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In this work, we compute numerically breakage/coalescence rates and size distribution
of surfactant-laden droplets in turbulent flow. We use direct numerical simulation
of turbulence coupled with a two-order-parameter phase-field method to describe
droplets and surfactant dynamics. We consider two different values of the surface
tension (i.e. two values for the Weber number, We, the ratio between inertial and
surface tension forces) and four types of surfactant (i.e. four values of the elasticity
number, f;, which defines the strength of the surfactant). Stretching, breakage and
merging of droplet interfaces are controlled by the complex interplay among shear
stresses, surface tension and surfactant distribution, which are deeply intertwined.
Shear stresses deform the interface, changing the local curvature and thus surface
tension forces, but also advect surfactant over the interface. In turn, local increases of
surfactant concentration reduce surface tension, changing the interface deformability
and producing tangential (Marangoni) stresses. Finally, the interface feeds back to
the local shear stresses via the capillary stresses, and changes the local surfactant
distribution as it deforms, breaks and merges. We find that Marangoni stresses have a
major role in restoring a uniform surfactant distribution over the interface, contrasting,
in particular, the action of shear stresses: this restoring effect is proportional to the
elasticity number and is stronger for smaller droplets. We also find that lower surface
tension (higher We or higher f;) increases the number of breakage events, as expected,
but also the number of coalescence events, more unexpected. The increase of the
number of coalescence events can be traced back to two main factors: the higher
probability of inter-droplet collisions, favoured by the larger number of available
droplets, and the decreased deformability of smaller droplets. Finally, we show
that, for all investigated cases, the steady-state droplet size distribution is in good
agreement with the —10/3 power-law scaling (Garrett et al., J. Phys. Oceanogr.,
vol. 30 (9), 2000, pp. 2163-2171), conforming to previous experimental observations
(Deane & Stokes, Nature, vol. 418 (6900), 2002, p. 839) and numerical simulations
(Skartlien et al., J. Chem. Phys., vol. 139 (17), 2013).
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1. Introduction

The accurate prediction of momentum, heat and mass transfer through an
interface is a fundamental problem in a wide range of industrial applications and
in nature (Kralova & Sjoblom 2009; Rosen & Kunjappu 2012; Pereira et al. 2018).
Mathematical models and empirical correlations based on macroscopic observables,
such as shape and extension of the interface, are often used to estimate these transfer
rates (Kiyomi & Fumitake 1974; Kelly & Kazimi 1982; Delhaye & Bricard 1994);
these correlations, though mostly tuned on experimental data, can often provide a
first estimate of transfer rates. To improve the accuracy of these predictions and to
gain a better comprehension of the underlying physics, the development of numerical
tools capable of performing high-fidelity simulations is highly desirable, and perhaps
possible to achieve these days.

In this paper, we focus on the simulation of breakage, coalescence and ultimately
the size distribution of surfactant-laden droplets in turbulent flow. This problem
is characterized by a physics acting at many different scales: from the molecular
scale of the interface, to the Kolmogorov scale and up to the largest problem
scales. Today’s computational methods can handle a scale separation of about three
or four orders of magnitude between large and small turbulence scales, but the
scale separation between interfacial phenomena and the smallest turbulence scales
is about another five orders of magnitude. Naturally, in these types of problems,
it is impossible to set the numerical resolution to the interfacial scale: there is not
enough computational power available. Therefore, in the recent past, several numerical
techniques have been developed to overcome the multiscale aspects of this problem.
Broadly speaking, these methods can be categorized as interface-tracking methods
and interface-capturing methods. Interface-tracking methods rely on the advection
of a set of Lagrangian marker points, which define the instantaneous position of
the interface. These methods proved to be excellent in the simulation of droplets
and bubbles in turbulence (Lu & Tryggvason 2008) and, recently, their capability
has been extended to model surfactant-laden droplets (Lu, Muradoglu & Tryggvason
2017) and coalescing interfaces (Lu & Tryggvason 2018). The downside of these
methods, however, is that closure models are needed to capture interface interactions
(e.g. coalescence) and complex re-meshing algorithms are required to describe the
interfacial dynamics. The other category, interface-capturing methods, includes several
types of approach, such as the volume of fluid method (Hirt & Nichols 1981), the
level-set method (Fedkiw et al. 1999), the lattice Boltzmann method (Shan & Chen
1993; He, Chen & Zhang 1999) and the phase-field method (Anderson, McFadden &
Wheeler 1998; Jacqmin 1999). We refer the reader to Scardovelli & Zaleski (1999)
for a review of the volume of fluid method, to Gibou, Fedkiw & Osher (2018) for the
level-set method and to Chen & Doolen (1998) for lattice-Boltzmann-based methods.
Interested readers can find in Scarbolo et al. (2013) a benchmark comparison between
lattice Boltzmann and phase-field methods.

In this work, we exploit the phase-field method (Anderson et al. 1998; Jacqmin
1999), which is characterized by a strong physical foundation: the method is indeed
the natural extension of the van der Waals theory of critical phenomena (van der
Waals 1979), and its thermodynamic derivation, which is rigorous for near-critical
mixtures, allowing the description of interface creation, breakage and merging in a
physically grounded framework. In the framework of the phase-field method, a scalar
order parameter (phase field) describes the local concentration of the two phases; the
order parameter has a constant value in the bulk of each phase, and undergoes a
smooth transition across a thin interfacial layer. The spatial and temporal evolution of
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the order parameter is governed by a Cahn-Hilliard equation (Cahn & Hilliard 1958,
1959a,b), which builds on a chemical potential derived from a free energy functional.

Most previous investigations of the interactions between large droplets and
turbulence have been based on pure fluids (Elghobashi 2019) with only a few
works (Skartlien, Sollum & Schumann 2013; Lu et al. 2017) considering also the
presence of surface-active agents (surfactants). However, real applications are always
characterized by the presence of impurities or surfactants, which locally modify the
surface tension value. Surfactant molecules are amphiphilic, so they have polar heads
and non-polar tails. Amphiphilic molecules tend to accumulate at interfaces, where
they produce a local decrease of the surface tension. The description of surfactants
and of their effects on the multiphase flow adds further complexity to the problem: an
additional variable, the surfactant concentration, has to be computed over a deformable,
topologically changing and ever-moving interface. Only a few numerical methods
capable of describing the dynamics of surfactant-laden interfaces have been proposed.
In particular, extensions to the methods previously presented for surfactant-free
multiphase flows have been developed in recent years for the front-tracking method
(Muradoglu & Tryggvason 2014; Lu et al. 2017), immersed boundary method (Lai,
Tseng & Huang 2008, 2010), volume of fluid method (Renardy, Renardy & Cristini
2002; James & Lowengrub 2004), level-set method (Xu & Zhao 2003; Xu et al
20006; Piedfert et al. 2018), lattice Boltzmann method (Farhat et al. 2011; Liu et al.
2018) and phase-field method (Komura & Kodama 1997; Engblom er al. 2013).
In the framework of the phase-field method, the presence of a soluble surfactant
can be considered by introducing an additional order parameter, which describes
the surfactant concentration in the entire domain. In particular, this scalar variable
is uniform in the bulk of the two phases and reaches its maximum value at the
interface (where surfactant molecules accumulate preferentially). With respect to
other available approaches, the phase-field framework allows for the description of
surfactant dynamics (including also adsorption/desorption phenomena) by adding
an extra order parameter and, in general, allows one to avoid complex re-meshing
algorithms when dealing with topological changes.

In this work, we employ a two-order-parameter formulation of the phase-field
method (Engblom er al. 2013; Yun, Li & Kim 2014; Soligo, Roccon & Soldati
2019a) to describe the dynamics of a surfactant-laden system. A first order parameter,
the phase field ¢, describes the dispersed phase morphology, while a second
order parameter Y describes the surfactant concentration in the entire system. The
phase-field method is coupled with direct numerical simulation of turbulence to study
the behaviour of a swarm of surfactant-laden droplets in a turbulent channel flow at
a constant shear Reynolds number. Specifically, we consider droplets characterized by
two different values of surface tension (clean interface), set with the Weber number
(ratio between inertial and surface tension forces), and four different surfactant
strengths, set with the elasticity number (parameter that quantifies the magnitude
of surface tension reduction produced by the surfactant). To obtain a complete
benchmark, we also consider two clean (surfactant-free) systems in which surface
tension is constant. Our results indicate that the addition of a soluble surfactant
strongly modifies the morphology of the dispersed phase, especially when stronger
surfactants (larger elasticity numbers) are considered. Using quantitative statistics and
qualitative physical insights, we are able to describe the distribution of the surfactant
over the interface of the droplets and to characterize the modifications produced by
the surfactant in the number of droplets, coalescence and breakage rates, and droplet
size distribution (DSD).
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The paper is organized as follows. First, the governing equations and the numerical
method are presented in §2. The outcome of the simulations is presented in § 3;
in the first part the effects of the Weber and elasticity numbers on the surfactant
concentration are detailed, while in the second part we focus on their effect on the
morphology of the dispersed phase, analysing the droplet population balance and the
DSD. Lastly, conclusions are drawn in §4.

2. Methodology

The dynamics of the multiphase turbulent flow is described with direct numerical
simulation of the Navier—Stokes equations coupled with a modified phase-field method
used in a two-order-parameter formulation (Komura & Kodama 1997; Engblom et al.
2013; Yun et al. 2014; Soligo et al. 2019a). The Navier—Stokes equations, suitably
modified to account for the presence of a surfactant-laden interface, describe the flow
field while the phase-field method is used to compute the morphology of the dispersed
phase and the surfactant concentration.

2.1. Computational modelling of interface morphology and surfactant concentration

In the framework of the phase-field method, two scalar order parameters are used
to describe the dispersed-phase morphology and the surfactant concentration. A first
order parameter, the phase field, ¢, describes the interface shape and position. The
phase field has a uniform value in the bulk of each phase and undergoes a smooth
transition across the thin interfacial layer. A second order parameter, v, is used
to describe the surfactant concentration (Laradji et al. 1992; Komura & Kodama
1997). The surfactant concentration has a low uniform value in the bulk of the
two phases, while at the interface it reaches its maximum value. Indeed, surfactant
molecules, because of their amphiphilic nature (hydrophobic tails and hydrophilic
heads), preferentially accumulate at the interface. The phase field and the surfactant
concentration dynamics are described by two Cahn-Hilliard-like equations, which in
dimensionless form (see appendix A for details) read as

lo} I -

o +u-Vo= Piquv Ho + 1, 2.1
Eid +u-Vif = 1 V. =v)Vuyl (2.2)
o7 u- w_Pev, - [ VIVl .

where u = (4, v, w) is the velocity field, Pe, and Pe, are the phase-field and the
surfactant Péclet numbers and w, and u, are the respective chemical potentials. The
two Péclet numbers are defined as follows:

uh u ho

— Pey=——, (2.3a,b)
Myp YT My

P€¢=

where u. is the friction velocity, & the channel half-height, M, and M, respectively,
the phase-field and the surfactant mobilities and o and B positive constants (see
appendix A). These two dimensionless parameters represent the ratio between the
diffusive time scale, h*/(M, ,B%), and the convective time scale, h/u,. The term
fp is the penalty flux of the profile-corrected formulation of the phase-field method
(Li, Choi & Kim 2016; Zhang & Ye 2017; Soligo, Roccon & Soldati 2019b). The
adoption of this formulation allows for a better conservation of the interfacial profile
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and to overcome some drawbacks (e.g. mass leakage among the phases, coarsening
and misrepresentation of the interfacial profile) present in the standard formulation of
the phase-field method (Yue, Zhou & Feng 2007; Li et al. 2016). The penalty flux
is defined as follows (Li et al. 2016):

Pl 1 Vo
= |V¢p——V.|[(1—->)—— 2.4
U Pe¢|: ¢ \/ECh <( ¢)|V¢|)]’ @4

where the numerical parameter A is set via a suitable scaling (Soligo et al. 2019b).

The expression of the chemical potentials s and py is derived considering a two-
order-parameter Ginzburg-Landau free energy functional, F[¢, V¢, ¥]. The functional
is composed of the sum of five different contributions:

Flp. Vo ] = / o+ fu+1y +fi +1) 42, 2.5)
2

where 2 is the domain considered. The various contributions to the free energy
functional are defined as

fo=3@ -1+ 17, (2.64)
Cch?
fn= 7|V¢|2, (2.6b)
Sy =Pi[ylogy + (1 =) log(l — )], (2.6¢)
fi=—tv—¢>, (2.6d)
_ 1 2
fo= 2Ex¢ V. (2.6¢)

The first two terms, f; and f,,, are functions of the phase field only; their expression
matches exactly that used in the analysis of clean systems (Scarbolo, Bianco &
Soldati 2015; Roccon et al. 2017; Roccon, Zonta & Soldati 2019). The term f;
describes the phobic behaviour of the two fluids: a double-well potential (whose
minima correspond to the two pure phases) accounts for the tendency of the system
to separate into pure phases. The interfacial term, f,,, accounts for the energy stored
in the interfacial layer (i.e. the surface tension). The Cahn number, Ch = &/h, is
the ratio between the interface length scale, § = (/k/B, and the problem length
scale, h, while « is a positive constant (see appendix A). The Cahn number sets the
thickness of the thin interfacial layer. The three latter terms describe the surfactant
dynamics. The entropy term, f,, describes the entropy decrease obtained when the
surfactant uniformly distributes in the entire domain. The temperature-dependent
parameter, Pi=«Ta/pB?, defines the surfactant diffusivity; larger values of Pi (higher
temperatures) promote a more uniform surfactant distribution in all the domain. This
term strictly bounds the surfactant concentration between 1y =0 (absence of surfactant)
and ¢ =1 (saturation of surfactant). The surfactant adsorption term, f;, accounts for
the amphiphilic behaviour and favours the collection of surfactant molecules at the
interface. The contribution of the adsorption term is important at the interface, while
it vanishes in the bulk of the two phases. The last contribution, f;,, controls the
solubility of the surfactant in the bulk of the two phases. This term has negligible
contribution at the interface, while it is more effective in the bulk of the phases. The
surfactant solubility parameter, E, = B/w,, defines the solubility of the surfactant:
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larger values of E, correspond to a greater solubility of the surfactant in the bulk
regions. For a complete description of all the various quantities, see appendix A.

