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Abstract

The application fields of lab-on-chip (LOC) devices range from chemical and microbiolog-
ical research topics, like genomics, via environmental monitoring to clinical diagnostics.
Current efforts in LOC development are addressing miniaturization, multiplexing, and
interface optimization. An LOC design promising to serve these trends is presented in
this work. The active-surface programmable LOC features a channel-free design, easing
fabrication at small length scales and outclassing classical systems with regard to flexi-
bility. This study investigates the feasibility of the presented design by addressing two of
the most critical aspects, sample control and fluid transport performance.

Crucial for both of these aspects is the understanding of complex electrokinetic phenom-
ena. Wall electrodes inside the device enable fluid pumping and flow control. Electrode
distances are of similar magnitude as the size of the respective charge clouds, determined
by the Debye length. Simplifying assumptions, like the thin-Debye-layer limit, do not
hold. Samples and reactants are in fluid form and dispersed in the surrounding phase of
the carrier fluid. The control of such fluid droplets inside the LOC system relies heav-
ily on the predictability of their behavior in the presence of electric fields. Traditional
models, such as the Taylor-Melcher model, do not capture electromigration observed in
experimental studies.

In this study, electromigration of immiscible droplet samples in strong electrolytes is in-
vestigated by an asymptotic approach resolving the nonlinear Debye-layer electrokinetics.
Quantitative predictions on migration speed and deformation of the drop are made. In
accordance with experimental results, the occurrence of electromigration is confirmed.
Remarkably, this holds even for droplets with zero net charge. The influence of elec-
trolyte strength in such systems is found to be small while other modeling parameters,
e.g. approximation of the geometry, are of major impact.

In the second part of this investigation, a feasibility analysis of the pumping mechanism is
performed by numerical simulation. Specifically for this purpose, a non-interpolating spec-
tral solver was constructed. We confirm sufficiently high transport speeds and the desired
homogeneous flow field. Heat dissipation, which acts as a limiting factor for miniaturiza-
tion, is estimated from the Ohmic charge fluxes within the carrier fluid. Further technical
limitations, such as prototyping cost, clock frequency, and producible electrode distance,
are discussed and an optimization algorithm is presented. Together with a systematic
description of the design architecture, the basis for successive further developments and
their numerical verification is established.






/Zusammenfassung

Lab-on-Chip(LOC)-Systeme werden in vielen Bereichen, wie Chemie und Mikrobiologie,
insbesondere Genomik, {iber Umweltmonitoring bis hin zur klinischen Diagnostik einge-
setzt. Die Weiterentwicklung bestehender Systeme fokussiert sich auf Miniaturisierung,
Multiplexing und der Optimierung von Schnittstellen. In dieser Arbeit wird ein LOC-
Design vorgestellt, das verspricht, diesen Trends gerecht zu werden. Durch seine Pro-
grammierbarkeit und aktive Elektrodenoberfliche ohne Kanalstruktur ist es klassischen
Systemen in der Anwendungsflexibilitdt und der Moglichkeit zur Miniaturisierung tiberle-
gen. Die vorliegende Studie untersucht die Machbarkeit des vorgestellten Systems in zwei
seiner kritischsten Aspekte, die Kontrollierbarkeit chemischer Proben und Leistungsfihig-
keit des Pumpmechanismus.

Beide genannten Aspekte sind komplexe elektrokinetische Phianomene. Wandelektroden
in der Oberfliche des Chips ermoglichen das kontrollierte Pumpen von Fliissigkeiten.
Dabei sind die Elektrodenabstinde von gleicher Grofenordnung wie die entstehenden
Ionenwolken, deren geometrische Gréfte durch die Debye-Lange charakterisiert ist. Die
haufig verwendete vereinfachende Annahme einer diinnen Debye-Schicht gilt in diesem
Zusammenhang nicht. Dariiber hinaus liegen Proben und Reagenzien in fliissiger Form
vor und sind von einer Trégerfliissigkeit umgeben. Diese Fliissigkeitstropfen sollen auf
der Chipoberfliche kontrolliert bewegt werden. Entscheidend dafiir ist ein grundlegen-
des Verstandnis iiber das Verhalten der Tropfen unter dem Einfluss elektrischer Felder.
Traditionelle Modelle, wie das Taylor-Melcher-Modell, scheitern hier, da sie Elektromi-
grationseffekte nicht erkléren kénnen, die in Experimenten beobachtet wurden.

Die vorliegende Studie untersucht im ersten Teil Elektromigration nicht mischbarer trop-
fenférmiger Proben in starken elektrolytischen Losungen mithilfe eines asymptotischen
Ansatzes. Nichtlineare elektrokinetische Effekte in der Debye-Schicht werden betrachtet
und quantitative Vorhersagen iiber Migrationsgeschwindigkeit und Deformation des Trop-
fens getroffen. Experimentell beobachtete Elektromigrationseffekte konnen so bestétigt
werden. Uberraschenderweise konnen auch bei elektrisch neutralen Tropfen Migrationsef-
fekte auftreten. Der Einfluss der Stérke des Elektrolyts auf die genannten Ergebnisse ist
vergleichsweise klein. Im Gegensatz dazu haben andere Annahmen, die beispielsweise die
Modellierung der Tropfengeometrie betreffen, erheblichen Einfluss.

Im zweiten Teil wird eine Machbarkeitsstudie des Pumpmechanismus mittels numerischer
Simulation vorgestellt. Ein auf spektralen Methoden basierender Losungsalgorithmus wur-
de speziell fiir diesen Zweck entwickelt. Ausreichend hohe Transportgeschwindigkeiten und
das gewiinschte homogene Stromungsfeld konnen damit bestétigt werden. Ebenfalls wird
die Wéarmeproduktion durch Ohm’sche Strome in der Tragerfliissigkeit berechnet. Sie gilt
als limitierender Faktor fiir die Miniaturisierung des Systems. Weitere Limitierungen sind
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durch Produktionskosten des Prototypen, Schaltfrequenz und kleinstmdglicher Elektro-
denabstand gegeben. Ein Optimierungsalgorithmus fiir verschiedene Parameter wird im
Rahmen dieser Arbeit vorgestellt. Dieser bildet zusammen mit einer systematischen Be-
schreibung der Systemarchitektur die Grundlage fiir schrittweise Weiterentwicklungen und
deren numerische Verifizierung.
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CHAPTER 1

Introduction

1.1 Definition of the topic

Lab-on-chip devices Microfluidic systems are an intensively used tool in DNA re-
search, molecular and evolutionary biology, cytology, and drug testing, just to mention
the most important fields of application. Scientific progress in these fields and the tech-
nical innovations enabling it go hand in hand.

This work focuses on a proposed microfluidic system whose most significant feature
is its chip surface without channels. We will refer to this programmable active-surface
lab-on-chip (LOC) device as "our chip/design". The design details are described in the
publications of the patent application Marthaler and Class (2022a) 2022b)). In the chip
surface, individually addressable n-tuples of electrodes are embedded. It is subsequently
denoted as active surface.

LOC devices are microfluidic systems that can perform laboratory processes (tradi-
tionally carried out in a macroscopic lab) on a small device with integrated circuits.
Typically measuring several millimeters to centimeters in size, these devices are popular
for their ease of use, automation opportunities, fast response times, low cost, low energy
consumption, and small sample volumes. As an effect, LOC devices are efficient, reli-
able and reduce human error, which is especially important for point-of-care diagnostics
(Haji Mohammadi et al, 2021} [Staicu et al., 2021} |Vidic et al., 2019) and environmental
monitoring (Dhar & Lee, 2018). The low cost of some LOC systems can also have an im-
pact on the democratization of health care. One particularly important trend contributing
to this democratization is the integration of microfluidic systems in smartphones (Chen
et al.| 2021; Herndndez-Neuta et all [2019; Wilson, Steele, & Adelil 2022; |Wood et al.|
2019; |Zhu et al., [2013).

The controlled handling of small-scale research objects, like cells or bacteria, is an
essential advantage of such systems. Figure illustrates the relationship between the
length scales of technical systems and typically investigated biological and chemical ob-
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Figure 1.1: Scales of some important biological (teal), chemical (olive) and technical
(purple) objects between 1 A and 1 mm.

jects. Exploiting similar length scales, LOC systems are used in a number of important
fields, such as DNA/RNA amplification and detection (Dhar & Lee, 2018} Keeble, Moser,
Rodriguez-Manzano, & Georgiou, 2020)), proteomics (Albala), 2001; Lazar, Gulakowski, &
Lazar], [2020; Mouradian|, [2002), cell biology (Fatanat Didar & Tabrizian| [2010; Gupta et
al) [2010; Kovarik et al), [2012), and chemical research (Dittrich & Mangz|, 2006; [Elvira,
i Solvas, Wootton, & de Mello, 2013} Suryawanshi, Gumfekar, Bhanvase, Sonawane, &/
Pimplapure, 2018). The application field of single-cell-analysis is outstanding as the pre-
requisite for studying the mutation of cells and the development of cancer at cell level.

While most microfluidic systems rely on channel designs, the system central for this
work exhibits a flat surface with embedded electrodes, which is covered by a carrier fluid.
In small areas of the chip surface, a predefined flow field can be induced enabling trans-
port, mixing, or separation of fluid probes inside the carrier fluid. This design has the
potential to outclass classical channel-design systems with its flexibility, non-destructive
sample handling, as well as its miniaturization and multiplexing opportunities. Multi-
plexing in this context means the parallel execution of multiple (analytical) processes.
Miniaturization acts as an important step towards the handling of smaller objects than
cells, such as complex molecules or proteins. Beneath other functions, proteins act as
the means of communication between cells in biological organisms. The related field of
research, proteomics, is dedicated to their understanding, the identification of biomarkers,
and the development of new drugs.

Electrokinetics The benefits of the active-surface LOC system come with a number of
technical challenges, which are particularly related to electric effects near the fluid-chip
interface. The interplay between electrostatic and hydrodynamic effects is called electroki-
netics. The complexity of the related phenomena originates from their multi-physical and
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multi-scale nature. At microscale, the surface-to-volume ratio of the relevant control
volumes becomes high. Thus, electric effects, often appearing as surface effects, are sig-
nificantly more important than in macroscale problems. The majority of problems allows
for the simplified treatment of these effects as boundary conditions, such as the Smolu-
chowski slip condition. In contrast, this work covers problems with a stronger coupling
between electrostatic and hydrodynamic forces in the fluid volume. The dimensionless
Debye length ¢ acts as a measure for how thin the area is where electrokinetic effects oc-
cur. For § < 1, electric effects are limited to a thin layer. In contrast, the electrokinetic
problems discussed in this work have a dimensionless Debye length of order unity

5~ O(1), (1.1)

in common. For that reason, stronger nonlinearities occur, giving rise to phenomena that
are not observed in the small-Debye-layer limit.

Figure [1.2| gives an overview on the most important electrokinetic phenomena in our
LOC system. The actual chip (Fig. [1.2p), which we also refer to as Fluid Processing Unit
(FPU), is the core element of the whole lab (Fig. [1.2h). Inside the chip, different phenom-
ena occur that are crucial to sample transport and control. Three exmaples are presented
in figures [I.2k-e. On the chip surface, carrier fluid is transported by electrokinetic forces
(Fig. [L.2k). In the vicinity of the fluid-fluid interface between carrier fluid and sample,
electrokinetic effects also occur (Fig. [I.2d) and are observed in form of shape changes,
translational or rotational movement of the sample, i.e. electrodeformation, electromi-
gration, and electrorotation. A third example is the additional drag of transported solid
particles carrying a surface charge (Fig. [1.2g).

The electrokinetic transport of the carrier fluid (Fig. [I.2¢) is induced by electrode
arrays that are embedded in the wall. Although the largest electric effects occur near the
electrodes, electric forces act in almost the whole volume of the fluid film. This can be
explained by similar length scales of the electrode distance and the electric double layer
which forms near the wall. As a result, the dimensionless Debye length § is of O(1). An
understanding of the nonlinear physics is crucial for the optimization of the chip geometry,
the electric excitation, and the choice of the carrier fluid. Additionally, heat dissipation
by strong electric fluxes inside the fluid is critical for the chip and cooling design.

Within the carrier fluid, immiscible fluid probes can be transported (Fig. [[.2d). At the
interface between the two fluid electrolyte phases, electric double layers form that affect
electromigration and -deformation of the sample phase. Although these layers are small,
i.e. 0 < 1, the mentioned phenomena cannot be explained without a detailed analysis of
the Debye-layer electrokinetics.

Solid particles often carry a surface charge. As an effect, they do not follow the flow,
but show an additional drag. The flow field around the particle is responsible for charge
fluxes near the particle surface. Consequently, the charge distribution in the Debye layer is
different from the equilibrium state. The composite electric field near the particle surface
gives rise to an additional electric drag. Similarly to the two-phase problem, those drag
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(a) Microfluidic lab /

lab-on-chip system

(b) Microfluidic chip /
Fluid Processing Unit (FPU)

(c) Carrier fluid pumping with (d) Electrodeformation (e) Electric drag of
traveling-wave electroosmosis and electromigration solid particles
of immiscible fluid samples by streaming potentials

Figure 1.2: Overview of electrokinetic phenomena in a lab-on-chip system that are dis-
cussed in this work.
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effects can only be explained by a detailed analysis of the Debye layer as discussed in
Marthaler and Class| (2021a), 2021b, [2022c]).

1.2 Historical background in life sciences and techni-
cal microsystems and their application in clinical
diagnostics

1.2.1 Life sciences and technical microsystems

Milestones Life sciences are microscale. Milestones in this field since the 17th century
include the discovery of the cell by Hooke, Allestry, and Martyn| (1665|), the synthesis of
urea by Wohler| (1828) constituting the field of organic chemistry, and the breeding exper-
iments by |[Mendel| (1865)) which were later connected to chromosomes as the hereditary
material. In the first half of the 20th century important steps were made towards the
understanding of the metabolism of living organisms (Krebs & Johnson, 1937} [Lipmann,
1941) and the structure of DNA (Watson & Crick, 1953)). Later, Sanger, Nicklen, and
Coulson| (1977)) developed a gene sequencing technique and presented the first sequencing
of an entire genome. In 1986, Mullis et al. developed the polymerase chain reaction tech-
nique for the amplification of DNA. Milestones in the 21st century include the publication
of the complete human genome (Venter et al., 2001 and the first gene editing technique
CRISPR (Jinek et al., 2012)).

Connection to microfluidics As a result, many important branches developed, such
as enzymology, virology, genetics, bacteriology, cytology, structural biology, synthetic
biology, bioengineering, biomonitoring, genomics, pharmacology, and proteomics. The re-
search objects of these fields range in their length scale between 10 um for cells to 1nm for
proteins or DNA bases. Some important examples are displayed in Figure Cells, bac-
teria, viruses, enzymes, and proteins, i.e. the subjects of the fields mentioned, can usually
be found in a fluid environment. Microfluidic problems are different from macroscale fluid
dynamics in crucial aspects, such as flow reversibility, surface tension, or the influence of
electric forces. Mainly during the last century, a range of technical systems specifically
adapted to these characteristics were developed.

Milestones in LOC systems The invention of the microscope made the early inves-
tigations of cells possible. Nevertheless, microscale science picked up in speed in the
20th century. The development of photo-lithography paved the way for the fabrication
of electrical microsystems. FKEspecially, integrated circuits and chips are produced with
this method. The first LOC device was a miniaturized gas chromatograph designed by
Terry, Jerman, and Angell (1979). The first microfluidic LOC was a high pressure liquid
chromatograph developed by Manz, Graber, and Widmer| (1990). Both of these devices
were used for chemical analysis. The latter uses electroosmosis to transport the sample
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Figure 1.3: Publication statistics from Web of Science (webofscience.com) for different
search terms. The term microfluidics is abbreviated with "mf".

inside the chip, capillary electrophoresis for separation and fluorescence detection. Appli-
cations for modern LOC devices analysing blood samples are the determination of gasses,
electrolytes, and lactate. The detection of proteins or biomarkers is performed with im-
munoassays Hermsen, Roszek, van Drongelen, and Geertsma/ (2013)).

Scientific relevance In a word, scientific progress in life sciences and innovation in
technical microsystems go hand in hand. Without technical devices, the investigation of
bio-chemical objects would not have been possible. At the same time, findings in life
sciences drive technological progress. Figure illustrates in two graphics the number
of scientific publications for a selection of the fields mentioned. While a saturation point
seems to be reached in some fields like cytology or LOC systems, combinations of these
topics still show a growing research popularity. This is clearly not a formal proof of the
importance of the field. Yet, is can act as an indicator for synergy effects between the
technology and its application.

1.2.2 Application of LOC systems in diagnostic medicine

Market segmentation The medical sector is the main market for LOC systems (Hermsen
et al., |2013)). Point-of-care (POC) testing has several advantages to conventional labora-
tory testing, such as simplicity (the user does not need to be trained), low cost, speed
(short turnaround time), and fabrication in large unit numbers (Sachdeva, Davis, & Saha,
2021). The market is segmented with respect to region, product type, or user type. The
term user type defines the person performing the test and the circumstances under which
the testing is done. POC testing can be performed by health-care professionals in labora-
tories, hospitals or the outpatient sector. However, equally important is POC testing by
untrained individuals, either community-based or for at home testing. Important product
types include glucose monitoring, cardiac markers, or testing for infectious diseases. Other
examples are pregnancy tests or blood-gas testing (Sachdeva et al., 2021)). Besides the ap-
plication for POC testing, LOC systems can also be applied in agriculture, for food testing,


webofscience.com

1.2. HISTORICAL BACKGROUND AND APPLICATIONS 7

fertility, single cell analysis, or sequencing (Sachdeva et al., 2021)). "Roche Diagnostics
and Siemens Healthcare are tier I competitors that generate more than $5 Billion [in vitro
diagnostics| revenues whereas companies such as Abbott, Danaher, Alere, Thermo Fisher,
BioMérieux, Bio-Rad, Sysmex, Becton Dickinson, Bayer Healthcare, Werfen Group, Gen
Probe generate $1-5 Billion revenues" (Sachdeva et al., 2021)).

SARS-CoV-2 as a current example A prominent example illustrating the relevance
of POC testing is the ongoing SARS-CoV-2 pandemic. As of August 2022, the SARS-
CoV-2 was responsible for about 12 billion diagnosed cases of COVID-19 and 6.5 million
total deaths (Center for Systems Science and Engineering (CSSE) at Johns Hopkins Uni-
versity (JHU), |2022). Large-scale testing is an essential part of monitoring and controlling
the spread of the virus disease. Biomarkers are used to identify if the virus contained in
a sample. In the case of SARS-CoV-2, genetic material in the form of DNA, RNA, or
proteins, serves as biomarkers. These proteins can be found e.g. on the viral envelope.
Another option are antibodies that are produced by the human body against the virus.
The gold standard in clinical diagnostics are polymerase chain reaction (PCR) techniques
using immunoassays. The process includes three main steps (Tymm, Zhou, Tadimety,
Burklund, & Zhang), 2020)):

e purification of the nucleic acids from the sample (by centrifugation or magnetic bead
separation),

e amplification of relevant RNA sequences, and

e detection of the amplified RNA.

This time-expensive test needs to be performed by trained laboratory technicians using
expensive equipment. Under these circumstances, LOC devices have several advantages.
Automation of the clinical processes increase sensitivity, reproducibility and ease of use,
while decreasing the necessary sample amount, the total-analytical time, and cost [I'ymm
et al. (2020)).

A programmable LOC device, as the one discussed in this work, can serve as bridging
technology between manually performed testing, as described above, and the POC quick
tests that everybody has been using for at-home testing during the last few years. Quick
tests target antibodies making them less sensitive than the PCR testing described. With
the presented design, automated PCR testing could be performed delivering a good trade-
off between sensitivity, reproducibility and cost on one hand, and time-to-result on the
other.

1.2.3 Trends in LOC development

The most important trends in the development of new LOC devices considers aspects
like miniaturization, interfaces, and multiplexing (Hermsen et al., 2013]). Miniaturization
allows the reduction of sample volumes and can speed up the analytical processes, mak-
ing the analysis more cost-effective. Another aspect of miniaturization is the targeting
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of smaller objects, like cells. Single-cell analysis investigates metabolism and interac-
tions of single cells expecting insights in e.g. cancer growth, drug development, or aging
(Zenobi, 2013). We should note at this point that smaller length scales make traditional
mechanical liquid pumping extremely inefficient as the resistance becomes large. Thus,
flow excitation by electrokinetic methods is very popular in microfluidic devices. Elec-
troosmotic pumping can be applied directly inside the device and makes liquid transport
more controllable and effective.

Multiplexing allows for the simultaneous performance of different analytical processes
on one single device. Traditionally, microfluidic systems are designed as single-purpose
devices. Designs that are more flexible can reduce fabrication and development cost in
research as well as investments in clinical or point-of-care situations. Even more crucial
is that complex analytical processes are not possible without a design that can handle
different samples and processes at the same time.

Interfaces between the microfluidic system and the outside world often are the source
of contamination and thus of measurement errors. Optimization of the interface system
to reduce technical issues is a large part of future LOC developments. Yet, the focus of
this work and the presented design lies clearly on the multiplexing and miniaturization
opportunities.

1.3 State of the art and aims of this study

1.3.1 Competitive systems and our design

Classification of electrokinetic actuators The core element of our design is the ac-
tuator as depicted in Figure [I.2c. Electrokinetic actuators working with arrangements
of electrodes in a wall tangential to the desired flow direction have been discussed for
the last few decades. Figure gives an overview on a number of competitive actuator
designs. These designs have in common that AC voltages are applied via a number of
wall electrodes in order to produce a controlled flow. However, differences between these
systems include their function (e.g. translational transport, rotational transport, mixing),
the length scale, voltage, frequency, wall/channel geometry, and the materials used. We
analyzed the data from six research articles and 13 patents that are summarized in the
table, which belongs to Figure [I.4] In Figure [I1.4] the actuators from these publications
are arranged depending on their minimal length scale/electrode distance and their min-
imum voltage. The given length scale is used as a measure for how small the system
can be built. Equivalently, the voltage defines what type of samples can be handled on
the chip. The reason for that is that biological probes, especially cell membranes, can
be damaged or destroyed by large electric fields. We note that some of these actuators
(indicated in yellow) can only produce a flow in one direction (one-dimensional actuators)
(Palmieri & Brianzal, [2005}; |Schlautmann, Gardeniers, & Van den Berg, 2003; Tsuyoshi,
Tsuyoshi, & Suguyamal 2009). As a result, it is not possible to simply integrate them
into a two-dimensional chip surface.
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When assessing actuator designs, we consider high pumping velocities and a homoge-
neous flow field as desirable. At the same time, the actuator architecture should be as
simple as possible, featuring straightforward geometries and a small variety of materials.
As an effect, downscaling possibilities are given. Eddies in the produced flow field are
unwanted as they reduce the pumping velocity and can affect sample deformation.

Milestones in actuator design Three different design principles of electrokinetic ac-
tuators are compared in Figure [I.5] The first actuators that were intensively studied are
designed with electrodes integrated into a flat wall (Loucaides et al., [2007; [Ramos et al.,
1999, [2005) (Figure [1.5h). The working principle is AC electroosmosis (ACEO), which
includes but is not limited to traveling-wave electroosmosis (TWEQO). AC voltages are
applied via the wall electrodes attracting charges inside the fluid electrolyte. An electric
double layer (EDL) is formed in direct vicinity to the wall. Superposition of those charge
clouds with the electric field between the electrodes generates a Coulomb force acting on
the fluid volume. We note that the EDL is sufficiently slim that the small-Debye-layer
assumption holds. Numerical and experimental studies (e.g. [Ramos et al.| (2005])) showed
that AC potentials in form of traveling waves are optimal for fluid pumping. Traveling
waves provide a continuous reciprocal excitation with one preferential direction. One par-
ticularly important drawback, however, is the formation of eddies near the wall.

A variation of this idea was presented by [Barz and Class| (2007). Here an asymmetry is
created by a multi-material surface (example in Figure[L.5h). Thus, a simpler AC voltage
pattern can be applied to the electrodes. Those are arranged between dielectric substrate
sections with different (-potentials. The combination of time-constant wall voltages at
this dielectrics and time-varying voltages at the electrodes delivers an asymmetric electric
excitation featuring one preferred direction. Obviously, sharp edges and a great number of
surfaces with an angle to the intended flow direction produce a very inhomogeneous flow
field. This class of actuators can only be used for the pumping of homogeneous liquids.
Diffuse samples would be spread out and dissected, sensitive objects are possibly damaged.

In 2010} M. Z. Bazant et al. patented a similar actuator which mainly differed from the
Ramos et al.-design by the geometry of the surface (Figure ) While in the Ramos-
design all electrodes were at a leveled height, the more recent patent by M. Z. Bazant et al.
(2010) showed stepped electrodes. As a result, between the electrodes, zones of controlled
re-circulation are formed. Thus, the eddies affecting the main flow in the Ramos-design
are confined in these zones where they are desired. Thus, the main flow stays nearly
uniform. This setup however is more complex to manufacture, limiting miniaturization.
Variations are depicted in the examples in Figure [L.5p.

