
n+m

whilst

T () = mT + M7 + (7 + 177 0 (35)
(11 + m)? + (ny 7y + my7) )2 ?
ny +my + (72 + mrHe?

J”(a)) _ 1 2 1% 24 (36)

o(ny +m)? + (7 +mr)?w?
o ="y + M 37

Egs. (34) through (37) can be combined with Egs. (5) and (33) to
determine the strain response (in the absence of instrument/sample
inertia effects) of a two-mode Maxwell model to a given windowed
chirp. Fig. 2 shows the response of a two-mode Maxwell model with
7, =0.1s,7,=1sand n, =5, = 1.0 Pa s to a stress-controlled OWCh
waveform which clearly shows that a strain offset is a key feature of
the response. Consequently, if the conventional OWCh protocol, which
calculates the dynamic moduli via
F o]

@ = Zh

(38)

is used to process the waveforms, the resulting moduli show no re-
semblance to the expected result (Fig. 2D). However, provided the
bandwidth of the chirp is sufficiently wide (approximately 2 orders of
magnitude) this offset term approaches a constant in the latter half of
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the experiment (see Fig. 2B) and the expected moduli may be recovered

via:

iwF o]
Flrl

as shown in Fig. 2E.

Note that if one seeks y(¢) rather than y(¢) in the analysis above, the
final value theorem reveals that j(c0) = 0 confirming the absence of the
offset and the validity of seeking #*(w) as an intermediate to obtaining
G*(w).

This approach requires that the derivative of the strain signal be
obtained. In the present work a second order central difference ap-
proach has been used to determine y (for data points i =2 : N —1,
whilst for i =1 and i = N first order forward/backward differences are
employed, respectively). Whilst this operation exacerbates noise, this is
typically only important at a higher frequency than », and hence does
not impede the determination of G*(w) over the range w; < w < w,.

In a similar fashion, whilst direct calculation of the complex com-
pliance, J*(w) as
FFT(y)
FFT(o)
results in significant noise, the material function can be obtained via a
complex fluidity, ®*(w) = @' — i®" (the negative imaginary part being
required to ensure positive values of J’ and J”) as:

G* () = ion™ (o) = (39)

J* () = (40)

ra=2@ (a1
[{0]
where
« _ FFT({y)
2@ = T o) (42)

In the present work we choose to work with the complex viscosity
and complex modulus G*(w) (rather than reporting the complex compli-
ance J*(w)) due to their predominance in the literature, and to facilitate
ready comparison with previous work using strain-controlled chirps.

2.2. Inertia

Having demonstrated that G'(w) and G”'(w) can be accurately deter-
mined from a /OWCh experiment if one seeks *(w) as an intermediate
parameter, we now consider the impact of instrument inertia on the
strain waveform.

Unlike SMT instruments, in which the torque-sensing element of the
geometry is separated from that which is driven by the motor, in CMT
rheometers the application of torque and displacement sensing both
occur at the moving element of the geometry (which is undergoing
continuous acceleration in oscillatory flows). Hence, both the sample
and instrument inertia contribute to the total stress recorded by the
instrument. In the limit of ‘gap loading’, where sample inertia is deemed
to be negligible [34], the total torque (M,) can be expressed as the sum
of the sample torque, M, and the inertial torque as follows:

M,=M,+1,6 (43)

where I, is the calibrated moment of inertia constant of the system
(i.e. including instrument and geometry components) and 6(¢) denotes
the instantaneous angular displacement. Consequently, in the presence
of inertia, Eq. (7) becomes:

o,(t) = / Gt —ty(dt + Iy (44)

where o, denotes the total stress (= M,/K,). Note that I = I.(K,/K,)
where K, and K, denote the geometry-specific stress and strain factors,
respectively. Hence the Laplace domain function becomes

1 x(s)

s g(s)+ 1Is 4%

y(s) =

Ogunkeye, Hudson & Curtis [24] demonstrated that, for single-tone
oscillations, the additional term (/s) in the denominator of Eq. (45)
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Fig. 2. Perturbation (A) and response (B&C) for a two-mode Maxwell model (Eq. (33)) with 7, =0.1 s, 7, = 1 s and 5, =, = 1.0 Pa s. Calculating G*(w) as using the standard
OWCh protocol, based on the FFT of the stress and strain waveforms, generates very poor data (D) due to the offset observed in the strain profile (B). Calculating G*(w) based on
the FFT of the stress and strain-rate waveforms, generates storage (closed red) and loss (open blue) moduli that are in excellent agreement with their SAOS counterparts (solid

grey and dashed grey lines, respectively)(E).

impacts the form of both the transient and periodic contributions to y (7).
For non-zero values of I, the periodic part of the strain (for a single-tone
stress controlled excitation) can be expressed as [24]:

6o [(G' = Tw?) sin (y + wf) — G” cos (y + wi)

7,0 = > (46)
(G -1a?)"+G"

In contrast to the inertialess case, for which the transient response
associated with each pair of relaxation modes is defined by a single
root of the function g(s) = 0 in the interval —-1/7,, < s, < —1/7,,,; (as
discussed in Section 2.1), where I # 0, three (potentially complex) roots
of the function g(s) + I's appear within the same interval. Within each
interval, the roots of the function g(s)+ /s can be found by solving [24]:

() + s75) + (1)1 + 577) + Is(1 + s75)(1 +57) =0 47)

which can be expanded into the form of a 3rd order polynomial (as® +
bs? + ¢s + d = 0) with coefficients

a=1I11,

b=1I(r| +1,)
c=1im+ 10 +1
d=m+m

whose roots (denoted s,) can easily be found numerically. There are
three roots (and hence k = 1, 2, 3) if the discriminant of this polynomial