The expressions of the two chemical potentials, u, and p,, are obtained by taking
the variational derivative of the free energy functional with respect to each order
parameter:

l%=&”§;¢¢l=¢_¢—cWW¢+aﬂwW¢+Vw-W®+£¢W’(Z”
Coyp
_SF($. V. ¥ _ . v\ _(-¢) ¢

The term C,, may lead to an unphysical behaviour of the thin interfacial layer:
to restore the correct interfacial behaviour, C,4, has been neglected according to Yun
et al. (2014), and, therefore, surface tension forces are computed using a geometrical
approach (Popinet 2018), which relies on the phase field to compute the interface
curvature, together with an equation of state (EOS) describing the surfactant effect on
surface tension (Yun et al. 2014). This approach, compared to the thermodynamical
one (Laradji et al. 1992; Engblom et al. 2013), improves the flexibility of the method
since surfactant action on surface tension is completely customizable via the surface
tension EOS. From the expression of the chemical potentials, the equilibrium profiles
for the two order parameters can be derived; at equilibrium, p, and p, are uniform
in the entire domain, and therefore

Vig=0, Vu,=0. (2.9a,b)

Considering a planar interface located at x =0 (where x is the direction normal to
the interface), an analytic solution can be derived for both of the order parameters

¢(s) = tanh ( (2.10)

S
JRJ’
v
Uy + V(@)1 — )

where s is the coordinate normal to the interface. The auxiliary variable, V., is a
function of the phase field, and it is defined as follows:

V(d) =

@2.11)

L6 () gy ] 2.12
Wc(qb)—eXP[ 2P < ¢ +Ex>:|. (2.12)

The phase field is uniform in the bulk of the two phases (¢ &= 1) and it undergoes a
smooth transition following a hyperbolic tangent profile across the interface. Similarly,
the surfactant concentration is uniform in the bulk of the two phases (surfactant bulk
concentration, ) and reaches its maximum value at the interface (peak value, ).
The peak value v is influenced by the surfactant parameters Pi and E,, and by the
surfactant bulk concentration, v, as indicated by (2.11)—(2.12). The two equilibrium
profiles are shown in figure 1(a): the phase field is shown in red (linear scale on the
left-hand axis), while the surfactant concentration is shown in blue (logarithmic scale
on the right-hand axis).
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FIGURE 1. (Colour online) (a) Equilibrium profiles for the phase field (red, linear scale
on the left-hand axis) and for the surfactant concentration (blue, logarithmic scale on
the right-hand axis). The phase field is uniform in the bulk (¢ = %1) and undergoes a
smooth transition following a hyperbolic tangent profile across the interface. The surfactant
concentration is uniform in the bulk (¢ =,) and reaches its peak at the interface (¢ =
Yo). (b) Modified Langmuir EOS for different elasticity numbers ;. A stronger surfactant
(larger ) introduces a considerable surface tension reduction even for low concentrations.
The surface tension decrease is bounded to f, = 0.5 (thin dashed black line). Indeed,
according to experiments, surface tension does not decrease below this threshold (roughly).

2.2. Hydrodynamics

To describe the hydrodynamics of the multiphase system, the phase field and the
surfactant concentration transport equations have been coupled with the Navier—Stokes
equations. The presence of a surfactant-laden interface and of the accompanying forces
are accounted for by introducing an interfacial term in the Navier—Stokes equations.
Here, surface tension forces are calculated adopting a geometrical approach (Yun et al.
2014): the curvature of the interface is calculated using the Korteweg tensor (Korteweg
1901) while an EOS is used to describe the surface tension reduction produced by
the surfactant. In this work, to focus on the effects of the surfactant, we consider two
phases with matched density (o = p; = p,) and viscosity (1 = pu; = ). With these
assumptions, the continuity and Navier—Stokes equations result in

V.u=0, (2.13)

ou I, 3 Ch

g V=Vt Vi SV LT, (2.14)
where u = (u, v, w) is the velocity ﬁeld, Vp is the pressure gradient (including also
the mean pressure gradient that drives the flow; see Soldati & Banerjee (1998)), T.=
IVO|*I — V¢ ® V¢ is the Korteweg tensor and f, (1) is the surface tension EOS
(Chang & Franses 1995; Bazhlekov, Anderson & Meijer 2006). The last term, which
includes the Korteweg tensor and the surface tension EOS, accounts for the interfacial
forces induced by the surfactant-laden interface on the flow. This term can be split in
a component normal to the interface (capillary) and one tangential to the interface
(Marangoni):

VAT l=f(W)V-Tc + V@) T, . (2.15)

Normal (capillary) Tangential (Marangoni)
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When surface tension is constant, the Marangoni contribution vanishes, leaving only
the capillary (normal) contribution.

The dimensionless groups appearing in (2.14) are the shear Reynolds number and
the Weber number. The Reynolds number, Re, = pu.h/u, is the ratio between inertial
and viscous forces, where u, = /t,/p is the friction velocity, 7, the mean wall-
shear stress, p the density, u the viscosity and A the channel half-height. The Weber
number, We = pufh/ao, is the ratio between inertial and surface tension forces and it
is computed using as a reference the surface tension of a clean interface, oy.

The EOS adopted in this work is a modified version of the Langmuir EOS.
While at low surfactant concentrations the original Langmuir EOS well follows
the experimental measurements, there are experimental evidences for liquid-liquid
(Lopez-Diaz, Garcia-Mateos & Velazquez 2006; Ju et al. 2017) and gas-liquid
(Chang & Franses 1995) systems showing that surface tension never decreases
below about 30 % to 60 % of the clean interface surface tension for any surfactant
concentration. This is a consequence of the saturation of the interface: once a
monolayer of surfactant molecules is formed over the interface, no more surfactant
can collect there and, thus, surface tension remains constant (Porter 1991, p. 26).
The Langmuir EOS, however, predicts an unbounded surface tension decrease for
increasing surfactant concentrations. Thus, we use a modified EOS, in which the
minimum surface tension value was set to half the clean interface surface tension;
while this value was arbitrarily chosen, it was selected within the range of measured
values (Chang & Franses 1995; Lopez-Diaz et al. 2006; Ju et al. 2017). The modified
Langmuir EOS adopted in this work is

o(y)

o0}

)= =max |1+ B,log(1—1v),05](, (2.16)

Langmuir EOS

where o (1) is the dimensional surface tension of the surfactant-laden interface and
Bs=RT1v« /0y is the elasticity number, R being the ideal gas constant, T the absolute
temperature and ¥, the maximum surfactant packing concentration. The elasticity
number quantifies the surfactant strength: for a fixed surfactant concentration, a higher
surface tension reduction can be obtained with a stronger surfactant (higher g;). The
profiles of the EOS for the different elasticity numbers considered in this work are
reported in figure 1(b).

The limitation on the minimum surface tension that can be reached influences
also the Marangoni stresses, which are produced by surface tension gradients and
vanish whenever the surface tension is uniform along the interface. Beside Marangoni
stresses, surfactant accumulation at the interface produces an effect, called interface
viscosity, which contributes to immobilizing the interface (Langevin 2014; Elfring,
Leal & Squires 2016). This effect, which becomes important only when surfactant
accumulation at the interface reaches saturation conditions, has been here neglected
as we adopt a soluble surfactant (Langevin 2014).

2.3. Numerical simulation of breakage and coalescence: current limitations

The object of this section is to analyse to what extent current methodologies adopted
to simulate breakage and coalescence phenomena can tell us about the real physics,
and, more specifically, what they cannot tell us. One of the most challenging
aspects that has to be tackled in turbulent multiphase flows is the description of
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the topological modifications of the interface (i.e. coalescence and breakage). A fully
resolved simulation of these phenomena would require resolving all the scales, from
the molecular scale of the interface (Rekvig & Frenkel 2007; Sreehari et al. 2019)
up to the largest scales of the flow. Such a simulation, however, is way beyond
the capabilities of any existing supercomputing infrastructure. The usual choice is
to avoid resolving the small interfacial scales and find a way to approximate their
dynamics on a much larger scale. In particular, here we limit the resolved range to
the scales of turbulence: from the Kolmogorov length scale up to the problem size.
Thus, phenomena occurring at scales smaller than the Kolmogorov scale are smeared
out on the smallest resolved scale. In the following the various stages of a breakage
and of a coalescence event will be detailed, particularly focusing on their multiscale
character. This description will be the starting ground to assess the reliability of the
numerical description of topological changes of the interface.

From the physical viewpoint, a breakage event can be divided into several stages
(Notz & Basaran 2004). (i) Thread formation: the shear stresses stretch the droplet and
a ligament is formed. (ii) Pinch-off: the thread elongates and capillary instabilities
pinch off the ligament (neck formation). (iii) Thread breaking: the liquid thread
breaks at the pinch-off and the newly formed droplets separate. Upon separation,
surface tension reshapes the droplets and the threads are retracted. Overall, breakage
is a very quick phenomenon that can be well approximated without resolving the
dynamics at the molecular scale; there is evidence that the Navier—Stokes equations
alone provide an adequate description of a breakage event (Eggers 1995). In addition,
the small time scale of a breakage limits the impact of the approximation on the
overall dynamics of the flow (Herrmann 2011; Lu & Tryggvason 2018, 2019).
Therefore, regardless of the methodology used, the description of breakages on
turbulence-resolved grids is considered to be rather accurate, although in the pinch-off
region the high curvature of the interface may not be perfectly resolved. Breakage
events are implicitly described in interface-capturing methods (Hirt & Nichols 1981;
Jacqmin 1999; Sethian 1999), while interface-tracking methods require explicit extra
efforts, which turn into the identification of suitable closure models to manage the
connectivity of the marker points (Tryggvason et al. 2001; Tryggvason, Scardovelli
& Zaleski 2011). In figure 2(a—d) we report the current numerical simulation of a
breakage event, together with the computational grid and the length scale in wall
units. In figure 2(b-d) the different stages of the breakage are reported with the
running time of the simulation. Although the grid resolution is sufficient to resolve
the Kolmogorov length scale of the turbulent flow (see §2.5) and corresponds to a
considerable computational effort, it is clear from the time sequence that the physical
phenomena occur at length scales smaller than the grid resolution. As discussed
before, however, the breakage occurs on a very short time scale (see figure 2¢,d), so
that we expect a rather good numerical representation of this phenomenon.

The dynamics of a coalescence event is more complex compared to that of a
breakage. It is influenced by phenomena occurring at very small length scales (order
of the molecular scale) and it occurs on larger time scales. From the physical
viewpoint, the coalescence process can be divided into the following stages (Kamp,
Villwock & Kraume 2017). (i) Approach: the two droplets approach each other.
(ii) drainage: the thin liquid film between the droplets starts to drain. (iii) Coalescence:
small-scale interactions lead to the rupture of the thin liquid film and to the formation
of a coalescence bridge. (iv) Reshaping: surface tension forces reshape the droplet.
Considering the small scales involved in film drainage and rupture, the description
of a coalescence event in numerical simulations is extremely challenging. In addition,
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FIGURE 2. (Colour online) Time sequence of a breakage event (b—d) and of a coalescence
event (f—h). The breakage refers to the droplet reported in (a) while the coalescence
refers to the droplets reported in (e). Time increases from left to right; the snapshots
referring to the breakage event are captured every Art =2.5 while those referring to the
coalescence event every Art =15. Panels show a small portion of the domain in the x—y
plane. Considering the breakage event, the thin thread becomes progressively thinner (b,c)
and subsequently breaks (e). Conversely, considering the coalescence event, after the initial
approach (f), the thin liquid film drains, a bridge is formed and the two droplets merge
(g); finally surface tension forces reshape the droplet (). As a reference, the computational
grid employed (which has a spacing Ax* =3.68 wall units (w.u.) and Ayt =3.68 w.u.) is
also reported. A red box (a,e) identifies the region of the domain reported in the smaller
panels (b—d,f-h).

the physical mechanisms driving film rupture are still being investigated (Chen et al.
2004; Rekvig & Frenkel 2007; Sreehari ef al. 2019), and a correct prediction of
the time required for film rupture cannot be explicitly obtained (Kamp et al. 2017).
Therefore, a part of the physics involved in the coalescence process cannot be
resolved or included in the two-phase flow numerical simulations. Current numerical
simulations rely on different approaches to describe and/or model coalescence: closure
models are required in interface-tracking methods (Tryggvason et al. 2001; Lu &
Tryggvason 2018, 2019), while coalescence is implicitly handled in interface-capturing
methods, where two separate interfaces merge when they are closer than the
grid resolution (Dodd & Ferrante 2016; Rosti, De Vita & Brandt 2019a; Rosti
et al. 2019b). The current literature standpoint is that, regardless of the specific
approach employed to describe coalescence, numerical simulations fail to describe
physical coalescence, with this inaccuracy referred to as numerical coalescence.
For all interface-capturing approaches, numerical coalescence over-predicts physical
coalescence. Numerical coalescence for the interface-tracking methods depends on the
parameters of the coalescence models used. Which is the best method to circumvent
the issues produced by numerical coalescence is still debated: currently some
numerical methods exploit film drainage models (Kwakkel, Breugem & Boersma
2013). These models, however, are based on strong simplifications (e.g. laminar
flow of the film, flat or imposed interface shape, etc.), which might not be fully
representative of the real configuration (Charles & Mason 1960; Allan, Charles &
Mason 1961) and require the use of ad hoc tuned parameters. In figure 2(e—h)
we report the numerical simulation of a coalescence event, together with the
computational grid and the length scale in wall units. The different stages of
the coalescence are reported with the simulation running time in figure 2(f-h).
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Considering the grid employed, it is clear that the approach (figure 2f), the film
drainage, the coalescence bridge formation (figure 2g) and the reshaping (figure 2h)
stages can be accurately resolved, while film rupture (not shown here) is approximated
on a much larger scale.