A different class of actuators (not depicted in exploits ACEO in combination with
asymmetric geometries, as discussed by M. Z. Bazant and Squires (2004)). The flow chan-
nels exhibit wall electrodes, just like in the designs discussed before. In this case however,
the electrode surface and the wall form an angle. Thus one flow direction is preferred,
even if only AC voltages are applied. Variations include rods with a triangular profile in
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Figure 1.4: Product environment. 19 publications on similar actuators have been analyzed
and arranged by the minimal voltage and electrode distance.
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Figure 1.5: Comparison of actuator designs with examples. (al) Design with flat elec-
trodes and thin EDL as used by Ramos et al| (1999). (a2) An example with different
substrate materials as suggested by Barz and Class| (2007). (b1) Stepped electrode design
also featuring thin EDLs. Recirculation zones are caged in the gaps between the elec-
trodes. (b2) Design variations suggested by M. Z. Bazant and Squires| (2004)). (c) Design
discussed in this study with thick EDLs.

the middle of a channel with flat walls. Although these systems are capable of pumping
liquids, the formation of eddies cannot be avoided (Squires & Bazant], 2006)).

Other publications discuss variations of the main designs discussed above and apply
them e.g. to mixing (K.-R. Huang et al.| [2014) or rotating flows (Ledeboer} 2009).

1.3.2 Our design

The thin-Debye-layer assumption vs. full electrokinetics Common to all the
designs presented in section [1.3.1] is the thin-Debye-layer assumption 6 < 1. For a typ-
ical aqueous solution with millimolar charge concentrations the Debye layer thickness is
l[f; ~ 10 nm and it becomes thicker for smaller concentrations. Predictions on the be-
havior of the competing actuators can only be made as long as the electrode distance is
significantly larger than the Debye layer thickness. In these cases, the electric problem
only influences the flow via a slip boundary condition. The flow field can be described as
Stokes flow, which is simpler than full-electrokinetic flow.

In contrast, our actuator (L.5¢) is designed to work in the full-electrokinetics regime
d ~ O(1) featuring the simple Ramos-architecture together with the homogeneous flow
field of the Bazant-design. An important step towards this setup is the code presented
in chapter |5, Using that code, predictions of the nonlinear full-electrokinetic behavior of
electrolytic systems are possible. This new actuator design was published in the patent
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Figure 1.6: Comparison of two-dimensional array designs. Grey surface: substrate. Blue:
carrier fluid / channels. Purple: Samples/sample paths. Green: electrodes.

(al) Channel design, schematic representation. (a2) Example : iStock/luschen. (bl)
Digital microfluidics, schematic representation. (b2) Example: |Zhai et al.| (2020), licensed
for reuse and adaption (CC-BY https://creativecommons.org/licenses/by/4.0/).
(c1) Active-surface microfluidics, schematic representation. (¢2) Chip design discussed in

this study, cp. Figure

applications [Marthaler and Class| (20224, [2022b)) (publications 18 and 19 in Figure [1.4).
Thus, the length scales can be of the order of the small layer thickness and electrode
distances of several nanometers become possible. At the same time, lower voltages can
be used, avoiding the destruction of biological samples by strong electric fields.

Remarks on two-dimensional arrays While the actuators discussed above enable
one-directional fluid pumping, the functionality of LOC systems necessitates two-directional
transport on the surface. Different design approaches are compared in Figure[I.6] Channel
networks (Figure [1.6p) have predefined channel branches, junctions, and valves. Samples
are transported in a carrier fluid along those channels. Pumping is performed with sy-
ringes or electrokinetic actuators. These systems are manufactured and optimized for a
specific application with very limited variation options.

Two-dimensional arrays with caging electrodes are part of several designs published in
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the last few decades. Designs featuring pulsed droplet transport between electrode cells
are summarized using the term digital microfluidics (Figure [1.6p). Examples include the
array for particle transportation and filtering by Desai et al.| (2001)) or the array design by
Medoro et al.|(2014) which consists of squared cage electrodes. In the latter array, fluid
droplets are exchanged between the cages by pulsed transport. Although dielectrophoretic
transport is possible, the applied working principle is electrowetting. It is not clear if in
any of these two designs that a continuous sample transport is possible, which would be
important to perform chromatographic analyses. |[Noh et al. (2012) published an active-
matrix arrangement of thin-film transistors which works analogously to a TFT display.
With that system, the number of control lines could be reduced, which is an important
step towards system integration and minimization. A newer study exploring long-time
drug testing via single-cell analysis with a digital-microfluids array was presented by [Zhai
et al. (2020)).

A third class of two-dimensional arrangements can be seen as a combination of the
two mentioned above (Figure ) The electrode array is completely covered by a film
of carrier fluid. The carrier fluid is pumped in loops, i.e. closed flow paths to sustain
continuity and avoid eddies. Samples can be transported by continuously adapting the
respective carrier fluid loop as depicted in Figure [I.6c. Here, the blue line depicts the
moving carrier fluid while the purple line illustrates the respective sample path. The
patent by Barz and Class (2007) suggests a chess-board arrangement consisting of fields
of different materials separated by electrodes and the fluid transport in the aforementioned
loops. Our design (discussed in the next paragraph) and this setup can be summarized
with the term active-surface microfluidics.

In our design, multiple actuators are connected to form a flat chip surface as illustrated
in the 3D model For that purpose, a set of synchronized actuators as the one in Figure
form a pixel. All actuators inside one pixel are specified by the same flow direction.
Several pixels are controlled by one adjacent control unit. The design with pixels and
control units is displayed in the patent sketch and the CAD model 1.7 We denote
the combination of the chip surface with the carrier fluid channel, data-connection, and
fluid memory elements (FRAM) as a fluid processing unit (FPU). The FRAM is a set of
small storage units for probes and reagents that can be accessed quickly. The TFT-matrix
as presented by |Noh et al.| (2012) is applied in our design to connect the single control
units.

With this section, we intend to put the chip design into the context of product design.
While a feasibilty analysis for the actuator, discussed in section is performed in this
study, the three-dimensional flow is not verified and postponed to later investigations.

Aim of this study This study seeks to verify the presented actuator design by direct
numerical simulation. When developing the product, it was unclear if high enough flow
velocities could be reached and if the heat dissipation was low enough to be transported
away by fan cooling. After verifying the functional principal, optimization of the actuator
within the current technological limits is performed. Those limits include the minimum
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L-channels for sample and FRAM elements

carrier fluid in-/out

carrier fluid in
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Figure 1.7: 3D model of the fluid processing unit (FPU) and detail view of the pixel
surface. The second pixel surface which is arranged on top of the system is hidden. Thus,
the lower surface, L-channels and FRAM are visible. Note that the black elements on the
pixel surface are the control units as specified in Figure .

electrode distance, maximum clock frequency, and price.

1.3.3 Landscape of two-phase EHD models

In addition to the feasibility study of the pumping mechanism, this work focuses on a
second phenomenon — the behavior of an immiscible fluid drop under the influence of an
electric field. Both phenomena are clearly coupled. For the sake of simplicity, we isolate
them. Relevant terms for this toipic are electrolyte strength, electrodeformation, and
electromigration. The strength of an electrolytic solution is determined by the percentage
of salt that is dissociated. Sodium chloride dissociates nearly completely into its ions,
such that its aqueous solution acts as a strong electrolyte. In contrast to that, water itself
shows autodissociation into hydronium and hydroxyd ions. However, the ratio of this
ion concentration with respect to the amount of water is very low, which is typical for
a weak electrolyte. The term electrodeformation covers shape changes of fluid droplets
under the influence of an electric field. A drop elongating in the field direction is called
prolate. Contrarily, drops elongating in a field-normal direction are specified as oblate.
Lastly, electromigration is defined as the movement of particles caused by an outer applied
electric field.

Experiments The related experimental setup consists of a fluid particle suspended in
a surrounding fluid, both exposed to an outer electric field. In experiments, electromigra-
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tion was first discovered by Taylor| (1966]) and later also by Vizika and Saville (1992), but
could not be explained by the models at that time. Electrodeformation could already be
obeserved and explained by [Taylor (1966)). He derived a mathematical formulation that
was able to predict if a spherical particle would take a prolate (long axis aligned with the
electric field) or oblate (long axis perpendicular to the electric field) shape. However, in
later experiments by [Russel, Russel, Saville, and Schowalter| (1991) a deformation behav-
ior deviating from this condition was observed.

Models The current landscape of two EHD models addressing these phenomena is
spanned by the publications of [Mori and Young| (2018)); Schnitzer and Yariv, (2015) and
Ma, Booty, and Siegel (2022). These works have a detailed analysis of the Debye layer
in common. In contrast to that, earlier approaches by Melcher and Taylor (1969) and
Saville (1997) neglected the electrokinetics in the Debye layer near the interface. While
the early publication by Melcher and Taylor| (1969)) defined the topic of electrohydrody-
namics, Saville (1997) performed a dimensional analysis considering the dissociation and
association of ions. In the last decade, the scientific discussion shifted towards the inter-
face properties. It is still unclear if the electric properties of the fluid-fluid interface are
correctly described by adsorption (Schnitzer & Yarivl 2015) or partition coefficients (Ma
et al.l 2022; Mori & Young, 2018)), if there is charge permeability (Mori & Young), 2018;
Schnitzer & Yariv, 2015), or transport of charges adhesive to the interface (Schnitzer &
Yariv, 2015). Yet, Schnitzer and Yariv| (2015) and [Mori and Young| (2018)) predicted elec-
tromigration, and Ma et al.|(2022)) the deformation deviating from Taylor’s condition.

Research gap and aim of this study It should be stressed that the mentioned mod-
eling approaches are derived either for weak or strong electrolytes. Although these are
two fundamentally different prerequisites, the underlying hypothesis is that a good model
is valid beyond its assumptions. Yet, there has not been formal proof for that in electro-
hydrodynamic research. This work addresses the question of what influence electrolyte
strength has on the model’s predictions. To achieve this goal, the publication by [Mori
and Young (2018)) is used as the main reference. They presented a weak-electrolyte model
that was able to explain electromigration. In contrast, our study focuses on understanding
electromigration in strong electrolytes. Although |Schnitzer and Yariv) (2015) predicted
electromigration in a strong-electrolyte setting, their result is solely qualitative, lacking
predictions on e.g. the migration velocity. By choosing a similar setup to both of the above
studies, the purpose of this work is to outline under which conditions electromigration
can be observed.

1.3.4 Aim and Hypothesis

In the section above, we have defined two individual aims for each, the actuator and the
two-phase problem. Yet, the overarching goal of this work is to build a deeper under-
standing of the electrokinetic transport phenomena happening inside the LOC system. In
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the next step, we want to extract the underlying principals of electrokinetic transport in
order to achieve a more general understanding of this class of problems.

1.4 Methodology: Asymptotics and spectral simula-
tions

The two research goals are tackled with suitable methods. The two-phase problem is
examined by an asymptotic approach while the actuator is investigated by a numerical
non-interpolating spectral method. This section delivers a short review on both method-
ologies with the used literature. A detailed discussion follows in the respective chapters

4] and Bl

1.4.1 Asymptotic analysis of the Debye layer

For investigations of the Debye-layer electrokinetics, an asymptotic approach is predes-
tined. Here, we follow the foundational works by Hinch (1991)) and Bender and Orszag
(1999). The thin-Debye-layer limit in particular was investigated by a range of authors,
such as (Cox| (1997); Dukhin, Derjaguin, and Matijevic, (1974); [Saville, (1977); [Schnitzer,
Frankel, and Yariv| (2012); Schnitzer and Yariv| (2015, 2016); Yariv, Schnitzer, and Frankel
(2011).

In accordance with these works, we rescale the interface-normal coordinate with the
thickness of the small layer. As a result, the full resolution of the Debye-layer physics
becomes possible. The inner Debye-layer problem and the outer bulk problem are solved

independently and combined via asymptotic matching using Van Dyke’s matching rule
(Van Dyke, 1964).

As our problem consists of two phases, a Debye layer on each side of the fluid-fluid inter-
face exists. They are coupled via interface boundary conditions. Each of the Debye-layer
solutions is matched with the bulk of the suspending and drop phase respectively. Finally,
we derive effective boundary conditions inheriting the complex Debye-layer physics. To-
gether with the set of bulk equations, a macroscopic problem can be solved. The solution
to the Stokes equation for the flow and the Laplace equation for the electric field is well-
known (Leal, 2007; Taylor, 1966). The general solution can be adapted to the effective
boundary conditions derived earlier to find the resulting flow field, surface deformation,
and the migration velocity of the drop.

1.4.2 The non-interpolating spectral method for the actuator sim-
ulation

This study is a first approach to understand the discussed setup and to act as a benchmark
for later approaches. The choice for a spectral method to simulate the electrohydrody-
namic flow in the actuator was made for that reason. Near the electrode wall, strong
gradients in the flow and electric field, as well as small eddies, are observed. In order
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to capture these effects, a high-accuracy simulation is necessary. The smooth laminar
flow results suggest that a simpler code could be used to speed up the simulation in later
studies. As a by-product, a high-accuracy spectral module was developed. It is capa-
ble of solving a variety of simulation problems. One current example is the simulation of
stratification phenomena in a lead-cooled fast reactor (Liu, Marthaler, Class, & Gu, [2023)).

The spectral module uses a non-interpolating collocation method (Boyd, 2000) and
was constructed based on the descriptions by (Canuto (1988)). Using that module, the dif-
ferential equations are solved in spectral space and only transformed back to their physical
equivalent when needed. In our two-dimensional experimental setting, Fourier modes were
used for the periodic direction, and Chebyshev modes for the wall-normal direction. Es-
sential references in this context are the books by Boyd| (2000)) and Peyret| (2002)). (Canuto
(2006, [2007)) include important updates and corrections to (Canuto’s earlier book. The
investigations by |Srinivas and Fletcher| (1992)) and Thirumalai and Seshadri (2019)) vali-
date the accuracy of spectral collocation methods in the context of electrohydrodynamic
problems. However, those are examples of the very limited amount of publications on the
combination of spectral methods and EHD flow.

One crucial step during the solution of the differential equations in spectral space is
the application of boundary conditions with the Lanczos method (Lanczos, |1964). The
nonlinear no-flux boundary conditions at the wall were taken into account using an influ-
ence matrix method (Peyret, 2002). The iterative scheme to solve the electric problem for
charge transport and electric potential, was adapted from semiconductor simulations. It is
named Gummel’s scheme or Gummel’s iteration (Gummel,|1964). For the time-integration
of the fourth-order differential equation governing the streamfunction, a composite back-
wards differentiation formula of second order (C-BDF2) was used. This approach has
been developed for the investigation cardiac dynamics by [Yingl (2005) and Ying, Rose,
and Henriquez| (2008]).

Those numerical schemes are combined to a spectral code capable of predicting the
electrokinetic flow in the actuator and the produced heat dissipation. Together with an
evolutionary algorithm, the actuator is optimized. The "differential evolution" routine
in the scipy library serves this purpose.

1.5 OQOutline of the thesis

In order to reach the aim specified in section we first discuss terminology and the
basic phenomena in chapter 2l An overview on EHD modeling approaches is given in
chapter [3 Chapter [ follows, where electromigration of a drop is investigated using a
strong-electrolyte fluid-fluid model. In chapter |5 the second problem of electrokinetic
transport, the electrokinetic actuator, is addressed. The results are used in chapter [6] to
discuss product development, design limitations, and optimization of the actuator. The
final chapter, [7], summarizes the conclusions on electrokinetic transport drawn before, and
adds some generalizing remarks. Further steps in the chip development are outlined.






CHAPTER 2

Electric effects in fluid mechanics

Microscale fluid mechanics differs from macroscale physics by a range of effects, such as
Stokesian motion, electrohydrodynamic, and capillary phenomena. The research in this
field has evolved from understanding the fluid motion of low-Reynolds-number flow in the
18th century, to the investigation of the non-linear, multi-scale, and multi-physical behav-
ior of electrolytic solutions in arbitrary geometries. The present chapter gives an overview
on the terminology and the fundamental phenomena, with some historical remarks.

2.1 Terminology

It is indispensable to clarify some of the terms that will be used throughout this manuscript.
In some cases they are not used consistently in the literature, especially since different
research branches used different terms to describe similar phenomena. Table summa-
rizes the most important terminology. Here, we follow the definitions by [Lyklema; (1991)).

The term electrohydrodynamics is used to describe hydrodynamics with additional
electric force effects in electrolytes. Although the term includes "hydro’, the materials
in this research field are general fluid electrolytes, i.e. fluids which contain dissolved
charged particles/ions. Those include a large number of electrolytes, ranging from auto-
dissociating liquids (e.g. water) containing very small amounts of ions, to liquid solutions
of salt that can dissociate nearly completely (e.g sodium chloride). We describe the elec-
trolytes depending on the percentage of dissociated ions relative to the original substance
either as 'weak’ or ’strong’ electrolytes. The term ’leaky dielectrics’, which is frequently
used in the literature, is less tangible and refers to liquids that feature dielectric properties
and contain dissolved ions.

In the following chapters, we will notice the existence of a large number of cases in
which the coupling between electric and hydrodynamic effects can be assumed to be one-
directional, i.e. electric effects influence the fluid behavior while the fluid flow has no effect
on the electric field. This is referred to as electroosmosis. In contrast, electric potentials
and currents originating from fluid motion are called streaming currents or streaming

19



20 CHAPTER 2. ELECTRIC EFFECTS IN FLUID MECHANICS

field

electrohydrodynamics (EHD)
electrokinetics (EK)

phenomena

hydrodynamics with electrical force effects
EHD with strong bidirectional coupling of flow
and electric field

electromigration /-phoresis
electroosmosis

streaming current
streaming potential

sedimentation potential

diffusiophoresis
diffusioosmosis

particle motion caused by an electric field

liquid motion caused by an electric field

electric current caused by fluid flow near charged walls
potential difference caused by fluid flow

near charged walls

streaming potential due to sedimentation

of a charged particle

particle motion caused by a concentration gradient
liquid motion caused by concentration gradient

Table 2.1: Terminology used throughout this manuscript for electrohydrodynamic phe-
nomena (adapted from Lyklemal (1991))).

potentials.

The transport of charged particles that are dissolved in the fluid can lead to local
polarization of the fluid, and thus also affect the electric field. To emphasize the strong
bidirectional coupling in some problems we will call them ’electrokinetic’ or even ’full
electrokinetic’.

2.2 Important electrohydrodynamic effects

This section briefly summarizes important basic electrokinetic problems. Examples are
the definition of electromobility and conductivity, or creeping flow. After that, more
advanced effects are discussed. They typically originate from combinations of the basic
phenomena. One example is the formation of an electric double layer as a result of diffusive
and electric forces.

2.2.1 Fick’s law of diffusion

Particle motion is often driven by electric effects. Yet, concentration gradients also affect
particles to move, independent of their charge. This can in general be described by a
relation that was named after the German physician Adolf Fick (1829-1901). Fick’s 1st
law in a one-dimensional frame of reference,

oc*

- —D*—,
Jdife O

(2.1)
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relates the diffusive flux jj4 of a particle species with the local concentration ¢* to the
spatial concentration gradient multiplied by the diffusion coefficient D*. The unit of the
ion concentration is [¢*] = m™ and it can be transformed to the molar ion concentration
n* by multiplication with the Avogadro number n* = ¢*N;. Throughout this manuscript,
parameters with units are denoted with an asterisk superscript while all symbols without
that superscript are dimensionless.

2.2.2 Stokes flow

Electrokinetic effects become important at small length scales. The related flow fields
are ususally characterized by small Reynolds numbers. Sir George Gabriel Stokes (1819—
1903) first discussed the behavior of viscous fluids in his publication On the effect of the
internal friction of fluids on the motion of pendulums (Stokes, [1850). The simplest form
of the Stokes equation reads

(S v VA (2.2)

In this equation, p* is the sum of static and osmotic pressures, 7* the dynamic viscosity
and " the hydrodynamic velocity. We note that in the absence of electrochemical effects
the pressure in the momentum equation only includes the static part. Following Stokes
we can introduce the Reynolds number as relation between inertia and viscous forces

Re = %flf with the fluid density p*, the reference velocity v}, reference length [’ ;, and
reference time t;; = if Thus, the momentum equation for incompressible Newtonian
ref
fluids in the absence of volume forces is
L — 2
Re a—{—v-Vu = —Vp+ V. (2.3)

The material derivative on the left hand side can be neglected when the Reynolds number
becomes small, which is the case for experimental settings where velocities or length
scales are small, or the kinematic viscosity is large. Microfluidics is certainly the most
important field of application in which low-Reynolds-number flow (alternatively "Stokes
flow", "viscous flow" or "creeping flow") appears. Yet, the fabrication of highly viscous

substances like certain polymers or silicon oils also relies on creeping flow.

2.2.3 The relation of diffusion, mobility, and conductivity in fluid
electrolytes

In their works on Brownian motion, Albert Einstein (1879-1955) and Marian Smolu-
chowski (1872-1917) discussed the drag on translating particles that are subject to ex-
ternal forces. They defined the friction coefficient as the ratio of the applied force fj e
and the drift velocity v}, of the particle

f* lied

applie

Neric = e (2.4)
drift
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The resulting flux of concentration ¢* is ji ieq = ¢V In steady state, this flux is
balanced by diffusion delivering the ordinary differential equation (ODE)

Oc* ; ie
0= D¢ +c*fpf1 d. (2.5)
dx* Ntric
The solution to the boundary value problem (BVP) with ¢*(x = 0) = ¢}, is
w*
* =} 2.6
‘ P ( nfrch*) ( )
with the reversible work w* — [ faoplica(z)dz of the external force. Following Boltz-
mann’s law, this relation has to be equal to cjexp ( o T*> Thus, we get the diffusion
coefficient e
D' = == = kT (2.7)
Ntric

Note that the mobility coefficient 7}, is introduced as the inverse of the friction coef-
ficient. The parameters kf; and 7 are the Boltzmann constant and the ambient tem-
perature respectively. There are three special cases of this law that we are particularly
interested in, the electric mobility of ions, the drag of an uncharged spherical particle,
and the conductivity of an electrolytic solution, respectively.

By choosing the external force in the above one-dimensional example as the Coulomb
force, we find the respective mobility coefficient called electric mobility p*. It is defined
by the so-called Einstein-Smoluchowski relation

D*Zel D~

p=— = — 2.8
BT o 28)

of an electrically charged particle with the valence Z. Here, ef describes the charge of a
proton and we introduce the thermal potential as

kT RTy

Oin = Zer  ZFa*’

(2.9)

The alternative definition of the thermal potential includes the gas constant, which is
defined as product of the Avogadro number and the Boltzmann constant R* = Nj kg
and the Faraday constant, which is the product of Avogadro number and the elementary
charge Fa* = N eg.

Stokes’ work includes the analysis of the drag exerted on a translating spherical particle
with radius [7.; in a fluid with dynamic viscosity 7*. For low Reynolds numbers, the friction
coefficient is nf;, = 67n*I},;. Using relation [2.7, one can find the diffusion coefficient of a
spherical particle

CkyTy
67r77*l* '

ref

*

(2.10)
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This equation is known as the Stokes-Einstein relation.

An important property of a fluid electrolyte is its conductivity. In EHD problems, the
mobility of ions and varying concentrations lead to conductivities that change in space and
time. In order to find the conductivity of an electrolytic solution we need the equivalent
conductivities of each ion

§§ = ey Zici (2.11)

which has the unit [¢*] = Sm™' = (Qm)~". In this work, we use the local electrolytic
conductivity ¢* which results as the sum of the conductivities of the single ions

¢ = ng =€} Z Z,C (2.12)

An important example in this context is a dilute electrolyte problem characterized by the
dissociation equilibrium
S—=Cy+C_. (2.13)

The equivalent local conductivity resulting from the concentration of the dissociated ions
C, and C_ is
¢t =€ (ZJrci,ui + Z,ci,u’i) : (2.14)

where Z, = 1. Using the definition of the ion mobility in eq. 2.8 we find

*2
=0 _(22¢D% 4+ 22" D). (2.15)
k;* T
In cases where the molar conductivity is of interest this can be found by multiplication
with the Avogadro number

*2 *2
L (2D« 220 ) = i (

ol = ZIA DL+ 22 D). 2.1
ngl k;* T* + — C_ _) ( 6)
This relation was derived by Albert Einstein and Walther Nernst (1864-1941) and is thus
called the Nernst-Einstein relation.

2.2.4 Structure of the electric double layer: The Gouy-Chapman
solution and the Debye-Hiickel approximation

The emergence of an electric double layer near a solid charged wall has been described
independently by |Gouy| (1911)) and Chapman (1913). We follow their investigation by
considering a one-dimensional problem. The semi-infinite fluid domain is on one boundary
limited by a solid wall with given (-potential (* > 0. The electric double layer results from
an equilibrium between the electrophoretic and diffusive forces acting on the dissolved
electric charges. The problem is fully described by the balance relation for the two ion
species ¢l of a binary electrolyte

0= 07 (=D O°ct T pcL050") (2.17)
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and the Poisson equation for the electric potential ¢*
ecy0i, 0" = —egZ (¢ — ). (2.18)
Here, € and € denote the relative and vacuum permittivity respectively. Without loss

of generality, we assume the ion diffusivities D*, ion mobilities u* and valences Z to be
equal for both ion species. The respective boundary conditions at the wall read

0=—-D"0,c, F nu'cipo, o

CHo=0"

wr=0 (2.19)
:(:*:O.