(i.e. 4 = 18abcd —4b3d +b*c* —4ac’ —27a*d?) for the pair of modes (n and
n+1) is positive (three real roots) or negative (one real and two complex
conjugate roots). If the determinant evaluates to 0 the polynomial has
a repeated root; a single repeated root if 3ac = b* resulting in k = 1,
otherwise there are two roots and k = 1,2 [24]. Hence, the transient
component y(f) can be expressed as

N,,—1 .
uJ 00 (a) cos ¢ + s, sin ¢) exp(s, x1)
1) = : : 48
o Elzk:s -3, —mm ) (52 +o? “®
n nk M (145, T)? nk

where s, , refers to the kth root in the interval 1/7, < s < 1/7,,;. The
strain offset term is unaffected by inertia and can be expressed as:

0 cos(¢)
Yoff = “om (49)
Generalising the above expressions for the strain response to a
single-tone stress-controlled excitation to the response to an arbitrary
stress-controlled waveform, following the same procedure as described
in Section 2.1, we arrive at the following expressions for the strain
response to a cOWCh waveform:

1) = 1ogg0) + 7,(0) + 7,(0) (50)
where,
H(t—1,)cos(¢;) H(t —1t;,1)cos(yy)
= . - 51
Popr®) Za’[ ity @ity e
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Fig. 3. Perturbation (A) and response (B&C) waveforms for a two mode Maxwell model (Eq. (33)) with 7, =0.1 s, 7, =1 s and #, = #, = 1.0 Pa s in the presence of an inertial
term I = 0.02 Pa s?. (D) Calculating G*(w) as using the cOWCh protocol, based on the FFT of the stress and strain-rate waveforms, generates raw loss (open blue) moduli that
are in excellent agreement with their SAOS counterparts (dashed grey line) over the entire frequency range. Raw storage moduli (closed grey) agree with the SAOS data at low
frequency but deviate significantly at high frequency due to the contribution from inertial term. Correction of the raw storage modulus by the addition of Iw” returns the storage
modulus to its expected behaviour (closed red). In (E), we show the high-frequency behaviour of the moduli when an additional period is added to the end of the waveform to
allow the inertial effects to decay in contrast to (F) in which the strain waveform has been terminated at 7" = 22 s leading to truncation of the response waveform (marked = in
C). The shaded region in figures D-F shows regions in which inertial effects dominate the system response.

7,(0) = Z o, {H(t —1)

i

_ . (G' — Iw?)sin ( i+ @t —1,)) — G} cos (¢, + @, (t — 1))
N1 (m,- cos¢; + s, sin ¢,-) exp(s,, x (t — 1;)) ! ¢ _ ¢ —
r = Y Yo dHt-1) - (G - TP +G)?
7ol K spp(I=3, —om ) (52 +a?
nk m (st ) \"mk H(t—1,))
G' — [0?)sin(,,, + ot —1,,)) — G i ot =1
(wi cos iy + Spk sin ¢,’+1) eXP(Sn,k(I —1i41) [( @5 @iy wl(, 1“2)1 ,//2005 D1 + IH))] }
H(t -1, - . . (52) (G} = 10?)* + G,
Snik (I =2 T ) (Sn,k +o; ) (53)
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Fig. 4. Data processing algorithm for a stress-controlled sOWCh protocol.

Fig. 3 demonstrates the impact of system inertia on the strain (B),
and strain rate (C) response to a stress-controlled chirp perturbation (A)
for the same two-mode Maxwell model employed in Section 2.1.2 in the
presence of instrument inertia (with I = 0.02 Pa s2). There are three
interesting features of this data that are not present in the inertialess
case (Fig. 2). Firstly, a resonance effect causes the amplitude of the
strain waveform to increase towards the end of the chirp. Secondly,
the strain (and strain rate) signals persist beyond the chirp duration,
T (shown as a dotted line), consequently a short post-chirp period (¢,)
in which the stress is held at zero must be added to the perturbation
waveform following the chirp to allow the strain-rate signal to return
to zero (an additional, one-sided, window can be applied to the strain-
rate signal over the interval T < ¢ < T +1t, during post-processing to
force this transient response to zero if necessary). Applying Eq. (39)
to the stress and strain-rate signals allows the calculation of a ‘raw’
complex modulus G}, (), the real part of which contains an inertial
contribution, —Iw? (see Eq. (53)). The true storage modulus, G’ (), can
then be obtained from the real part of the G} () as G; @+ 1 ? as
per conventional SAOS experiments. A schematic of the proposed data
processing algorithm for cOWCh is shown as Fig. 4.

When performing SAOS experiments using a CMT rheometer it
is customary to consider either the ‘raw phase angle’ or the ratio
of inertial to sample torques to identify data (typically that at high
frequencies) in which the inertial contribution to torque dominates
the total torque, thus preventing robust determination of G*(w). In
an analogous manner, the raw phase angle can be calculated for data
acquired from chirp experiments as atan(G” /G’ ) where G/ denotes
the real part of the apparent modulus G}, as calculated via Eq. (39).
TA Instruments documentation suggests that for an AR series rheome-
ter, accurate inertia correction can be made where §,,, < 155° [35]
(confirmed for gelling materials by Hudson et al. [31]) whilst for the
HR-30 rheometer, accurate inertia correction can be made for values
of 8,,, as high as 175° [35]. Subfigures D and E show G’'(w) (red),