In the simulations presented in this work, we decided to maintain the method
based on its thermodynamic foundations, without using any coalescence or breakage
models. However, to examine the influence of numerical coalescence on the obtained
results, we performed an assessment on a much finer grid with twice the number
of points in all directions (i.e. N, x Ny, x N, = 2048 x 1024 x 1025). The use of a
refined grid allows for the use of a halved thickness of the thin interfacial transition
layer (i.e. a halved Cahn number) and at the same time allows one to mitigate
the effect of the numerical coalescence on the results obtained. A comparison of
the results obtained on the two grids (coarse: N, x N, x N, = 1024 x 512 x 513;
fine: N, x Ny, x N, = 2048 x 1024 x 1025) seems to suggest that it is possible to
obtain fairly consistent results only slightly influenced by the grid resolution. This
fairly good convergence of the results is achieved also because of the adoption a
proper scaling between the mobility (Péclet number) and the thickness of the thin
interfacial layer (Yue, Zhou & Feng 2010; Magaletti et al. 2013). For the sake of a
complete discussion of this point, we anticipate here some details of §§3.6 and 3.8.
We find that coalescence and breakage rates obtained with the two grids differ by
no more than 10 %; we also observe that the resulting DSDs almost overlap. The
simulations here presented seem a fair approximation of the two-phase flow system
from the macroscopic point of view (e.g. dispersed-phase morphology, coalescence
and breakage rates, surfactant distribution). However, we ought to underline that a
main shortcoming of these simulations — based on a continuum description of the
system — is that the molecular-scale physics governing the drainage and rupture
(Kamp et al. 2017) cannot be simulated. Thus, these simulations cannot be used
to extract microscopic information concerning film rupture and the role played by
the surfactant molecules in such a process. Clearly, the importance of including the
full physics (and the way in which it is modeled and included) cannot be estimated
a priori on a quantitative basis, and this is still an important open research question.

2.4. Numerical method

The governing equations (2.1), (2.2)—(2.13) and (2.14) have been solved in a
closed-channel geometry using a pseudo-spectral method (Hussaini & Zang 1987;
Canuto et al. 1988; Peyret 2002). In particular, the equations are discretized using
Fourier series along the streamwise and spanwise directions (x and y) and Chebyshev
polynomials along the wall-normal direction (z). All the unknowns (velocity u, phase
field ¢ and surfactant concentration ) and their respective governing equations are
Eulerian and are solved on the same Cartesian grid.

The governing equations are advanced in time using an implicit—explicit scheme.
The linear diffusive term of the equations is integrated using an implicit scheme, while
the nonlinear part is integrated using an explicit scheme. For the the Navier—Stokes
equations, an Adams—Bashforth scheme is used for the nonlinear part while a Crank—
Nicolson scheme is used for the linear term. For the Cahn—Hilliard-like equations, the
nonlinear terms are time-discretized using an Adams—Bashforth algorithm while linear
terms are discretized using an implicit Euler algorithm. The adoption of the implicit
Euler scheme allows for the damping of unphysical high-frequency oscillations that
could arise from the steep gradients present in the Cahn—Hilliard equations (Badalassi,
Ceniceros & Banerjee 2003; Yue et al. 2004).
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In this scheme, the Navier—Stokes equations are not directly solved but are rewritten
in the so-called velocity—vorticity formulation: instead of three second-order equations
for each component of the velocity, a fourth-order equation for the wall-normal
component of the velocity and a second-order equation for the wall-normal component
of the vorticity w, are obtained (Kim, Moin & Moser 1987; Speziale 1987). The phase
field and the surfactant concentration transport equations are directly solved in their
original formulation. Further details of the method can be found in Soligo et al.
(2019a,b).

The system of transport equations is completed by a set of suitable boundary
conditions. For the Navier—Stokes equations a no-slip boundary condition is imposed
at the two walls at z==+1:

u(z==1)=0. 2.17)

For the phase field, the surfactant concentration and the respective chemical
potentials, no-flux boundary conditions are enforced at the two walls. This is formally
equivalent to imposing the following boundary conditions:

93
ib(z—:tl)— fgb(z—:tl)— zi(Z::tl):O. (2.18a—c)
Z

Along the streamwise and spanwise directions (x and y), periodic boundary
conditions are implicitly imposed (Fourier discretization) on all variables. The
adoption of these boundary conditions leads to the conservation of both phase
field and surfactant concentration over time:

3 3
— d2=0, — d2 =0. 2.19a,b
e v (2.194.0)

As a consequence, the total mass of the two phases and of the surfactant
concentration is conserved. Despite this, mass conservation of each of the two
phases, ¢ =41 and ¢ = —1, is not guaranteed (Yue et al. 2007; Soligo et al. 2019b)
and some small leakages between the phases may occur. In the cases presented here,
because of the adoption of the profile-corrected formulation (Li et al. 2016; Soligo
et al. 2019b), mass leakages occur only during the initial transient; the total mass
loss of the dispersed phase reaches at most 8 % in the worst case. This issue is
linked with the initial condition adopted and will be discussed in more detail in the
next section.

2.5. Simulation set-up

The computational domain is a closed channel with dimensions L, x L, x L, =
4mth x 2:th x 2h corresponding to LY x L7 x LT = 3770 x 1885 x 600 Wall units
(see appendix B for details on the wall un1ts scahng) Equations are discretized on
a grid with Ny x Ny x N; =1024 x 512 x 513 collocation points. The simulations are
performed at a fixed shear Reynolds number of Re, =300. We consider two values of
the surface tension, corresponding to We =1.50 and We =3.00. The selected surface
tension values match those commonly found in oil-water mixtures (Than er al.
1988). To analyse the effects introduced by the surfactant, for each surface tension
value (Weber number), we test four different surfactants, characterized by increasing
elasticity numbers (i.e. increasing surfactant strength). In particular, we consider the
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System Re, We Ch Pey, Pey Pi E, ¥y Bs
Clean 300 1.50 0.025 40 — — — — —

Surfactant-laden 300 1.50 0.025 40 100 135 0.117 0.01 0.50
Surfactant-laden 300 1.50 0.025 40 100 135 0.117 0.01 1.00
Surfactant-laden 300 1.50 0.025 40 100 1.35 0.117 0.01 2.00
Surfactant-laden 300 1.50 0.025 40 100 135 0.117 0.01 4.00
Clean 300 3.00 0.025 40 — — — — —

Surfactant-laden 300 3.00 0.025 40 100 135 0.117 0.01 0.50
Surfactant-laden 300 3.00 0.025 40 100 135 0.117 0.01 1.00
Surfactant-laden 300 3.00 0.025 40 100 135 0.117 0.01 2.00
Surfactant-laden 300 3.00 0.025 40 100 135 0.117 0.01 4.00

TABLE 1. Summary of the parameters used for the different cases examined. For each
Weber number, one clean (surfactant free) and four surfactant-laden systems have been
considered. The surfactant-laden systems differ in the value of the elasticity number, which
spans the range from B; =0.50 (weaker surfactant) to B, =4.00 (stronger surfactant).

following elasticity numbers: B, = 0.50 (weaker surfactant), 8, = 1.00, B, =2.00 and
Bs = 4.00 (stronger surfactant). In all these cases the total amount of surfactant is
kept fixed (set with the surfactant bulk concentration, i,). Overall, we performed a
total of 10 simulations: a clean system and four surfactant-laden systems for each
Weber number; refer to table 1 for an overview of the parameters considered.

The Cahn number has been set to Ch=0.025: this value has been chosen according
to the grid resolution as it allows for the accurate description of the steep gradients
present at the interface. The phase field Péclet number, Pey, has been set to Pey =
1/Ch =40, in order to respect the guidelines given in Yue et al. (2010) and Magaletti
et al. (2013), which, for increasing grid resolutions, allows convergence to the sharp
interface limit. The choice of these two parameters is crucial and, as will be discussed
in §3.8, the adoption of the scaling Pes oc Ch™' guarantees the convergence of the
results. Clearly, on increasing the grid resolution (and thus the computational cost),
smaller Cahn numbers can be adopted and the dynamics of smaller droplets can be
captured. However, the dynamics of the larger droplets (droplets large enough to be
described with the current grid resolutions) is almost unchanged. Finally, the penalty
flux parameter has been set to 4 = 2.5 following the indications given by Li et al.
(2016) and Soligo et al. (2019b).

For the surfactant, the bulk concentration was kept fixed in all cases to v, =0.01.
The Péclet number has been set to Pe, = 100; this value can be considered
representative of the behaviour of non-ionic and anionic surfactants in aqueous
solutions (Weinheimer, Fennell & Cussler 1981). The temperature-dependent parameter
has been set to Pi=1.35 and the surfactant solubility parameter to E, =0.117. These
values have been set according to previous work of Engblom et al. (2013). Despite
these two parameters having a physical relevance, their effect is not investigated here
for reasons of simplicity. However, it can be anticipated that for smaller E, and/or
larger Pi (stronger adsorption and diffusion), we expect a more uniform surfactant
concentration due to enhanced diffusion.

At the beginning of the simulations, a regular array of 256 spherical droplets with
diameter d = 0.4h (corresponding to d* = 120 wall units) is initialized in a fully
developed turbulent channel flow; this flow field is obtained from a preliminary direct
numerical simulation of a single-phase flow at Re, = 300. With this configuration,
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the dispersed-phase volume fraction @ =V,;/(V.+ V,) (V; and V, being the volume of
the dispersed and carrier phases, respectively) is @ >~ 5.4 %; the same volume fraction
was used in previous works (Scarbolo et al. 2015; Scarbolo, Bianco & Soldati 2016).
The phase field and the surfactant concentration are initialized with their respective
equilibrium profiles: the phase field is constant in the bulk of the phases (¢ =+1 in
the droplets and ¢ = —1 in the carrier fluid) and undergoes a smooth transition across
the thin interfacial layer. Similarly, the surfactant concentration is uniform in the bulk
of the two phases (¥ = ,) and reaches its peak value at the interface (¥ = ). At
the beginning of the simulation, turbulent fluctuations of the undisturbed flow field
strongly perturb the phase-field interfacial profile, leading to a reduction of the mass
of the dispersed phase. After this initial transient, during which the flow field and the
phase field couple together, the mass of each phase remains constant over time.

Before proceeding, we justify the initial condition chosen for the phase field, which
may seem unrealistic, since a swarm of spherical droplets is suddenly appearing in a
single-phase flow field. To prove its consistency and to guarantee the independence
of the results from the selected initial condition, we performed further preliminary
simulations (not reported here) in which different initial conditions were considered,
such as, for instance, the injection of a liquid sheet at the channel centre. All
the different initial conditions tested achieve the same statistically steady results,
indicating that memory of the initial condition is completely lost after an initial
transient. In addition, the initial condition we chose requires a shorter time to reach a
steady-state configuration with respect to the other initial conditions tested. For these
reasons and to better compare our results with previous works (Scarbolo et al. 2015,
2016; Roccon et al. 2017), the presented initial condition (regular array of spherical
droplets) has been employed here.

3. Results

We characterize the behaviour of the multiphase system from both qualitative and
quantitative viewpoints so as to obtain a physically grounded understanding of the
outcome of the competition among inertial forces, viscous forces and surface tension
forces. After describing on a qualitative basis the steady state of the system, for each
of the examined cases we characterize the surfactant concentration over the droplet
interface by computing its probability density function (PDF) and by studying the
influence of the droplet size on its distribution. Then, we focus on the modifications
produced by the surfactant dynamics on the dispersed phase morphology, which
we characterize using macroscopic indicators, such as the number of droplets and
their breakage and coalescence rates. Finally, we analyse the resulting DSD and we
compare it with the theoretical scaling developed by Garrett, Li & Farmer (2000).
A detailed description of turbulence modifications produced by the presence of a
swarm of droplets is beyond the scope of this work and will be investigated in the
future. However, we can anticipate that, as reported in previous works (Scarbolo et al.
2016; Roccon et al. 2017), a slight increase of the flow rate (~ 1%) is observed
for all cases considered (simulations are performed with a constant pressure gradient
driving the flow).

3.1. Qualitative behaviour of multiphase flow

After the release of the droplets in the turbulent channel flow (1t = 0), each
single droplet starts to interact with the background turbulence and with the
neighbouring droplets. In this initial transient, droplets are deformed by the action
of the shear stress, and coalescence and breakage phenomena start to take place.
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FIGURE 3. (Colour online) Top view of the steady-state configuration (* =3750) attained
by six different cases: (a,c,e) We = 1.50; (b.d,f) We = 3.00. (a,b) Clean cases; (c,d)
By =1.00; (e,f) B; =4.00. In each panel, the interface of the droplets (iso-contour ¢ = 0)
is coloured in red for the clean cases (a,b) and by the surfactant concentration for the
surfactant-laden cases (c—f): red identifies regions with a low concentration, while white
identifies regions with a high concentration. In the background, an x*t—y* plane located
at zt =0 (centre of the channel) shows the magnitude of the velocity fluctuations, u’-u’'.
In (d), a yellow box highlights the sample droplet used in the following to present the
interaction between shear stresses and Marangoni stresses (see figure 5).

At the same time, surfactant is redistributed according to the local flow field and
to the dispersed phase morphology (number and shape of the droplets). After this
transient, memory of the initial condition is lost and the multiphase flow reaches
a statistically steady configuration. This new configuration is shown in figure 3 for
six different combinations of the parameters at t* = 3750. Panel (a,c,e) refers to
We = 1.50 and (b.d,f) to We = 3.00. Each row corresponds to a different elasticity
number: clean (a,b), B, = 1.00 (c,d) and B; = 4.00 (e,f). The system configuration
is displayed showing all the droplets in the top half of the channel, identified by
the iso-contour ¢ =0 (interface); for the surfactant-laden cases (c—f), the interface is
coloured by the surfactant concentration. In addition, to give a qualitative overview
of the modifications induced in the carrier fluid turbulence by the dispersed phase,
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the magnitude of the velocity fluctuations, u’ -/, on an xt—y* plane located at the
channel centre (z© =0) is reported in greyscale (white, low; black, high).

From these qualitative pictures, we can make two important observations: the
different combinations of the Weber and elasticity numbers have a strong impact
on the dispersed-phase morphology and the surfactant distribution over the interface
of the droplets is non-uniform. In particular, analysing the surfactant concentration,
we observe that larger droplets exhibit a highly non-uniform surfactant distribution
while for smaller droplets the distribution tends to be more uniform. In addition, we
observe also the presence of small regions that exhibit high surfactant concentrations
(bright yellow/white regions). Turning to the dispersed-phase morphology, we can
clearly notice the effect of the Weber and elasticity numbers. Specifically, for both
Weber numbers, an increase of the elasticity number leads to the formation of smaller
droplets and to the consequent increase of the number of droplets and of the total
interfacial area. The typical droplet size reduces as either the elasticity number or
the Weber number is increased: a reduction of the surface tension weakens surface
tension forces and promotes larger curvature values and, eventually, droplet breakage.
Finally, we can observe some qualitative differences from the map of the velocity
fluctuation magnitude: for We = 1.50 (a,c,e), regions characterized by large velocity
fluctuations are more elongated and cover a significant area, while for We = 3.00
(b,d.f) these regions are smaller and more fragmented. This difference can be better
appreciated comparing the two extreme cases: figures 3(a) and 3(f).