The first is a no-flux condition representing the impermeability of the wall for ions. The
potential at the wall is the (-potential of the wall superimposed with an outer applied
far-field potential ¢ . Far away from the wall another set of three relations holds

lim ¢} =,
v (2.20)
lim ¢* = ¢’

r*—00

Using the no-flux condition, we can integrate relation [2.17] with respect to z* to find
0=—D*0ic. F u'ciLoio". (2.21)

This equation can be solved together with the far-field conditions. We obtain for the
charge distributions

¢l =i exp <:F%@/)*> : (2.22)

with the excess potential ©* that we define as

Y= 0" — ¢ (2.23)
Plugging this into the Poisson equation delivers
€€y , w*
——0 " = ¢ sinh . 2.24

Multiplication with ¢* = 9*1* gives
668 1¢*12 /: ¢*/ Sinh ,LL* ¢*
2e5Zci, \2 D~

668 1 %12 / * / . ll['< * *
Z dz* = h( = d 2.25
2e5Zcty / <2¢ ) . i (D*lp) v ( )

e 1 2 W
ol 2w — cosh | By ) + k.
viZe D2t T < *¢)+
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Far away from the wall, for large z*, both ¥* and *' vanish. We thus find k¥ = —1 and
%w = :t\/cosh —1= :i:\/_\/ cosh 2/1*) — )
€0 Coo (2.26)
— ++v/2sinh (M—¢—> .

As we assumed the potential (* > 0, the potential in the elecrtolyte decays, i.e. ¥*" < 0.
Multiplying both sides with v/2, we find

G’ / . pwrpr
O e _oginn (£ 2.27
2z DY o (D* 2> (2.27)

Another separation step delivers

-1 _1
YT ) ecoi” 2/ "
—2sinh | 22 dy* = d
/( o (D* 2)) v (QBSZC&DJ o
1
~Zlntanh (£ 5 ) = (S0 ) ey 2.28
e <D* 4) (2632(;;;01)* v (2.28)

At the wall, for z* = 0 the excess potential takes the value ¢¥* = (* which defines the
integration constant.

tanh — | =tanh T . 2.29
o (55 oo (55 oo (- (i) ) e

We can solve this for the excess potential and find

1 + tanh <411¢§_> exp f
D
1 — tanh <4(§* > exp _lf*
D

where we have used the thermal potential as introduced in equation[2.8 We further define

the Debye length as
ees D €€ P
- 0 — 0*th 2.31
b \/QGSZC;OM* \/26320’50 (2:31)

which acts as a scale for the thickness of the electric double layer that emerges near the
wall. Yet, there is no sharp edge of this layer. Indeed, the length [} is the length measured
from the wall by which the potential has decayed by the factor of the Euler number e. This
can be illustrated by expanding the so-called Gouy-Chapman solution [2.30] in a Taylor
series for small (-potentials. The first coeflicient of this series reads

o= 1o 232
This last formulation is the so-called Debye-Hiickel approximation for (* < 1.

U = 265 In , (2.30)
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2.2.5 Electrokinetics as boundary effects: The Smoluchowski slip
condition

The Smoluchowski slip condition is a simplification often used in EHD problems. It re-
places the complex electrokinetics inside the three-dimensional double layer by a boundary
condition. A surface charge with a superimposed electric field give rise to strong shear
stresses inside the double layer. Thus, it seems like the boundary is moving with a speed
known as the Smoluchowski slip. The associated boundary condition is called Smolu-
chowski slip condition.

We derive this condition for a minimal two-dimensional example. For that purpose,
we assume a fluid domain that is on one side at * = 0 limited by a stationary wall
with a surface charge that is equivalent to a (-potential denoted by (*. We assume the
domain semi-infinite in x-direction so that all gradients disappear for x+ — oo. We further
assume that a constant external electric field E* is applied in the y-direction tangential
to the wall. The fluid flow is assumed to be uniform in y-direction so that the tangential
velocity v,(z) does not depend on the coordinate y. The fluid flow and the electric field
are governed by the momentum equation in tangential direction and the Poisson equation
respectively

0=-0)p"+n" (8;95 + 8;‘y) v, —q 0,97,
0= ege (0, +0,,) ¢" +q"
Here, ¢* denotes the charge density which is for the a binary electrolyte defined as ¢* =
¢t — c*. As mentioned, our assumptions include the flow field to be constant in y-
direction, i.e. dyu; = O;p* = 0. As the electric field is constant in this direction, the 2nd
derivative of the potential also vanishes 0, ¢* = 0 and we call the constant first derivative
0,¢" == —E,. The two equations simplify to

(2.33)

o (2.34)
0= eyeds, 0" +¢".
Combining the two delivers an equation for the velocity field
0 =n"0p,v, — €€0,, 0" Ey. (2.35)

Using the Gouy-Chapman solution of the double layer with the definition of the excess
potential ¥*, we find

*
. €€

y:n*

v Y*E, + Ar" + B. (2.36)
With the boundary conditions

limv; =0, limy* =,

z—0 Y z—0 (2 37>
lim Jfv; =0, lim ¢* =0, '
T—00 T—00
we find the integration constants
A=0, B=-L¢E (2.38)
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so that the solution for the tangential velocity is

*

=L@ B, (2:39)

) ,r]*

when sufficiently far from the wall it takes the constant value
€€
T’*

C*EF. (2.40)

) .
lim v = )

U;,slip - z—o00 Y

2.2.6 Linear transient electrokinetics: The Debye-Falkenhagen
approximation

Another analytical approach to the electrodiffusive problem (in the absence of convec-

tion) can be found using the so-called Debye-Falkenhagen approximation (M. Z. Bazant,

Thornton, & Ajdari, 2004; Checa, Millan-Solsona, & Gomila), 2019; Debye & Falkenhagen),

1928). In contrast to the solutions discussed in the section before, we now consider the
transient one-dimensional problem

0= 07y + 07 (=D 0ich F pu*ch050")

2.41
0= ecy0i, 0" + €52 (¢ — ), (241)
with the boundary conditions at the wall and far away from it
—D*0c F pc oo =0,
x*=0
e = (2.42)
xlli)noo “ T Coor
lim ¢* = 0.
T*—00

We use the notation for charge density ¢* = ¢ — ¢’ and concentration ¢* = ¢} + ¢, and
rewrite the above set of equations as

0 — a;kq* o D*q*// o /L*C*/Qb*/ o M*C*¢*//,
O — at*i* o D*C*// _ M*q*/¢*, o ,u*q*¢*”, (24?))
€€ i« *

0= eg—%qﬁ "+
In the two charge transport equations, we can rewrite the last term using the Poisson
equation for the potential. The set then reads

*ex Z
0= a;kq* . D*q*// . M*C*/¢*/ + 2 (i C*q*,
€€p
*eb Z
O _ a;/kc* . D*C*// o N*q*/(b*/ + % 0 q*Z’ (244)

*
€€,
*

€€
O — 0 x/ + *.
682¢ q
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We can linearize this problem assuming the potential at the wall to be small (* ~ O(¢)
with ¢ < 1. We find from the boundary conditions and the Poisson equation that ¢* ~
O(e) and ¢* ~ O(g), i.e. q(py = 0 . The equation for the concentration delivers ¢y = ¢
and ¢y = 0. Thus, the set of leading order equations reads

0=0;q}) — D*qiyy" + —= q(1)
€€,
O = at D 0(2) — U Q(l)/(ZS / TOQ(U y (245)
0
€€
O_ 0 /x N * )
_GSZ¢(1) + 40

We can rewrite the first equation using the Debye length

1 k k * *
_atQ(U: 1 ) - 4.1y,

D*
o eeeD* [ ey, (2.46)
Do Nerze e\ exZer

Note that in this case the Debye length differs by the factor v/2 from the definition m
Both definitions can be used equivalently. However, if the definition in is used, the
charge density and concentration are usually also defined with the factor %
The set of linear equations is complemented by the boundary conditions

a*qa #*Cio@;cb’{l) 0 =0,
8*0(2 *8*(]?1)8*(? o 0,
Jim g =0
S 6 = 0,
lim ¢y = 0.

x*—00

The equations for gzﬁzkl) and qzkl) are only coupled via the linear no-flux boundary condi-
tion and need to be solved together. After that, c’(kz) can be computed. Long-term and
relaxation behavior of this problem was discussed by M. Z. Bazant et al.| (2004)). The ap-
proximation was first derived by [Debye and Falkenhagen| (1928). For the stationary case,
the linearized problem will deliver the Debye-Hiickel solution that was already discussed
in the section before.
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2.2.7 Influence of a streaming potential:
The electric Reynolds number

The electric Reynolds number was originally introduced by [Stuetzer| (1962) together with
the magnetic Reynolds number. In his scaling analysis, the Buckinham-II theorem delivers
four dimensionless parameters. These are the Mach- and Reynolds numbers as well as
two numbers that characterize the EHD problem. The ratio of the EHD velocity vggp =
ee; E*? and a characteristic flow velocity is important for streaming-potential phenomena.
The electric effects in these problems occur as a result of an outer flow field that produces
charge inbalances, e.g. in the electric double layer. In most EHD problems however, the
EHD velocity can be used as characteristic velocity resulting in the parameter defined by
Stuetzer (1962) to be unity. The second characteristic number he identified is the electric

Reynolds number

ref (2.48)

* * *x )
€02 Coquitl

ref

€€U

Reel =

which we can rewrite in terms of the Debye screening length

l* QU*
Reg = 22 — §2Pe, 2.49

ref
We have here rewritten the electric Reynolds number in terms of two dimensionless num-
bers that are more commonly used today, the Péclet number and the dimensionless Debye
length, defined as
vkl lf
Pe=rdrel  and 5= -2 2.50
D~ l* (2:50)

ref

The Péclet number is the ratio of diffuse and convective time scales, t}, and ¢, respectively.
The term 62 is the ratio of charge relaxation and diffusive time scales and thus the electric
Reynolds number the ratio of charge relaxation and convective time scales, t¢, and ¢,
respectively. In summary, these relations read

t3 t¥ t¥
Pe:t—f, (52 :tTC, Req :t_€7
D v
l: 2 * ect (251)
with tE — ref ’ t* — r:f, th — 0.
D ! Uref <"

In the absence of a given flow field, electric forces drive the flow. In that case, the
convective time scale is defined with the EHD velocity

I* 2, x
g = e T (2.52)
€60 PVtn

As this is the case in most problems, we mainly use the dimensionless Debye length and
the Péclet number and compare with older results, e.g. by |Melcher and Taylor| (1969)) by
using the relations presented in this section.
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2.2.8 Association and dissociation of salt

A large variety of dissociation mechanisms can appear in fluid materials. In general,
these can be described as a neutrally charged molecule breaking up into a number of
smaller molecules whose charges sum up to zero. Throughout this manuscript, we refer to
the neutral species as "salt" and the respective charged species as "ions". The contrary
reaction mechanism reconstituting the salt species from its ions is called association. The
most simple example (e.g. sodium chloride) is described by the equilibrium

S=—=C,+C_, (2.53)
where we denote the salt with S and the respective ions with C...

In electrohydrodynamic problems, the redistribution of charges by convection or elec-
tromigration can for instance lead to a local decrease in the ion concentration. Effectively,
by dissociation more ions are produced from the salt in that specific region. The accu-
mulation of ions or redistribution of salt have similar effects. In order to describe these
phenomena, we call the concentrations ¢} .., ¢ ., and si,, when the reaction is in
equilibrium. In equilibrium state, the relation

K3 equSequ = FaequCt equle equ = 0 (2.54)

equ a,equ —,equ

holds, where k3., and k] ., are the rate constants at equilibrium. The rate constants

depend on the ions, salt and the respective solvent. The latter relation can be rewritten

using the equilibrium constant K7, = 75°** and reads
a,equ
* * >k * _
KuStqn = ChoquCequ = 0 (2.55)

Thus, the equilibrium constant is given by

% >k

C C
* __ “+,equ-—,equ
lféqu - g* . (2.56)
equ

In the above reaction [2.53] equal amounts of ions are produced by dissociation. We
assume that all diluted ions have been produced from a salt added to the fluid (or alter-
natively by auto-dissociation of the fluid). Thus, the equlibrium concentrations are equal

Chequ = Coequ = Coqu and we can rewrite the above equation as
c* 2
* * x 2 * __ _equ
K uSoqu = Coqu =0 or K, = o (2.57)
equ

In the case of large equlibrium constant Kg,, > 1, the amount of ions relative to salt

is high (strong electrolyte), contrarily if K} < 1, we have a weak electrolyte. It is

equ
important to note that we will later introduce the dimensionless electrolyte strength

C*

= (2.58)

*
Sequ
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which is not identical with the equilibrium constant. However, it is obvious that for
K3y > 1 also a > 1 holds vice versa. We note that the units of both rate constants are
not equal. Consider eq. and that [quu] = [c*iequ} =m®. For [k:g,equ} = s~ ! the unit
of the association rate constant is [k;’equ} = m3s~!. As mentioned, we will only consider
electrolytic solutions following the reaction 2.53] In general, reactions with more than
two molecules on the product side are possible. Similarly, we conclude from eq. the
unit of the equilibrium constant [Ké‘qu} = m~®. Then, the unit of the rate constants and
the equilibrium constant have to be adjusted accordingly.

After discussing the equilibrium state, we now focus on the processes when the reaction
is not in equilibrium. For that purpose, the general ion and salt concentrations ¢ , s7 are
used. Analogously, we denote the rate constants with £} and &} when the reaction is not
necessarily in equilibrium. The production of ions is described by the reaction term

R, =kys" —kycict. (2.59)
We find the production of salt equivalently
Ry =— (kis* —kicic), (2.60)

noting that for dissociation R} > 0 and R} < 0, while for association R} < 0 and R > 0.
The rate constants k] and £ do not only depend on ions, salt, and fluid as the respective
equilibrium rate constants, but also on the concentrations. The stronger the mismatch
between ¢} and c_,, the faster the rate of change stabilizing the equilibrium state.

%
equ’






CHAPTER 3

An overview of fluid-fluid interface
electrokinetic models

The phenomena discussed in chapter [2| are fundamental not only for the understanding
of the interaction between charged solids and fluid electrolytes. They are also crucial for
problems featuring two phases of fluid electrolytes. Such problems include drops, cells, or
vesicles. In this work, the focus lies on problems with fluid droplets suspended in a second
liquid phase. However, the findings can also be used for investigating biomechanical struc-
tures by adding the respective interface effects. Examples for such interface properties
are electrical capacities, porosity, or inextensibility.

This chapter recaptures the development of fluid-fluid interface models mainly refer-
ring to the two Annual Reviews in Fluid Dynamics by [Melcher and Taylor| (1969), Saville
(1997), and the JFM articles by Schnitzer and Yariv (2015]) and [Mori and Young (2018)),
as summarized in table 3.1 The work of Melcher and Taylor] (1969) defined the field of
electrohydrodynamics by setting up a closed set of equations. It is capable of explaining
a large number of experimental problems from which some were assumed to be irrepro-
ducible effects or systematic errors until then. Saville| (1997) later delivered a derivation of
the Taylor-Melcher model from basic principles allowing for dissociation terms and mul-
tiple ion species. As the Saville model is derived for leaky dielectrics, delimiting it from
strong electrolyte models, it is also referred to as the ’leaky dielectric model’. However,
both their works lack a detailed analysis of the thin region near the interface in which
electric charge can accumulate. Recent approaches by |Schnitzer and Yariv) (2015) and
Ma et al.| (2022)) for strong electrolytes and Mori and Young (2018)) for weak electrolytes
address these effects. They can explain effects like particle migration, surface convection
/ conduction, and the resulting deformations. They build the framework for the model
derived in chapter |4 which is used to investigate electromigration and the influence of
electrolyte strength.

33
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year | authors abbr. | materials electrokinetics
11969 | Melcher and Taylor| (1969) | TM general fluids no

1997| | [Saville (1997) SA ‘leaky dielectrics’ | no

2015 | [Schnitzer and Yariv| (2015) | SY strong electrolytes | yes

2018 | [Mori and Young (2018)) MY weak electrolytes | yes

Table 3.1: Overview of modeling approaches discussed in this chapter. The right column
refers to if electrokinetic effects at the interface are modeled.

3.1 The Taylor Melcher model for droplet electrohy-
drodynamics

The field of electrohydrodynamics was defined by Melcher and Taylor| (1969)) in |1969.
They suggested a closed set of equations for a problem with two immiscible liquid phases.
Both liquids in the TM model are considered homogeneous, incompressible, and have
constant conductivity and permittivity. Yet, conductivity, permittivity, and viscosity are
not assumed to be identical in both liquids.

Melcher and Taylor| (1969) do not deliver a definition for the charge density ¢*. We
note that later models account for the existence of different ion species whose charges
sum up to a net charge ¢*. Yet, in the TM model only this net charge is defined. The
associated electric current is defined as the superposition of convective and electrophoretic
charge transport

]; = j:;,conv + j;,elph = U*q* + C*E*, (31)

neglecting diffusive fluxes without discussion. [Mori and Young (2018) were later able to
clarify the legitimacy of this latent assumption. The relation j;"elph = ¢*E* is also referred
to as Ohm’s law, relating conductivity ¢* and electric field E* to the ion flux. The surface
charge ¢, which is the charge attached to the interface I' is defined in analogy to the
charge density, as well as the regarding surface flux ﬁ;,r-

We further note that Melcher and Taylor| (1969) derived their model using the electrical
displacement field

D* = ¢ieE* + P* (3.2)
which is a function of the electric field E* and the polarization density P* which accounts

for electric dipole moments in the electric material. It can be a material property of the
dielectric or a response to an externally applied electric field.

The forces affecting fluid motion in this model are gravitation p*g* with the gravita-
tional acceleration ¢, as well as viscous and electric forces, expressed by the divergence of
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Newton stress and Maxwell stress that are defined as

& =—p T+ <ﬁ*ﬁ* + (ﬁ*ﬁ*)T)
L o (3.3)
b = cie <—§ (B B)1+ B e E)

respectively using the unity matrix / and the tensor product ® over two vector spaces.

The TM model is given by the governing equations

V*x E* =0 irrotational electric field,
V*. D* = ¢* Poisson eq. for the potential,
g+ V* j;‘ =0 conservation of charge density, (3.4)
P DI = p*§* + V* - (€* +0%)  conservation of momentum,
VT =0 incompressibility condition

together with the interface conditions that can be found by integration of the governing
equations over the thin surface

ix [E]=0 continuity of the tangential el. field,
it [D] = ¢ surface charge,
- ﬂj;]] + ﬁﬁ 'j:;,r =u' [¢"] — O/q  surface current, (3.5)
n-[&+6]=0 absence of surface tension,
nx [0°] =0 continuity of the tangential velocity field,
n-[0] =0 continuity of the normal velocity field.

We denote the interface velocities with « in contrast to the fluid velocity ¥. The surface
current condition above depends on the normal interface velocity u,. We refer to tables
I and II as given by Melcher and Taylor| (1969)).

Melcher and Taylor (1969) make a number of simplifying assumptions that we discuss
in detail and summarize the governing equations thereafter. Polarization effects are ne-
glected. As mentioned at the beginning of this section, the permittivity is assumed to be
piece wise constant for each electrolyte. Due to

D* = €¢E* and V*D* = ¢} eV*E* (3.6)

the use of the electric field is sufficient for further description of the problem. We note
that eq. states that the electric field is irrotational and therefore conservative. It is
uniquely defined by the scalar electric potential ¢* with £* = —V*¢*.

An analysis of the charge density distribution reveals further simplifications that can
be applied to the electrical problem. The conservation law for the charge density ¢* in
eq. can be combined with Gauss’ law for constant permittivity

cieV* - B = ¢ (3.7)
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to yield

*k —k _)* * g*
€€

¢ =0. (3.8)

From this relation, two conclusions can be drawn. The characteristic time scale for charge

relaxation is ¢}, = Zsf. Along streamlines, perturbations of charge decay on this time scale.

For open streamlines, i.e. originating at infinity with no outer source of charge, in a single
fluid this relation delivers ¢* = 0. However, in a two-phase setting, the interface I' can

act as a source of charge.

After examining the electrical problem we focus on how these simplifications affect the
flow. For constant permittivity, the divergence of the Maxwell stress can be simplified to
the Coulomb force

=

V" 0" = ¢pe (6* : E*) E* = ¢"E* (3.9)

In the frequently used case of ¢* = 0 this force vanishes. Then, the only way electric
effects influence the flow is through the boundaries.

In summary, the above simplifications lead to the set of governing equations

V* E* =0 solenoidal electric field,
p DU = VA (& +07) conservation of momentum, (3.10)
VT = incompressibility condition

together with the boundary conditions

ix[E]=0 continuity of the tangential el. field,
it [eE*] = ¢ surface charge,
- [[]Z‘]] + ﬁﬁ -f:;r = —0/q;.  surface current, (3.11)
[ +6]-7n=0 absence of surface tension,
nx [0°] =0 continuity of the tangential velocity field,
n-[0"] =0 continuity of the normal velocity field.

This model (Melcher & Taylor, |1969)) is capable of explaining convection phenomena
induced by an outer electric field. Different settings are used, such as experiments in
a rectangular apparatus, or spherical droplets. The discontinuity in the outer applied
electric field at the interface between the two phases (cp. eq. leads to a discontinuity
of the Maxwell stress and thus hydrodynamic shear stresses. The prediction of convection
cells, as well as droplet deformations and flow instabilities, are possible with this model.

The electric Reynolds number was introduced as an estimate of the influence of fluid
convection relative to the charge relaxation in the bulk
ESE’U:ef

Req = (3.12)

*

g*lref .
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For small electric Reynolds numbers Re, < 1, convection can be neglected, while it
becomes particularly important for Re, ~ O(1). Problems which are dominated by con-
vection (Re, > 1) are not discussed in this context because electric effects play a minor
role. The list of applications for this model is completed by stability problems in which ex-
citating electric forces and damping vscous force are counterparts. A second dimensionless
number, relating these two forces is the electric Hartmann number

*
Hael = Loret

(3.13)

Despite its large range of capabilities, the model lacks a rigorous scaling analysis and
thus an overview on the experimental parameters that limit the model validity. The
two dimensionless numbers mentioned above have been derived for certain experimental
settings. However, a scaling analysis of the whole model can predict what experimental
settings lead to which phenomena a priori. For that reason, we will follow the derivation
of a very similar model by Saville| in the next section.

3.2 The Saville model

In his Annual Review from [1997), [Saville considered the foundations of the TM model,
delivering some insights into its limits. He confined his research area to poorly conducting
liquids ’leaky dielectrics’ under the influence of strong fields. Due to Saville, electroki-
netics in contrast deals with the better conducting ’electrolytes’ and relatively small field
strengths. We note that these statements do not exactly agree with our definition ter-
minology in sec. [2.2] [Saville claims that the boundary between electrokinetics and leaky
dielectric EHD is defined by conductivity and electric field strength. Yet, from today’s
point of view both of the fluid materials that he called ’leaky dielectrics’ and ’electrolytes’
are electrolytic solutions. The poor conductivity of ’leaky dielectrics’ originates from
the small amount of dissolved charges in the liquid, while ’electrolytes’ contain a large
amount of such charged particles. Therefore, throughout this manuscript we will refer
to such materials as weak and strong electrolytes. As a result, electrolyte strength does
not turn out to be a defining property of the respective field of research. In addition, the
electric field strength is a more vague argument. It is not obvious at which field strength
a line between the different fields can be drawn. In fact, the resulting physics significantly
depends on more parameters beyond the field strength, e.g. dielectric constants, viscosi-
ties, or ion diffusivities. Therefore, we define the respective research fields depending on
the existence of different physical effects. In particular, electrokinetics feature a two-way
coupling between electric and flow problem.

Saville| derives his model starting from a fully coupled system of equations. Unlike
Melcher and Taylor, he starts from the dissociation equilibrium between a salt and the
respective ions. Consequently, the charge density is a parameter uniquely defined by

= Zic - 2 (3.14)
i j
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Without loss of generality, a binary symmetric electrolyte can be assumed, reducing the

above relation to
¢ =c —c. (3.15)

The respective ion fluxes take convection, electromigration, and diffusion into account
Pe Tk Zx Zx ok x * % Tk * Tk K
b = Jrconv T Jtelph T Jtaie =V €L T pici BT — DIV ey, (3.16)

The salt flux j;‘ is composed similarly, yet it does not contain electromigration due to the
electroneutrality, and reads

.

Js = Jscony T Isaim = 08" — DLVs™. (3.17)

The divergence of those fluxes is balanced by the reaction terms R and Ry which are
defined as introduced in sec. 2.2.8

* Lok % * kK
R =kys™ — k. c ct,

3.18
Ri=— (kis* — kicich). (3.18)
Now, a closed model can be set up with the governing equations
V*x E*=0 irrotational electric field,
\VAR (eSeE*) =q" Poisson eq. for the potential,
oL+ V=R conservation of each ion species, (3.19)
Os* +V* - jF =R conservation of salt,
PO TV =V (€54 0%)  conservation of momentum,
VT =0 incompressibility condition
with the boundary conditions
ix [E]=0 continuity of the tangential el. field,
ii - [eseE*] = ¢ surface charge,
- [gg] + Vi -dor =uilqg"] = 0fqr  surface current, (3.20)
[€*+6"]-7=0 absence of surface tension,
n X [v*] = continuity of the tangential velocity field,
n-[07] = continuity of the normal velocity field.