G" (w) (blue) and G; w(@)- It is clear that the recovered moduli are in
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Fig. 5. Sampling and interpolation during data acquisition using an approximated chirp
strain signal. x(f) denotes the commanded chirp, p,(r) denotes the sampling function
associated with the limited size of the LUT (with sampling rate 1024/T for a HR/DHR
controlled stress rheometer). h,(r) denotes a first-order hold (i.e. linear interpolation)
operation, Mat. denotes the ‘material’ transfer function and y(r) and o(r) denote the
continuous ‘approximate chirp’ perturbation and response signals. p,(r) denotes the
sampling function associated with data acquisition (488 pts/s herein) and y[r] and o[n]
denote the discretely sampled strain and stress outputs as recorded by the instrument
software.

excellent agreement with the analytical predictions. Fig. 3F shows the
same data where the stress and strain waveforms have been truncated
at T (i.e. no ‘settling time’ has been provided). Fresnel ripples are
observed in both moduli because the periodicity of the underlying
strain-rate data has been lost. It is interesting to note that in cOWCh a
‘settling’ period is required following the chirp whilst in a controlled-
strain OWCh experiment (e.g. applied using an ARES-G2 rheometer) a
delay is required at the start of the chirp waveform to allow settling of
the torque transducer [7].

2.3. Waveform construction

2.3.1. Digitisation

As discussed by Geri et al. [7], an important consideration when
designing chirp waveforms is that the time-bandwidth product, TB =
T(w, — @,)/2x is large in order to minimise the magnitude of ripples
in the computed frequency spectra of the perturbation and response
signals, and consequently, in G*(w). Since the frequency range of OWCh
rheometry is limited by resolution and inertial considerations the TB
requirement demands that long chirps be employed; a condition that
cannot easily be satisfied when studying gelling systems as 7T is limited
by the assumption that the rheological properties of the material do not
vary throughout the duration of the chirp. However, a further limitation
on the signal duration T exists as a consequence of the digitisation
of the chirp waveform by the rheometer. For DHR/HR and MCR
systems the command waveform is passed from the control software
to the rheometer in the form of a look up table (LUT). The instrument
firmware then interpolates between the LUT values in order to generate
the continuous signal that is applied to the material as the perturbation
waveform. The perturbation and response waveforms are then over
sampled (often at a high rate) to generate the reported perturbation and
response data that is processed to determine G*(w). The block diagram
shown in Fig. 5 illustrates the sampling and interpolation processes that
occur during waveform construction and data acquisition. There are
two important sampling operations that must be considered.

The well-known Nyquist-Shannon criterion [37] defines the mini-
mum sampling rate that must be used for data acquisition as twice the
maximum frequency component of the signal. The HR/DHR and MCR
systems sample torque and displacement at rates of (up to) 966 pts/s
(HR/DHR) and (up to) 200 pts/s (MCR), far exceeding those required
to satisfy the Nyquist-Shannon criteria at the highest chirp frequencies
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Fig. 6. Effect of increasing the signal duration 7' on perturbation waveform in time and frequency domains. In Figures A-C, we show perturbation signals generated using the
algorithm presented as Fig. 5 with T = 21, 100 and 200 s respectively. In Figures D-E, we show the corresponding frequency domain representation obtained via a Fast Fourier
Transform [36] (solid black lines). In figures D-E, solid red lines show the frequency band of the command waveform, the dashed red line shows the Nyquist frequency associated
with waveform generation (i.e. based on the sampling rate for p,) and the dashed blue line shows the scaling of a ‘pink’ power spectrum for reference. For chirps A-C, N = 1024,
hence chirps B and C do not satisfy the oversampling criterion, with R =1.07 and R = 0.54, respectively.

that may be applied using conventional rheometers. However, the
generation of the LUT also involves a sampling operation (shown as
p; in Fig. 5).

The LUT that is generated by the rheometer software has N entries
which are uniformly distributed over the chirp duration (T + tp), hence
the sampling rate for waveform generation is p; = N /(T +t,). The value
of N is instrument-specific and, whilst for the ARES-G2 rheometer
N > 32,000, for the DHR/HR series of instruments N = 1024 and
for the Anton Paar MCR series (in both CMT and SMT configurations),
N = 2048. In the frequency domain, this sampling operation generates
aliases of the spectrum of the desired signal that are centred at integer
multiples of the sampling frequency (1/p,). However, the subsequent
interpolation of the LUT (convolution of the sampled time domain
signal with a triangular pulse) has the effect of multiplying the fre-
quency domain spectrum with a sinc?(w) function [38] which has zeros
at integer multiples of the sampling frequency (1/p;). Consequently,
inappropriate selection of p, (because of an excessive chirp duration,
T for the given LUT size, N) causes (i) power to be lost to higher
‘aliased’ frequencies outside of the chirp bandwidth and (ii) the loss
of all power at frequencies around 1/p;. In the time domain, the
approximate chirp waveform loses its smoothness and may, at high
frequencies, completely skip entire oscillations causing rapid accel-
erations and preventing appropriate inertial correction. Fig. 6 shows

perturbation waveforms generated using LUTs with N = 1024 for
T = 21,100,200 s as figures A-C. Whilst the 21 s chirp is accurately
approximated by the algorithm, the longer chirps show significant
deviations from the expected waveform. Fig. 6D-E shows the cor-
responding power spectra with D showing the characteristic ‘pink’
power spectrum of a chirp (shown as a dashed blue line decaying
inversely with frequency) for the accurately reconstructed chirp sig-
nal and E/D showing significant deviations from the expected power
spectrum.