3.2. Shear stresses, Marangoni stresses and breakage/coalescence of droplets

Before proceeding with a more quantitative characterization of the results, it is worth
briefly describing the complex interactions among the flow, the interface and the
local surfactant concentration. These interactions, which are graphically summarized
in figure 4, are deeply interconnected and the contribution of each single factor (flow,
interface and surfactant) cannot be disentangled easily. We start by considering the
action of the turbulent flow on the phase field (dispersed-phase morphology) and on
the surfactant concentration. The turbulent flow, with the associated shear stresses,
transports surfactant over the interface, depleting some regions of surfactant and
accumulating it in others (top to bottom-left arrow). In addition, the shear stresses
directly influence the dispersed phase morphology: strong shear stresses deform the
interface and promote breakage of the droplets (top to bottom-right arrow). In turn,
the surfactant-laden interface generates stresses according to the local dispersed-phase
morphology and surfactant concentration (bottom to top arrows). These stresses
modify the local flow field and shear stresses, which in turn affect the merging,
breaking and stretching of the interface and the surfactant distribution. For instance,
Marangoni stresses (tangential to the interface) help in preventing coalescence, since
they hinder the drainage of the liquid film separating the droplets (Dai & Leal 2008;
Soligo et al. 2019a). In a similar way, the modifications of the local flow field
produced by Marangoni stresses are crucial in the breakage of droplets (Stone &
Leal 1990) and in the pinch-off of liquid threads (Kamat et al. 2018).

The surfactant distribution and the dispersed-phase morphology are closely linked
together. In particular, the interface deformation (stretching and compression) favours
the accumulation or dilution of surfactant and thus leads to a change in the local
surfactant concentration (right to left arrow). In addition, the interface curvature
influences the adsorption of surfactant from the bulk towards the interface and
vice versa (Hsu, Chang & Lin 2000; Eggleton, Tsai & Stebe 2001). The resulting
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FIGURE 4. Graphical representation of the main interactions among flow field, dispersed-
phase morphology and surfactant concentration. On the one hand, the shear stresses
produced by the flow field affect the dispersed-phase morphology and the surfactant
distribution (top to bottom arrows). On the other hand, capillary and Marangoni stresses
influence the local flow field (bottom to top arrows). Then, also the dispersed-phase
morphology and the surfactant concentration mutually interact: the surfactant distribution
locally reduces surface tension and increases the interface deformability (left to right
arrow). This effect is reflected in the interface morphology and dynamics, which in turn
affect the surfactant distribution (right to left arrow).

surfactant distribution, in turn, influences the local curvature: surfactant increases the
interface deformability (lower surface tension) and, as a consequence, large curvature
values are favoured by high surfactant concentrations (left to right arrow).

We now focus on the main factors determining the surfactant concentration over the
interface of the droplets: an interesting coupling between shear and Marangoni stresses
can be highlighted. This coupling is explained using figure 5, which shows the shear
stresses (figure 5a), the surfactant concentration (figure 5b) and Marangoni stresses
(figure 5¢) on the interface of the sample droplet marked by a yellow rectangle in
figure 3(d). First, we consider the shear stresses; their action, in conjunction with
the droplet shape, leads to a non-uniform surfactant distribution. This first interaction
can be appreciated by looking at figure 5(a,b), showing the component tangential to
the interface of the shear stresses, S;,, normalized by its magnitude (reported only
on the interface, blue, small; red, large), and showing the surfactant distribution on
the droplet interface (red, low; yellow, high). The resulting non-uniform surfactant
distribution generates a non-uniform surface tension which, in turn, gives rise to
Marangoni stresses, which are tangential to the interface and act to restore a uniform
value of the surface tension by sweeping surfactant from high-concentration regions
(low surface tension, yellow) towards low-concentration regions (high surface tension,
red). Marangoni stresses are proportional to the surface tension gradient and can be
directly linked to the surfactant concentration via the surface tension EOS. Their
action is shown in figure 5(c), which reports the spatial distribution of Marangoni
stresses (normalized by their magnitude) on the droplet interface (coloured as in
figure 5b). It is interesting to observe that Marangoni stresses oppose the shear
stresses (which generate a non-uniform surfactant distribution) and, therefore, lead to
a reduction of the shear stresses at the droplet interface (right to left arrow).
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FIGURE 5. (Colour online) Sketch of the coupling between shear and Marangoni stresses.
The sketch is realized considering the droplet marked by the yellow box in figure 3(d).
(a) The component tangential to the interface of the shear stresses, S,, on the droplet
interface and normalized by its magnitude (see appendix C for details of S,). The interface
is coloured by the shear stress magnitudes (blue, small; red, large). () The resulting non-
uniform surfactant distribution (red, low; yellow, high). This distribution, in turn, leads
to a non-uniform surface tension distribution and thus gives rise to Marangoni stresses,
shown in (¢) using unit length vectors. These stresses try to restore a uniform value of
the surface tension, driving flow from regions of high surfactant concentration (yellow)
towards regions with a lower concentration (red). The Marangoni stresses feed back to
the local shear stress distribution (right to left arrow).

3.3. Probability density function of interfacial surfactant concentration

To quantify the outcome of the interaction among flow field, dispersed-phase
morphology and surfactant concentration, we start by analysing the surfactant
distribution over the interface of the droplets. As suggested by figure 4, the
distribution of the surfactant is determined by the interplay between local shear
stresses, Marangoni stresses, dispersed-phase morphology and adsorption/desorption
phenomena. To quantify the outcome, we compute the PDF of the interfacial surfactant
concentration (i.e. the surfactant concentration at the interface, identified as the
iso-contour ¢ = 0). The results, computed once a steady configuration is obtained
(from #* > 2500 until the end of the simulation), are reported in figure 6 for We =1.50
and We = 3.00.

For We = 1.50 (figure 6a), the PDFs are asymmetric and skewed to the right:
stronger positive fluctuations in the surfactant concentration are more likely to occur,
while strong negative fluctuations rarely happen. The asymmetry present in the PDF
shape becomes more pronounced as the elasticity number increases. In addition,
we observe that the mean value of the interfacial surfactant concentration shifts
towards smaller values for larger elasticity numbers. This shift can be traced back
to the increase of the total interfacial area, which is originated by a larger number
of droplets with a more deformable interface. This effect is more pronounced for
stronger surfactants (higher elasticity numbers), which indeed are more effective in
reducing surface tension. Since surfactant distributes over the droplet interface, a
larger interface extension reduces the average surfactant concentration.

We now focus on the three lower elasticity numbers (8, = 0.50, B, = 1.00 and
Bs = 2.00); the case for B, = 4.00 requires a specific consideration and will be
discussed later on. For these three cases, we can clearly notice that the PDF narrows
about its peak as the elasticity number is increased. This effect originates from
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FIGURE 6. (Colour online) The PDF of the interfacial surfactant concentration: (a) We =
1.50; (b) We = 3.00. The different colours refer to B; = 0.50 (blue), B, = 1.00 (green),
Bs = 2.00 (yellow) and B, = 4.00 (red). The concentration at which the shutdown of
Marangoni stresses occurs (shutdown concentration, ) is reported with thin dashed lines
(same colours as before). In general, for higher elasticity numbers, the PDF becomes taller
and narrows around the most probable value. However, for the cases at B; = 4.00, the
shutdown of Marangoni stresses markedly affects the PDF shape. This modification is
particularly evident for B, =4.00 and We = 1.50, the red line in (a).

the action of the Marangoni stresses, which act to restore a uniform value of
the surface tension and whose amplitude is proportional to the elasticity number.
Indeed, Marangoni stresses favour a uniform surfactant distribution, as reflected by
the narrowing of the surfactant concentration about its peak. In addition, we can
also observe that low values of the surfactant concentration are strongly penalized:
the surfactant concentration is strictly bounded in y = (0, 1), as prescribed by the
chemical potential (equation (2.8)). Turning now to the highest elasticity number
(B, =4.00), the PDF exhibits a markedly different behaviour: the most probable value
of the PDF is lower (with respect to B, =2.00) and the shape is more right-skewed.
The origin of this behaviour is connected to the shutdown of Marangoni stresses.
Indeed, the maximum surface tension reduction is bounded and once the surfactant
concentration is higher than a critical value, here referred to as shutdown concentration
Yy, surface tension remains constant and the action of Marangoni stresses ceases. The
shutdown concentration, ¥, can be computed from the surface tension EOS by
imposing f, () =0.5:

Yo(B) =1—e P, (3.1

The resulting shutdown concentrations (¥, = 0.117 for 8; = 4.00, v, = 0.221 for
Bs =2.00 and ¥, = 0.393 for B; = 1.00) are reported in figure 6 with thin dashed
vertical lines with colours corresponding to the PDF data. The shutdown concentration
for B; =0.50 (¥, =0.632) is not shown since it exceeds the plot limits. As can be
appreciated from figure 6(a), the shutdown affects only marginally the PDF shape
for B, = 2.00 (and for lower f;), while a more pronounced effect is observed for
Bs = 4.00. For this latter case, the shutdown occurs at concentrations lower than
the most probable value. Therefore, surface tension is constant for ¥ > 0.117 and
Marangoni stresses vanish, thus eliminating their feedback action on the shear stresses;
this results in a wider and more asymmetric PDF. Finally, we can observe that the
most probable value for the case f; = 4.00 is shifted towards lower concentrations.
This shift originates from the higher number of droplets (larger interfacial area)
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attained by this latter case (see also §3.5 for a detailed characterization of the
number of droplets).

For We = 3.00 (figure 6b), the PDF of the surfactant concentration follows a
monotonic trend: large fluctuations in the surfactant concentration are less frequent
and the most probable value shifts towards lower concentrations for larger elasticity
numbers. These two observations directly reflect the action of Marangoni stresses,
which favour a more uniform surfactant concentration. Interestingly, for the cases
here considered (We =3.00), the shutdown of Marangoni stresses has a minor impact
on the shape of the PDF. Indeed, the higher Weber number (lower clean reference
surface tension) leads to a much larger total interfacial area, and thus the average
concentration is lower. As a consequence, the resulting PDFs of these latter cases are
shifted towards lower concentrations and a smaller portion of the PDF is influenced
by the shutdown of Marangoni stresses. This minor impact of the shutdown is clearly
reflected in the PDFs: as the elasticity number is increased, the PDFs narrow and the
amplitude of the PDF peak continuously increases. However, for the highest elasticity
number (B; = 4.00), the effect of the shutdown is still visible and the respective
PDF is strongly skewed to the right. Indeed, for this latter case, the shutdown
concentration, ¥, = 0.117, is slightly larger than the peak of the PDF. Therefore,
only the part located to the right of the PDF peak is influenced by the shutdown.
Finally, we can observe that for the two lower B, values, the boundedness of the
surfactant concentration (¢ > 0) penalizes large negative fluctuations and affects the
left tail of the distribution. This results in a more asymmetric PDF, especially for the
lower elasticity numbers, as the PDF is wider (weaker restoring effect of Marangoni
stresses) and shifted towards lower concentrations (larger interfacial area).

3.4. Droplet size influence on the interfacial surfactant concentration

In this subsection the influence of the droplet size on the surfactant distribution
over the interface is investigated. In particular, we aim at quantifying the correlation
between droplet size and surfactant concentration previously observed qualitatively
in figure 3. For this purpose, the PDF of the surfactant concentration over the
interface has been calculated separately for each droplet and then sorted depending
on the droplet size. For each droplet, we compute the equivalent diameter, d;j], as
the diameter of an equivalent spherical droplet with the same volume as the droplet

considered: s
6V+
d::] == (n) . (3 2)

where V* is the volume of the droplet.

For the sake of clarity, only the mean value and the 5th and 95th percentiles of
the surfactant concentration over the droplet interface are reported in figure 7; solid
lines identify the mean value, while dashed lines correspond to the percentiles (Sth
percentile below the mean value and 95th percentile above the mean value). The usual
colour scheme is adopted to distinguish among the various cases: B, = 0.50 (blue),
By, =1.00 (green), B, =2.00 (yellow) and B, =4.00 (red). We start by analysing the
results obtained for We =1.50 (figure 7a). First, we notice that for all cases the mean
surfactant concentration on the interface is not significantly influenced by droplet
size. This indicates that the mixing effect induced by the coalescence and breakage
events promotes a uniform surfactant distribution over the entire range of droplet
sizes. Second, we observe that for higher elasticity numbers, the mean surfactant
concentration on the interface is slightly reduced. This result is in agreement with
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FIGURE 7. (Colour online) Influence of droplet size on surfactant concentration at the
interface; thick solid lines represent the mean surfactant concentration, while dashed lines
represent the 5th and 95th percentiles: (a) We = 1.50; (b) We =3.00. The different cases
are marked with different colours: 8, =0.50 (blue), B, =1.00 (green), B, =2.00 (yellow)
and B, =4.00 (red). The mean concentration is almost constant and is not affected by
the droplet size; conversely, the droplet size has an influence on the fluctuations in the
surfactant concentration (as indicated by the percentile lines) and smaller droplets exhibit
a more uniform concentration. This effect originates from Marangoni stresses, which are
more effective on smaller droplets (smaller length scale).

our previous observation for the PDF of the surfactant concentration (figure 6): the
lower surface tension (stronger surfactant) increases the total interfacial area, thus
reducing the average surfactant concentration over the interface.