In order to follow the dimensional analysis by Saville, we start with the reference values
used to nondimensionalize the equations and the resulting dimensionless parameters as
summarized in table 3.2 In dimensionless form, the momentum equation reads

V- (E+0). (3.21)

t* S
00+ Re - Vi

ref
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reference parameter symbol | unit | definition | estimate comments
length scale L m - 1073
time scale ot S - -

* ]k * 2

velocity scale v, m s~ % 0.35-1073 |  EHD velocity
surface velocity scale 4 m s~ - -
pressure scale Dros Pa ereFr ? 0.35
viscosity n* Pas - 1 e.g. oil, glycerine
relative permittivity € - - 4 e.g. some oils
reference salt concentration Spo m 3 - 10% 1073 mol [!
reference ion concentration cr m~? | K St 10%° 107" mol [~
applied electric field E*, Vm! — 100
parameter symbol | unit | definition

*k 2
viscous relaxation time tr S p;—f 1-1073
electrical relaxation time t5, S eff 35-1073

* 2
characteristic diffusion time th S b 109
characteristic convection time iy s f]rff 2.82 for vl = Viup

ref
characteristic surface time v S l;‘?f -

* L *
thermal potential o, \% kgeT“ 251073

0

dimensionless parameter | symbol | unit | definition
Reynolds number Re - i—i’ 104 for vy = VEup
Peclet number Pe - i—D 10° for vl = vgup
Damkohler number Da - kj equtD 10°
electrolyte strength o — fot 1074

*r f);(
dimensionless field strength I6; - E‘”j zef 103

* th*
dimensionless length Aga - lf Oef"f 1074

ref €0 Cref

Table 3.2: Reference parameters, scales, and dimensionless numbers of the Saville model.
The values were estimated for a material with e = 4, ¢* = 107 Sm™!, u* = 1 Pas
and an applied electric field with strength E* = 10° V m~!. The dissociation is set to
K*=10"m™3, k* = 1078 m? s, and k& = 107! s7! and the reference concentration
¢ty = 10"m™3. The estimated values give an overview on the relative size of the parameters
in the Saville model. Yet, they can vary significantly with different materials and field
strengths. (Saville, |1997)
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With the assumption Re < 1, the convective term is neglected. Similarly, the charge
transport equations are non-dimensionalized, and we get

tx - 5 5
D diey +V- (Pe veyr F B e B — Vci) =Daa ! (kqs — kacyc_),

*
ref

(3.22)

£ - -
t:) s+ V- (Pe Us — Vs) = —Da(kqs — kacyc_) .
ref

Here, the rate constants were made dimensionless using the respective equilibrium values.
Saville (1997) suggests considering the resultant equation for the charge density

# - L
t*D oq+ V- (Pe vq+ B ckE — Vq) =0, (3.23)

ref

with the dimensionless conductivity ¢ = ¢4 + c—. Due to Saville (1997)), the respective
condition for the conductivity is given by Da > 1 and eq. and reads

kqs — kacic_ = 0. (3.24)
The electrical system is closed by the Poisson for the electric potential
ASAﬁ : E =( (325)

which yields for Aga < 1 charge neutrality ¢ = 0. Together with eq. [3.23] we find a
relation for the electric potential

V- (aE) — 0. (3.26)

In most application cases |Saville (1997) assumes ¢ to be a constant without formal proof.
We will later discuss under which conditions this assumption is valid. In problems with
surface conduction or close to charged walls, regions with charge amounts that are larger
or smaller than the equilibrium value emerge. Thus, the conductivity in those regions is
not equal to the conductivity in equilibrium.

In contrast to the bulk, the surface charge density is scaled as ¢f = €je% gr and the
surface velocity is scaled as 0" = v}j\0, where v} is a velocity inherent to the interface, e.g.
the tangential surface speed. The dimensionless form of the surface current relation reads

*

I - te
n: [[]q]] + VH *Jq = t_SUJ_[[Q]] - t*c Okqr,
N ref
- ts o1 -
Jo = 720q+cE — =Dy Vyq, (3.27)
ir 54
- ts
Jor = t_SUQF-
I

We note here that surface fluxes due to electromigration and diffusion are neglected in
this model. The diffusive flux from the bulk into the surface (or from surface to bulk),
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can be neglected for strong applied fields 5 > 1.

We can summarize the Saville model with the discussed assumptions. The equations
in dimensionless form read

VxE=0 irrotational electric field,
V- <cﬁ> =0 electric field,
t L (3.28)
19,0+ Ret-Vi=V-(£+0)  conservation of momentum,
ref
V-7=0 incompressibility condition
with the boundary conditions
ix[E]=0 continuity of the tangential el. field,
i - [[EE]] = qr surface charge,

t* . o t* * t*
- [[t_fgq —cE]+ V- <_ngp> = Cuy[q] C 0qr surface current,
r

t t e
[€+60]-7=0 absence of surface tension,
nx [7] =0 continuity of the tangential velocity field,
n-[v] =0 continuity of the normal velocity field.

(3.29)

Despite the simplifications made, the leaky dielectric model supports many experimen-
tal studies. The most important examples are the deformation and motion of drops, and
their stability under external electric fields. Yet, its applications range beyond spherical
geometries, e.g. in the breakup of jets.

In most applications, the above leaky dielectric model is used with the assumptions
Re <« 1 and constant ¢, which we already discussed. Yet, formal proof for the latter
condition is still necessary. It is also questionable under which experimental conditions a
different scaling for the charge density in the surface and bulk equations make sense. A
similar ambiguity occurs for the velocity scale.

In some cases, the limit for Aga — 0 can be singular which is equivalent to the exis-
tence of a thin electric layer. An analysis of this limit might help to better understand the
charge transport close to or through the interface. In particular, the transverse electric

currents that are neglected by both, [Saville (1997) and [Mori and Young| (2018), can be
investigated.
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3.3 Strong electrolytes by Schnitzer and Yariv

In contrast to the previous works by Mori and Young (2018) and Saville| (1997)), |Schnitzer
and Yariv| (2015]) derived a liquid-liquid electrohydrodynamic model for a stationary prob-
lem and strong electrolytic solutions from an intensive analysis of the interfacial electric
layers. The Reynolds number is assumed to be a priori small. A list of other important
scales is presented in tabel The initial set of equations in dimensionless form reads

2eVip+q=0 Poisson eq. for the potential,

V-jr=0 conservation of each ion species,

. . (3.30)
V-(€+6)=0  conservation of momentum,
V-7=0 incompressibility condition.
The corresponding boundary conditions at the interface are
ii- [eE] = qr surface charge,
#yCy = Cry ion adsorption (on each side),
i [7e] + ﬁll - (26Pevgr) =0 surface current, (3.31)
€] - 7 = Or absence of surface tension,
nx [7] =0 continuity of the tangential velocity field,
n-v=0 impermeability.
In the above equations, the charge current is defined similarly to Saville, as
Jr = J+,conv + j:t,elph + j:i:,diﬂ” — Pedics F 2V — Vg (3.32)

and the parameter 0r denotes the surface tension due to the surface charge gr = cy r—c_r.
It consists of two terms for the electric shear stress and the Marangoni effect respectively.
We refer to|Schnitzer and Yariv| (2015]) and Baygents and Saville| (1990)) for a more detailed
discussion of these effects. The concentration of adsorped charges is linearly dependent
on the adsorption coefficients s, which are not necessarily equal on both sides of the
interface. In addition to the boundary conditions at the interface [3.31] when sufficiently
far from the interface the condition for the electric field holds

lim —V¢ = B, (3.33)

|Z| =00

where the vector ¥ denotes the direction of the outer electric field and 3 the dimension-
less field strength.

At this point, it is important to emphasize that there is no uniform definition of the
Péclet number in the literature. The reader might notice the difference in the definitions
by Schnitzer and Yariv) (2015) and Saville| (1997). |Schnitzer and Yariv| (2015) call the
dimensionless number "drag coefficient" or intrinsic Péclet number. The reason for that
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reference parameter symbol | unit | definition | estimate | comments
length scale e m — 1073

* Ak 2
velocity scale v, ms! Eoliqjti 0.5-107% | EHD velocity
ef
time scale rof s i’ff 2-10°
* re’f 2
pressure scale Dref Pa Eolid)zh 0.5-107
ref
reference ion concentration chy m~? - 10% 1073 mol [!
parameter symbol | unit | definition
thermal potential h \Y k;—g; 25-1073
applied electric field E*, Vm! - 103
diffusion coefficients i m? 5! - 1077
Debye length I m SO | 14107
0*~equ
dimensionless parameter | symbol | unit | definition
Reynolds number Re %flf 10~* for v’ = vinp
Peclet number Pe va—if 0.5 for vl = viup
electrolyte strength @ - > 1
dimensionless field strength 6] % 4103
gh
dimensionless Debye length 0 ZZP 107°
ref

Table 3.3: Reference parameters, scales, and dimensionless numbers of the SY model. The
estimated values give an overview of the relative size of the parameters in the SY model.
Yet, they can vary significantly with different materials and field strengths. Schnitzer and
Yariv| (2015))
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is the definition using the EHD velocity based on the thermal potential. Alternatively, the
outer electric field could be used to define a similar EHD velocity as [Saville (1997) does.
Thus, in some contexts, the latter is denoted as Péclet number while the dimensionless
number based on the thermal potential is also called drag coefficient.

We note that the interface conditions do not allow the particle to migrate or to
deform. The study is yet important for a number of reasons. In contrast to the models
discussed before, it comprises a detailed analysis of the diffuse charge layers near the
interface. For that purpose, an asymptotic approach for strong electric fields and thin
Debye layers is applied

1
IR R 5 (3.34)
In the bulk, the electric potential is assumed to be of O(f3), leading to an O(3?) electric
stress which is balanced by an equal hydrodynamic stress. Thus, velocities and pressure
are assumed to be of O(3?). The mean charge is postulated to be of O(1) while the charge
density is of O(6%3) due to Poisson’s equation.

For the analysis of the Debye layer, the coordinate normal to the surface z' is rescaled
as

i-i=0X (3.35)

where X is the stretched coordinate. As the analysis is based on two small parameters o
and 371, the following expansions are introduced

Cy =Cio) +08CLa,-1)+ ...
S = BPr,—1) + Proo) +08PLa,—1) + ... (3.36)
ll I Il

Using the continuity condition together with the impermeability condition of the inter-
face, the normal velocity is found to be V+ ~ O(64?%). Here, we used capital letters for
the Debye-layer parameters while the bulk parameters are still denoted with small letters.
The orders of a parameter are denoted with the index in brackets, with the first number
referring to the Debye-layer thickness and the second one to the electric field.

Although we omit the details of the analysis, it must be noted that Schnitzer and
Yariv| (2015) were, in contrast to Baygents and Saville (1990)), able to match inner and
outer regions and derive a closed model. Therefore, this work is discussed here. Now, we
jump directly to the discussion of the resulting model

V3 = Laplacian of the potential,
V-£=0  Stokes flow, (3.37)
V-7=0 incompressibility condition.
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Together with the resulting jump conditions

- [[e§<b]]7 =qy surface charge,
[ol, =0 continuity of the el. potential,
i x [0, =0 continuity of the tangential velocity field,
n-v=0 impermeability,
1 2 .
[€H], = [[56 (((ﬁqﬁ)z — (019) )]]7 normal stress jump,
€, = qyﬁw shear stress jump.

(3.38)

In contrast to the physical surface I', we introduce here the apparent surface v which
includes the detailed physics of the thin layers on both sides of the surface. To stress the
difference between the two jump conditions, the effective boundary conditions are denoted
by [...], The apparent surface charge

¢ = [V, (3.39)

results from the jump in the displacement field. Note that the relations and are
not the same despite their similar structure. Both surface charges are related by

gy = qr +/ QdX, (3.40)
where the latter term is the effective surface charge of the two Debye layers.

Another important but controversial result of the model is the conductivity ratio

gi_Il — @ %+,EX%773X (3 41)
Sex Tex A4 in¥—in

of both phases that are denoted with (..);, for the internal drop phase and (..)ex for the ex-
ternal suspending phase. Alternatively, we can use the parameter ratios (the permittivity
ratio is mentioned for completeness)

R:=—, S:= ;, M = @, (3.42)

gex Eex /r/eX
R:M,/%. (3.43)

As already mentioned, the latter result is controversial as the bulk conductivities of
both phases would depend on the interface properties. However, one would assume the
conductivities to be independent material properties of the electrolytes, and thus also
their ratio. This contradiction cannot be resolved by Schnitzer and Yarivi (2015). An-
other point of criticism is the absence of Debye layer charge transport due to convection or

to get
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electromigration in the model, which appears in the model of [Melcher and Taylor| (1969)
(cp. eq. [3.11) and [Saville (1997) (cp. eq. [3.29)). Despite this critique, Schnitzer and Yariv
(2015)) derive a closed model with a detailed analysis of the diffuse layers. It is capable
of predicting droplet deformation, as e.g. calculated by [Torza, Cox, Mason, and Taylor
(1971). They also claim that their model includes droplet migration at higher orders
without providing a detailed analysis.

In summary, the SY model is built from an asymptotic analysis, while the earlier
models discussed in this manuscript (Melcher & Taylor, [1969; |Saville, 1997) were built
from an empirical point of view. The discrepancies regarding conductivity, droplet migra-
tion, surface convection and surface conduction are addressed by Mori and Young| (2018),
whose study is discussed in the following.

3.4 The connection between full electrokinetics and the
EHD regime by Mori & Young

One recent study addressing fluid-fluid interface phenomena was performed by Mori and
Young (2018)). It addresses a number of research questions, the most important of which
are:

For weak electrolytic solutions, can a model be derived considering the thin-Debye-
layer limit?

Is the conductivity ratio really a surface property as concluded by [Schnitzer and
Yariv| (2015)?

Under which conditions can surface convection and surface conduction be observed?

Under which conditions can particle migration be observed?

The model is set up in a similar way to [Saville| (1997). The governing equations are

V2% +q=0 Poisson’s equation,
Oes + V- fi =Daa 'R, conservation of each ion species,
Oks + V- fs = —DaR. conservation of salt, (3.44)
V- (E4+6)=0 conservation of momentum,

V-7=0 incompressibility condition.
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The corresponding boundary conditions at the interface are

- [[eﬁ¢]] =0 absence of surface charge,
Jol =0 potential continuity,
Ciin = l4C1 ox ion partition coefficients,
Sin = l5Sex salt partition coefficient,
. (3.45)
n-[yx] =0 continuity of surface current,
[€+0]-7=—620rnii  surface tension,
o x [7] =0 continuity of the tangential velocity field,
n-[0] =0 impermeability.

Here, the dimensionless reaction term, in analogy to relation, reads [3.22] defined as
R. = kqs — kacic_. (3.46)

In contrast to the studies discussed above, this model contains the scalar surface-tension
term op. At the interface, the charge distributions are in general not continuous. This
incontinuity is accounted for by the partition coefficients /.. There are two important
aspects to these parameters. The first one is their derivation from the electrochemical
potential equilibria at the interface I'

wj—,in + R*T: In C>k—‘,—in + Fa*¢;kn = wj—,ex + R*T; In Cj—ex + Fa*¢:X (3 47)

w:in + R Inc’,, — Fa*¢!, = w:ex + R Inc — Fa*¢?, ‘
where the energies w} ;, and w} . reflect inner solvation energies of each species. Using
the potential continuity condition [3.44] we find

* . *
Coin — lﬂ: Chexs

w*i ex w;kt in (348)
l:t = exp W .

The second aspect is the connection between the dissociation equilibrium and the partition
coefficients. Due to relation [3.48] the partition coefficients depend on the solvation energy.
One of our basic assumptions is that the electrolytes contain only completely dissolved
ions. For details of the energy analysis we refer to [Mori and Young| (2018)) (Appendix A).
The result of this examination is

lJrl* K:qu in
= -2 3.49
ZS K:qu,ex ( )

Although not having discussed the analysis yet, we can note already that the ion distribu-
tions at the interface are not independent of the dissociation reaction. This is in contrast
to the model by Schnitzer and Yariv| (2015), who conclude the conductivity ratio to be a
function on interface properties. The MY model can resolve this contradiction by deriving
the partition coefficients from bulk properties, i.e. the equilibrium constants.
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reference parameter symbol | unit | definition | estimate comments
length scale e m - 1073
* * 2

velocity scale vk, ms™! eoli(b;‘; 2-107" | in. EHD velocity

gf
time scale e S I 2-10°

* ref 2

pressure scale Dy Pa eoli‘f’fg 0.5-107°

ref
relative permittivity € - - 4 e.g. some oils
conductivity G* Sm~! — 1079 down to 10712
viscosity n* Pas - 1 e.g. oil, glycerine
reference ion concentration chy m~? — 102 107" mol [7!
surface tension or Nm™! - 1073
parameter symbol | unit | definition
thermal potential Ot \Y %Zg 25-107°
applied electric field B Vm™! - 103
diffusion coefficients Dy m? s~ ! - 10712
Debye length s m ;(ZEQZS*}“ 1.8-1077

0 ~ref

reference surface tension Of s | Nm™H | R TE | 0.7-1077
dimensionless parameter | symbol | unit | definition
Reynolds number Re - - <1
Peclet number Pe - vr;)f—gief 2.7-1072 | for vl = viyup
electrolyte strength Q@ - - 1074
dimensionless field strength B - E‘(’;l v O(1)

ih
dimensionless Debye length ) - ll,P 1.8-107*

ref

Table 3.4: Reference parameters, scales and dimensionless numbers of the MY model.
The estimated values give an overview of the relative size of the parameters in the MY
model. Yet, they can vary significantly with different materials and field strengths. [Mori
and Young| (2018)
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An overview on the important parameters is given in table [3.4] These parameters are
similar to the ones used by [Saville (1997) (cp. table [3.2)). However, the definition of the
velocity scale is different. Saville used the outer electric field to define an extrinsic EHD
velocity, while Mori and Young (2018) use the intrinsic EHD velocity with a comparably
small thermal potential. Although this definition is identical to the one by [Schnitzer and
Yariv| (2015)), the choice of a more viscous fluid with n* = 1 Pa s leads to very small val-
ues for the reference velocity and the diffusion coefficients. This basic set of parameters
is valid for a viscous fluid, such as oil or glycerin, with a comparably small amount of
charges. It is varied by Mori and Young| (2018) for a number of experimental settings in
order to investigate the effects of surface conduction / convection and particle migration.

3.4.1 The weak electrolyte limit

The assumption of a weak electrolytic solution with a@ < 1 is valid throughout all vari-
ations of the model. For v — 0, one can find from the ion conservation in that
the reaction term R, = 0. This leads to the convection-diffusion equation for the salt
distribution

s+ V- j,=0. (3.50)
For a setting with open streamlines far from the interface, the salt distribution is constant
along the streamlines and thus takes the equilibrium value

ref,ex — 17 Qex
s = {5 f . (3.51)

Sref,in = l37 Qin

By taking the difference of both ion transport equations, we find the transport of charge
density
@gq + V- jq = 0,
fq = Pe vq — cﬁgzﬁ — ﬁq.
The condition R. = 0 delivers together with an algebraic expression relating the
concentrations of both charge species

(3.52)

k
crem = 3. (3.53)
ka
Here, similarly to Saville (1997), it is assumed that the deviation of the rate constants
from the corresponding equilibrium rate constants can be neglected,

ks =K. s
L (3.54)
ka = ka,equ'
Together with eq. we obtain
k‘d 1= Ke)u Qex
K =T k equ,in K; u,in I+ l— . (355)
kja {kj:e(qlu:in - Kg(ju:ex - JE_S = Kin7 Qin
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The assumption that the reaction rate constants are constant in each region was also
made earlier by Saville| (1997). However, the derived model is not affected by this as-
sumption as it does not comprise a Debye-layer analysis. The MY model however can
only be derived with the strong assumption of constant reaction rates, as we will show now.

The discussed simplifications lead to a new set of three equations for the ion species
and the salt concentration consisting of relations [3.51] [3.52] and [3.53] The relations [3.5]]
and [3.53] deliver

q c
C+_§+§
__72.¢
R
c=+\q¢@+4Ks (3.56)
qg=Vc*—4Ks

KS — 17 Qe)m .
L, Qn

Thus, if the charge density ¢ can be computed from the transport eq. With ¢ = ¢ +4Ks,
then all concentrations are known from the relations [3.56] Using this simplified model for

a < 1, three different experimental settings are discussed that we briefly summarize in

the following.

3.4.2 Re-constitution of the TM model for large-Pe flow

The diffuse-layer analysis is performed in the small-Debye limit § — 0. As the weak
electrolyte limit o« — 0 was applied before, the relation

<<l (3.57)

must hold. It is further assumed that the Péclet number and the dimensionless surface
tension have the sizes

Pe~0O(67%), or~0(6*), and B~ O(1). (3.58)

and that the partition coefficients are equal [, = [_. For the analysis of the Debye layer,
a stretched coordinate X = 62 - is introduced. The physical parameters are extended
in orders of 6. The innner (Debye) region, and outer (bulk) region parameters follow the
same expansion as the charge density

q=qo) +9qu) + ... (3.59)

The asymptotic analysis delivers the set of bulk equations

Vi =0 irrotational electric field,
¢ = const. bulk conductivity,
- ) (3.60)
V-£=0 conservation of momentum,
V-7=0 incompressibility condition,
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and the boundary conditions, inheriting the detailed physics of the diffuse layers
[o] =0 continuity of the el. potential,
i [eE] = qr surface charge,

Oqr + kv qr + 6\\ . (Uqu) = [V .1¢] surface current,

[€+6] -7 = —nkor surface tension,
o x [7] =0 continuity of the tangential velocity field,
n-[0] =0 continuity of the normal velocity field.

(3.61)

This result is very close to the model originally suggested by Melcher and Taylor| (1969).
However, it was derived from a detailed diffuse-layer analysis and additionally considers
surface tension. The aim of investigating the diffuse layers is e.g. the understanding of
surface conduction effects. As mentioned above, the absence of charge separation due to
[ =1_, leads to a continuous charge distribution near the interface. We will refer to this
composition as electric mono-layer (EML).

3.4.3 Charge transport in the surface: Surface convection and
conduction

The surface current equation in the set of boundary conditions describes the charge
transport inside the diffuse layer. Although this equation cannot be solved analytically,
an analysis of stagnation points can give more insight into the structure of the boundary
layer. Mori and Young (2018) derived the condition

—Vi U<t (3.62)

under which such a layer exists. Here t, = %is the charge relaxation time or Maxwell-
Wagner time scale.

For the investigation of surface conduction under stronger electric fields Mori and
Young] (2018)) suggest a re-scaling of Péclet number, Debye length, and Damkoéhler number
with the dimensionless el. field strength

65 = /B85, Peg = fPe, Dag= [ 'Da. (3.63)

This results in a a re-scaled version of the equations already obtained for surface convection
and leads to a similar condition for the existence of surface conduction.

3.4.4 Particle migration

The assumption of strong convection (large Péclet number) and absence of charge sepa-
ration (equal partition coefficients) leads to the model discussed in section which is
similar to the one proposed by [Melcher and Taylor| (1969). However, the effect of parti-
cles migrating under an applied outer electric field cannot be explained by that model.
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A different experimental setup is necessary to observe this phenomenon. Therefore, [Mori
and Young| (2018) consider

Pe~O(1), or~0O(5), l4#1-, and [~ O(1). (3.64)

They observe particle migration in their model which results from the existence of a
Galvani potential
1.1
¢c =[¢] =5In li (3.65)
and predict a migration velocity depending on the mismatches between conductivities,
viscosities, and permittivities between the two phases.

We include a correction of the migration velocity derived by [Mori and Young| (2018]).
The shear stress jump given in equation (5.95) with a sign mistake corrected reads (note
that the notation of the original paper is used in this equation)

dvy 5 0u0\] _ A A Cin _ Cex i 0%0
{u( a€ +9 877?’)} = (fio (em@in + €exi) + P Jo g o

g (_ A Corpa b) 4i%%
Tin Oex on?

The correction of the sign mistake leads to the additional term marked in blue. It trans-
lates to the notation used in the following chapter as

(3.66)

. .\ 990 S - i 9J(0)
n — N . ij 270 M ij ~J )
64T = = (k0 ¢ = S0) + (5 = Rjw) 8" 50+2 (¢ = 3¢~ 1) 459 o0
As a result, the migration velocity of the droplet now reads
_9FE _
= s —4M 24 M —2 1;). .
Vi = G man oy (6 — M)+ (24 M = 2R)C) + (1)) (3.68)

A strong-electrolyte model is presented in chapter |4 featuring similar assumptions and
results. Thus, the corrected migration velocity is discussed in section [4.3] The critics
discussed in chapter {4| of this work led to the corrigendum (Marthaler, Class, Mori, &
Young,, 2023)) to the original paper by [Mori and Young] (2018)).

3.5 Other important studies

We have discussed four seminal studies on fluid-fluid interface models in this section in
order to give an overview on the most important developments in the field. However, this
overview cannot claim completeness. Some of the important publications that have only
been mentioned as a side note or not been mentioned at all are by Baygents and Saville
(1990)), [Pascall and Squires| (2011), and |Ma et al.| (2022)). Especially the aforementioned
publication derives a strong-electrolyte model with a detailed analysis of the inner layer.
Other important aspects are the higher Péclet number (due to choosing a different time
scale) and the impermeability of the interface to ions. Small deformations different from
the ones proposed by Taylor| (1966) could be observed possibly explaining some experi-
mental observations.
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3.6 Comparison of the models and a generalizing for-
mulation

In the previous section, a variety of modeling approaches is discussed. Their differences
are not limited to the assumptions, but also include notation and terminology. This
section suggests a formulation that is general and can be reduced to the models discussed
earlier. For that reason, we introduce a formulation of the governing equations for EHD
problems in dimensionless form. The respective boundary conditions are not discussed
here, as they are more specific to each problem. Without loss of generality, we assume
a symmetric binary electrolyte solution. Thus, we find a transport equation for the
salt concentration and the concentrations of the two ion species that are related by the
dissociation equilibrium

S==0,+C_. (3.69)

The equations governing the charge transport and the electric potential read

O s* + V* - <77*s*—D;fﬁ*s*> = — (kjs" — ki),
Ot + V- (17*01 — DIV*E, T UV ¢ ) kys* — kic.ct (3.70)
e V20" = —ep Zq*.

The flow is governed by the conservation equations of momentum and mass

0= P04+ V" - (€l + €+ 67).