An operational limit for the chirp time, T, based on w, can hence
be determined by considering an oversampling criterion based on the
Nyquist frequency of the waveform (i.e. 2 X w,/27 = w,/x) and the
sampling rate associated with LUT generation (N /(T + t,)), i.e. we
evaluate the ratio, R = zN/wy(T + 1,). A value of R > 4 is found
to generate adequate approximations to the desired chirp signal (see
Supplementary Materials). Furthermore, since w; and T are effectively
linked by a relationship of the form T = 2z/w,, there is a single
degree of freedom when designing chirp waveforms where the objective
is to probe as wide a frequency range as possible (a limitation not
encountered for the ARES-G2 for which N is not limiting). For example,
one may specify o, to be 0.1 rad/s, thus T should be at least T =
27z/0.1 = 628 s, and, for t, = 1 s and R = 4, w, is limited to
w, ~ 12 rad/s for the TA Instruments DHR/HR series (N = 1024). Fig. 7
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Fig. 7. Time-bandwidth design space of OWCh waveforms. The lower bound is set
by 2z/T whilst the upper bound is set by R = 5 and depends on the size of the
look-up table (N) employed by the rheometer being used. Diagonal contours denote
lines of constant time-bandwidth product, TB, (with @, = 27/T). A maximum w, of
100 rad/s has been utilised in generating this figure. Operational limits (associated
with resolution and inertia) will also bound the available design space, however, since
these depend on the material being studied we do not attempt to include them in this
figure. The chirp waveforms employed in the present study are show as LF, MF and
HF (low, medium and high frequency) whilst those employed by Geri et al. (2018)
and Rathinaraj et al. (2022) using an ARES-G2 [7,19], Rathinaraj et al. (2023) using
a DHR-30 [20] and Athanasiou et al. using an MCR702 [15] are shown for reference.
[Note: *Whilst the studies of Geri et al. (2018) and Rathinaraj et al. (2023) used
chirps with w; = 0.3, only data for w > 0.45 rad/s was reported since w, < 2z/T
which is consistent with the operating window reported in the figure, **The study
of Rathinaraj et al. (2023) [19], extending the use of chirp waveforms to orthogonal
superposition experiments, employed external hardware for which the size of the LUT
was not reported].

shows the presently accessible chirp parameter space for rheometers
with different sizes of lookup table (LUT) evaluated using R = 5. The
lower boundary is determined by the relationship @ = 2z /T, whilst
the upper boundary depends on the available LUT size (as shown by
the value of N displayed). Vertical lines represent chirp signals that
have been applied in the literature to date, in terms of their duration
(T) and frequency band (w, — ;). Diagonal lines thus represent a
constant Time-Bandwidth product, TB = T(w, — ®,)/2x (with values
shown on the right-hand ordinate axis), where w, is determined as
2z/T (i.e. the minimum frequency for a given chirp duration). Geri
et al. [7] demonstrated that maximising TB is an important aspect of
chirp waveform design. It is evident from the figure that as the signal
duration is decreased (i.e. moving to the left in the design space shown)
the time-bandwidth values and the frequency band accessible become
increasingly constrained.

In their work implementing OWCh using an MCR702 operating in
SMT mode, Athanasiou et al. [15] addressed the limited size of the LUT
by limiting their chirp duration to 10 s for a chirp with w, = 60 rad/s.

10

Journal of Non-Newtonian Fluid Mechanics 333 (2024) 105307

w, = Trad/s

=0.81rad/s

W max

“w =00lrad/s ]

0 0.2 0.4

t/T

Fig. 8. Effect of truncation of logarithmic skew rate (k,) for low-frequency chirps.
Including insufficient significant numerical precision for k, into the waveform definition
results in a slightly slower than anticipated evolution of the instantaneous frequency
w(t). This effect is compounded by the desired exponential variation in frequency,
the waveform imposed by the instrument does not probe frequencies above w,,,, thus
generating noisy data in the frequency range o,

‘max
® < w,.

max <

Such a chirp (with N =2000)! has an oversampling ratio of around 12
thus satisfying the proposed criterion.

2.3.2. A note on the importance of defining the Logarithmic Skew Rate to
sufficient numerical precision

An important parameter in defining the chirp waveform is the
Logarithmic Skew Rate, k,, originally defined in Eq. (1) and given by:

1 )
—In| =2
T w

which determines how quickly the angular frequency evolves on a
logarithmic scale during the chirp. When using low-frequency chirps,
one must ensure that this parameter appears within the expressions
that define the chirp to a sufficient number of significant digits. For
example, a chirp with a specified frequency range 0.01 rad/s < w <
1.0 rad/s and T = 628.3 s should have k, = 0.0074 s~1. Truncating this
to k, = 0.007 s~1 due to, for example, the limited number of characters
that may be used to specify the input signal on the TA Instruments
ARES-G2 rheometer, generates a waveform for which w, = 0.81 rad/s
(see Fig. 8). Hence, no power is present in the perturbation waveform
above 0.81 rad/s resulting in significant noise appearing in the moduli
at this point. The DHR/HR series of rheometers are less restrictive in
terms of the number of characters available for waveform definition
and hence k, may be input at a precision greater than three decimal
places.