While the droplet size does not change the mean concentration of surfactant over the
interface, a clear effect of the droplet size on the surfactant concentration fluctuations
can be appreciated: the 5th and 95th percentile lines are closer to the mean value
for smaller droplets. This means that smaller droplets have a more uniform surfactant
distribution over their interface with respect to larger droplets. This effect can be
traced back to Marangoni stresses, the magnitude of which is proportional to the
surface tension gradient. The surface tension gradient can be approximated as the
ratio of the surface tension variation, Ao, over the droplet equivalent diameter, here
used as a characteristic length scale of the droplet. The magnitude of the surface
tension variation, Ao, is of the same order of magnitude for all the droplet sizes
(roughly similar to the difference between the 5th and the 95th percentiles). Hence, the
action of Marangoni stresses (which act to restore a uniform surfactant distribution)
is more effective on smaller droplets, as they are characterized by a lower equivalent
diameter. It is important to note that, for the higher elasticity number considered here
(B; =4.00), the shutdown of Marangoni stresses has a marked effect on the positive
fluctuations in the surfactant concentration: as Marangoni stresses vanish (surface
tension is constant for surfactant concentrations above the shutdown concentration),
their restoring effect on the surfactant distribution ceases. Indeed, the trend of the
95th percentile line is lost for the stronger surfactant (8, =4.00), which is superposed
to the 95th percentile line of the case at B, = 2.00. Considering the 5th percentile
lines, a similar trend can be observed among all the cases; this trend is particularly
marked for larger droplets, d;, > 100. This effect arises from the surfactant chemical
potential, which strictly bounds the surfactant concentration between 0 and 1: thus,
extremely low values of surfactant concentration are energetically unfavourable (high
chemical potential) and strong negative fluctuations are hindered.
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The effect of the droplet size on the surfactant distribution becomes more
pronounced for We =3.00 (figure 7b). A decrease in the mean surfactant concentration
is observed for increasing elasticity numbers: the same total amount of surfactant
distributes over a larger surface (higher interfacial area). As observed for We = 1.50
(figure 7a), the mean surfactant concentration does not depend on the droplet size,
while the amplitude of the fluctuations increases with the droplet size. In particular,
a clear trend is observed for the 95th percentile: as the elasticity number increases,
Marangoni stresses become stronger and extreme values of surfactant concentration
are less likely to occur. Due to the shutdown of Marangoni stresses, this trend is
not observed between the cases with S, = 2.00 and B, = 4.00: for this latter case
surface tension remains constant above the shutdown concentration (¥, =0.117) and,
consequently, the action of Marangoni stresses vanishes. As the equilibrium-restoring
effect of Marangoni stresses is partially lost, similar positive fluctuations of the
surfactant concentration are observed for the two stronger surfactants (8, =2.00 and
Bs =4.00). Also for these cases, the boundedness of the surfactant chemical potential
(which prevents large negative fluctuations of the surfactant concentration) leads to a
very similar behaviour for all the 5th percentile lines.

3.5. Time evolution of the number of droplets

The distribution of the surfactant over the droplet interface has direct consequences
for the dispersed-phase morphology. In fact, the presence of surfactant produces a
local decrease of surface tension (whose amplitude depends on the local surfactant
concentration) and introduces Marangoni stresses, thus affecting the dynamics of
coalescence and breakage events and the resulting dispersed-phase morphology
(Dai & Leal 2008; Takagi & Matsumoto 2011; Liu ef al. 2018). With the aim
of characterizing the dispersed-phase morphology and of quantifying the previous
qualitative observations (figure 3), we compute the time evolution of the number of
droplets, N(¢t7). The results, normalized by the initial number of droplets Ny = 256
(same for all the cases), are shown in figure 8.

We start the discussion with the low-Weber-number cases (figure 8a). During the
initial stages of the simulation, all cases evolve in a similar manner: the total number
of droplets decreases down to about 40 % of the initial value. Then, the five cases
start to depart from each other: the effect of surfactant and of its strength is clearly
reflected in the number of droplets. The clean and weak surfactant cases show a
faster decrease in the number of droplets with respect to the strong surfactant cases.
Finally, at #+ >~ 2500, a steady state for the number of droplets is reached indicating
that coalescence and breakage events balance out. The effect of surface tension on
the steady-state number of droplets is clear: the clean case has the lowest number
of droplets at the end of the simulation. As the elasticity number is increased, also
the final number of droplets increases. On average stronger surfactants are able to
produce a greater number of smaller droplets in the channel. The different number
of droplets attained at steady state can be linked to the maximum stable diameter
(Hinze 1955), which is determined by the competition between stabilizing effects (e.g.
surface tension) and destabilizing effects (e.g. turbulent fluctuations). Decreasing the
average surface tension over the interface (stronger surfactant) leads to a reduction in
the maximum stable diameter, thus to the formation of smaller droplets. The effect
of surfactant can be better appreciated from the inset of figure 8(a), which shows the
time evolution of the number of droplets at steady state. With respect to the clean case,
the final number of droplets is increased by a factor ranging from 1.32 (8, =0.50) up
to 3.32 (B, =4.00).
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FIGURE 8. (Colour online) Time evolution of the normalized number of droplets,
N(tt)/Ny: (a) We =1.50; (b) We = 3.00. Different colours distinguish the various cases:
clean (black), B, =0.50 (blue), B, = 1.00 (green), B, =2.00 (yellow) and B, =4.00 (red).
The action of surfactant can be clearly observed: on increasing the elasticity number S,
the surface tension reduction is larger and a greater number of droplets is found in the
channel. For the cases at We = 1.50, this effect can be better appreciated from the inset
of (a).

A markedly different behaviour is observed for the cases at We =3.00 (figure 8b):
after an initial decrease (up to " = 300) in the number of droplets for all cases,
a marked increase is observed for the stronger surfactant cases. For these cases
breakage events outnumber coalescence events, thus increasing the total number
of droplets. After the initial transient stage, at about " = 2500, the number of
droplets reaches a statistically steady-state value, which increases with the surfactant
strength. In particular, the number of droplets in the clean and weak surfactant cases
(B, =0.50 and B, = 1.00) reaches a steady-state value N(:*) >~ 0.5N,, while for the
stronger surfactant (8, = 4.00) it reaches about N(t*) >~ 1.5N,. With respect to the
clean case, the steady-state number of droplets is increased by a factor ranging from
1.18 (B; = 0.50) to 3.16 (B, = 4.00). It is interesting to observe that although the
steady-state number of droplets strongly differs between the two Weber numbers,
ranging between 19 (clean case) and 63 (8, =4.00) for We = 1.50 and between 116
(clean case) and 366 (8, =4.00) for We =3.00, the increase in the number of droplets
with respect to the clean reference cases is similar: from a factor of about 1.25 for
the weakest surfactant (8; =0.50) up to about 3.25 for the strongest one (B, =4.00).

3.6. Coalescence and breakage rates

The number of droplets, while still being an important consideration, does not give
any information on the actual number of coalescence or breakage events occurring,
but just on their balance. To obtain a better insight into the surfactant effects on
the morphology of the dispersed phase, the droplet population balance has been
considered. In particular, in all the cases presented here, the number of droplets
can be modified only by coalescence and breakage events (Lasheras et al. 2002;
Eastwood, Armi & Lasheras 2004). Hence, the following balance equation can be
used to describe the time evolution of the number of droplets:

dN(th)

= N (), (3.3)
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FIGURE 9. (Colour online) Time evolution of the coalescence rate, N.(t*), and of the
breakage rate N, (%). The rates are shown (a,b) non-normalized and (c,d) normalized by
the actual number of droplets, N(t"). Breakage rates, as they increase the number of
droplets, are represented as a positive quantity, while coalescence rates, as they reduce the
number of droplets, are reported as a negative quantity. (a,c) We =1.50; (b,d) We =3.00.
In all panels, the steady-state values are reported with thick dashed lines. For both the
Weber numbers considered, the addition of a soluble surfactant leads to an increase (in
magnitude) of both coalescence and breakage rates. This increase is larger when stronger
surfactants are considered (larger elasticity numbers, S).

where N.(t7) and N,(t") are the coalescence and the breakage rates, i.e. the number
of coalescence/breakage events occurring in a unitary time. Predictions of these
rates are extremely difficult, as many different factors are involved in the complex
dynamics of interface breaking and merging (Tsouris & Tavlarides 1994; Valentas &
Amundson 1966; Luo & Svendsen 1996; Colella er al. 1999; Liao & Lucas 2010).
The problem further complicates when a soluble surfactant, which modifies the
interfacial dynamics, is added to the multiphase system. Indeed, as shown in previous
investigations performed in laminar flow conditions considering two droplets of equal
size, the presence of a surfactant prevents (or at least delays) their coalescence (Dai
& Leal 2008; Xu et al. 2011; Engblom et al. 2013; Soligo et al. 2019a), but at the
same time it also promotes droplet breakage (Bazhlekov et al. 2006; Liu et al. 2018).

Figure 9 shows the time evolution of the coalescence and breakage rates for the
different cases examined. The rates have been calculated considering the number of
coalescence and breakage events, N. and N,, occurring in a time window Art =90:

. N, . N,
Nt = Ny =t (3:4a.b)
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The coalescence and breakage rates are reported non-normalized (i.e. as computed
from (3.4)) in figure 9(a,b) and normalized by the actual number of droplets, N(t"),
in figure 9(c,d).

We start by discussing the results obtained for We = 1.50 (figure 9a). For these
cases, during the initial transient, the coalescence rate is larger than the breakage
rate (in magnitude). This results in a reduction of the number of droplets (figure 8a).
After reaching a peak value at ™ ~ 600, the two rates start to smoothly decrease until
a steady-state value is reached for 1™ > 2500, after which the average coalescence and
breakage rates (dashed lines) are equal (in magnitude). Comparing the different cases,
we can identify an interesting behaviour: stronger surfactants (larger ;) increase both
breakage and coalescence rates. While the former effect is expected (a lower average
surface tension increases the likelihood of the interface breaking), the latter effect is
not as obvious. Indeed, previous works (Dai & Leal 2008; Xu et al. 2011; Engblom
et al. 2013; Soligo et al. 2019a) showed that surfactant hinders the coalescence of
two droplets, while here we observe an increase of the coalescence rate for stronger
surfactants. However, differently from previous works (Dai & Leal 2008; Xu et al.
2011; Engblom et al. 2013; Soligo et al. 2019a), in the cases presented here, the
average droplet size and the number of droplets differ among the different cases.
Specifically, in the cases here considered, the average surface tension is reduced for
increasing surfactant strengths. Thus, for higher elasticity numbers, droplets will more
likely break apart generating a greater number of smaller droplets. The resulting
smaller droplets are less deformable (i.e. they have a lower droplet Weber number,
We, = pud,,/oy) and they will more likely coalesce (faster drainage of the thin liquid
film separating the two droplets). This size effect is directly reflected in the behaviour
of the coalescence and breakage rates, which are enhanced when higher elasticity
numbers are considered.

To remove the influence of the number of droplets on the coalescence and breakage
rates, the rates have been normalized by the actual number of droplets (figure 9c¢). In
the initial stages, 1t < 1500, the time evolution of the non-normalized and normalized
rates is similar. However, differently from the non-normalized rates, for t* > 1500,
the normalized rates reach a steady-state value. This suggests that the decrease of
both breakage and coalescence rates (non-normalized) is due to the smaller number
of droplets present in the channel. Hence, while the coalescence and breakage rates
(non-normalized) can be directly linked to the population balance as they represent
the effective change in the number of droplets, the normalized rates give more general
information about the surfactant effects on the coalescence and breakage rates.

Turning to We = 3.00 (figure 9b), the higher Weber number (lower clean surface
tension) has a clear effect on the coalescence and breakage rates. In the initial
transient, both coalescence and breakage rates increase until they reach their peak
value at about * = 600. After reaching this peak, the coalescence rates are almost
constant at their steady-state value, while the breakage rates slightly decrease before
reaching a steady-state value. For the stronger surfactant (8, = 4.00), the breakage
rate during the initial stage of the simulation exceeds the coalescence rate; this
feature is reflected in the total number of droplets (figure 8b), which for this case
at steady state is much higher than the initial number of droplets, about 1.5N,.
The surfactant strength has a clear effect on the rates: indeed, for larger elasticity
numbers, the coalescence and breakage rates are larger (in magnitude). This is a
direct consequence of the greater number of smaller droplets present in the channel:
these smaller droplets will more likely coalesce (smaller size) and at the same time
will more likely undergo breakage (lower surface tension).
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Also for these cases, to remove the effect of the number of droplets on the
coalescence and breakage rates, the rates have been normalized by the actual
number of droplets present in the channel (figure 9d). The trends observed are
similar to those exhibited by the non-normalized rates and, for higher elasticity
numbers, the steady-state values of the coalescence and breakage rates become larger
(in magnitude); however, the differences among the cases become smaller. This
observation suggests that the greater number of droplets present when larger elasticity
numbers are considered produces an amplification of the non-normalized rates. In
addition, the peak in the breakage rate exhibited by the two stronger surfactants
(Bs =2.00 and B; = 4.00) becomes more pronounced. This indicates that the strong
reduction of the surface tension induced by the surfactant strongly favours the
breakage of the droplets.

3.7. Droplet size distribution

The addition of a soluble surfactant in the system, which modifies the droplet
deformability (lower surface tension) and introduces Marangoni stresses, directly
influences the coalescence and breakage rates and as a consequence the resulting
DSD. The DSD is a fundamental tool, which has been extensively used in the past to
characterize dispersed-phase morphology; several empirical models for the calculation
of the DSD have been proposed in the past (Calabrese, Wang & Bryner 1986;
Babinsky & Sojka 2002; Lee & Robinson 2011). The DSDs for all the different
cases (clean and surfactant-laden) have been computed using the droplet equivalent
diameter as a measure of the droplet size. The distributions have been computed
once the simulations reached a steady condition (#+ > 2500). The results are shown
in figure 10 for We =1.50 and We =3.00. In order to better highlight the differences
among the different cases, only three of them are shown: clean (black), B, = 1.00
(green) and B, =4.00 (red).

For We = 1.50 (figure 10a), the low number of droplets does not allow one to
obtain a clear statistic (especially for the clean case). However, a trend for increasing
surfactant strength can still be appreciated: smaller droplets are more likely to be
found as the elasticity number is increased. Indeed, for the stronger surfactant (8, =
4.00), the DSD peaks for dj, < 100 and falls almost to zero for larger droplet sizes.
Conversely, for the clean case there is a low probability of having very small droplets,
djq <50, and a much higher probability of having larger droplets, 200 < d;; <500. This
observation can be directly linked to the average surface tension reduction produced by
the surfactant: for higher elasticity numbers (larger surface tension reduction), larger
droplets are not stable and undergo breakage and, as a consequence, the presence
of smaller droplets is favoured. This finding is in agreement with the breakage rates
(figure 9a,c), which increase when stronger surfactants are considered.

For We =3.00 (figure 10b), a greater number of droplets is present (figure 8b) and
a much clearer trend can be observed. In particular, all the DSDs exhibit a marked
peak for small droplet sizes, d, < 100; this peak shifts towards smaller diameters
and increases its value as the elasticity number is increased. Indeed, for the clean
case the peak value is at about d; =~ 75, while it reduces to d,, >~ 50 for the two
surfactant-laden cases, with the stronger surfactant showing a higher peak value. The
probability of having larger droplet sizes, d > 200, is extremely low, at least one
order of magnitude lower than the peak value. The effect of the elasticity number can
be appreciated also for the larger droplet sizes: a higher probability of finding larger
droplets is observed for the clean case and for S, =1.00.
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FIGURE 10. (Colour online) The DSD for We =1.50 (a) and We =3.00 (b). The different
colours refer to the clean case (black), 8, =1.00 (green) and B, =4.00 (red). For We =1.50,
the low number of droplets does not allow one to obtain a clear trend; however, on a
qualitative basis, it can be observed that on increasing the surfactant strength (i.e. the
elasticity number f;), the probability of finding smaller droplets increases. This trend

becomes clearer for the higher Weber number, We = 3.00: on increasing the elasticity
number f;, the presence of small droplets is favoured.