- (3.71)
0=V"-v"

In the momentum equation, the stress tensors &, ., £*, and 0* (covective, viscous, electric

stress) are rank-2 tensors representing flow convection, viscous stress, and electric stress.

The two latter stress tensors are important for this work and read

We use a number of general reference parameters [[¢, Ve, Coqur Prets K Jaequ’ for length,
time, velocity, concentration, and potential, and the reaction rates. The time is scaled as
= [* v’ ', the pressure as p¥; = n*vi,l%, " and the convective stress with p*v

ref ref “ref
The dimensionless momentum equation reads

**2
ref *

Re 9,5+ V - (Re eony + £+ Ha?0) =0,  Re— % (3.73)

In the problems discussed in this work, the Reynolds number is small, usually because of
the small length scale ;. Thus, the transient and convective term is neglected and the
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set of governing equations reduces to

- - D
Pe,0;s + V - (Pei Us — Vs) = _?a (kqs — kacyc ),
- = - D
Peioicy + V- <Pei vey — Veg F ﬁciv¢> = ;a (kas — kacyc_),
3.74
56 v = —q, o7
V- (€+Hap? ) =0,
V.0=0.
The dimensionless parameters are
/U* * ,U* *
Péclet b . P _ _ref’ref P ) _ _ref’ref
éclet numbers et —D*i , e —D;‘ ,
k3 cau¥n
Damkéhler number: Da = %,
ref
* * %2
Hartmann number: Ha = UE#, Vpup = E?fghtf,
Uref lrefn (3 75)
c :
Electrolyte strength: o = =,
Sequ
Dimensionless Field strength: o] = (bref, th = Ba,
th Zeg

l* * *
Dimensionless Debye length: o =D 5 = %.
l;kef eazczo

The number of six free parameters can in most cases be reduced by assuming either a
strong or weak electrolytic solution, i.e. @ — 0 or a — o0. As a result, the electrolyte
strength «, the Damkohler number Da, and the Péclet number for the salt species Pe;
vanish from the system. In the following step a matched asymptotic solution can be de-
rived assuming the dimensionless Debye thickness to be small § < 1. Further common
assumptions are the choice of v} = vgyp and ¢, = @5, leading to Ha =1 and f =1
respectively. The remaining free parameters are the Péclet numbers for the two ion species
Pe.. Assuming equal diffusion coefficients for both species, both Péclet numbers take the
same value Pey = Pe.

A comparison between the models reviewed in this chapter is summarized in table 3.5
We note that electromigration phenomena could only be observed with the recent models
capturing the Debye-layer electrokinetics. However, while Mori and Young (2018)) derived
quantitative predictions for weak electrolytes, Schnitzer and Yariv| (2015]) concluded the
particle to migrate without quantitative results. This leads to two main questions:

e Can particle migration also be observed for strong electrolytes under moderate elec-
tric fields?

e If yes, what are the quantitative differences in the migration velocity for weak and
strong electrolytic solutions?
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authors

important assumptions

25

observed phenomena

“Melcher and Taylor| (1969)

weak electrolytes,
no charge diffusion,
no Debye-layer effects

(cellular) convection,
particle rotation,
shear-induced instabilities

[Saville| (1997)

weak electrolytes,
moderate el. fields,
no Debye-layer effects

drop stability,
electrodeformation

Schnitzer and Yariv| (2015))

strong electrolytes,
strong el. fields,
Debye-layer effects

electromigration (qual.)

“Mori and Young] (2018))

weak electrolytes
moderate el. fields,
Debye-layer effects

electromigration (quant.)
electrodeformation

“[Mori and Young (2018)

weak electrolytes
strong el. fields,
Debye-layer effects

surface conduction

Table 3.5: Overview of modeling approaches discussed in this chapter. The right column
refers to if electrokinetic effects at the interface are modeled.

These questions are addressed in the following chapter by deriving the missing model. Be-
yond the phenomenon of electromigration, general conclusions on the effect of electrolyte
strength and electrokinetic transport are made.






CHAPTER 4

A strong-electrolyte fluid-fluid interface model

This chapter presents a two-phase model connecting Debye-layer electrokinetics to the
macroscopic electrohydrodynamics. The main objective is to understand the influence
of electrolyte strength on electromigration. An asymptotic analysis of the Debye layer
delivers effective boundary conditions for the apparent interface. We note that those con-
ditions depend not only on the outer applied electric field, but also on outer concentration
gradients. Comparison to the weak-electrolyte model by Mori and Young| (2018) reveals
partly analogous results, but also differences due to distinct geometrical modeling of the
surface.

4.1 Model

4.1.1 Set-up

The dilute electrolyte problem shall be characterized by the dissociation equilibrium
S=—=C,+C_ (4.1)

between the neutral salt and two charged ion species with equal valences Z. We assume
that this reaction is valid in both the domain of the suspending fluid €2 and the interior
drop domain ) as depicted in Figure . In general, the diffusion coefficients of the ion
species D7} and D* are not equa]E|. Without loss of generality, we assume the diffusivities
of both positive species to be equal, as well as the diffusivities of both negative species.
The reaction equilibrium is described by the equilibrium constants K* and K* respec-
tively. Both fluids with the electric permittivities €, € and dynamic viscosities n*, n* are
assumed to have equal densities p*. The thermal voltage of the problem is defined by
o5, = % where kf; is the Boltzmann constant and 7 the ambient temperature. The
parameters mentioned in this paragraph are all assumed to be uniform in space and time.

1'We will use the superscript (..)* for all parameters with dimensions while all parameters without an
asterix are dimensionless.

o7
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()l 91) 2: suspending fluid domain (e, p*, DY)
l
L2 (]| 92)
1% 3
- Q: drop domain

P
g2 gs
.’132*

parameters for
both domains:

diffuse layers
a “equ

genuine interface

Figure 4.1: Schematic overview of physical parameters and geometry.

The conservation of the charge concentration c%, the salt concentration s* and dis-
placement field €;eV*¢* are governed by the Nernst-Planck equations and the Poisson
equation

e+ (Vo 7) e+ Ve = B
o+ (V7)) s = - R, (4.2)

—V*. <e(’§e ﬁ*qﬁ*) =q".

The reaction terms R* = kjs* — kjcc’ on the right hand side of the charge and salt
equations contain the rates of dissociation k] and association k. We further define the

charge fluxes as
=D (—ﬁ*c*i ¥ cjﬁ*(p*) . (4.3)

An equivalent description of the charges can be made by defining the two parameters

1

5 -

1 (4.4)
2

Here, the charge density ¢* accounts for the local net charge while the mean charge
concentration c¢* represents a measure for the local conductivity of the electrolyte. We
will later refer to the the sum and difference of both charge fluxes (divided by two) that
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we define as . . ~
Jg =V~ (Dici — D*_c*_) — (D* ci+ D*_c*_) V*op*,

. - . (4.5)
jo=-V*(Dic + Drct) — (Dic — Dict) Vg~
The system is complemented by the Stokes equations for viscous flow
V*o* =0,
. (4.6)
V-t =0.
The total stress o* = &* 4+ 0* is composed of hydrodynamic (Newton) and electric
(Maxwell) stresses
& =—p + 0" (V) + (V)T
(4.7)

Lo s s e
0" = ege (—§v*¢* Vi + Vi @ v*¢*) ,

with the hydrostatic pressure p*, the velocity field v*, and the electric potential ¢*. The
equations for the drop domain €2 are written in the analogous form.

4.1.2 Dimensionless form

When the chemical reaction is at equilibrium, i.e. R* = 0, the amounts of positive and
negative ions are equal ¢} , := Together with the equilibrium constant

K
K* = 221 we find

* X
C+7equ - C_7equ‘

k; ,equ
_ * *
O kd ,equ equ ka ,equ equ7 (4 8)
, .
* %k *
0=K"s Sequ — Coqu-

We define the concentrations and reaction rates at equilibrium as references. As reference
length, we use an intrinsic length of the drop, e.g. its radius. Together with the thermal
voltage and a reference scale as scale for the electric potential, we can introduce the EHD
velocity as reference velocity

ete ¢*2
lrefn

An overview of all reference scales is displayed in table .1} The governing equations in
non-dimensional form are

UEHD = (4.9)

Pe(@tciﬁ—(ﬁ-U) ci>—|—ﬁ-]1: ]Za(kds—karc ),

(Gts + (V >vs> = —Da(kqs — kacyc_), )
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kLT
* % — 'B~a * ok * L.k
¢ - ¢th¢ T T Ze* ¢ Cy = Cequci ) kd,a - kd,a,equkdyaL
1 e - eePrE l*
Dy =3 (Di+ Do) De=D"Di T = vpuplher = $90T 7 = it =ty
re:
* " VEup l*2 — €0€Pin
p l:ef p D 2266 ngu

Table 4.1: Parameter scaling

1* _uF E*€¢*2 1*
Pe — Zref ' EHD _ Z0-"th 6 — _D Da — t* *
D* . D*n* U EHD_ D,equ
C = *
o = S §=¢ M=t
Sequ € n

Table 4.2: Dimensionless numbers

The charge equations may be written in the alternative form for ¢ and ¢

Pe(atq+(ﬁ-ﬁ)q)+€-]q=0,

Da

Pe <3tc+ (ﬁ ~ 17) c) +V .= — (hys — kacoc). (4.11)

The charge fluxes used in the above equations for the two ion species, as well as charge
density and mean charge concentration are

ji =Dy <—§Ci F Ciﬁqﬁ) ,
jq =-V (Dicy —D_c_)— (Dycy +D_c_) ﬁ@ (4.12)
jc = _6 (D+C+ + D_C_) — (D+C+ — D_C_) ﬁgb

So far all of the equations in non-dimensionalized form can be used for both regions (2
and ) respectively. However, the Newton and Maxwell stresses

£ =—p+ (V) + (VD)
9:—1%-%+6¢®%,
2
§=M (~p+ (99 + (99)), )
9=S(—%ﬁ¢ﬁ¢+%ﬁ®ﬁ¢)

differ by their viscosity and permittivity ratios M = Z; and S =

4.1.3 Properties of the liquid-liquid interface

The interface separating the two electrolytes exhibits both, hydromechanical and electrical
properties. The ratio of charge concentrations on each side of the interface is defined by
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the partition coefficients [, , [_, and [g which result in the boundary condition

_ .y ’
C+r +C+ 1T (4.14)

51’* = lsSF.

In accordance with Mori and Young| (2018), we define the partition coefficients using the
equilibrium constants of the respective electrolyte solutions

L. K
_ 8 4.15
ls K (4.15)

Thus, the conductivities in both domains do not depend on interface properties, but on
the dissociation equilibrium of each electrolyte. We further assume the interface to be
permeable for ion fluxes and find the continuity of fluxes, potential and displacement field

<jj:,l“ - 71,1“) -1 =0,
o =0 (119
81(¢F> - 81(5(51‘) - O

A controversial discussion is ongoing addressing the question if the interface is permeable
to ions and if so, under which conditions (Gschwend, Olaya, Peljo, & Girault, 2020;
Marecek & Samed| [2017)). For simplicity, we assume a permeable interface, noting that
other studies, e.g. Ma et al.| (2022]), do not allow ions to pass through. The hydrodynamic
properties consist of continuity of velocities and a stress jump which is

vf; — @f =0,
oft — it = tr K, (4.17)

la ~la __

where x is the curvature and ¢r is the surface tension coefficient of the interface, which is
assumed to be sufficiently large that the interface stays stable.

4.1.4 Remarks on parameter dimensions

A common approach in experimental settings is to use aqueous solutions with a millimolar
concentration of sodium chloride. Under such conditions, the thermal voltage is ~ 25 mV
and the diffuse layers at the interface typically have a thickness of about 10 nm. With
particle sizes of at least 1 pm, rather 10 - 100 pm, the assumption of 6 < 1 holds.
We further assume that the mean diffusion coefficient of both ion species is of the order
10_9‘%2 which corresponds via the Stokes-Einstein Relation to an ion radius of 0.2 nm.
In his derivation of the leaky dielectric model, |Saville (1997)) estimated the ion radius to

be between 0.14 nm and 0.25 nm. The resulting time and velocity scales are 2 ms and
0.7,

S
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4.1.5 Strong electrolyte limit

This work focuses on strong electrolytes. We assume for the electrolyte strength that

a ! < § < 1. Applying a > 1 to the equations and [4.11], we find
Pe <atC:|:+ <§’l_})> Ci) +6j:|: :0,

) (4.18)

Pe (ats + (V . 17) 3> = —Da(kqs — kacyc_).

Here, the salt conservation is decoupled from the ion equations. The electroneutral salt
does not have any influence on the fluiddynamic behavior and will not be further con-
sidered in our analysis. However, with knowledge of the ion concentrations, the salt
concentration can always be re-established from the last relation.

4.1.6 Thin-Debye-layer limit

The Debye layer is assumed to be thin, i.e. 6 < 1. It can be used as a small parameter,
such that the expansion holds

[~ foy+ofay+.... (4.19)
At leading order, the set of equations for the bulk reads
Vi, =0,
qo) = 0.
Pe (atc(o) + o) - ﬁc(o)) — V) =0, (4.20)
V.o =0,
V - ) = 0.

The first of the above equations reads in detail

0= —DAVQC(O) - 6 : (C(mﬁdﬁ) (4.21)
with the two combined diffusion coeflicients
D* + D*
D=D,+D_ _ ety
Dy + D (4.22)
Da=D,—D. =2x— D= |
AT T DD
and for the Q domain ) )
0= —DaVie — DV - (¢ Vo) (4.23)
with the two combined diffusion coeflicients
B 3 _ D* D*
D=D.+D- = F
I (4.24)
_ _ _ Dt — D*
Dn =D, —-D_ = — -
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The vanishing divergence of the flux jq(o) allows for gradients in the ion concentration.
This holds either locally or as a result of inhomogeneous boundary conditions, e.g. if the
domain is located between two reservoirs of constant concentration, but in the absence
of ion exchange (when a membrane separates the domains). The bulk equations for the
strong electrolyte reduce to those of the weak electrolyte for uniform ion concentrations
co) = 1 or for equal diffusion coefficients, i.e Dn = 0. For the weak electrolyte limit,
compare Mori and Young (2018)) or appendix [B]

4.1.7 Geometry in tensor notation

The present discussion of the conservation equations in the vicinity of an interface follows
Aris (1989)), which we refer to for more details in the tensorial notation. We assume that
at each point P of the interface the contravariant coordinate z! is perpendicular to the
surface (cp. . Thus, the base vector ¢! is at all positions normal to the tangential base
vectors g® | The resulting contravariant metric g has the special properties g'' = 1 and

g'® = 0. We further define the volume element V9 = \/ det g;; = \/ det g"jil. We use
Ricci’s lemmaP] to find

0=y =0;g" +2jg" =2}, = T}, =0,
0=g" =g + g™ + 199" =T7 = T =0.

(4.25)

Here, Fék represents the Christoffel symbols of the second kind. We also define the
curvature of a surface defined by constant x! as

1
K= ﬁal\/g. (4.26)

Taking the volume element into account, the equations for strong electrolytes read in
contravariant form

Pe (0 (vges) +0; (Vgv'ez)) +0; (Vail) =0,
620, (\/Edgzﬁ) = —/9q.

4.27
=0, e
b, (Vi) =0
and for the Q-domain
Pe (9, (vges) + 0; (Va'ex)) + 05 (v/giL) =0,
S 620, 90;0) = —+/q7.
j (\/ﬁg ¢) V9q (4.28)

7 =0
0, (V') = 0.

Details on the derivation of the momentum equation in curvilinear coordinates are shifted
to appendix [A]

2We refer to the tangential directions with Greek indices, e.g., a € {2,3} and use latin indices to
include all directions i € {1,2,3}.

3Ricci’s lemma says that the covariant and contravariant metrics are both constant with respect to
covariant differentiation. Here, we use the contravariant metric to derive simplifications for the Christoffel
symbols.
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4.1.8 Geometrical expansions

We expand the geometrical parameters into a power series of the small parameter 9.
Alternatively to a power series, we can use a Taylor series expansion which is convergent
in close vicinity to the surface of interest for ' = 0. The following expansions hold

9ii = gijo) (z%) + 0 X gijar) (%) + O(6%),
g7 = gi) (=%) + 6X g}, (x) + O(5),
V3 = Vi) (@) +0X g, (2%) + O(67), (4.29)
K= K (%) + 0X K (%) + 0(8),
F;k = Fé’k(o) (%) + 5XF§~,€(1) (z%) + O(6%).
We note that the surface metrics gag) and gapg(1) are the first and second fundamental
forms of the surface. The leading-order curvature term g is the sum of the principal

curvatures of the surface, i.e. two times the mean curvature and can be expressed using
the expansion of the volume element or the fundamental forms of the surface

\/§ 1 e}
= = gusmygiy- (4.30)

Ro) =
\/5(0)

The first-order curvature

Vo) _ 2 (4.31)
O :
Vi)

can also be expressed using the volume element. This term vanishes for problems with
only weakly non-orthogonal coordinates, e.g. spherical coordinates.

Kl(l) =2

4.2 Debye cloud analysis

We derived the outer solution of our problem in section 4.1.6, Thus, we focus in this
chapter on the inner regions of the diffuse layers. The normal coordinate is stretched by
the layer thickness, resulting in the stretched coordinate X which is given by

vt =X (4.32)
We expand the inner parameters (denoted in capital letters) in powers of o

CI):CI)(O)—l—(;CI)(l)—i—,“
Cy = Cﬂ:(o) + 5C:t(1) + ...
Q:Q(0)+5Q(1)+...

C:O(o)+(50(1)+... (4.33)
Va:‘/(g)‘i‘...

P = 5_2P(,2) + 5_1P(,1) + Py + ...
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Independently solvable equations Further solution steps Effective b.c.

[ [é)]

é PNP system O(6~2) I—
% = @), C1(0), Oy
3 ﬂ"[n)]]
[
V4
A NP svs 5—1

PNP system O(6~') o]

= 21), Cx1). Oy J%(0)
@ - c
a Continuity equ. o571 [vi]
b= = Vo (0)
. l Momentum normal O(5=%) Momentum normal O(5~2) Momentum m;{'mal oY [oih]

1 ~ 1
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Figure 4.2: Solution scheme of the Debye-layer problem leading to the effective boundary
conditions for the macroscopic problem.

As a result, the stresses and charge fluxes are expanded in the orders

S = 52, 4 6IS F S

S =T1E0 + 26+

£ = 67750 + 075 + 500+ - (4.34)
Jr=0"" oy + i+
JE=JYot -

We also assume the surface tension tr to be of O (671) so that the following expansion
holds

tr =8 M1y Hire) .- (4.35)

We will later see that a large surface tension is necessary to balance the electric stresses
at the interface and to avoid the particle from collapsing.

The asymptotic solution procedure is displayed in Figure [4.2l We start with the elec-
tric Poisson-Nernst Planck problem which decouples and can be solved independently of
the hydrodynamic problem. The leading order of the continuity equation can also be
solved independently. The momentum equation is split up in its normal and tangential
directions. Their derivation can be found in appendix [A]l Three orders of the normal
momentum equation and two orders of the tangential momentum equation are solved to
deliver the effective boundary conditions for the flow field. Note, that we use the two
notations (0, — O, = [O] for the effective jump conditions.

The apparent boundary 7 appears as a jump condition for the macroscopic problem
at lim and as the far-field boundary for the Debye-cloud analysis. Thus, we denote

z1—0
the integration constants with the subscript [,. In reality, the transition between both

domains is smooth which is accounted for by the asymptotic scheme.
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4.2.1 Electric problem at order 52

The leading-order electric problem can be described as a two-phase Gouy-Chapman prob-
lem (cp. section . The solution for two-phase problem presented here has been
discussed by other authors before, i.e. by Ma et al.| (2022)). Although starting from differ-
ent equations, the solution for the weak-electrolyte problem derived by |Mori and Young
(2018) is identical.

As the leading order electric fluxes are of size O (§71), we need to solve two orders of
the electric problem. The charge conservation of O (672) reads

0=0xJi(y). (4.36)
From our assumption [£.19 we know that the respective fluxes jft(_l) in the outer domain
vanish. Thus, the far-field condition

. 1 .

holds and we can integrate equation |4.36| with respect to X and obtain

In order to solve this equation, we need a far-field boundary condition for the inner electric
potential which reads

lim @) (X, z%) = lim ¢ (2", 2%) = ¢, (z%). (4.39)

X—o0 z1—0

It is a common approach to define the excess potential ¥ as the electric potential that is
observed in the Debye layer in addition to the outer potential as

U(X, %) = By — by (). (4.40)

We can now integrate equation and obtain for the charge distributions

Ci) = Cyeﬂly
Q(O) = —Cy sinh \I/, (441)
Clo) = cycosh V.
The integration constants read
lim Cyo)(X,2%) = lim cyp)(z',2%) = ¢, (z). (4.42)
X—o00 z1—0

At leading order, the Poisson equation in reads
v+ Q) = 0. (4.43)
Plugging in the result for the charge density yields

0" — ¢, sinh ¥ = 0. (4.44)
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From relations |4.39| and 4.40| we obtain that )}im U = (0 and thus )}im U’ = 0. We can
—00 —00
integrate equation [4.44] to find

V' = —2,/¢; sinh % (4.45)

The above result is adapted to the aforementioned boundary condition )}im UV =0 A
—00

second integration with respect to X delivers the solution for the excess potential

1 + tanh Se—vorX
U =2In 4

(4.46)

Here, we define the value of the excess potential at the interface according to V(X =
0) =: ¢. The (-potential is yet to be defined. Analogously, we find for the Q2-domain the

results B _
Cj:(()) = Evepp ,

_ v
U =24/c,/S sinh —,
2 (4.47)

1 4 tanh ge &y /5X

U =2In —— .
1 — tanh %e &y /85X

To emphasize the similarities between the solutions for both domains we introduce the
following abbreviations

U 4ABePX _ U 4ABePX
! : _ ! : _
\I/—QBSIDhE—W, \P—QBSIDhE—W,
1 4+ AeBX B 1+ A BX
=2 0 g
1 — AeBX 1 — AeBX (4.48)
A= tanh% A= tanh%,
B:=—-,/c;, B:=,/¢/S.

Using the ratios of charges at the interface and the results in equations and [£.47],
we find the jump condition for the charges

e =+l e, = Ri=+I,1_. (4.49)

At this point, we also find the relation for the conductivity ratio R. We will later need
the tangential derivatives of the charge

0oy = \/141_0uc, (4.50)

and especially the derivative of Inc, which is constant throughtout the inner regions, i.e.
in the vicinity of the apparent interface

OuInc, =0y Inc,. (4.51)
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We note that in the weak electrolyte model ¢, is independent of z“, and thus ¥ only
depends on the normal coordinate X. We further find from the potential continuity in
a relation between the jump of (-potentials and the potentials at v and ¥

C_¢7—§+§Z_§7:0,
_ _ 4.52
_(¢7_¢7):<_C- ( )
Here, the integration constaniﬁ ggq, is defined as
lim ®)(X,z%) = lim by (', %) = ¢, (x%). (4.53)

X—00 1 —0

The boundary condition for the displacement field in finally delivers the (-potentials

1 \/ - 1 -1
¢ = L+ VSh and ¢ =lIn 1+ (/S)™ (4.54)
T VSl 1+ !

which yields the potential jump

_ 1. 1 _ 1.1
GG =y — Oy = ln — and (—(¢ =—= ln —. (4.55)
Iy Iy
In accordance with other authors (Ma et al., 2022; Mori & Young, 2018)), We refer to the
jump condition for the electric potential also as the Galvani potential ¢¢.

4.2.2 Electric problem at order 6!

The 6 !-order electric problem consists of two equations for the charges and one for the
electric potential
0= 8XJjE +r O)Jj:( "

(4.56)
We know from equation that the O (671 ) flux vanishes and obtain
0= dxJi(
FOO (4.57)
O = ) + KR @ 0) + Q(l
We use the boundary condition for the charge fluxes
1 .
Jim. Ji0) = Jiro) = Ty, (4.58)
to integrate the first equation of and obtain
Jin) = Jio) = —Clay F Cx)®{o) F C(0)Pay- (4.59)

4Note that we will from now on introduce integration constants of the forms 0, and Ev without

explicitly introducing their definition with the limits lim and hm .
— 00 zl—o00
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Together with the flux continuity condition [4.16, we find an effective boundary condition
for the flux continuity between the two bulk domains

Ty (0) = Jin(0)- (4.60)
The homogeneous solution to the differential equation is

Ciayn = FheeT". (4.61)
Variation of constants delivers for the particular solution with k& = k(X)

Jhivoy) = tkpe™Y — By¥eT + by WeT T o ®yetY,

. (4.62)
Ky = @)+ Jiy(o)eﬂ] =G (@1(1) - ¢'7€ﬂl) :
Introducing the parameters
Ey = /eﬂ’dx — X +4B7 (1 F AP 4B (17 A,
i o (4.63)
E, = / VX = X 1487 (15 APY) T 4B (15 4)
Thus, the solutions for both phases read
jl
Cay = Feyhge™, ky=®q)+ %@Ei + Ky,
_ (4.64)
_ = _ _ J _ _
Coy = Féohae™?, Fy = By £ ig(“) Bs+ Ky
Y
The interface condition E.14] delivers
C_’i(l) = liC’i(l) = Kﬂ: = Ki. (465)

Without loss of generality, we assume that the O(J) potential and charges vanish in the
bulk regions, i.e.