Having now defined an appropriate data processing algorithm, in-
ertial correction procedures, and guidelines for chirp design we now
proceed to demonstrate the use of cOWCh in a range of materials using
the TA Instruments DHR/HR series rheometers.

ky = (54)

3. Experimental
3.1. Rheometry
Two rheometers, a TA Instruments HR-30 rheometer (at Swansea)

and a TA Instruments DHR-3 (at MIT) were employed for all exper-
iments reported herein. Geometry selection was sample specific and

1 Whilst the MCR has a LUT size of N = 2048 this can be reduced by the
operator.
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Table 1

Chirp parameters for the three cOWCh chirps employed herein.
Chirp , [rad/s] w, [rad/s] T [s] R
Low Frequency (LF) 0.01 1.0 628.0 5.1
Mid Frequency (MF) 0.30 30.0 21.8 4.9
High Frequency (HF) 1.0 100 6.28 5.1

is noted in Sections 3.2 to 3.7. Low viscosity silicone oil was used to
prevent evaporation of aqueous samples. Samples were loaded to the
temperature-controlled (Peltier) lower plate of the rheometer before the
upper geometry was lowered into place. Experiments were performed
at a stress amplitude within the LVR as determined via amplitude
sweeps at frequencies of 0.1 rad s~ and 1 rad s~! (data not shown)
unless otherwise stated below. The additional requirement of satisfying
the oversampling criteria (see Section 2.3) prevented the use of a single
chirp covering four decades of frequency (0.01 rad/s < w < 100
rad/s), however, three sequential chirps as detailed in Table 1 and
designated as LF, MF and HF (i.e. low-frequency, mid-frequency and
high-frequency chirps, respectively) on Fig. 7 were employed. The three
chirps were applied over a total duration of approximately 11 min, a
conventional frequency sweep approach (with five points per decade,
three cycle sampling, and one cycle of conditioning time) requires
approximately two hours to acquire data over the same frequency
range and achieves a far lower data density. Conventional frequency
sweep (FS) data was acquired as a basis for confirming the accuracy
of the sOWCh protocols. In all experiments, chirp rheometry and
conventional FS rheometry were performed on the same sample to min-
imise the impact of loading errors when comparing the results of the
two techniques. For some samples, terminal Maxwell-like viscoelastic
behaviour was evident below w =~ 0.1 rad/s and hence the range of the
FS was truncated to 0.1 rad/s < w < 100 rad/s.

3.2. Silicone oil

3.2.1. Sample & geometry

The first, and simplest, material response that we consider is that of
the Newtonian fluid. A 970 mPa s Silicone Oil (Brookfield) was tested at
25 °C using a TA Instruments HR-30 fitted with a 60 mm 2° aluminium
cone with a truncation gap of 52 pm.

3.2.2. Results & discussion

Fig. 9 shows conventional FS data (lines) and the results of the LF,
MF and HF cOWCh experiments. It is clear that the G” data are in
excellent agreement across the entire frequency range with 5 > 89.2°
being observed for all data. Whilst non-zero values of G’ are present
for both the conventional and OWCh-based experiments, these data
lie close to the operational limits of the rheometer. The operational
limit associated with instrument inertia has been determined following
Ewoldt et al. [25] using G:n (@) =€l ?* where ¢ = 0.1. For this value of
¢, only 10 % of the total torque applied to the system is used to deform
the sample. Beyond this point, inertia correction (as per Section 2.2)
is unreliable due to uncertainty in precisely determining the value of
1 [25,31]. At @ < 10 rad/s, both OWCh and FS data appear to show
G’ above the inertial limit. Whilst for strain controlled experiments, a
minimum value of G (either G’ or G'") can be determined based on
torque resolution [25], for stress controlled protocols, the minimum
value of G is associated with the maximum strain amplitude that
may be applied to the material (defined by the extent of the linear
viscoelastic region). For silicone oils, the extent of the linear range is
large and hence the apparent non-zero values of G’(w) are likely due
to a deviation from true viscometric conditions (e.g. the presence of
a small asymmetry in the sample free surface [25]). Importantly, the
artifact in the chirp-based determination of G'(w) is acceptably small,
being of a similar magnitude to that in the conventional FS data.
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3.3. Polydimethylsiloxane

3.3.1. Sample & geometry

As an example of a (room temperature) melt system, a
polydimethylsiloxane (PDMS) sample was studied using a HR-30 fitted
with a 20 mm 2° stainless steel cone with a truncation gap of 48 pm

3.3.2. Results & discussion

Fig. 10 shows excellent agreement between the dynamic moduli of
the PDMS sample as measured using FS and 6OWCh-based procedures
over the entire frequency range studied. The operational limit asso-
ciated with instrument inertia is also shown and was determined as
described in Section 3.2.2.

3.4. Polyethylene oxide solution

3.4.1. Sample & geometry

As an example of a concentrated polymer solution (¢ > ¢**, where
¢** denotes the second critical concentration [39]), a 2.5 wt% aqueous
solution of poly(ethylene oxide), PEO, (4 x 10° g/mol, Sigma Aldrich,
189 464) was studied. Appropriate amounts of PEO powder and type
I deionised water were combined to form the desired concentration
using a magnetic stirrer at room temperature for ~ 24 h [39]. Any
bubbles incorporated into the PEO during preparation were removed
by degassing the sample in a vacuum chamber. Samples were stored at
room temperature before being loaded directly onto the temperature-
controlled (20 °C) Peltier plate of a TA instruments HR-30 rheometer
fitted with a 60 mm 2° aluminium cone with truncation 52 pm.

3.4.2. Results & discussion

Fig. 11 compares the results of the consecutive LF, MF and HF
chirps with equivalent data acquired using a conventional FS experi-
ment. As observed for the silicone oil and PDMS experiments, excellent
agreement is observed across the entire frequency range.