Overall, for both Weber numbers the situation observed can be summarized as
follows. A larger surfactant strength (and the respective higher surface tension
reduction) favours the breakage of the droplets and thus smaller droplets are more
likely to be found.

3.8. Comparison with theoretical scaling

The importance of the DSD raised the attention of many researchers and several
models to predict the resulting DSD were proposed. Among these, the most commonly
adopted distributions are as follows: normal (Brown & Pitt 1972; Chen & Middleman
1967), log-normal (Chatzi & Kiparissides 1994; Lovick et al. 2005; Perlekar, Biferale
& Sbragaglia 2012), Rosin—Rammler (Karabelas 1978), Weibull (Brown & Wohletz
1995), upper limit equation (Mugele & Evans 1951) and power law (Garrett et al.
2000; Deane & Stokes 2002; Skartlien et al. 2013; Deike, Melville & Popinet 2016).
Although universal agreement over several decades has not yet been demonstrated, a
reasonable number of experimental (Deane & Stokes 2002) and numerical (Skartlien
et al. 2013) works showed good agreement with the power-law scaling proposed by
Garrett et al. (2000). According to Garrett et al. (2000), the DSD follows a —10/3
power law scaling with the droplet diameter. Deane & Stokes (2002) showed that
this distribution well described the DSD for droplet diameters larger than the relevant
breakage scale; this latter scale can be estimated as the droplet maximum stable
diameter, commonly referred to as the Hinze inviscid scale, dj; (Hinze 1955). For
the simulation set-up considered here, the Hinze inviscid scale can be computed as
follows: (Perlekar er al. 2012; Roccon et al. 2017)

We \ 3/
df = o.725< % ¢ ) 6|25, (3.5)

o, Re;

where the ratio oy/0,, is used to account for the average surface tension reduction
produced by the surfactant and ¢, is the turbulent dissipation at the channel centre.
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FIGURE 11. (Colour online) Droplet size distributions reported on a log—log scale. The
results refer to We =3.00 and the various cases are identified with different colours: black
(clean), B, =0.50 (blue), B, =1.00 (green), B, =2.00 (yellow) and B; =4.00 (red). The
theoretical scaling djq_lo/ s reported with a thin continuous black line. The Hinze inviscid
scale for each case is reported with vertical dashed lines (same colour code as the DSDs).
The DSDs obtained are in good agreement with theoretical scaling. The quality of the
agreement increases for larger elasticity numbers (larger number of samples). In addition,
to discuss the effect of the grid resolution on the DSD, the results obtained from the
simulation at We = 3.00 and B; = 4.00 rerun on a finer grid (refined in each direction,
N, x Ny x N, =2048 x 1024 x 1025) are reported with red open circles.

Generally, the turbulent dissipation depends on the distance from the wall; however,
since droplets are more likely to be found in the core region of the channel (Scarbolo
et al. 2016), the dissipation at the channel centre is used as a reference.

The DSDs obtained from the larger Weber number, We = 3.00, are reported on
a log-log plot and compared with the power-law scaling proposed by Garrett et al.
(2000) in figure 11. Results at the lower Weber number are not reported here, as the
low number of droplets does not constitute a sufficient statistical sample (especially
for the clean case); however, a good agreement (not reported here) is found for the
highest elasticity number, B, =4.00 (highest number of droplets). In figure 11, a thin
black line identifies the theoretical scaling, d! ~'"”, while thick lines identify the
different cases: clean (black), B; = 0.50 (blue), B, = 1.00 (green), B, =2.00 (yellow)
and B, = 4.00 (red). The Hinze inviscid scales (maximum stable diameter of the
droplet) are reported with dashed vertical lines using the same colour code as the
DSDs; as the elasticity number is increased, the average surface tension, o,,, reduces,
thus decreasing the Hinze inviscid scale.

The resulting DSDs are in good agreement with the power-law scaling proposed
by Garrett et al. (2000) for equivalent diameters larger than the Hinze inviscid
scale, dj > d;;. This latter observation seems to confirm the validity of the scaling
for droplets larger than the Hinze inviscid scale, as reported also by Deane &
Stokes (2002), who analysed the size distribution of bubbles in breaking ocean
waves, and by Skartlien et al. (2013), who analysed the size distribution of droplets
in surfactant-laden liquid-liquid systems. The quality of the agreement between
numerical results and theoretical scaling improves for larger elasticity numbers and
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specifically for the cases B, = 2.00 and B, = 4.00. Indeed, the considerably greater
number of droplets obtained for these cases leads to a smoother DSD over a wider
range of diameters. In addition, for larger elasticity numbers, the Hinze inviscid scale,
dj;, shifts towards lower values and the agreement can be observed for a wider range
of droplet equivalent diameters. Albeit the good agreement obtained between our
results and the scaling proposed by Garrett et al. (2000), the data and the range of
sizes available are not sufficient to exclude other power-law scalings with slightly
different exponents (Deike et al. 2016). Widening the size span of the droplets would
require simulations at a higher Reynolds number. The Hinze inviscid scale is only
marginally influenced by the Reynolds number, while the maximum droplet size is
roughly the total channel height (which is proportional to the Reynolds number).
Addressing this issue would require a much higher computational cost which, at the
present time, we cannot afford. However, in this respect, we tried at least to address
the issue of the interface resolution. We rerun a single simulation at We = 3.00 and
Bs=4.00 on a finer grid (refined in each direction, N, x Ny, x N, =2048 x 1024 x 1025)
and employing a halved Cahn number, Ch = 0.012. Results of this simulation are
shown using open red circles in figure 11. Comparing the two simulations at B, =4.00
(open and filled red circles), we can find excellent agreement showing that the large
diameters are not much influenced by the grid resolution (for the examined grid
resolution values). We notice, however, a slightly larger number of small droplets
(=~ 10 w.u.) where the simulation on the refined grid better captures the dynamics of
the smaller droplets.

4. Conclusions

In this work, we investigated the dynamics of a swarm of surfactant-laden droplets
in wall-bounded turbulence, using direct numerical simulations of the Navier—Stokes
equations coupled with a two-order-parameter phase-field method. This formulation
of the phase-field method uses two order parameters to describe the dispersed-phase
morphology (first order parameter) and the surfactant concentration (second order
parameter). We examined two different values of the surface tension (Weber number,
We) and a range of different surfactant strengths (elasticity number, f;): our object
was to investigate the influence of these different parameters on the distribution of
surfactant, on the morphology of the dispersed phase, on breakage and coalescence
rates and ultimately on DSD. The local value of the surface tension depends on
two parameters: the Weber number, which determines the reference surface tension
value (surface tension of a surfactant-free interface); and the elasticity number, which
instead defines the surfactant strength and, in conjunction with the local surfactant
concentration, determines the amount by which surface tension is locally reduced. The
investigated problem has a high degree of complexity given by the strong coupling
among the different elements, flow field, dispersed-phase morphology and surfactant
concentration, which are deeply interconnected and feed back to each other. The flow
field deforms the interface and advects the surfactant. In turn, the interface feeds back
to the local flow field and modifies the surfactant concentration, as it stretches, breaks
and merges. Finally, the surfactant locally modifies the surface tension, increasing
the local deformability of the interface and generating Marangoni stresses. These
stresses (tangential to the interface) originate from surface tension gradients (i.e.
surfactant concentration gradients) and promote a uniform surfactant distribution
over the droplet interface. In particular, we found that Marangoni stresses are more
effective on smaller droplets, as their magnitude roughly scales with the inverse of
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the droplet length scale, and indeed the results of our numerical simulations show a
more uniform surfactant concentration on smaller droplets. Surface tension determines
also the maximum stable size for a droplet: as surface tension forces weaken, larger
droplets become unstable and break. Indeed, as either the Weber number or the
elasticity number is increased, more and smaller droplets are found in the channel: as
the total volume fraction is kept constant among all the simulations, the reduction of
the droplet maximum stable size increases the total number of droplets. In addition,
increasing the Weber number or the elasticity number increases also the breakage
and coalescence rates. While the former is expected, as surface forces are weakened,
the latter is, at first, counterintuitive. The increase in the breakage rate leads to
many smaller droplets, which are more likely to coalesce: smaller droplets are
less deformable and droplet—droplet collisions are more frequent due to the greater
number of droplets. Increases (in magnitude) of coalescence and breakage rates
become more pronounced for increasing Weber or elasticity numbers. Finally, we
found that the resulting DSD roughly scales with the inverse of the droplet volume.
This observation is in agreement with previous theoretical and computational works:
the computed DSD follows indeed the —10/3 theoretical power-law scaling proposed
by Garrett et al. (2000), which was also confirmed by experimental (Deane & Stokes
2002) and numerical (Skartlien et al. 2013) investigations.

As a concluding remark, we emphasize that the results presented here are obtained
from simulations based on a continuum description of the system. Thus, the
small-scale physics governing the film rupture in the coalescence process (Chen et al.
2004; Kamp et al. 2017) cannot be directly resolved therefore it has to be smeared
out on a larger resolved scale. However, considering the tests performed on different
grid resolutions (see § 2.3 for details) and the fairly good convergence of the results
obtained, we are confident that the present simulations constitute a fair approximation
of a real two-phase flow and can be used to extract reliable information of the
macroscopic behaviour of the system. Clearly, microscopic information involving the
dynamics of the film drainage and of the consequent film rupture cannot be obtained
from these simulations and will be the object of future investigations, which can
enrich the physics described by the current phase-field approach used.
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Appendix A. Details of the dimensionless equations and parameters
A.l. Free energy functional

In this section, further details of the dimensionless equations and parameters are given.

Dimensional variables are denoted here as 6. , while those dimensionless as 9, the latter
being a generic variable. The dimensional free energy functional is

ﬁ=/(fo VT4 F) 4T T de2. A1)
2

The dimensional phase-field variable is defined as <,z~5 = (J/B/a)p, where «, B and
k are positive constants of the Cahn—Hilliard model (Jacqmin 1999). The dimensional
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form of the first two terms is
2

2
Jotin =5 <$+\/ﬁ> (&—ﬁ) + 2V
o o 2
2 h2
ﬂ [ @—D* @+ 1)+ — 5 |V¢|2], (A2)

where in the equation above we have exploited the relationship ¢ = /k /8 that defines
the characteristic interface length scale. This length scale is employed in the definition
of the Cahn number, Ch, which is

§

Ch= =, A3

Y (A3)
where & is the channel half-height. The dimensional form of the entropy term (third
contribution) is

fy = kT [Ylogy + (1 — ) log(1 — ¥)]
2
= %Pi (¥ log ¥ + (1 — ¥) log(1 —¥)] . (A4)

where  is the surfactant concentration (already dimensionless from its definition
and ranging from v =0 up to ¢y = 1), while @, B and « are the same positive
constants employed in the definition of the phase-field free energy functional
(first two contributions). This contribution can be recast in order to highlight the
temperature-dependent parameter, Pi, which is defined as follows:

where T is the absolute temperature. The dimensional surfactant adsorption term
(fourth contribution) is defined as follows:

2 2
fi =—fw (ﬁ—qb) = E*W(l 9%’ (A6)

where also this term has been recast in order to highlight the coefficient 8?/a. The
dimensional surfactant bulk term (fifth contribution) is

/321

fo=FUd ==, (A7)
where E, is the surfactant solubility parameter that is defined as follows:
E,= ﬁ (A8)
Wp

w;, being a dimensional value defining the surfactant solubility in the bulk.
The resulting dimensionless form of the free energy functional is

== /( G- 1@+ 12+ |v¢|2

1
+ Pi[y log ¥ + (1 — ) log(1 — )] - EW(l — 7’ + 2E¢¢2> ds2. (A9)
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A.2. Phase-field transport equation

Turning to the transport equation for the phase field (first order parameter), the
respective equation, expressed in a dimensional form, is

3 o~ -
§+u-V¢:V-(M¢V;L¢). (A10)

From the dimensionless procedure of the free energy functional we get that the

dimensionless chemical potential for the phase variable is defined as py, =+/ot/B3 L.
The length scale of the problem is the channel half-height, 4, the velocity scale is
the friction velocity, u,, and the time scale is /#/u,. Thus, the resulting dimensionless
transport equation for the phase field is

%+u-v¢:ivzu¢, (A11)
ot Peg
where Pe, is the Péclet number for the phase field, which is defined as follows:
pey = MM (A12)
BM,
M, being the phase-field mobility.
A.3. Surfactant concentration transport equation
The dimensional equation for the surfactant concentration transport is
W~ —
ﬁ—l—u-Vgﬁ:V-(./\/l(x/f)V,uw). (A13)

The dimensional mobility /(/lv,,,(glf) can be rewritten as a reference constant
dimensional mobility M, multiplied by a dimensionless variable part m, = (1 —):

My () = Mymy = My g (1 =), (Al4)
and the resulting dimensionless transport equation for the surfactant concentration is
W +u-Vy Ly [V (1 =9IVl (A15)
E— u - = — . — ,
ot Pe¢ Hy

where Pey is the Péclet number for the surfactant concentration, which has the
following definition:
uha

PE?‘/,

A.4. Navier-Stokes equations

For the Navier—Stokes equations, assuming two phases with matched density (p = p; =
02) and viscosity (1 = | = ), the dimensional equations result in

ou ~ ~ o=
P (3? +u- Vu> =—Vp+uViu+V-kec@)T.]. (A17)
The velocity scale is the friction velocity, u,, the length scale is the channel

half-height, h, and the time scale is their combination, h/u,. The term o (i)
is the dimensional EOS for the surface tension and can be made dimensionless
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dividing by the surface tension of a clean interface, oy: f, (¥) = o (¥)/op (see also
equation (A 26)). The dimensional pressure is defined as p= pu?p, while the Korteweg
stress tensor is made dimensionless as follows:

_ B =
T.=—T,, A18
e (A18)
and the resulting dimensionless Navier—Stokes equations are
ou I _, 3 Ch —
o tu-Vu==Vp+ —Vu+ ——7V-(f(y)T.), (A19)

ot Re, /8 We

where Re, is the shear Reynolds number and We is the Weber number. The shear
Reynolds number is defined as follows:

puh
Re, = , (A 20)
m

where p is the density, u, the friction velocity, & the channel half-height and wu the
viscosity. While the Weber number is defined as follows:

2
h
We = 24 (A21)
0o

where p is the density, u, the friction velocity, & the channel half-height and oy the
surface tension of a clean interface.