Xgrilm Ciy, C1a) =0, and Xlgiloo (1), @) = 0. (4.66)

We find the solution for the charge distributions (analogously for the drop phase Q)

1
J+
O:I:(l) = FCy <CI)(1) + —’Y(O) Ej:> e:FlI,,

Cy (4.67)
1. , _
Qa) = —¢, Py cosh ¥ + 3 (jLYE,e\I’ +]}F,YE+6 ‘I’) :
Thus, the equations for the potential read
1
Bty = Py cosh W = =k W' — = (jL E_e¥ + ji Bre™™), Lo
) 4.68
= C~y = — — 1 - = J = = —\J
)y — écb(l) cosh¥ = —x U — 25 <j£7E_€\IJ + j}rijLe \I’> .
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The equations for the §'-potential are complemented by interface conditions which result

from _
Payr — P)r =0,
I (4.69)
(1), a,r =0

At this point, we cannot solve equations [£.68 and [£.69 analytically. However, a solution
for the problem with absent outer electrochemical gradients is discussed in section [4.2.10]

4.2.3 Pressure at order § 2

The leading order momentum equation that we derived in the appendix [A] reads

/ /

We use E%i2) = —P_5 and @%im = %@?0)2 from table |A.1| to find an expression for the
pressure that we can solve together with the boundary condition

lim Py =0,
Xoreo ) (4.71)
A Pog) = Dy(-2),

to find (we proceed in the Q domain analogously)

1,2 1 2
P(—z)zaq)/(o) :é(‘l’/)7

IS (4.72)
2 =577 (V) + P2

As a result, the total stresses 2%2) and i%iz) vanish at leading order. In order to compute
the outer stress jump we use the interface condition

Sy (X =0) = Sy (X =0) =0, (4.73)

which delivers p,(_s) = 0 and
()2 (4.74)

4.2.4 Pressure at order ¢!
The O (§~%)-momentum equation that we derived in appendix [A| reads
/ L[]
0=3% + k0 (Bly — 5t y)- (4.75)
From the previous section we know that the total stress Z%iQ) = 0 throughout the

inner layers. Thus, this relation simplifies to

/

0= — k) X7y (4.76)
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We find from table [AT] that

—11

=) = — P,
11 _ / / _ ! R/

O = PPy = Vo,

e 1 2

gy = P2 = -3 ()7, (4.77)
° 1 ;2 1 "2

Oy = 5% =—5 )",

° —e ° o N2
Xy =Ely) + 00y =~ ()"

We substitute the above stresses into equation to get an expression for the §71-
pressure
/ 2
0= (—P(,l) + \I’I(I)/(l)> + K(0) (\I/,) . (4.78)
We assume that the pressure in the suspending-fluid bulk domain at O (§7!) to vanish
with the respective pressure in the drop domain p, ;) to be determined

lim P(_l) = 0,
Xeo ) (4.79)
A Py = Dy

Integrating equation together with the matching condition delivers

Iy = /X (U)*d X. (4.80)

o0

We have here defined the integral Iy such that it is always positive. The resulting solution

for the pressure is
P(—l) = \II,CI),(U — Ii(o)]\p,
o0 - 4.81
Iy = / (U')*d X. (4.81)
b's
Equivalently, the € problem delivers

_ S o
Py = 17 (%o + 5o fv) + By,

) X . (4.82)
—Iy = / (¥)* dX.
We can plug the results for the pressure back into the total stress and find
Z%il) = —P(_]_) ‘I— \I//CD/(I) = /{(O)I\I/,
(4.83)

_ _ o [SE
11
Xy = Py V) = — ko fy = Py
Substituting this into the condition for the stress condition at the interface I' to find

Koytrny = 2L (X =0) = Z (X =0)
(4.84)

S - _
Kot = Ko | Lo + 301w o TP,
=0
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We define the electric and effective surface tension coefficients as

S _
tre—n = |lv + —1 :
bty { M \p] X=0 (4.85)
Irefi(—1) = tr(-1) — Ir,el(-1)-
We note that the surface tension of the interface needs to be larger than the electric

surface tension for the drop not to collapse. With vanishing effective surface tension the
pressure in the drop region also vanishes p, 1) = 0.

4.2.5 Normal velocity at O(1)

The normal velocity can be found from the continuity equation which at O (6!) simply
reads

Viyy = 0. (4.86)
Integration with respect to X delivers
Vioy = v3) and Vg = T3, (4.87)
where
Vi) = Jim Vigy and oy = lim V. (4.88)

The velocity continuity condition delivers

an effective condition for the normal velocity.

4.2.6 Transverse Velocity at O(1)
We start with the shear tangential momentum equation at order d=2 in equation
_ vyla !/ aff .
With the stresses
—la Va /
=(=1) (0)
0% = 9" ')

— L s 4.91
Sy =Py =—35 ()", (4.91)
. 1 2 L =2
Oty = —3% =5 (¥)"

we get
0= Vv(%y)// + gaﬁ\lﬂlaﬁ@(o) + gaB\I/’c?g\I/’ _ gaﬂaﬁ (\I}/)?’
0=Vg" + g W8P ) — g V05V, (4.92)
V" = g™ (W0 — U050 — W' 050,) .



4.2. DEBYE CLOUD ANALYSIS 73

We integrate the expression using the matching condition

lim V5" =0 (4.93)

X—o0

and obtain using integration by parts in the next step

Ve =g ( / V'950'dX — / V9,0 X — / \If”aﬁ%dx) ,

(4.94)
V(g)’ = g (2/\1/’85\11’dX — U'9pW — \11’85%) .
We use the result for the excess potential
1 + AeBX
with the two parameters that we have defined earlier
A= tanh% and B=—/c, (4.96)
to solve the first integral
0B 1 — A2e2BX 4 2B X A2e2BX
II:—Q/\IIQ\IIdX—éSa (807)(—1—1— [ A22BX )
4.97
8B 1—-a+2BXa (497)
8 - (Oacy) | =1+ [ 225X
with
a = A% (4.98)
We integrate this result a second time together with the velocity matching
)}1_1}1100 Vigy = v5 (4.99)
and find
Viy = 0% (I + I — W0u0, ) + v, (4.100)
The two integrals are
2BaX
15, = /IfldX =T Oslne,
(4.101)

15 = /\Il/(?@\IIdX = (2 In(l—a)—4BX (1—-(1—-a)™")) dslnc,.

As we find an analogous result for the ) domain we can use the velocity continuity at the
interface to obtain the velocity jump

_ o S - o S -
vy — By = g3, (g - MC) sy + 9o, (2 In (1—A%) — 257 In (1- A2)> dsInc,.
(4.102)
Here, the gradient operator g?g; 0p takes the surface metric 9(066) into account.
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4.2.7 Normal stress at O(1)

The momentum equation of O (§~!) delivers the O(1) normal stress. The respective
equation (derived in appendix |A]) reads (cp. [A.25)

0= E%é), + K(0) (Z(lil) - Z—l)) <\/§(O)E%gl)> . (4103)

1
+ ——0q
V90
According to table the relevant stresses are

—11 —e

=y = —Fen =Ey,

11 . / / . °
Oy = PPy = —OL ),
—la _ o/
=y = Yoy »

a B
@%_1) = 9(65)‘1)/(0)86‘1’(0)'

(4.104)

We find that E%il) —E7_)=0and @%ll) -0, = 2@&1) so that equation |4.103| reads

1
11/ 11 lo
(0)

From equation we know that

o / (e [ )

S = —g0 0550 o). (4.106)

We find from table [A.1| or equations 4.92| that ZE_Q) = —U"”. Thus, we can integrate
equation [4.106| and obtain

5% = =g 0s 1. (4.107)

Note that the integration limits are chosen such that Iy > 0, as discussed in section [.2.4]

(cp. equations and [4.82)). We can now rewrite equation 4.105| to find

/ 1 a
0= Sl + 260 VD, — 50 <\/§(0) g(({;’aﬁlq) . (4.108)
)
We introduce the Laplacian Vﬁ for the tangential plane as
1
V2(.) = ——0 (@ 9% (..)) (4.109)
Il a 0)Y8 ]
\/g(o) (0)7(0)

ie V2= Vﬁ + %. That notation allows us to rewrite equation |4.108| as

/
S0y = —2k0)¥'®y + Vily. (4.110)
Integration with respect to the normal coordinate delivers

2%3) = —2l€(0) (—]q>) + Vﬁ (—Iq;q:) + O',ly%o),

X
—lyw ‘:/ Iy dX, (4.111)

o)

X ~
Iy = / V'), dX.

e}
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We can again exchange the integration limits to obtain
E%&) = 2%(0)]@ - Vﬁ]\l}\l} + Ui%())’

Iy = Iy dX,
v /X v (4.112)

f<1>I=/ \IICID dX
b's

For the Q domain, we find equivalently

X
Tyw = S/ Iy dX, (4.113)
Ip = S/ V'), dX.

Finally, we adapt this solution to the surface stress condition which reads at O(1)

K()tro) = Sipy(X =0) — 2(0)(X =0),
—11

. (4.114)
Koytro) = 260) [le + o] y_o = Vi [Tww + Tww] o + 03(0) = F3(0)-

Note that for the chosen metric (1) = 0. As a result, we obtain the normal stress jump

11 —
30) ~ Tafo) = Etero) + Vi [Tww + Tow]
teioy) = 2 [fq> + Lp]xzo : (4.115)
tefi(0)) = tr(o) = tel(0)-

where we named (o)) and Zeg(o)) the electric and effective surface stresses respectively.

4.2.8 Shear stress at O(1)

We consider the shear tangential momentum equation of order §~! in equation
0= + 95 0aSt ) + X9(1 e _a) + (K(0) + ko)) Z(20)- (4.116)

The Newton and Maxwell stresses from table together with the solutions for the two
leading orders of the pressure and are

_ 1
=2 = P2 = _5‘11/2

° 1 2
Oy = —5‘1" : (4.117)
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We thus find the normal stresses

. _ 12
(- =Y,

. . (4.118)
(_1) = —2\]? (b(l) + KJ(O)[\I/

Additionally, we need the shear stress as defined by relation [£.107, We can now rewrite
equation and obtain

ax af 2 a aa
0_2(0) -I—g Da ( 2\1/(1)1)+W) Xg 86\11, (/667+ka(0)) g(o)aa—lxlu

4.119
0 =08 — gt} 0a (20, + kg Tu) — X g} 58/3\1/’2 (4.119)
which we can solve for the shear stress
56 = 050a (2 + k(o w) + X050, (4.120)
Integration with respect to the normal coordinate delivers
B(8) = 96)0a (2 (—1s) + ko) (—Tww)) + 9?1[;35 (—Ixw) + 030,
b's
—Iyy = / Iy dX,
* (4.121)
—Icp = / \If QD’ dX

X ~
—Ixy = / XU dX,

with the integrals defined in such a way that they are positive. Inverting the direction of
integration yields

E%SY) = —9(0)0a (21 + K f\w) 15)8,8])(\1; + Oi?o),

[\I/\Il = / [\I/ dX,
X

S i (4.122)
Iy = / VP, dX,
X

Ixy = / X0 dXx.
X
For the Q domain the equivalent equation to [4.119| reads

0= Si5 + Sgitg0n (—20'8) — sierly ) — SXgT0597 — S (iar + ko)) 9725 0aTw,
0= — 54500 (20, + ko) Tw) — SX g} 059",
(4.123)
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Integration delivers
E(6) = 950 (2Le + ko) Tow) + 93108 Ixw + 00,

— X ~
[\Ij\Ij = S/ I\p dX,

— 00

_ X ) (4.124)
Ip:=8 / V', dX,

—0o0

X
I_X\Ij :S/ X\IJIQdX

We use the shear stress continuity at O(1) to identify
0 =S (X = 0) — Sl (X = 0),

« —la _ _a« T « T aff T
o3y = Oaity = 960 (2 [To + To] o + Koy [Tww + Tww] ) + 9108 [Ixcw + Ixw]
(4.125)
which is the effective jump in the shear stress.

4.2.9 Model summary

The analysis of the Debye layer allows us to write an EHD model with effective boundary
conditions. The bulk equations for the suspending fluid have been derived in equations

through [4.24] and read
0= Pe <at6(0) + 17(0) : 60(0)) — VQC(O),
0="V"J40)
= —DAVZC(O) — 6 . (C(O)ﬁ¢(o)) y (4'126)

Equivalently, the drop-domain equations read

0= Pe (31;5(0) + o) - 65(@) — Vzé(o),

0=V- jq(o)
= —DAVQE(()) - 6 : (6(0)6§5(0)) s (4'127)
6 = 6 *0(0),

Note that the charge density in both domains vanishes qo) = gy = 0. The coupling
between the domains is established by the conditions derived in the Debye cloud analysis.
In summary, equations [4.49] [£.55| [4.60], [4.89] 4.102] [4.115], and [£.125| read
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Cy() = V l+l-Cy00),
- 1. -
Pr(0) — Pyi0) = 50—,
0 = S0 =31
Jin(0) = Jar) = 0,

1 —1 _
V) ~ Uy0) = 0,

5 . S - S _
Vy0) = Vy(0) = (C - MC> dpPr(0) + (2 In (1 — A%) — 2571 (1- A2)> 9 In ¢,(0),

11 —11 2 T
T3(0) — Ta(o) = K)tert) + Vi [Tww + Tow] o »

U*lr?o) B 5%?0) - 9(066)!804 (2 [LI’ + 1:4’] x=0 T kg(o) [I‘I"I’ + I_‘I"I’}X:[))

+ g(oi'iaﬂ [IX\I/ + [_X\y}xzo .
(4.128)

4.2.10 Absence of outer electrochemical gradients

In a number of experimental settings, the flux-diffusion equation 0 = v -;'q(o) simply deliv-
ers a condition for constant mean charge/conductivity 60(0) = 0. In particular, this is the
case if the diffusion coefficients of both ion species are equal Dy = D_, and thus Da = 0.
We also find constant ¢y = 0 in the case of a homogeneous far-field boundary condition
for c(g) = 0 (no outer charge gradient applied) and the absence of a Debye-layer charging
mechanism. Debye-layer charging is discussed e.g. by [Ma et al.| (2022)) but absent in our
model due to the flux-continuity condition

If either D, = D_, or lim 60(0) = 0 holds, the bulk conductivity is constant. In

zl =00
that case we can assume that the value of () approaches the equilibrium concentration
far away from the interface }im c) = 1 and effectively in the whole suspending fluid
T+ —00

c) = Cyo) = 1 (besides the Debye layer). In the drop fluid, we find from the jump

condition at the interface v that ¢y = ¢,y = /I4+(-. The governing equations for the
suspending fluid bulk simplify to

V20
- &(0) (4.129)
" U(0)-

o o ©
I
< <

The bulk physics in the drop domain is governed by an equivalent set of equations

0= V7
0=V-&o), (4.130)
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The effective jump conditions [£.12§ now read

(4.131)

Tangential variations of the excess potential are only due to variations of the conductivity
U (X, 2%) =V (X, cy0) (2%)) . (4.132)

With ¢, = const., the derivatives .,V as well as the tangential derivatives of the
integrals Iy, Iyy, Ixy vanish. The equations for the potential correction ®(;) now
read
1. _
Oy — B*®qy cosh ¥ = —rq) ¥ + 3 Jaoy (B—e¥ + Ere™™),

1 . i (4.133)
¥y — BBy cosh ¥ = —ro) V' + 5l (Boe” + Bre ™).
The charge fluxes at the interface v have equal absolute values and opposite directions

-1 -1 . -1 .
J3(0) = J4r(0) = ~IZm(0) = ~C(010(0),

4w oo (4.134)
J50) 7= J4a(0) = “Ia0) = G0 D190)-
We note that the solution of the first equation in [4.133] takes the form
D1y = —r0)P)s — Jro) Py (4.135)

where the particular solutions ®(;), and ®(;); are defined by (analogously for the drop
domain ()

(s — B*®yn cosh ¥ = 0,
D)y, — B Py, cosh ¥ = 0,

1 _ 4.136
¥y — B0y cosh ¥ = — (B_e* + Bre™), (4.136)
_ o B 1, -
¥y, = By cosh ¥ = —— (E_e¥ + Ere™™).
The boundary conditions hold for both parameters
P — =0,
(1)X7F (1)X7F (4137)

(I)l(l)x,F - S(T)l(l)x,F = 07 X € {/iaj} :
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The homogeneous solution to both problems reads

eBX 1— A464BX + 4A2BX€2BX
Py = K 1 — A2e2BX + K BX ’
— AZe 2eBX (A2e2BX — 1)
a o ePX 1 AtMBX 4 A2BXeBX (4.158)
®(1)h — Kl = = + KQ = — —
1 — A2e2BX 2eBX (AzezBX _ 1)

The second term in both solutions grows exponentially for large X. Thus, we find that
the constants Ky = K5 = 0. A finite particular solution to the x-equation is

v1—2BX + A%e?BX A 5yl —2BX + A%22BX

Dy = = — ———. 4.139
B2 (=1 + A%e2BX) " Wme T RO TR (T 4225 (4.139)

A
Py = 5"

A particular solution to the j-equation reads

—4A? + (1 — A>)BX — A% (4+8BX) elX + (4A% + A'BX — A’BX) 25X
B3 (1 — A?) (1 — A2e2BX) ’

_ —4A% 4+ (1 — A*)BX — A% (4 + 8BX) eP¥ + (4A? + A'BX — A’BX) e?PX

Pyjp = SB3 (1 _ AQ) (1 _ /_1262BX) ’

Qyjp =

(4.140)
We define the solution

eBX

1 — A22BX7
B _ _ eBX
Cy; = i + KT aEx

Q1) = Pryjp + 14
(4.141)

where the constants K; and K, are found by adaption to the interface conditions

Q)50 — Payr = 0,

- (4.142)
D1y — S0 = 0.

The behavior of these solutions away from the interface I' is

1
. / _ -1
A Py = =

(4.143)

. T/ _ _
A P = g = ©

The only parameter which depends on the tangential coordinates x in this solution is
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iy Using 4l = 7l and ¢, = 1, ¢, = R we can now formulate the integral

[Lﬁ +j‘1>]X=0

0 o)
T = 1z 1
S/ U (—h©0) Pl1ye — Iy Plny;) X + /0 U (—k0) 1) — Jy(0) P1);) AX,

—0o0

0
5/ V' (—k P — Jo) (Pl — B+ R))dX
+ /0 V' (=50 Pays = Ja) (Play; — 1 +1)) dX,

e ) et o (135 (1.144)

where we have denoted the two integrals (which depend solely on the normal coordinate)
as

[e's) 0
I.(X) = / VP, dX, I.(X) = / VP, dX,

0 o (4.145)
LX) = /O U (@), —1)dX, LX) = / T (3, — 1) dX.

The tangential derivative of the integral [4.144] reads

— S -~
Oo [T + In] vy = (9ady0) <C “RST Ij) ’ (4.146)

S _

Ij = ] i + EI j

As a result, we expect particle migration due to the jump in shear stresses which is

proportional to 01q¢(0) (compare equations [4.134)and 4.146]). The details are discussed in
section [4.3] The set of effective jump conditions [£.131] now reads

[

_ L
¢ ¢'y 2 Ea
Ja0) = Jv( 0 =0,
1 _
Us0) = By0) = 0,
e (R
olt s —all tr(o) — 2K(0 C—§C L + 2K%, (I +S’_7)
7(0) ¥(0) = F(O)T(0) R (0) 0) \Lx K)

Ui((xo) o 6%0) - 29%) ( 04]7(0)) (C - _C I]>
(4.147)
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We here note that the conditions ji g — ji, = 0 reduce to only one condition due to

Cy(0) = const. (cp. equation {4.134)).

4.2.11 The Taylor-Melcher model in the absence of a Galvani
potential

In the case of equal partition coefficients [, = [_, the Galvani potential vanishes. As a
result, the apparent boundary conditions reduce to

$a0) = Pr0) = 0,
Jiv(0) = I = 0,

1 _
V) ~ Uy = 0;

N Y (4.148)
Uy0) = %o = 0
11 _11
T5(0) = T5(0) = () r(0)
la —la __
5(0) ~ Oy(0) =0
Using the second condition, we find that
Y
R, = ¢.,. (4.149)

The apparent surface charge can then be calculated from the Gauss interface condition

- S
¢y =S¢, — ¢, = (—R — 1) ¢ (4.150)
Thus, we re-establish the TM model for small Péclet numbers as discussed by [Melcher
and Taylor| (1969) and [Mori and Young (2018)@. In the special case discussed here, surface
convection is absent due to the choice of Pe < 1. In the cited publications, the Péclet
number is of O(§~2) giving rise to charge transport inside the Debye layer region.

4.3 Electromigration of a spherical drop

We now investigate the macroscale problem of a spherical droplet under the influence of
an electric field. The droplet radius is assumed to be % = 1. The outer electric field of
non-dimensional magnitude E, is aligned with the z-coordinate of the Cartesian reference
frame. The latter consists of a set of base vectors {é,, €, €.}. A second base {g,, gy, G, }
belongs to the spherical coordinates r (radial), ¥ (polar angle) and ¢ (azimuthal angle).
The solution to the Laplace equation governing the electric potential

Vip =0, V¢=0, [¢]=0y—0o =0c (4.151)

®Note that this work is based on the original publication by Mori and Young (2018) and that critics
discussed in this work led to the corrigendum (Marthaler et al., [2023).
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where according to Taylor| (1966])

1-R
¢ = _EOOCOSQ9(T+T_22_‘_—R); r>1,

(4.152)

¢ = —Fy cost T+ oq; r<1.

3
2+ R
Here, we use the abbreviation for the Galvani potential as defined in relation

1. 1
g =—=In—. (4.153)
2y
Due to the axisymmetry, the flow problem can be expressed in terms of the streamfunction
ff] that we define as (for the drop domain respectively)

1 -1
Uy = maﬂw, Vy = marw (4154)
The solution to the resulting biharmonic equation
Vi =0, V% =0 (4.155)

is according to Leal (2007)

hE

P (CHTQ_" + Dnr_") Q@ (cosV),

n=1

N

¥ (A" + Br™) @y, (cos ), (4.156)

n=1
Q1(cos) =1 — cos®,
Q2(cos ) = cos ¥ (1 — cos® ) ,

with the eight constants A, B,, C,, D, still to be identified. The pressure can be found
via the momentum equation

_ 1 2 1 . 2 .
87»}7 = 67« (E&H (T Ur)> + maﬁ (Sln ’(969 ?}7») — maﬁ (Sln’& 1)19) s

1 5 (4.157)
19819 (sin Y0y @r) —

Oy (sin19 7719) ,

r2 sin r2 sin

1
M 9,5 =0, (ﬁa’" (7"2vr)> +

and reads
p= Cor™3 +2C1r 2 cos ¥ + 3Cor 3 cos 24,

7 21 4.158
p=M (5,427"2 + 20A; cos ¥ + 7./427"2 cos 219> , ( )

6Note, that there are multiple uses for the letter 1 in this manuscript. In chapter [3|it is used for the
excess potential, while in chpaters [4] and [5] it represents the streamfunction. The capital letter ¥ is used
for the Debye-layer excess potential in this chapter and for the spectral modes of the streamfunction in

chapter @
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The Newton stresses can then be computed as

Opp = —D + 28rvra
Opp = —P+ 2Mar77r>

Ory = 10, (1%9) + l&yvr, (4159)
r r
a9 =M (7’87« (11779> + 1&91—]7«) .
r r
The electric stresses read

1 2 1 2
S 2 1 9
2 ()5 () (4.160)
1

brs = =5 (000) (3:6),
S

D
S
S8

I
[N}
—~

&
-
N—
—~
ASD
S
SN—"

r

We compute the jumps by plugging in the solution for the potential and streamfunction
from equations [£.152] and [4.156] We find for the normal velocity

1
v(r =1) =2(Cy + Dy) cos 9 + 3 (Co + Ds) (1 + 3cos29),

- 1
Uo(r =1) =2 (A; 4 By) cos 9 + 5 (Az + B2) (1 4 3cos20), (4.161)
0=[v,] =

[v —2(A;1 4+ By —C1 —Dy)cos?

1
_§(A2+BQ_C2_D2) (1+3COS2’!9).

We assume that the droplet migrates in z-direction with the velocity vpg,, thus v, (r =
1) = 0,(r = 1) = vy cos ). We conclude that

Umgr = 2 (A1 + B1) =2(Ci + D),

4.162
0:A2+82:CQ+D2. ( )
For the tangential velocity, we find
vg(r =1) =(=Cy + Dy) sin v 4 2Dy sin ¥ cos I,
vg(r =1) =(—4A; — 2B) sinv + (=545 — 3B5) sin ¥ cos I, (4.163)
[vg] = (—Cy + Dy + 4A; + 2B;) sind '
+ (2D5 + 5A, + 3B,) sin ¥ cos ¥.
We know that [vy] is proportional to sin? and thus conclude
1
=—C+D;+4 2B
sl 1+ Dot A+ 2B (4.164)

0 :2D2 + 5./42 + 362
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The jump in the tangential velocity reads in spherical coordinates (cp. equations 4.131))

[vs] = (C - %f) Dy D0y = (C - %E) 3o sin ©). (4.165)

We find for the normal stress that
&r(r = 1) = (—6C, — 12D;) cos ¥ + (—3Cy — 4D5) (1 + 3cos 209)

E(r=1)=M ((—12A1) cos ¥ + (—%MAg + MBQ> (14 3cos 219))

4.166
[[grr]] = (—661 - 122)1 + 12M.A1) cos v ( )

1
+ <—362 — 4D2 + §MA2 — MBQ) (1 + 3COS279) .