3.5. Worm like micelles

3.5.1. Sample & geometry

A 4.1 wt% cetylpyridinium chloride in sodium salicylate sample
was prepared and studied as an example of a worm-like micellar
(WLM) system. Cetylpyridinium chloride (CPyCl) and sodium salicy-
late (NaSal) (both from Sigma-Aldrich) were dissolved at a molar
ratio of 2:1 in 0.5 M sodium chloride (NaCl) (Sigma-Aldrich) solu-
tions prepared using deionised water. The samples were stirred for
24 h at 40 °C (in a sealed beaker atop a heated plate) to completely
disperse the powder. All chemicals were used as received without
further purification. This WLM formulation has been reported to dis-
play viscoelastic shear thinning characteristics in contrast to those
at higher CPyCl/NaSal concentrations which have been shown to ex-
hibit shear banding characteristics [40-42]. In the present work we
restrict our attention to ‘non-shear banding’ formulations. Samples
were stored at room temperature before being loaded directly onto the
temperature-controlled lower plate of a TA instruments HR-30 rheome-
ter fitted with a 60 mm 2° aluminium cone with truncation 52 pm.
This system served the additional purpose of providing an experimental
verification of the modelling efforts of Section 2.2, since its linear
viscoelastic behaviour can be adequately captured by a two-mode
Maxwell model - thus allowing the expressions derived in Section 2.2 to
be used to predict the system response to a c/OWCh waveform that can
subsequently be compared with the experimental response following
Ogunkeye et al. [24].
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Fig. 10. Comparison of FS and stress-chirp (¢’OWCH) based data acquired using a HR-30 rheometer for a PDMS sample. Storage and loss moduli (G’ and G”) are shown as filled
and open symbols respectively. The instrument inertia limit line has been determined as G/, (w) = elw* where £ = 0.1, following [25].

3.5.2. Results & discussion

Fig. 12 demonstrates excellent agreement between the stress chirp
and FS-based dynamic moduli. There is some discrepancy between
the moduli at high frequency, however, as can be seen from Fig. 12,
the discrepancy appears close to the operational limit associated with
instrument inertia.

In order to verify the modelling efforts of Section 2.2, the FS data
was fitted to a two-mode Maxwell model (with 7, =0.17 s, 7, = 0.017 s,
n = 5.85 Pa s and 5, = 0.135 Pa s) as shown in Fig. 13 (this figure
also shows moduli associated with the longest mode in isolation as
dashed lines, demonstrating the need for both modes to fit the data
adequately). The two-mode Maxwell model was then used to predict the
response of the material to a stress-controlled chirp signal (HF chirp)
using Egs. (50) to (53) with I =0.0185 Pa s2, i.e. the calibrated inertia
constant of the instrument. The predicted response to the HF chirp
signal is shown in red on Fig. 14. The corresponding chirp experiment
was then performed and the results are also shown, in grey, on Fig. 14.
No fitting of the experimental data (after initial parameterisation of the
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model based on the SAOS data of Fig. 13) was undertaken. The pre-
dicted response to the stress-controlled chirp is in excellent agreement
with the measured response. It is especially noteworthy that resonant
effects (seen at t > 4.5 s) are very well captured by the model providing
confidence in the derivation of Section 2.2.

3.6. Gelatin

3.6.1. Sample & geometry

Samples of 10 wt% gelatin were prepared by combining appropriate
quantities of gelatin powder (Fisher G/0150/53) and type I deionised
water preheated to 60 °C. Each sample was agitated for two minutes
before being placed into a 60 °C water bath for 45 min (with further
agitation at 10 min intervals) to ensure complete dissolution of the
gelatin powder. Aliquots were kept at 60 °C for no longer than 45 min
at a time to prevent degradation of the gelatin solutions. The gelatin
samples were stored at 4 °C in a refrigerator until required. To prepare
for testing, samples were removed from the refrigerator and placed
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102 into a 60 °C water bath for 45 min. A 60 mm aluminium plate with
a gap of 300 pm (sufficiently small to ensure the ‘gap loading’ criterion
was met) fitted to a HR-30 rheometer was used with the medium
frequency range (MF) chirp signals (as detailed in Table 1) with stress

10' amplitude o, = 0.1 Pa being applied to the material every 40 s (a delay

of 25 s associated with data transfer and storage in the rheometer
operating software package TRIOS 5.7.2.101 prevents more rapid data
acquisition).

G',G"/Pa
3
o

3.6.2. Results & discussion

107 Fig. 15A shows the results of the repeated chirps in terms of the
1,=0.170s 1,=0.017s evolving phase angle as a function of time. This representation of the
n,=5850Pas m,=0.135Pas data allows the gel point, which marks the establishment of a sample-

102 . . spanning network, to be easily determined as the time point at which

107 100 107 102 the phase angle is independent of frequency. At this point, a critical
gel exists for which G’ and G” both scale with the same power law in
frequency G’ ~ G” ~ w®. The value of the power law exponent, a, can
be related to the microstructure of the incipient gel network [18]. Note

w/rads !

Fig. 13. Conventional frequency sweep based dynamic moduli for a WLM system with

a two mode Maxwell fit (solid lines). Dashed lines show the linear viscoelastic moduli that data at 10 logarithmically spaced frequencies is shown on Fig. 15A
calculated from the longest mode only, demonstrating that two modes are necessary for visual clarity, despite data at over 80 discrete frequencies being
to fit the data. available from the sOWCh experiment. Fig. 15B shows the measured

13
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Fig. 14. Prediction (red line) of the response of WLM (modelled as a two mode Maxwell material as shown in Fig. 13) to a stress controlled chirp perturbation with w, =

3

t/s

1 rad/s,

, =100 rad/s, T = 6.3 s and o, = 10 Pa using a controlled stress single head instrument with inertial constant I = 0.0185 Pa s?. Grey symbols show experimental data for the same
system demonstrating excellent agreement with the prediction and establishing confidence in the modelling approach of Section 2.2. It is important to note that no calibration of
the model was performed based on the experimental chirp data and the red line may be considered to be a prediction.

values of the LVE moduli at the GP (+ = 11.9 min) with identical
power-law scaling (with « = 0.71) being clearly evident (all available
frequencies are shown).