The surface tension term has been recast exploiting the definition of surface tension
(i.e. integral of the specific energy stored at the interface):

\/§k5133/2

3 o«

oY) =00fe(¥) =

fo (¥, (A22)

and thus the dimensionless expression of the surface tension forces term is

Kk B —
Wﬁ@v ° (fa(w)TC)7 (A23)

where the first part comes from the dimensionless procedure of the left-hand side of
the Navier—-Stokes equations. The coefficient can be recast as follows:

Kk B \ﬁﬁ%l Ch3 1 3 Ch
h

— =Ch— = ——. A24
o  hpu? ¢§U°hpu$ /8 We (A29)

i hak?

A.5. Equation of state for surface tension

The EOS for the surface tension here employed is of the Langmuir type, which in
dimensional form is
oY) =00+ RTYs In(1 — ), (A25)

where oy is the surface tension of a clean interface, R is the ideal gas constant, T is
the absolute temperature, ¥, is the maximum surfactant packing concentration and
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is the surfactant concentration. The equation can be made dimensionless using the
surface tension of a clean interface, oy, as a reference,

o)

(o]

=148 1In(1— ), (A 26)

where B; is the elasticity number that is defined as follows:

B = RV (A27)
0o

Appendix B. Wall units scaling system

In this work, the results are presented using the wall units scaling system. The
variables in the wall units scaling system can be obtained as follows:

xt=Re.x, u"=u, t"=Ret, o¢"=¢, Y =1v. (B la—e)

For ease of notation, since velocity field, phase field and surfactant concentration are
unchanged, the superscripts have been dropped. Conversely, superscripts are kept for
both time and length scales.

Appendix C. Shear stress

Considering an incompressible flow and a uniform and constant viscosity (phases
with matched density and viscosity), the three components of the shear stress vector,
S =(S,, Sy, S:), can be computed as follows:

S o — 1 ov ow Cl

x—T)’z—E @4—8)7 ) (Ch
1 ou ow

S =Ty, = _— —_— R C2

y Ty Ref <BZ++8)C+> ( )
o 1 ou v

SZ—Txy—E E)yi—i_axi . (C3)

The shear stress can be decomposed into a contribution normal to the interface, S,,,
and one tangential to the interface, S,, as follows:

S=l-nn+S—(S-n)n, (C4)
—— N——
Normal Tangential

where n = (n,, ny, n;) is the unit vector normal to the interface, which can be directly
computed from the phase field (Aris 1989; Sun & Beckermann 2007):

_Ve
Vol

The minus sign is needed to get the outward-pointing normal.

(C5)

REFERENCES

ALLAN, R. S., CHARLES, G. E. & MASON, S. G. 1961 The approach of gas bubbles to a gas/liquid
interface. J. Colloid Sci. 16 (2), 150-165.

ANDERSON, D. M., MCFADDEN, G. B. & WHEELER, A. A. 1998 Diffuse interface methods in
fluid mechanics. Annu. Rev. Fluid Mech. 30 (1), 139-165.


https://www.cambridge.org/core
https://www.cambridge.org/core/terms
https://doi.org/10.1017/jfm.2019.772

Downloaded from https://www.cambridge.org/core. TU Wien Bibliothek, on 07 Nov 2019 at 13:33:04, subject to the Cambridge Core terms of use, available at https://www.cambridge.org/core/terms. https://doi.org/10.1017/jfm.2019.772

278 G. Soligo, A. Roccon and A. Soldati

ARIS, R. 1989 Vectors, Tensors and the Basic Equations of Fluid Mechanics. Dover Publications.

BABINSKY, E. & SoikaA, P. E. 2002 Modeling drop size distributions. Prog. Energy Combust. 28,
303-329.

BADALASSI, V. E., CENICEROS, H. D. & BANERJEE, S.2003 Computation of multiphase systems
with phase field models. J. Comput. Phys. 190 (2), 371-397.

BAZHLEKOV, 1. B., ANDERSON, P. D. & MEUER, H. E. 2006 Numerical investigation of the effect
of insoluble surfactants on drop deformation and breakup in simple shear flow. J. Colloid
Interface Sci. 298 (1), 369-394.

BROWN, D. E. & PITT, K. 1972 Drop size distribution of stirred non-coalescing liquid-liquid system.
Chem. Engng Sci. 27 (3), 577-583.

BROWN, W. K. & WOHLETZ, K. H. 1995 Derivation of the Weibull distribution based on physical
principles and its connection to the Rosin—-Rammler and lognormal distributions. J. Appl. Phys.
78 (4), 2758-2763.

CAHN, J. W. & HILLIARD, J. E. 1958 Free energy of a nonuniform system. I. Interfacial free
energy. J. Chem. Phys. 28, 258-267.

CAHN, J. W. & HILLIARD, J. E. 1959a Free energy of a nonuniform system. II. Thermodynamic
basis. J. Chem. Phys. 30 (5), 1121-1124.

CAHN, J. W. & HILLIARD, J. E. 1959b Free energy of a nonuniform system. III. Nucleation in a
two-component incompressible fluid. J. Chem. Phys. 31, 688—699.

CALABRESE, R. V., WANG, C. Y. & BRYNER, N. P. 1986 Drop breakup in turbulent stirred-tank
contactors. Part III: correlations for mean size and drop size distribution. AICKE J. 32 (4),
677-681.

CANUTO, C., HUSSAINI, M. Y., QUARTERONI, A. M. & ZANG, T. A. 1988 Spectral Methods in
Fluid Dynamics. Springer.

CHANG, C. & FRANSES, E. 1995 Adsorption dynamics of surfactants at the air/water interface:
a critical review of mathematical models, data, and mechanisms. Colloids Surf. A 100, 1-45.

CHARLES, G. E. & MASON, S. G. 1960 The coalescence of liquid drops with flat liquid/liquid
interfaces. J. Colloid Sci. 15 (3), 236-267.

CHATZI, E. G. & KIPARISSIDES, C. 1994 Drop size distributions in high holdup fraction dispersion
systems: effect of the degree of hydrolysis of PVA stabilizer. Chem. Engng Sci. 49 (24),
5039-5052.

CHEN, H. T. & MIDDLEMAN, S. 1967 Drop size distribution in agitated liquid-liquid systems.
AIChE J. 13 (5), 989-995.

CHEN, N., KUHL, T., TADMOR, R., LIN, Q. & ISRAELACHVILI, J. 2004 Large deformations during
the coalescence of fluid interfaces. Phys. Rev. Lett. 92, 024501.

CHEN, S. & DOOLEN, G. D. 1998 Lattice Boltzmann method for fluid flows. Annu. Rev. Fluid
Mech. 30 (1), 329-364.

COLELLA, D., VINCI, D., BAGATIN, R., MASI, M. & BAKR, E. A. 1999 A study on coalescence
and breakage mechanisms in three different bubble columns. Chem. Engng Sci. 54 (21),
4767-47717.

Dal, B. & LEAL, L. G. 2008 The mechanism of surfactant effects on drop coalescence. Phys. Fluids
20 (4), 1-13.

DEANE, G. B. & STOKES, M. D. 2002 Scale dependence of bubble creation mechanisms in breaking
waves. Nature 418 (6900), 839.

DEIKE, L., MELVILLE, W. K. & POPINET, S.2016 Air entrainment and bubble statistics in breaking
waves. J. Fluid Mech. 801, 91-129.

DELHAYE, J. M. & BRICARD, P. 1994 Interfacial area in bubbly flow: experimental data and
correlations. Nucl. Engng Des. 151 (1), 65-77.

DopD, M. S. & FERRANTE, A.2016 On the interaction of Taylor length scale size droplets and
isotropic turbulence. J. Fluid Mech. 806, 356-412.

EastwooD, C. D., ARMI, L. & LASHERAS, J. C. 2004 The breakup of immiscible fluids in
turbulent flows. J. Fluid Mech. 502, 309-333.

EGGERS, J. 1995 Theory of drop formation. Phys. Fluids 7 (5), 941-953.


https://www.cambridge.org/core
https://www.cambridge.org/core/terms
https://doi.org/10.1017/jfm.2019.772

Downloaded from https://www.cambridge.org/core. TU Wien Bibliothek, on 07 Nov 2019 at 13:33:04, subject to the Cambridge Core terms of use, available at https://www.cambridge.org/core/terms. https://doi.org/10.1017/jfm.2019.772

Surfactant-laden droplets in turbulent flow 279

EGGLETON, C. D., Tsal, T. M. & STEBE, K. J. 2001 Tip streaming from a drop in the presence
of surfactants. Phys. Rev. Lett. 87 (4), 048302.

ELFRING, G. J.,LEAL, L. G. & SQUIRES, T. M. 2016 Surface viscosity and marangoni stresses at
surfactant laden interfaces. J. Fluid Mech. 792, 712-739.

ELGHOBASHI, S. 2019 Direct numerical simulation of turbulent flows laden with droplets or bubbles.
Annu. Rev. Fluid Mech. 51 (1), 217-244.

ENGBLOM, S., DO-QUANG, M., AMBERG, G. & TORNBERG, A. K. 2013 On diffuse interface
modeling and simulation of surfactants in two-phase fluid flow. Commun. Comput. Phys. 14
(4), 879-915.

FARHAT, H., CELIKER, F., SINGH, T. & LEE, J. S. 2011 A hybrid lattice Boltzmann model for
surfactant-covered droplets. Soft Matt. 7 (5), 1968-1985.

FEDKIW, R. P., ASLAM, T., MERRIMAN, B. & OSHER, S. 1999 A non-oscillatory Eulerian approach to
interfaces in multimaterial flows (the ghost fluid method). J. Comput. Phys. 152 (2), 457-492.

GARRETT, C., L1, M. & FARMER, D. 2000 The connection between bubble size spectra and energy
dissipation rates in the upper ocean. J. Phys. Oceanogr. 30 (9), 2163-2171.

GiBou, F., FEDKIW, R. & OSHER, S.2018 A review of level-set methods and some recent applications.
J. Comput. Phys. 353, 82-109.

HE, X., CHEN, S. & ZHANG, R. 1999 A lattice Boltzmann scheme for incompressible multiphase
flow and its application in simulation of Rayleigh-Taylor instability. J. Comput. Phys. 152
(2), 642-663.

HERRMANN, M. 2011 On simulating primary atomization using the refined level set grid method.
Atomiz. Spray 21, 283-301.

HINZE, J. O. 1955 Fundamentals of the hydrodynamic mechanism of splitting in dispersion processes.
AIChE J. 1 (3), 289-295.

HirT, C. W. & NIicHOLS, B. D. 1981 Volume of fluid (VOF) method for the dynamics of free
boundaries. J. Comput. Phys. 39 (1), 201-225.

Hsu, C. T.,CHANG, C. H. & LIN, S. Y. 2000 Study on surfactant adsorption kinetics: effects of
interfacial curvature and molecular interaction. Langmuir 16 (3), 1211-1215.

HUSSAINI, M. Y. & ZANG, T. A. 1987 Spectral methods in fluid dynamics. Annu. Rev. Fluid Mech.
19 (1), 339-367.

JACQMIN, D. 1999 Calculation of two-phase Navier—Stokes flows using phase-field modeling.
J. Comput. Phys. 155 (1), 96-127.

JAMES, A. J. & LOWENGRUB, J. 2004 A surfactant-conserving volume-of-fluid method for interfacial
flows with insoluble surfactant. J. Comput. Phys. 201 (2), 685-722.

Ju, H.,JIANG, Y., GENG, T., WANG, Y. & ZHANG, C. 2017 Equilibrium and dynamic surface tension
of quaternary ammonium salts with different hydrocarbon chain length of counterions. J. Mol.
Lig. 225, 606-612.

KAMAT, P. M., WAGONER, B. W., THETE, S. S. & BASARAN, O. A.2018 Role of Marangoni stress
during breakup of surfactant-covered liquid threads: reduced rates of thinning and microthread
cascades. Phys. Rev. Fluids 3, 043602.

KAMP, J., VILLWOCK, J. & KRAUME, M. 2017 Drop coalescence in technical liquid/liquid applications:
a review on experimental techniques and modeling approaches. Rev. Chem. Engng 33 (1),
1-47.

KARABELAS, A. J. 1978 Droplet size spectra generated in turbulent pipe flow of dilute liquid/liquid
dispersions. AIChE J. 24 (2), 170-180.

KELLY, J. E. & KAziMI, M. S. 1982 Interfacial exchange relations for two-fluid vapor-liquid flow:
a simplified regime-map approach. Nucl. Sci. Engng 81 (3), 305-318.

KiM, J., MOIN, P. & MOSER, R. 1987 Turbulence statistics in fully developed channel flow at low
Reynolds number. J. Fluid Mech. 177 (1), 133-166.

KivoMmi, A. & FUMITAKE, Y. 1974 Bubble size, interfacial area, and liquid-phase mass transfer
coefficient in bubble columns. Ind. Engng Chem. Process Des. Dev. 13 (1), 84-91.

KoMURA, S. & KopDAMA, H. 1997 Two-order-parameter model for an oil-water-surfactant system.
Phys. Rev. E 55 (2), 1722-1727.


https://www.cambridge.org/core
https://www.cambridge.org/core/terms
https://doi.org/10.1017/jfm.2019.772

Downloaded from https://www.cambridge.org/core. TU Wien Bibliothek, on 07 Nov 2019 at 13:33:04, subject to the Cambridge Core terms of use, available at https://www.cambridge.org/core/terms. https://doi.org/10.1017/jfm.2019.772

280 G. Soligo, A. Roccon and A. Soldati

KORTEWEG, D. J. 1901 Sur la forme que prennent les equations du mouvements des fluides si 1’on
tient compte des forces capillaires causées par des variations de densité considérables mais
continues et sur la théorie de la capillarit¢ dans I’hypotheése d’une variation continue de la
densité (in French). Arch. Néerlandaises Sci. Exactes et Naturelles 6, 1-24.