We can use the trigonometric relation 1 + 3 cos29 = 2(3cos®9 — 1) to rewrite the last
line of the above jump condition

[&] = (—6C1 — 12Dy + 12M A;) cos ¥

1
+ <—362 — 4Dy + S MA; — M82> 2 (3cos® ¥ — 1)

4.1
=(—6C; — 12Dy + 12M A;) cos ¥ (4.167)

+ (—18Cy — 24Dy + 3M Ay — 6 M By) cos® ¥
+(6Cy + 8Dy — M Ay +2MBy) .

We note that [&.] = [o] — [0-]. We know [o,,] from the effective conditions [4.131]

The electric stress jump is

2
[0.:+] % (;f—(}) (R? cos® ¥ — sin® ¥ — S cos 209)
1/ 3E. )\’ 2 2 2 2
=5\s5m (R cos” 1 — (1 — cos 19) - S (2003 9 — 1)) (4.168)
2
:%(23?_—0;%> (coszﬁ(R2+1—25)+S—1).

The total stress jump from produces
S - 1 9 =
[o] = Foytro) = 260 | € = B¢ =i ) dao) + 2600 (I + SI,) . (4.169)

The flux ji(o) in the above expression is proportional to cos?. Thus, we can split the
expression up into two parts

low] =: [om]1 + [o]2 cos I,
[[Urr]]l = H(O)tr(o) + 2/%%0) (L@ + Sjn) ,

-1
J S -
low]e = =2k 20 (C - EC _Ij> :

cos v

(4.170)
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We can now identify three equations

-1
Jy(0) S -
—661 - 12D1 + 12M./4.1 - [[O'M]]Q - —2/6(0)(:(’;@ (C - EC —IJ> 5
1/3E.\°, ,
—18Cy — 24Dy + 3M Ay — 6M By = <\3rr (R®+1-25), (4.171)

6y + 8Dy — MAy - 208 — o]y — L (2E= ) (s 1)
2 2 2 2 = [0rr]1 o\2 1R .

The last equation determines the pressure difference between the inner and outer phases.
It cannot be used to solve the flow problem as we have not specified the magnitude of
the surface tension tp). However, it must be sufficiently large to avoid the drop from
collapsing. The shear stresses and their jump at the interface are

Ero(r=1) = —=6D; sin ) + (—6Cy — 16D5) sin ¥ cos I,
Ero(r =1) = —6MA; sind + (—16 M Ay — 6M Bsy) sin ) cos 1,

[€6] = (—=6D; + 6M.A,;)sin® + (=6Cy — 16Dy + 16 M Ay 4+ 6M By) sin 9 cos 1.
(4.172)
The total stress from the effective jump conditions reads in spherical coordinates

_ ) S _
[ovs] = 209 [Io + Is] _, =2 (995 0)) (C -3¢ Ij) , (4.173)
which is proportional to sin. The electric stress at the interface reads
3E. \°
O9(r=1)=—-R (Q—i-—R) sin 9 cos 9,
_ E. \?
O9(r =1) = -5 (;_—?{) sin 9 cos ¥, (4.174)

3B \"
[0.6] = (S — R) (Q—i-—R) sin ¥ cos 1.

Plugging the above expressions into the jump condition for the total stress [,.] = [o9] —
[6.9] delivers two equations for the constants

Dyt S -
6D, + 6MA, = 2’9.—”? (g - =C - Ij) ,
sin
) (4.175)
3E
—6Cy — 16Dy + 16 M Ay +6MBy = — (S — R) | ——— | .
2 2+ 2+ 2 ( ) (2 n R)
We know that the flux through the interface and its derivatives are
- 3RE
]7(0) - r¢ - _Rar¢_ 2—|—R COSI?’
. 2(R—1) 3E
1 o 00
o) = TR v, (4.176)
, 3RE, .
&ﬂi(o) = — sin ¥.

2+ R



4.3. ELECTROMIGRATION OF A SPHERICAL DROP 87

We introduce the abbreviation Z; := I;4S1; to find the following system of eight equations
from the above relations [£.162], [4.164] [£.171] and [£.176, The equations for the constants

with index 1 read

A+ By —Ci —D; =0,

-\ 3FE
Ci + D +4A, +2B; (C <>2+R
E - 4.177

2+ R

The equations for the four remaining constants with index 2 are the same as defined by
Taylor| (1966]) and read

Ay + By = Cy + D, = 0,
2D2+5A2+382 :O,

3RE S =

1/ 3B\’
—18Cy — 24Dy +3M Ay — 6M By = 5 (23_’_—]%) (RQ +1-— 25) ) (4.178)

3E. \°
—6Cy — 16Dy + 16 M Ay +6MBy = — (S — R) | ——— | .
2 2 + 2+ 2 ( ) (2 n R)
We note that these are five equations from which one is used to identify the drop defor-
mation and the remaining four to obtain the four unknown constants. We use the first
three equations to find

Az - _62 == CQ == —DQ. (4179)
Plugging this into the last equation (shear stress balance) of the set 4.178 we find
3. \> R-S
_ 4.180
Az (2+R) 10(1 4+ M)’ (4.180)

and thus find the same constants (..)s as|Taylor| (1966). The set of equations delivers
solutions for the constants with index "1". The resulting flow field is depicted in figures
and [£.4. We note that the qualitative flow field is very similar to the experiments
shown by Taylor| (1966)).

Choosing the curvature k) = 2, we find a formulation for the migration velocity of
the drop

2F
(24+3M)(2+ R)
We note, that for small Galvani potentials the integral term in the above formulation is of
size Z; ~ O(¢%). The (-potentials in equation can be rewritten using the definition

of the Galvani potential [4.54 We replace the partition coefficient [, by ¢¢ and expand
the (-potentials in orders of ¢g. Thus, we obtain

Umer = 2 (A1 + By) = ((2R+3M)( — 5S¢ — 2RT;) . (4.181)

_ VSl o1 2
(=- 1+\/ﬁ ¢ +O(d4,), C—1+\/i¢c+0(¢e)- (4.182)
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Figure 4.3: Flow field past a migrating drop with I, = 1.01, [_ = [;'. The direction
of flow is depicted by arrows and the value of the streamfunction by the coloring. Left
column: inertial reference frame. Right column: reference frame moving with the drop.
Upper row: S = 2. Lower row: S = 0.5.
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3
i ;4
W u[ .

Hl N

Figure 4.4: Flow field past a migrating drop with I, = 1.01, I_ = [7', and S = 1. The
direction of flow is depicted by arrows and the value of the streamfunction by the coloring.
Left: inertial reference frame. Right: reference frame moving with the drop.

The migration velocity then reads

(2R +3M) /SI_ + 58
(24 3M)(2+ R)(1++/SI_)

The migration velocity depends on the material parameters S, M, [, as illustrated by
Figure [1.5] We note that the strongest influence originates from the partition coefficients
and the resulting Galvani potential. The sign of the Galvani potential defines the migra-
tion direction of the drop with respect to the electric field. The mismatch of viscosities
and dielectric constants only influences the absolute value of the migration velocity, but
not its direction.

O(¢%,). (4.183)

Umgr = -2 oo¢G

Figure [£.5]is only valid under the simplifying assumption Z; < 1. We assume this to
be valid for small ¢¢, i.e. 2; ~ 1. The exact solution of vy, was computed by numerlcally
solving the integral Z; with Mathematica, as depicted by the circles in Figure

As|Mori and Young| (2018)[] derived a migration velocity for the weak-electrolyte limit
we can compare the two results. We here refer to the original migration velocity from the
cited paper and the velocity given in equation |3.68| of this work where a sign mistake is
corrected. Figure [4.7]illustrates the difference between the two models.

The difference between the corrected result and our result for strong electrolytes origi-
nates from assumptions on the geometry of the Debye layer. The ko-term in relation

"Note that this work is based on the original publication by Mori and Young| (2018) and that critics
discussed in this work led to the corrigendum (Marthaler et al., |2023).
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I-/1+ I-/l+

Figure 4.5: Migration velocity of the drop (blue).  Left: Variation of S €
{0.1,0.6,1.1,1.6,2.1} from light to dark blue values. Right: Variation of M €
{0.1,0.6,1.1,1.6,2.1} from light to dark blue values. The value if the integral Z; is as-
sumed to be small. The Galvani potential is depicted by the dashed curve.

10 ¢
0.5
)
>E » e Exact solution
0.0 . .
b === Approximate solution
0.5} ooy
0.1 0.5 1 5

I-/l+

Figure 4.6: Comparison between the migration velocity for Z; = 0 (blue curve) and the

real migration velocity evaluated at single values for %
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0.6F

0.4
5 0.2f 1 == this model
E L
> 0.0 L .
TN ] — Mori & Young (2018), uncorrected
_0'2; === Mori & Young (2018), corrected
-0.4f
0.2 0.5 1 2 5
I-/1+

Figure 4.7: Comparison between the migration velocity evaluated for the presented model
(blue curve) and the model by Mori and Young (2018) (gray curves, dashed: original
publication, straight line: sign mistake corrected). The parameters are chosen as M = 2.1,
Eo=1,5=21,1, =1, and [_ varies.

does not appear in our model. The influence of this term is non-negligible as illustrated
by the difference between the two models (solid gray and blue curves). The origin of this
term can be explained by the different geometrical approaches used in both models to
derive the curvilinear conservation equations for the Debye-layer problem. When trans-
forming these equations to the respective equations for the inner layer, Mori and Young
(2018)E| fixed the coordinate system to the one on the surface. In contrast, we performed
a series expansion of the metric allowing for higher-order terms to appear (cp. appendix
. These extra terms result distinguish between both models.

Apart from this modeling difference of the geometry, the difference between the strong
and weak electrolyte model lies in the parameter Z;. The model by [Mori and Young| (2018))
includes a similar term. It is important to emphasize that these terms are not identical
as they result from different sets of equations for the O(67!) electric problem. However,
these differences are of the order O(¢%) and have a significantly smaller impact on the
result than the geometrical modeling discussed before.

4.4 Conclusion

We have derived a strong-electrolyte model for droplet migration. Therefore, a large
Péclet number Pe ~ O(6?) and large dimensionless surface tension tr ~ O(6~!) were
considered. The electrokinetics of the thin Debye layer were calculated and effective
boundary conditions derived. The partition coefficients are in general distinct, resulting
in a Galvani potential. The genuine interface was assumed to be permeable to ions, and
so is the apparent interface.

Figure illustrates how the presented study compares to existing electrokinetic ap-

8Note that this work is based on the original publication by Mori and Young (2018) and that critics
discussed in this work led to the corrigendum (Marthaler et al., [2023).
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Modified Saville model
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Figure 4.8: Model hierarchy and phenomenas captured by different electrokinetic ap-
proaches. Blue: Approach followed in this study. Green: Phenomena captured. Yellow:
Phenomena qualitatively or inaccurately captured.
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proaches by [Mori and Young| (2018)f’| and [Schnitzer and Yarivi (2015). The set of equations
with reaction terms that we started our analysis with was called Modified Saville model
by Mori and Young| (2018). All approaches claim to capture droplet electromigration and
can that they can be reduced to the TM model. However, [Schnitzer and Yariv (2015)
can also reduce the results to the TM model in the absence of diffuse layers. A coex-
istence of diffuse Debye clouds near the interface and the TM model — which can not
be excluded in general — is not possible in their model approach. Additionally, they fail
to make quantitative predictions on the migration velocity. They also could not explain
the relation between conductivity ration and adsorption coefficients resulting from their
model. Mori and Young| (2018)) deliver an explanation how interface properties and con-
ductivities relate and derive a weak-electrolyte model that can be reduced to the TM
model sustaining Debye clouds. The predictions on the migration velocity however are
inaccurate. In contrast, the presented study derives a strong-electrolyte model and ex-
plains how its connection to the weak-electrolyte model. Better predictions on droplet
electromigration can be drawn. Additionally, flow phenomena driven by electrochemical
gradients can be explained with this model. We note that this phenomenon only occurs

in systems with D, # D_ and }im c(0) as discussed in section (4.2.10}
Tr-—00

The resulting model depends on gradients of an outer electric field, as well as charge
gradients. The latter play a role in diffusio-osmotic problems with charge sources (e.g.
the interface or with reservoirs far from the interface). However, the discussion of such
problems is shifted to another work. Neglecting diffusio-osmotic effects, we investigated
the influence of an outer electric field, observing both, electrodeformation and electromi-
gration.

The electrodeformation agrees with the findings by [Taylor (1966)) and Mori and Young
(2018)). Deviating results for the electrodeformation can be found for larger Péclet num-
bers. This was discussed e.g. by Ma et al.| (2022)) who also performed a detailed Debye-
layer analysis.

Electromigration could not be observed with earlier models (Melcher & Taylor, 1969;
Saville, 1997)) lacking an analysis of the Debye layer. However, in the weak electrolyte
limit, with equivalent assumptions on 6, Pe, and ¢r, [Mori and Young| (2018)) also investi-
gated the electromigration of a drop with non-equal partition coefficients. The qualitative
results seem identical. [Schnitzer and Yariv| (2015) also predicted particle migration for
the strong electrolyte limit, yet lacking a quantitative prediction, e.g. on the migration
velocity.

Quantitatively, a comparison with Mori and Young (2018) helps to understand dif-
ferences between the weak and strong electrolyte regimes. For small Galvani potentials,
the predicted migration velocities agree. However, for larger Galvani potentials resulting
from a stronger mismatch between the two partition coefficients, the predicted migration
velocities are different. We note that many equations of the inner layer are identical in

9Note that this work is based on the original publication by Mori and Young (2018) and that critics
discussed in this work led to the corrigendum (Marthaler et al., [2023).
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both models, yet the electrical problem at O(67!) is not, resulting in the differences. This
is discussed in more detail in appendix [B] As a result of this work the original publication
by Mori and Young (2018)) was corrected (Marthaler et al., 2023)).

For equal partition coefficients I, = [_, both the weak electrolyte model and the strong
electrolyte model presented in this work, reduce to the TM model. Surface convection
does only appear at higher Péclet numbers that allow for the redistribution of charges
inside the Debye region.

We here discussed particle transport under the influence of an outer electric field. Elec-
tromigration does only appear due to a mismatch between the two partition coefficients.
From [£.131], we can conclude that

while the surface charge is defined as

I/ / / S
4y = S%(o) — O30) = P4(0) (E - 1) : (4.185)

In the absence of net surface charge, for R = S, the particle does still migrate in both
regimes. The exchange of charges between inner and outer phase leads to a positive charge
density on one side and a negative charge density on the other side of the interface. In the
case of zero net charge, both ion clouds sum up to zero. However, the described charge
dislocation effect together with the curved interface is sufficient for electromigration to
arise.



CHAPTER 5

A feasibility study of the electrokinetic actuator
by DNS with a Fourier-Chebyshev spectral code

In a wide range of electrohydrodynamic problems full-electrokinetic effects only appear
within thin diffuse layers (as discussed in chapters [3| and . When exploiting asymptotic
methods, those can be investigated analytically. Yet, when the underlying assumption
0 < 1 breaks down, an analytical treatment is not feasible.

This chapter focuses on experimental settings that are characterized by full-electrokinetic
effects in the bulk and not only in a thin layer near the interface or solid surface. For that
reason, we assume the Debye length to be of the order of the reference length

s— b O(1). (5.1)
Lt
Although the Debye length [f, usually is relatively small, e.g. for a millimolar aqueous
solution of sodium chloride /f; ~ 10 nm, there still exist a range of problems in which
the above assumption is valid. The Debye length is proportional to c;‘qu_l/ 2 and becomes
large for relatively small ion concentrations. At the same time, the reference length of
many experimental settings is beyond the milli- or micrometer scale of the droplet/cell
problems discussed before. There are a range of biological objects like DNA, viruses, and
proteins that are on the sub-micrometer length scale. The latest fabrication methods also
allow manufacturing structures on similar length scales. In accordance with Moore’s law,

today transistor gate lengths can be fabricated that are in the order of 50 nm in size.

The focus of this chapter lies on the understanding of a microscale flow actuator whose
operating point is in the full-electrokinetic regime, i.e. § ~ O(1). The main function of
this technical element is the controlled excitation of fluid flow in a small channel by elec-
trohydrodynamic effects.

Although there exist many previous studies which treat similar applications operat-
ing in the small-Debye-length regime, the understanding of full-electrokinetic behavior

95
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is still limited. A direct numerical simulation can help to understand electrokinetic flow
excitation. In order to reach this goal, a spectral code is developed. For a rectangular
two-dimensional domain, Fourier-collocation and Chebyshev-tau methods are combined.
Pumping velocity and heat generation are computed.

5.1 Problem setup

5.1.1 Geometry

We assume the two-dimensional problem as depicted in Figure [5.1] with a fluid film be-
tween two substrate plates. Inside the substrate, electrodes are arranged in a regular
pattern so that a traveling wave potential can be imposed on the boundaries. The elec-
trode arrangement in the top and bottom plates is symmetrical to the central plane of
the fluid layer. The computational domain only covers the lower half of the fluid film
with symmetry conditions imposed on the central plane, i.e. the upper boundary. The
rectangular domain has the height A* and a single spatial period has the length [7, . The
electrodes are arranged in an equidistant pattern and the electrode distance is used as ref-
erence length [* .. We introduce the cartesian coordinates z* for the longitudinal direction
and y* for the normal direction with respect to the lower wall. The respective orthonor-
mal base {e,, e,, e,} is located in the origin O in the lower left corner of the domain.
Although a three-phase/three-electrode actuator is depicted in Figure , any number of
electrodes larger than three is possible. While a smoother signal can be produced with
more electrodes, an actuator with a smaller number of electrodes is easier to design and
takes less space. As the electrode distance is the limiting parameter in micro-fabrication,
three-phase actuators can take smaller sizes than the respective elements with four or
more electrodes. As actuators are supposed to be lined up in series, periodicity in the
x*-direction is assumed.

5.1.2 Material properties

We further assume that the fluid is an aqueous, binary, and symmetric electrolyte. Thus,
the kinematic viscosity n*, density p*, permittivity €, and heat capacity ¢, of water is
used. The electrolyte is assumed to be strong with a > 1. We refer to the equilibrium
concentration ¢, of a millimolar solution of sodium chloride with valence Z and diffusion
coeflicients D?.. The equilibrium conductivity is computed from the given diffusion coefhi-
cients, viscosity, and the equilibrium concentration. Yet, the conductivity is not uniform
in the whole domain as ions are supposed to accumulate at the walls, thus resulting in a
locally higher conductivity. The basic set of parameters is given in table [5.1}
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electrode I (0°) electrode II (120°)  electrode III (240°)

! [per 4
5 : E
: < lref > :

I .l."'l.l.l"'.l..!Isz-nslnilie}i};}'l!n.ﬂe.“--HJMIHIJ"I.LI'H-LI'IIJ.‘.— 2h*

' ;
€y . . ]
computationhl domain E

Y.
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substrate

Figure 5.1: Schematic overview on the two-dimensional microfluidic actuator consisting
of a fluid film between two plates of substrate. Individually controllable electrodes are
arranged inside the substrate in a regular repeating pattern. Exemplatory, a three-phase
actuator is depicted here. Higher numbers n of electrodes with a phase shift of % are
possible.
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fluid property symbol unit definition value comments
density p* kg m~—? — 10°
dynamic viscosity n* Pas - 1073
relative permittivity € - - 80
heat capacity c Jkg ' K1 — 4.2 -103
reference ion concentration Chon m 3 - 10?2 107° mol [ !
diffusion coefficients D* m? s ! ~ 1079
valences Z - — 1
reference parameter symbol unit definition value comments
length scale/electrode dist. rof m - 150 - 1077
time scale A s . 0.5-107* | v*=2kHz
velocity scale vk, m s~ I v 0.075-1073
pressure scale Dret Pa N 0.5
intrinsic el. frequency Vi Hz % 0.4-10°
Debye length b m % 88-107
0%~equ

dimensionless parameter | symbol unit definition value comments
Schmidt number Sc — pf’;* 103

*1k 2. %
Reynolds number Re - Ll 1075

* 2 %
Peclet number Pe - lre{)f 0.05
Hartmann number Ha — ;:fl 31

ff

dimensionless Debye length J - ll,tD 0.6 ~ O(1)

Table 5.1: Material properties, reference parameters,

problem.

and dimensionless numbers of the
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5.1.3 Excitation

On the lower boundary we assume the electric potential to be given a traveling wave as

(-potential
¢* =y sin (27r ( ;f - y*t*)) (5.2)
per

where (., is the amplitude and v* the frequency. The phase shift is assumed to be
zero. Note, there are cases where the excitation on the lower and upper electrodes are not
synchronized, either unintentionally or intentionally, e.g. for driving a mixing mechanism.

5.1.4 Governing equations

The PDEs governing this problem are very similar to those discussed in chapters 3| and
, i.e. the Poisson-Nernst-Planck (PNP) system coupled with the Stokes equations for
low-Reynolds-number flow. However, there are two essential differences to the systems
discussed so far, the geometry and the boundary conditions.

As discussed in section [5.1.1] the geometry of the actuator problem is rectangular.
Thus, a number of simplifications apply to the equations. In particular, the stress-
divergence form of the electric term in the Maxwell equation can be replaced by the
Coulomb force as product of charge density and electric field

- —

VAR AL VAN (5.3)

Additionally, all curvature terms vanish in the rectangular geometry, i.e. kK = 0. We can
thus write the governing equations as

0=V*7
3 3 . (5.4)
Oy ==V (Tt - DV F e Vo)

assuming equal diffusivities D* and mobilities p* for the ions. Due to the low Reynolds
number, flow convection is neglected. Yet, we keep the transient term in order to track
effects that may become relevant at high excitation frequencies. At the lower boundary
for y* = 0, we assume that the electric potential is equal to the (-potential given by
relation 5.2l The wall is further assumed to be impermeable to the fluid and electrical
currents, and friction is sufficiently high that the no-slip condition holds

7 =0,
¢" =", (5:5)
—D*0,c} F pcLo,¢" = 0.



100 CHAPTER 5. ELECTROKINETIC DNS

At the upper boundary for y* = h*, we assume the symmetry conditions

vt =0,
vy =0,
be - Y
d,cy = 0.

5.1.5 Dimensionless form

Employing the scaling presented in table [5.1], the set of equations [5.4] can be converted to
a dimensionless form, and then reads

Re 8,0 = —Vp + V27 — Ha gV ¢,

=

0=V-7,
B B . (5.7)
Pe O,c = -V - (Pe Uex —Vexr F Civ¢) ;
0= 0°V?¢p +q.

Analogously, we find from equations the dimensionless boundary conditions at the
wall y =0

7=0,
¢ =, (5.8)
8yci + ciﬁy(b = 0,
and from equations at the mid-channel position y = h = l}i*
ref
Oyv, = 0,
vy, =0,
5.9
By = 0, (5.9)
6yC:|: =0.

The excitation function which is used as wall-boundary condition for the potential
reads in dimensionless form

x
¢ = Camnp Sin1 (zw (5 - t)) . (5.10)
We note that the electrode distance is used as reference length I7.;. Thus, for a three-phase
actuator, the actuator length in x-direction is lyer = llﬁer = 3. The excitation amplitude
ref
_ Samp

amp = ~+= is scaled with the thermal potential.
th

5.1.6 Streamfunction formulation

Incompressible fluid flow is solenoidal, i.e. divergence-free (compare relation . Ac-
cording to the Poincaré lemma (Lee, [2018), on the whole domain a vector potential of ¢/
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exists that is continuous and differentiable. As the problem is two-dimensional, this vector
potential is a scalar. We introduce the streamfunction v in accordance with Batchelor
(2010)) and |Lamb| (1975), defined as

L 0 Oy Uy
Vxy=Vx|0|=[-0y]=|v,]| =0 (5.11)
(0 0 0

(5.12)

Applying the rotation to the momentum equation in and using the properties we
find

Re 8,V = V4 + Ha V x (Ngb) . (5.13)

The pressure term vanishes from the equation due to the fact that the rotation of the gra-
dient of a scalar is zero. However, the rotation of the Coulomb force term V x (qﬁqﬁ) does
not vanish in general, while the same term without the charge density does V x (ﬁ(b) = 0.
The volume flow rate between two streamlines is constant. Additionally, there is no
flow across a streamline. The volume flow rate between two streamlines v; and 5 can
be computed as ¥ — 11. For that reason, the wall represents the zero-streamline where

1 = 0. Choosing a different value for this streamline changes the values of all other
streamlines by a constant value. Volume flow and velocities stay unchanged.

Introducing the streamfunction, the set of equations[5.7] reads

Re 8,V%) = Vi + Ha V x (q%)
Pe Oicy = v (Pe UCy — ﬁci F Ciﬁcﬁ) , (5.14)
0 =0°V?¢ +q.
The biharmonic operator is a differential operator of fourth order and for the two-
dimensional case defined as V4 = V2V? = 0,00 + Oyyyy T 2 Opgyy. The mass conservation

equation is used in the definition of the streamfunction and is thus not necessary in order
to solve the problem. The wall boundary conditions now read

=0,
ay¢:07
5.15
¢ =, (5.15)

Oycx F cx0y¢ = 0.
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Analogously, the mid-channel boundary conditions are adapted to the streamfunction
formulation and read

¢ = wtfra
Oy =0,
5.16
96— 0, (5.16)
8yC:|: = O,

with the total flow rate iyn = ¥(y = h) — ¥(y = 0) not yet defined. In some cases the
flow rate is given, e.g. when a pump with a known flow rate is mounted to the channel.
However, in our case the flow rate is a parameter of interest and thus has to be computed.
To reach this goal, one equation of the form

Re 8,7 = —Vp 4 V27 — Ha ¢V (5.17)

has to be solved. As this solution is to be computed in spectral space, only one mode (a
one-dimensional equation) needs to be computed using a given mean pressure gradient.
This will be discussed in detail in section [5.3.6l

5.1.7 Initial conditions

When turning on the actuator / the actuator electrodes, dilute charges in the electrolyte
travel towards the wall forming charge clouds. The Gouy-Chapman solution discussed in
section describes the resulting static charge distribution. Thus, we use the Gouy-
Chapman solution as initial condition. The simulation time starts when the traveling
wave starts moving.