As discussed in Section 1, the rheological characterisation of tran-
sient systems, using conventional FS or Chirp-based rheometry, requires
that the period of the perturbation waveform be short relative to the
timescale over which the material properties are changing. Winter
et al. [43] proposed a dimensionless Mutation number characterising
the time rate of change of material properties (on a dimensionless,
logarithmic scale), d In G/dt, with the duration of the applied waveform
AT, where G can be any material property, usually G'(¢) or G*(¢),

_ AT dG

=G ar (55)

mu

with N,,, < 0.15 often being considered an appropriate criteria for con-
firming the validity of the LTI assumption [44]. For the data presented
in Fig. 15, the Mutation number at the gel point ranges from N,,, =
0.141 at the lowest frequency to N,,, = 0.056 at the highest frequency.
A closely related, though distinct, issue concerns data interpolation.
Whilst the Mutation number ensures that individual data points are
valid, identification of the gel point typically requires some degree
of data interpolation in either G*(w,t) or §(w,?). Hawkins et al. [4]
addressed this problem by defining an ‘interpolation criterion’ which
compares the experiment time, 7,,, (i.e the time required to generate
one complete FS, including any conditioning or data transfer delays) to
the material gel time, 7,, as

(56)

Whilst this criterion is unlikely to be universal (since it does not
consider the local rate of change of material properties around the
GP) it has been shown to be valid for gelatin systems [4]. For the
data shown in Fig. 15, N,,, ~ 0.056. Artefacts associated with sample
mutation and interpolation should be carefully considered, alongside
the oversampling criterion, when determining the chirp duration and
frequency content for a particular experiment.
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3.7. Laponite (colloidal gel)

3.7.1. Sample & geometry

An aqueous suspension of 3.5 wt% hectorite clay (LAPONITE® RD)
was prepared using dry Laponite powder and a 5 mM Sodium Chloride
(NaCl) solution. The corresponding amount of Laponite powder was
added gradually in small portions to the ionic aqueous solution and
mixed using a high shear mixer (Ultra-Turrax T 50 basic mixer, IKA)
at 10,000 rpm, the pH of the suspension was measured to be approx-
imately 8.5. The suspension was then transferred to a rolling mill and
left for one day to ensure homogeneity and allow any entrained air
to separate. Subsequently, the suspension was stored in a Borosilicate
glass bottle for 2 years. Rheometric measurements were performed us-
ing a TA Instruments DHR-3 Rheometer, with a temperature-controlled
bottom Peltier plate, and an upper 60 mm diameter, 2° aluminium cone
with truncation gap 58 pm. After loading the sample to the rheometer,
the cone-and-plate fixture was enclosed within a solvent trap to pre-
vent solvent evaporation from the sample. Before the experiment, the
Laponite suspension was presheared by using a shear rate of 500 s~! for
30 s. This preshearing stage was essential for achieving reproducible
data and to ‘letherize’ the material and reset the internal ‘material
clock’. The test protocols and data acquisition were performed using
the rheometer software (TRIOS v5.7.0.1).

3.7.2. Results & discussion

Fig. 16 illustrates the evolution of the storage and loss moduli of
the Laponite sample at a temperature of T = 25 °C, as determined
through a series of eight consecutive stress chirps imposed. Each chirp
was designed considering the mid-frequency (MF) range i.e., o, =
0.3 rad/s to w, = 30 rad/s, with a duration of 14 s, resulting in a time-
bandwidth product, TB ~ 66. The input stress amplitude was set at
oy = 10 Pa, which is within the linear viscoelastic regime (6, < 40 Pa),
as confirmed by an oscillatory stress- amplitude sweep experiment at a
frequency 6 rad/s. A Tukey window with tapering parameter, r = 10%
was used, and each chirp was followed by a 2-s post-chirp period to
provide sufficient time for residual transient effects to decay, i.e., to
allow sufficient time for the strain rate to decay to zero and the strain
to return to a constant offset value. Notably, the wait time — also
known as the aging time of the material sample — differs for each
chirp test (which increased steadily from chirp to chirp), following
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Fig. 15. (A) Transient gelation data expressed as the evolving phase angle (6(w,1) as a function of time at 10 logarithmically spaced frequencies (1.0 rad/s < w < 29.1 rad/s)
with the Gel Point (GP) identified at the frequency independent point. (B) Dynamic moduli as a function of frequency, measured using a stress chirp with w, = 0.4 rad/s, w, = 30
rad/s, T = 15708, 1, = 1.0 s and o, = 0.1 Pa (such that 7B = 74 and R = 6.4), at the GP demonstrating identical power law scaling with G’ ~ G" ~ ®°7'. The instrument inertia
line (shown in subfigure B) has been determined as G, (w) = €I, ®? where e = 0.1, following [25].

the preshearing process. As depicted in Fig. 16, the storage modulus,
G'(w,t,,) increases as the material ages, indicated by a transition in
colouring from light orange to black-filled circles. A weak power-law
dependence on frequency is also observed. On the other hand, the
loss modulus, G” (w, t,,) demonstrates the opposite trend as the waiting
time (or material age) increases. At lower frequencies, the loss modulus
shows a decreasing trend or a negative slope, reaching a local minimum
at a frequency of w = 10 rad/s. Beyond this point, the loss modulus
begins to increase with increasing frequencies. Similar trends were
also observed by Rathinaraj et al. [20] in a recent study on bentonite
dispersions. They attributed this upturn in the loss modulus at higher
frequencies to instantaneous, non-aging background effects, such as
those arising from the solvent or other non-aging viscous contributions
to the material response. These observed trends in the evolution of
the storage and loss moduli are consistent with previous findings on
dispersions reported by Pilavtape et al. [45] and Shukla et al. [46].