KRALOVA, 1. & SJOBLOM, J. 2009 Surfactants used in food industry: a review. J. Disper. Sci. Technol.
30 (9), 1363-1383.

KWAKKEL, M., BREUGEM, W.-P. & BOERSMA, B. J. 2013 Extension of a CLSVOF method for
droplet-laden flows with a coalescence/breakup model. J. Comput. Phys. 253, 166-188.

LAl, M. C., TSENG, Y. H. & HUANG, H. 2008 An immersed boundary method for interfacial flows
with insoluble surfactant. J. Comput. Phys. 227 (15), 7279-7293.

LA1, M. C., TSENG, Y. H. & HUANG, H. 2010 Numerical simulation of moving contact lines with
surfactant by immersed boundary method. Commun. Comput. Phys. 8 (4), 735.

LANGEVIN, D. 2014 Rheology of adsorbed surfactant monolayers at fluid surfaces. Annu. Rev. Fluid
Mech. 46, 47-65.

LARADJI, M., GUO, H., GRANT, M. & ZUCKERMANN, M. J. 1992 The effect of surfactants on the
dynamics of phase separation. J. Phys.: Condens. Matter 4, 6715-6728.

LASHERAS, J. C., EASTWOOD, C., MARTINEZ-BAZAN, C. & MONTANES, J. L.2002 A review of
statistical models for the break-up of an immiscible fluid immersed into a fully developed
turbulent flow. Intl J. Multiphase Flow 28 (2), 247-278.

LEE, T. W. & ROBINSON, D. 2011 Calculation of the drop size distribution and velocities from the
integral form of the conservation equations. Combust. Sci. Technol. 183, 271-284.

L1, Y., CHol, J. & KiM, J. 2016 A phase-field fluid modeling and computation with interfacial profile
correction term. Commun. Nonlinear Sci. 30 (1-3), 84-100.

LiAo, Y. & Lucas, D. 2010 A literature review on mechanisms and models for the coalescence
process of fluid particles. Chem. Engng Sci. 65, 2851-2864.

Liu, H., BA, Y., Wu, L., L1, Z., X1, G. & ZHANG, Y. 2018 A hybrid lattice Boltzmann and
finite difference method for droplet dynamics with insoluble surfactants. J. Fluid Mech. 837,
381-412.

LOPEZ-DiAZ, D., GARCIA-MATEOS, 1. & VELAZQUEZ, M. M. 2006 Surface properties of mixed
monolayers of sulfobetaines and ionic surfactants. J. Colloid Interface Sci. 299 (2), 858-866.

Lovick, J., MouzA, A. A.,PARAS, S. V.,LYE, G. J. & ANGELI, P.2005 Drop size distribution
in highly concentrated liquid-liquid dispersions using a light back scattering method. J. Chem.
Technol. Biotechnol. 80 (5), 545-552.

Lu, J., MURADOGLU, M. & TRYGGVASON, G. 2017 Effect of insoluble surfactant on turbulent
bubbly flows in vertical channels. Intl J. Multiphase Flow 95, 135-143.

Lu, J. & TRYGGVASON, G. 2008 Effect of bubble deformability in turbulent bubbly upflow in a
vertical channel. Phys. Fluids 20 (4), 040701.

Lu, J. & TRYGGVASON, G. 2018 Direct numerical simulations of multifluid flows in a vertical
channel undergoing topology changes. Phys. Rev. Fluids 3, 084401.

Lu, J. & TRYGGVASON, G. 2019 Multifluid flows in a vertical channel undergoing topology changes:
effect of void fraction. Phys. Rev. Fluids 4, 084301.

Luo, H. & SVENDSEN, H. F. 1996 Theoretical model for drop and bubble breakup in turbulent
dispersions. AIChE J. 42 (5), 1225-1233.

MAGALETTI, F., PICANO, F., CHINAPPI, M., MARINO, L. & CAscioLA, C. M. 2013 The sharp-
interface limit of the Cahn-Hilliard/Navier—Stokes model for binary fluids. J. Fluid Mech. 714,
95-126.

MUGELE, R. A. & EvaNs, H. D. 1951 Droplet size distribution in sprays. Ind. Engng Chem. Res.
43 (6), 1317-1324.

MURADOGLU, M. & TRYGGVASON, G. 2014 Simulations of soluble surfactants in 3D multiphase
flow. J. Comput. Phys. 274, 737-757.

Notz, P. K. & BASARAN, O. A. 2004 Dynamics and breakup of a contracting liquid filament.
J. Fluid Mech. 512, 223-256.


https://www.cambridge.org/core
https://www.cambridge.org/core/terms
https://doi.org/10.1017/jfm.2019.772

Downloaded from https://www.cambridge.org/core. TU Wien Bibliothek, on 07 Nov 2019 at 13:33:04, subject to the Cambridge Core terms of use, available at https://www.cambridge.org/core/terms. https://doi.org/10.1017/jfm.2019.772

Surfactant-laden droplets in turbulent flow 281

PEREIRA, R., ASHTON, I., SABBAGHZADEH, B., SHUTLER, J. D. & UPSTILL-GODDARD, R. C.
2018 Reduced air-sea CO; exchange in the Atlantic Ocean due to biological surfactants. Nat.
Geosci. 11, 492-496.

PERLEKAR, P., BIFERALE, L. & SBRAGAGLIA, M. 2012 Droplet size distribution in homogeneous
isotropic turbulence. Phys. Fluids 065101, 1-10.

PEYRET, R. 2002 Spectral Methods for Incompressible Viscous Flow. Springer.

PIEDFERT, A., LALANNE, B., MASBERNAT, O. & Riss0O, F. 2018 Numerical simulations of a rising
drop with shape oscillations in the presence of surfactants. Phys. Rev. Fluids 3, 103605.

POPINET, S. 2018 Numerical models of surface tension. Annu. Rev. Fluid Mech. 50, 1-28.

PORTER, M. R. 1991 Handbook of Surfactants. Springer.

REKVIG, L. & FRENKEL, D. 2007 Molecular simulations of droplet coalescence in oil/water/surfactant
systems. J. Chem. Phys. 127 (13), 134701.

RENARDY, Y., RENARDY, M. & CRISTINI, V.2002 A new volume-of-fluid formulation for surfactants
and simulations of drop deformation under shear at a low viscosity ratio. Eur. J. Mech.
(B/Fluid) 21 (1), 49-59.

RoccoN, A., DE PAOLI, M., ZONTA, F. & SOLDATI, A. 2017 Viscosity-modulated breakup and
coalescence of large drops in bounded turbulence. Phys. Rev. Fluids 2, 083603.

ROCCON, A.,ZONTA, F. & SOLDATI, A. 2019 Turbulent drag reduction by compliant lubricating
layer. J. Fluid Mech. 863, R1.

ROSEN, M. J. & KuNJAPpPU, J. T. 2012 Surfactants and Interfacial Phenomena. Wiley.

RosTI, M. E., DE VITA, F. & BRANDT, L. 20194 Numerical simulations of emulsions in shear
flows. Acta Mech. 230, 667-682.

RosTI, M. E., GE, Z.,JAIN, S. S.,DoDD, M. S. & BRANDT, L. 2019b Droplets in homogeneous
shear turbulence. J. Fluid Mech. 876, 962-984.

SCARBOLO, L., BIANCO, F. & SOLDATI, A. 2015 Coalescence and breakup of large droplets in
turbulent channel flow. Phys. Fluids 27 (7), 073302.

SCARBOLO, L., BIANCO, F. & SOLDATI, A. 2016 Turbulence modification by dispersion of large
deformable droplets. Eur. J. Mech. (B/Fluid) 55, 294-299.

SCARBOLO, L., MOLIN, D., PERLEKAR, P., SBRAGAGLIA, M., SOLDATI, A. & ToscHI, F. 2013
Unified framework for a side-by-side comparison of different multicomponent algorithms:
Lattice Boltzmann versus phase field model. J. Comput. Phys. 234, 263-279.

SCARDOVELLI, R. & ZALESKI, S. 1999 Direct numerical simulation of free-surface and interfacial
flow. Annu. Rev. Fluid Mech. 31 (1), 567-603.

SETHIAN, J. A. 1999 Level Set Methods and Fast Marching Methods: Evolving Interfaces in
Computational Geometry, Fluid Mechanics, Computer Vision, and Materials Science, vol. 3.
Cambridge University Press.

SHAN, X. & CHEN, H. 1993 Lattice Boltzmann model for simulating flows with multiple phases
and components. Phys. Rev. E 47 (3), 1815.

SKARTLIEN, R., SOLLUM, E. & SCHUMANN, H. 2013 Droplet size distributions in turbulent emulsions:
breakup criteria and surfactant effects from direct numerical simulations. J. Chem. Phys. 139
(17), 174901.

SOLDATI, A. & BANERIEE, S. 1998 Turbulence modification by large-scale organized
electrohydrodynamic flows. Phys. Fluids 10 (7), 1742-1756.

SoL1GO, G., ROCCON, A. & SOLDATI, A.2019a Coalescence of surfactant-laden drops by phase
field method. J. Comput. Phys. 376, 1292-1311.

SoL1GO, G., ROCCON, A. & SOLDATI, A.2019b Mass conservation improved phase field methods
for turbulent multiphase flow simulation. Acta Mech. 230, 683-696.

SPEZIALE, C. G. 1987 On the advantages of the vorticity—velocity formulation of the equations of
fluid dynamics. J. Comput. Phys. 73 (2), 476-480.

SREEHARI, P, BORG, M. K., CHUBYNSKY, M. V., SPRITTLES, J. E. & REESE, J. M. 2019 Droplet
coalescence is initiated by thermal motion. Phys. Rev. Lett. 122 (10), 104501.

STONE, H. A. & LEAL, L. G. 1990 The effects of surfactants on drop deformation and breakup.
J. Fluid Mech. 220, 161-186.


https://www.cambridge.org/core
https://www.cambridge.org/core/terms
https://doi.org/10.1017/jfm.2019.772

Downloaded from https://www.cambridge.org/core. TU Wien Bibliothek, on 07 Nov 2019 at 13:33:04, subject to the Cambridge Core terms of use, available at https://www.cambridge.org/core/terms. https://doi.org/10.1017/jfm.2019.772

282 G. Soligo, A. Roccon and A. Soldati

SUN, Y. & BECKERMANN, C. 2007 Sharp interface tracking using the phase-field equation. J. Comput.
Phys. 220 (2), 626-653.

TAKAGI, S. & MATSUMOTO, Y. 2011 Surfactant effects on bubble motion and bubbly flows. Annu.
Rev. Fluid Mech. 43, 615-636.

THAN, P., PREZIOSI, L., JOSEPH, D. D. & ARNEY, M. 1988 Measurement of interfacial tension
between immiscible liquids with the spinning rod tensiometer. J. Colloid Interface Sci. 124
(2), 552-559.

TRYGGVASON, G., BUNNER, B., ESMAEELI, A.,JURIC, D., TAUBER, W., HAN, J.,NAS, S. & JAN, Y.
2001 A front-tracking method for the computations of multiphase flow. J. Comput. Phys. 759,
708-759.

TRYGGVASON, G., SCARDOVELLI, R. & ZALESKI, S. 2011 Direct Numerical Simulations of Gas—
Liquid Multiphase Flows. Cambridge University Press.

TsouURIs, C. & TAVLARIDES, L. L. 1994 Breakage and coalescence models for drops in turbulent
dispersions. AIChE J. 40 (3), 395-406.

VALENTAS, K. J. & AMUNDSON, N. R. 1966 Breakage and coalescence in dispersed phase systems.
Ind. Engng Chem. Fundam. 5 (4), 533-542.

VAN DER WAALS, J. D. 1979 The thermodynamic theory of capillarity under the hypothesis of a
continuous variation of density. J. Star. Phys. 20, 200-244.

WEINHEIMER, R. M., FENNELL, D. E. & CUSSLER, E. L. 1981 Diffusion in surfactant solutions.
J. Colloid Interface Sci. 80 (2), 357-368.

Xu, J. J.,L1, Z., LOWENGRUB, J. & ZHAO, H. 2011 Numerical study of surfactant-laden drop-drop
interactions. Commun. Comput. Phys. 10 (2), 453-473.

Xu, J. J. & ZHAO, H. K. 2003 An Eulerian formulation for solving partial differential equations
along a moving interface. SIAM J. Sci. Comput. 19 (1), 573-594.

XU, J. J.,ZHILIN, L., LOWENGRUB, J. & ZHAO, H. 2006 A level-set method for interfacial flows
with surfactant. J. Comput. Phys. 212, 590-616.

YUE, P., FENG, J. J.,Liu, C. & SHEN, J. 2004 A diffuse-interface method for simulating two-phase
flows of complex fluids. J. Fluid Mech. 515 (1), 293-317.

YUE, P.,ZHoU, C. & FENG, J. J. 2007 Spontaneous shrinkage of drops and mass conservation in
phase-field simulations. J. Comput. Phys. 223 (1), 1-9.

YUE, P, ZHou, C. & FENG, J. J. 2010 Sharp-interface limit of the Cahn-Hilliard model for moving
contact lines. J. Fluid Mech. 645 (8), 279.

YUN, A., LI, Y. &KIM, J.2014 A new phase-field model for a water-oil-surfactant system. Appl.
Math. Comput. 229, 422-432.

ZHANG, Y. & YE, W. 2017 A flux-corrected phase-field method for surface diffusion. Commun.
Comput. Phys. 22 (2), 422-440.


https://www.cambridge.org/core
https://www.cambridge.org/core/terms
https://doi.org/10.1017/jfm.2019.772

	Breakage, coalescence and size distribution of surfactant-laden droplets in turbulent flow
	Introduction
	Methodology
	Computational modelling of interface morphology and surfactant concentration
	Hydrodynamics
	Numerical simulation of breakage and coalescence: current limitations
	Numerical method
	Simulation set-up

	Results
	Qualitative behaviour of multiphase flow
	Shear stresses, Marangoni stresses and breakage/coalescence of droplets
	Probability density function of interfacial surfactant concentration
	Droplet size influence on the interfacial surfactant concentration
	Time evolution of the number of droplets
	Coalescence and breakage rates
	Droplet size distribution
	Comparison with theoretical scaling

	Conclusions
	Acknowledgements
	Appendix A. Details of the dimensionless equations and parameters
	Free energy functional
	Phase-field transport equation
	Surfactant concentration transport equation
	Navier–Stokes equations
	Equation of state for surface tension

	Appendix B. Wall units scaling system
	Appendix C. Shear stress
	References