4. Summary
4.1. Stress controlled chirp rheometry

The use of chirp-based rheometry is gaining popularity. However, to
date, all reported implementations have employed either separate mo-
tor transducer (SMT) instruments [7,15,19] or single-head instruments
in stress-controlled operating mode for a specific class of materials
(i.e. yield stress type materials [20]). In the latter study, the specific
linear elastic response of the yield stress material below yield enabled
the existing OWCh algorithm [7] to be employed, but its general
application to stress-controlled signals results in poor quality data. In
the present work, we have undertaken a detailed mathematical anal-
ysis of stress-based frequency-modulated rheometry (cOWCh) using
single-head/combined motor transducer rheometers and have devel-
oped novel data processing algorithms and operational guidelines for
waveform design. These protocols permit chirp-based rheometry to be
rapidly applied to a much wider range of materials without reliance
on displacement feedback loops (which are typically machine-specific
and optimised for viscometric and conventional SAOS experiments)
thus overcoming a significant barrier to the widespread adoption of
OWCh. There are three important aspects that must be considered when
performing stress-controlled chirp experiments which we summarise
below.

+ The strain response to the start-up of stress-controlled oscillations
includes the presence of a strain offset (which depends on the
amplitude and frequency of the applied waveform as well as
the zero shear viscosity of the sample) about which the strain
oscillates [22-24]. Typically, the offset is removed as part of the
conventional data processing undertaken by rheometer software.
However, this is not generally feasible for chirp-based waveforms
and, as such, the strain response to a stress chirp contains a time
varying offset term which can render the results of a standard
OWCh analysis (based on discrete frequency transforms of the
measured stress and strain waveforms) incoherent. However, as
we have shown in Section 2.1, this limitation can be easily
remedied by evaluating the complex viscosity using the instan-
taneous time rate of change of the strain y(f) rather than the
complex modulus (which may be subsequently calculated using
the relation G* = iwn*).

Chirp waveforms are passed from the rheometer software to the
instrument in the form of a look up table (LUT). Whilst the ARES-
G2 rheometer has a LUT with approximately 32,000 points, the
TA Instruments DHR/HR series rheometers and Anton Paar MCR
Series rheometers have far smaller LUT sizes, limited to 1024 and
2048 points, respectively. Hence, chirp waveform design must
be carefully undertaken in order to ensure that the commanded
signal sufficiently approximates the desired chirp waveform. In
Section 2.3 it has been demonstrated that an oversampling ratio
R = zN/wy)(T +t,) > 4 is sufficient for performing chirp
experiments.

The use of single-head rheometers requires that instrument inertia
effects also be considered. Sections 2.2 and 3 demonstrate that
the operational limits associated with instrument inertia for chirp
waveforms are similar to those for conventional frequency sweep
experiments and can be corrected in the same fashion (by adding
the term I®” to the raw value of G'). Importantly, a further
complication arises as a consequence of inertia which causes the
strain waveform to persist beyond the duration of the applied
stress chirp (due to the transient response of the inertio-elastic
system) which necessitates data to be acquired for a short period
(~1 s) beyond the chirp duration, T.

The waveform design and analysis protocols described herein have
been implemented in a Matlab Graphical User Interface, SUMIT OWCh
(i.e. Swansea University/Massachusetts Institute of Technology OWCh),
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Fig. 16. Evolution of the time- and frequency-dependent linear viscoelastic moduli (i.e. the storage modulus G'(w, 1), represented by filled circles and the loss modulus G”(w,1),
represented by hollow circles) as measured using a repeated sequence of eight stress -controlled chirps of length AT = 14 s conducted immediately after preshearing (letherization)

of the sample for 1 =30 s is ceased. The colour of the symbols for the elastic and viscous moduli vary from light orange to black to represent the evolving sample age, 7

which is available as an executable file that may be installed alongside,
and integrated within the workflow of TA Instrument’s TRIOS, and/or
Anton Paar’s RheoCompass rheometer control software. The software
is available via email to the authors at sumit-owch@swansea.ac.uk.

4.2. Strain controlled chirp rheometry using CMT rheometers

Modern single-head rheometers are generally capable of operating
in both stress-controlled mode (in which the torque applied to the
sample is directly controlled) and in a strain-controlled mode (in which
rapid instrument-specific feedback loops are used to achieve the desired
command strain waveform). Whilst these feedback loops are optimised
for viscometric and conventional SAOS experiments in certain cases,
they can also be successfully employed when performing chirp-based
experiments thus avoiding the offset issue noted above. However, wave-
form design and subsequent analysis remain subject to the limitations
associated with LUT size and instrument inertia. SUMIT OWCh can
be used to design/analyse both stress-controlled and strain-controlled
experiments performed using single-head rheometers. However, it is
important to note that the actual strain waveform that is applied to the
sample and the command chirp may differ significantly as a result of
the internal instrument feedback loops and caution must be exercised
when using this operating mode.
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