5.2 The Fourier-Chebyshev spectral method

5.2.1 Collocation methods as a special form of weighted residual
methods

The numerical approximation methods used in this chapter are a special form of colloca-
tion methods which are a special form of the weighted residual methods. Initial boundary
value problems (IBVPs) often cannot be solved analytically. If this is the case, numerical
methods like the weighted residual methods (WRM) or the Ritz method can be used to
find an approximate solution.

Here, we apply on the weighted residual methods. For a general boundary value
problem

Alu) =10 in the domain €,

(5.18)
B(u) =ur  at the boundary I'

where u(z) is the parameter of interest, the spatial variable z € 2 and A is a general
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differential operator. The WRM utilizes the so-called trial solution

N
u, = Up(z) + Z Unn(x),
i=1

with  B(Up) = ur, B(y,) =0 at the boundary,

(5.19)

where Uy, U, are the unknown coefficients and () is a set of known functions, usually
referred to as trial functions. The residual error is obtained as

A(uy,) —b. (5.20)

We remarked above that the WRM is used in cases where an analytical solution cannot
be found. Thus, we cannot demand the residual to globally vanish. However, in some
cases an approximate solution can be found demanding the weighted residual to vanish

/Qw(x) (A(up,) — b) da. (5.21)

Different types of WRM utilize different weight functions, particularly sets of linearly
independent functions {Ai(z)},_; 5. One example of a WRM is the Galerkin method
which uses the trial functions \; = ;.

Particularly important for this work are collocation methods demanding the resid-
ual at selected points x; to vanish. Thus, the Dirac delta distribution for each of these
collocation points \; = d(z — x;) are used as weights. In contrast to finite difference
or finite volume methods which are more common in fluid mechanics, collocation meth-
ods stand out with their high accuracy. Already with a small number of grid points,
e.g. which we also refer to as collocation points ~ 32, the numerical error can be in the
order of machine precision. This is illustrated by a validation example in the next section.

Typical trial functions for collocation methods are orthogonal systems of polynomials.
Fourier and Chebyshev polynomials are most commonly used on periodic or bounded
domains respectively. Other examples for orthogonal systems of polynomials include
Legendre polynomials, which are also used on bounded domains, as well as Laguerre
polynomials for semi-infinite domains (Canutol, [1988)). In this work, a combined spectral
approach of a Fourier method for the periodic direction of the problem and a Chebyshev
method for the bounded direction is utilized.

5.2.2 The non-interpolating spectral approach

The structure of the computational domain depicted in Figure [5.1] suggests the use of
periodic Fourier modes in combination with Chebyshev modes for the finite direction.
In the context of spectral methods, we will follow the terminology of Boyd| (2000). With
spectral methods, the solution of an equation can be computed in the spectral space, using
the simpler spectral differentiation operators. At the same time, transformations between
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physical parameters and their spectral modes are necessary. This is the approach used in
this work which we will refer to as "non-interpolating" in accordance with Boyd (2000).
Alternatively, "pseudospectral" or "interpolating" methods work without the necessity
of such transformations, calculating derivatives in the physical space. For most applica-
tions, the simplicity and higher efficiency of pseudospectral methods outweigh the just
slightly higher accuracy of the non-interpolating class of methods. However, the Gibb’s
phenomenon usually appears when using pseudospectral methods that necessitates the
use of filters. In order to maintain the high accuracy of spectral methods, the actuator
problem described above was solved with a non-interpolating method.

We introduce the rules of transformation, differentiation, and convolution for the com-
bined Fourier-Chebyshev method following the descriptions in [Peyret| (2002)). Thereafter,
we apply those tools to the set of governing equations to find their spectral equivalent
form. The equations are solved in spectral space and not transformed back, except for
two cases. Those are, convolutions which can be computed faster in physical than spectral
space, and additionally at time instances when we are interested in the physical values.
Reducing this number, for example to only one point in time at which the result became
stationary, can drastically speed up the respective computation.

This section delivers a detailed description of the algorithm. The crucial elements
are the time integration method for the 4th-order flow problem, the coupling of charge
transport and potential equations with Gummel’s iteration, and the handling of the non-
linear charge boundary condition with the influence matrix method. Prior to discussing
these techniques, we focus on the grid, the spectral equivalent form of the set of governing
equations, and the Lanczos method (Lanczos, |1964) for the boundary conditions.

5.2.3 Transformations and grid

The solutions for each parameter a € {1, cy, ¢} are sought in the form of a truncated

Fourier series
Nz

a; = 22: Ay exp (ikz;) = To * {a;} (5.22)

=Nz
2
in the periodic z-direction, and in the form of a Chebyshev series

Ny—1

a; =Y ATi(y;) = 75" {as} (5.23)

in the y-direction. The shown 1D-transformations between physical space (small pa-
rameters) and spectral space (capital parameters) are denoted by Tg and 7¢, their 2D-
combination is

Aw =T H{aij} = Te {Tc{ay}} = Te {Tr {ai;} }, (5.24)

with a;; = a(x;,y;). In the code, both transformations are performed based on the FFT
to reach acceptable performance. The application of the FFT for Chebyshev polynomials
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requires minor pre- and post-processing which is implemented following Canuto (1988)).
The mesh in the periodic direction is aequidistant with N, grid points, while in the wall-
normal direction, we use the mesh

h
vi=g (yarL; + 1) (5.25)

which is adapted from the Gauss-Lobatto points
mJ
N, —1

YGr,j = COS (5.26)

by stretching. Thus, the wall-normal grid with N, grid points covers the interval [0, A,
while the interval of the z-direction is [0, 3].

5.2.4 Spectral operators

Differentiation In order to solve the equations in spectral space, we need differential
and convolution operators. While the differentiation of Fourier modes is the multiplication
with ik, the regarding operator for Chebyshev modes is more derived from the recursion
formula as discussed e.g. by |Canuto| (1988]) and [Peyret| (2002). We denote the operators for
differentiation of Fourier modes and Chebyshev modes with Dy and D¢. Their definitions
can be found, e.g. in Canuto (1988). The differentiation of Fourier modes is performed
by multiplication of each mode with the imaginary unit and the respective wavenumber

o
Digom =4 " (5.27)
’ 0, k#m

The Chebyshev differentiation operator is defined by the recursion formula that can be
given on p.68 in (Canuto| (1988). For the second order derivative, an analogous formula is
given on p.69. The resulting differentiation matrix is a band matrix whose lower half is
zero, as well as the main diagonal and every second of the upper diagonals. For N, = 5,
the derivation matrix is given by

D¢ = 6 0. (5.28)

Higher derivative operators can be obtained as a matrix product of these basic operators,
e.g. for the Fourier operator (and analogously for the Chebyshev operator)
Di =DgDg...Dg. (5.29)
—_———
n times

They can be combined to the spectral gradient operator in dimensionless form v/ defined
as

- T
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and the spectral Laplacian v/ which is defined as
V/QAM = D%‘Akl -+ AMD%T. (531)

The Fourier differential operators are applied as left-hand-side multiplications and the
Chebyshev operators as right-handed multiplications. The reason for that is the struc-
ture of the arrays where the information for the xz-direction is stored in the columns and
the information for the y-direction in the rows. The operators include the matrix products
D2 = DDy and DET = (DeDe) '

Spectral convolution The nonlinear terms in the PDEs include products of param-
eters. In spectral space, these terms are calculated as convolutions. The convolution,
denoted by *, is performed using three FFT-based transformations

Ay *x By =T {T_l {Akl} ® 71! {Bkl}} , (532)

which is remarkably faster than the convolution procedure in spectral spaceE] (logarithmic
complexity versus quadratic complexity). Additionally, the back-transformation followed
by a multiplication is very intuitive and does not necessitate the Cauchy product of two
series. The Hadamard operator ® in relation denotes the element-wise multiplication
of two matrices with a matrix of same shape as result.

5.2.5 The Lanczos method for the implementation of boundary
conditions

We transform the governing equations to spectral space and bring them in the form of
the Helmholtz equation

VA Ap — My = By, (5.33)

where A denotes a scalar operator. Alternatively, the Helmholtz operator H is used in the
short form of the above equation

= B’;l’ (5.34)

H=wv"— N\
The right-hand-side B;; includes all constant and nonlinear terms of the equations. As
equation is a second order differential equation, we need two boundary conditions
in wall-normal direction to solve the problem. For that reason, the last two rows of the
Helmholtz operator H and the right-hand-side B;; are replaced by the boundary condi-
tions in accordance to the Lanzcos scheme (Lanczos| 1964).

!The convolution algorithm in spectral space can be found in |Canuto| (1988)), |Canuto| (2006), and
Peyret| (2002)
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Linear boundary conditions The Robin boundary condition at the lower boundary

y = —1 and the upper boundary y = 1 of a one-dimensional problem on the domain
[_17 1]

mo,—1 a(—l) + my— CI/(—l) = d_l

mo,+1 &(1) + mi +1 a'(l) = d+1

with the scalar prefactors mg 1 and m; 4 can be transferred to the spectral space

(5.35)

Ny—1
Z (—1)l (m07,1 — mL,l 12) Al = d,1
1=0
Ny1 (5.36)
Z (mo,+1 + My 41 52) Ap=dy.
1=0
For a one-dimensional problem discretized with 5 grid points, equation reads
Hoo Hor Hoz Hos Hoa Ag By
Hio Hu Hiz Hiz Hu Ay By
Hoo Hor Hoo Haz Hou Ay | = | B2 |- (5.37)
—A As B3
- A4 B4

For instance, one Dirichlet boundary condition and one Neumann boundary condition,
ie. my_1,mp 41 =0 and my_1,m; 41 = 1 can be applied following relation so that
we find

Hoo Hor Hoz Hos Hos Ay By

Hio Huw Hiz Hiz Hu Ay By

Hog Hor Hoo Hoz Hou Ayl = Ba |. (5.38)
1 1 1 1 1 As d_q
O -1 4 -9 16 Ay dyq

We denote the matrix operators which are adapted to the boundary conditions with a
bar, so that we find for a two-dimensional problem

This problem can be solved by computing the inverse of the matrix H to find
Ap = H 'By. (5.40)

In many cases, the matrix H and thus also ™! stays constant for all time steps. It is
then efficient to compute the inverse as a pre-processing step and to only compute the
matrix product H !By, at each time step.

We will use the operators
bc_ {Akzl} = D_’k and bC+ {Akl} = D_;,_’k (541)

to describe that the spectral expression Ay, is to be evaluated at the lower and higher
boundary respectively. If Ay does not take the form [5.35] a more sophisticated solution
procedure needs to be applied, as discussed in section [5.3.4]
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5.3 Construction of a solver in Python

5.3.1 General comments

The solution of the system [5.14] .15 and with the Fourier-Chebyshev spectral
method introduced in section is challenging for a number of reasons. The electric
problem does not converge with traditional iteration methods, like Jacobi, Gauss-Seidel,
relaxation or gradient methods. From the field of computational semiconductor research,
an iteration method designed by Gummel (1964)) was adapted to solve this problem. In
solids, double layers are observed that can be described in a very similar way to the electric
double layers in fluid electrolytes. The nonlinear boundary conditions at the wall
are accounted for with the influence matrix method, as discussed by Peyret| (2002)). Time-
integration of the fourth-order PDE in is not possible with the traditional methods
suggested in the seminal summaries on spectral methods by [Boyd (2000)); |(Canutol (1988);
Peyret| (2002). Yet, a solution technique originally suggested by [Ying| (2005)) and Ying
et al. (2008) for the modeling of cardiac dynamics was successfully used to solve this
equation. This method is called two-stage composite backward differentiation formula of
second order and is abbreviated with C-BDF2.

The combined solution algorithm is illustrated in Figure A detailed discussion of
its important parts is delivered in the following sections. In order to give more insight into
the implementation, a UML diagram is attached in the appendix. The time is discretized
as

t"=nAt with n=0,1,2,...N; — 1. (5.42)

For the discretization of the physical space, a combination of equidistant points x; and
Gauss-Lobatto points y; is used. As discussed in section the respective spectral
modes are denoted by k£ and [. At time " we have for a general parameter

al, =T "{A}}  physical parameter, (5.43)
Ay =T {a?j} spectral parameter. '

In case of an iterative scheme like Gummel’s iteration, one more superscript can appear,
indicating the iteration step m.

5.3.2 Spectral module containing the basic operations

The basic operations of the Fourier-Chebyshev spectral method are implemented in a
self-designed spectral module which is illustrated by the UML diagram [5.3] These are
mainly the operations discussed in section [5.2]

The basic Fourier- and Chebyshev spectral methods work best on their "natural"
grids, the equidistant grid on = € [0,27] and the Gauss-Lobatto points on y € [—1,1].
Besides the meshing operations, all differentiation and transformation operations need a
pre-processing step for domains that are different from those natural grid sizes, which is
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Figure 5.2: Python solver for the EHD-flow actuator. The time integration is split into
the solution of the electric problem (using Gummel’s iteration and the influence matrix
method) and the flow problem using the C-BDF2 scheme. All other steps of the algorithm
are pre- and post-processing
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implemented in the module.

The transformations between spectral and physical space are the most expensive parts
of a spectral solver. In order to reduce the runtime complexity, a fast Fourier transforma-
tion (FFT) is used instead of the discrete Fourier transformation (DFT). These methods
have a runtime complexity of Oppr(n?) and Oppr(nlogn). For the simulations, typi-
cally a grid size of N, = 32 and N, = 40 points was used. In that case, the FFT-based
algorithm is by 2 orders faster that the DFT. For more collocation points, the advantage
of the FFT becomes even larger.

The transformation of Chebyshev modes can also be performed using the FFT. There-
fore, the necessary pre- and post-processing routines as described by (Canuto| (1988) were
used. The additional cost of these extra-computations is outweighed by the faster FFT.

5.3.3 Discretization of the PNP system

As illustrated in the algorithm overview [5.2] the Poisson-Nernst-Planck (PNP) system is
solved separately from the flow equation. For that reason we focus on the charge transport
and Poisson equation [5.14, We introduce the spatial discretization at the collocation
points as discussed in section In the Helmholtz form (cp. relations , , the

PNP system reads
Pe 8tczl:,ij — V2C:|:,ij = nl:ﬁ:,ijv

52V2¢z‘j +¢qi; =0,
where we have summarized the nonlinear terms (the convective and electrophoretic fluxes)
as

(5.44)

nly = v (Pe Uij © C+,ij F Cr,ij O 6@7)
) ) ) (5.45)
= —Pe ﬁij . Vciﬂ-j +V. (Cj;ij © V¢Zj> .

The ®-operator denotes element-wise products (compare the convolution procedure.
In the case of a multiplication between a scalar and a vector, the element-wise multipli-
cation is applied between the scalar and each vector-element. By applying the transfor-
mation we obtain the equivalent equations in spectral space

Pe atCin — V/zci,kl = NLkla

5.46
82 0 + Q= 0. ( )
The product operators transform to convolutions in spectral space and we get
NLi = V_} (—Pe Vkl * C:I:,kl + Oj;kl * <§/¢kl>> . (547)
Introducing the time discretization the system reads
Pe n n— n

PO + Q= 0.



5.3. CONSTRUCTION OF A SOLVER IN PYTHON 111

object SPEC_MODULE.GRIDS
_ class__(self: _T): > GRIDS.D1:
_ class__(self, __type: Type[object]): GRIDS.D2:
__init__(self): GRIDS.D3:
__new__(cls: Type[_T]):
__setattr__(self, name: str, value: Any): SPEC_MODULE.TRANS
__eq__(self, o: object): TRANS.D1:
__ne__(self, o: object): TRANS.D2:
—str_(seli): TRANS.D3:
__repr__(self):
—hash_(self): SPEC_MODULE.DIFF
_ format__(self, format_spec: str): —
__getattribute__(self, name: str): NM————————p(DIFF.D1:
__delattr__(self, name: str): DIFF.D2:
__sizeof _(self): DIFF.D3:
__reduce__(self):
__reduce_ex__(self, protocol: Supportsind| SPEC_MODULE.CONVO

__reduce_ex__(self, protocol: int):

. NM——————p{CONVO.D1:
__dir__(self): CONVO.D2:
__init_subclass__(cls): CONVO.D3:

SPEC_MODULE.BOUNDS

bounds1D(N, yspan=2.0):
bounds2D(Nx, Ny, bound):
bounds2Dx(Nx, Ny, bound):
bounds3D(Nx, Ny, Nz, bound):

SPEC_MODULE.FILT

typing.Hashable M BFITD:

__hash__(self): FILT.D2:
FILT.D3:

SPEC_MODULE.FFUN

P Cosine(X, n, k=0):
Sine(X, n, k=0):
dft(y):

SPEC_MODULE.CFUN

N P Chebfun1D(x, n, k=0):
Chebfun2D(X, n, k=0):
Chebfun3D(X, n, k=0):

Figure 5.3: UML diagram of the spectral module, containing classes for meshing (grids),
transformations between physical and spectral space, differentiation in spectral space,
convolutions, boundary conditions, and filters. Additionally, classes delivering the Fourier
and Chebyshev functions can be found in this module. The sub-classes named "D1",
"D2" "D3" conatin the respective methods for one- two- and three-dimensional problems.
Different combinations of Fourier("F")- and Chebyshev("C")-methods are possible. In
1D: F,C; in 2D: FF, FC, CC; in 3D: FFF, FFC, FCC, CCC.
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We have here applied an Euler-backwards scheme with a constant time step using the
formulation

Clu= (ngj,j +ACY,, with Cf = Cyp (nAt). (5.49)

As the system is fully coupled, its solution necessitates an iterative procedure. This
approach is discussed in section after introducing the influence matrix method for
the handling of the nonlinear boundary conditions. For each iteration step m, the system

548 can be written as
HeACTY =vPC ) + NLY, (5.50)
52v/2q)zl,m + QZim — O,

where we have introduced the Helmholtz matrix He = % — /2. We note that the charge
transport equations are solved first and their solution is utilized for the computation of
the electric potential.

5.3.4 The no-flux boundary conditions and influence matrix method

The system cannot be solved without the boundary conditions and [5.16] The
latter two wall conditions of for ¢4+ and ¢ read in spectral form

Te {G} = be_ {Pu},

5.51
0= bc_ {—Cikﬂ)g FCOpp* (@kchT:)} ) ( )

where we have used the boundary condition operator defined in [5.41l The symmetry
conditions at the upper boundary are

0=becy {PuDS},

5.52
0= bC_|_ {C:I:,klpg} . ( )

We note that the no-flux condition in [(B.51] does not have the linear form of the Robin
boundary condition [5.35, but is nonlinear. For that reason, the Lanczos technique pre-
sented in section fails. The solution of the system together with the boundary
conditions [5.51] [5.52] is found using the influence matrix method as suggested by [Peyret
(2002).

The influence matrix method is based on the assumption that the solution of the
problem can be composed as linear superposition. For that purpose, N, time-independent
solutions of the homogeneous problem are computed before the time integration and one
time-dependent solution with homogeneous boundary conditions is computed at each
time-step. The N, + 1 solutions are superposed to fulfill the nonlinear condition.

Homogeneous problem with inhomogeneous b.c. The respective homogeneous
problem which belongs to [5.50| reads

HCAOj;k[ = N, (5.53)
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where N' € CN+*Nv denotes the zero matrix. This equation is not dependent on the time
t" and can thus be solved in the pre-processing step before starting the time integration.
For a nonlinear boundary with N, boundary points, the problem [5.53|is solved N, times.
In each of the solutions denoted by ACD’;M all values at the boundary vanish besides at
the r-th boundary point. The systems to solve are

HoACT =N, with r=0,1,..., N, — 1,
07 T%/Iﬂ

1, r=jq,

be. {Aé;klpg } ~0.

Here, the operators H¢o and N include the linear boundary conditions specified in m
following the Lanczos method presented in section [5.2.5] As an alternative to setting one
boundary value to unity, one mode per solution can also be set to unity. The respective
condition is

be_ {Aé;kl} - (5.55)

As long as the resulting solutions are linearly independent, any set of boundary values
can be used. In some cases, using[5.55|instead of is cheaper due to the Fourier trans-
formation used in the latter.

Inhomogeneous problem with homogeneous b.c. In order to take the nonlinear
terms of into account, the nonlinear problem with homogeneous boundary conditions

~ nm—1

H_GACSEZZ - VQCMYZE’& —NLL
be_ {AC";,M} —0 (5.56)
bC+ {Aé;,klpg} =0

is solved at each time step n and each iteration step m. We denote the solution to this
problem with ACY'77. Again, the overline represents the implementation of the linear
boundary conditions stated in with the Lanczos method.

Superposition Finally, we assume that the solution to the nonlinear problem can be
represented as linear superposition of the form

’ - _1 kl
Oy = CIgt + ACT, -
ACEZ = AC;:’,Z + \P"™TACT
with the unknown parameters A}7"™". We drop the index m as the computation has to be
performed at each iteration step. Also, we drop k£ and [ to obtain the values at each time
step
T =Cr 4 ACT

L (5.58)
= 7L+ ACT + NVTACT.
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We can now plug this result into the no-flux condition to obtain

0= be_ {— (ngl +ACT + )\TAC“;) D F (Ci’l +ACT + X;?Aé;) . (cpnpg)} .
(5.59)
The only unknown in this equation is A" € CV= which can be computed from the matrix
equation

Ar (Aé;, <1>”) AL = B (01—1, ACT, c1>”) , (5.60)

where A" € CNe*Ne ig g regular matrix and B® € C+ a vector. As A" not only depends
on the time-independent ACY, but also on ¢", it has to be set up and inverted at each
time step.

Concluding remarks The influence matrix method is based on the assumption that a
linear decomposition of the solution is possible. Thus, it is expected to fail for strongly
nonlinear problems. Although this reduces the range of possible conditions under which
the Python code is applicable, practical use has proven that the code successfully delivers
results for most of the relevant experimental settings.

5.3.5 Equation coupling with Gummel’s iteration

As mentioned in section [5.3.3] the equations are coupled and strongly nonlinear.
The developed code takes this into account by using an iterative procedure. The pro-
cedure is adapted from a technique first published by Gummel (1964). However, it was
developed for the numerical computation of electric double layers in semiconductors. For
known charge concentrations, fluid double layers are mainly characterized by their thick-
ness and the outer applied potential. Double layers in semiconductors additionally depend
on quasi-Fermi potentials of holes and electrons, as well as ionized impurity scattering.
Thus, their fluid equivalent appears to be more simple, assuming that convective charge
transport does not have too strong an influence on the system.

Algorithm Although we have already derived the Poisson equation in spectral form, it
is helpful to start with the physical formulation at time step n and iteration step m

0 = §2V2p™™ + g™, (5.61)
We use the decomposition introduced in section |5.3.4],

oy = 6y AT
n,m __ nm—1 A™ n,m (562>

Ciij = Cxij T2 Caip
with the operator A™ denoting the difference to the previous iteration step, in contrast
to A = A", which is used to denote the difference to the previous time step n — 1. We

further assume the validity of the Gouy-Chapman solution (cp. section [2.2.4)

i = exp (Fo™) - (5.63)
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Plugging this into the Poisson equation [5.61], we obtain

0= PV (6 A 4 e (<6 = A — e (o AT
(5.64)
Assuming that the change of the electric potential per iteration step Amqﬁzm is small, the
series representation of the Euler function can be used to obtain

272 n,m—1 m n,m n,m—1 m n,m n,m—1 m n,m
0=06"V* (" + A"G™) +exp (=g ) (1= A"G5™) —exp (¢ ) (1+ A7)
(5.65)
which can also be written in terms of the charge density q?j’m_l and dimensionless con-
.. n.m—1 . . .
ductivity ¢;; at the previous iteration step

0=0"V2 (g™ + A™l™) + ¢ — (A™e™) ™ (5.66)

ij ij
which can be rewritten as

(Am¢Z’m> Cﬂjm—l _ ZE2V2 (Am¢z,m) _ q;zj,m—l + 52v2 (¢7}jm—1> ) (567)

i v}

Finally, we transform this equation to spectral space. The system to solve then reads

Ha AT O™ = Q" + 0297 (B,
be {5} = T {G:} (5.68)
be, {@}DE} =0

with the system matrix He = C’Zl’m_l — 6%v/? and the linear boundary conditions.

Integration into the code When computing the solution at the time step n, the
Poisson equation is solved first, delivering the potential for the first iteration step ®;™.
Afterwards, the charge transport equations are solved using the influence matrix method
presented in section m The loop is interrupted if the change variables A™®)"™ and
Am(]l’z are smaller than a certain threshold value, which we denote with @wqummel. In
the practical use of the code, values @Wqumme € [10_8, 10_5] are an acceptable trade-off
between speed and accuracy.

5.3.6 Solution of the streamfunction equation

The solution to the flow problem is obtained after having solved the PNP problem. Both
problems are coupled via the Coulomb-force term in the streamfunction equation and the
convective term in the charge-transport equations. The set of equations for the stream-

function [5.14] [5.15], 5.16] reads in spectral form

Re 0,0, = VU — v/ x Fy,
be_ {¥y} =0,
be_ {¥wDg} =0, (5.69)
be, {‘I’kl} =Tr {¢tfr} )

T
bC+ {\I/kﬂ)(g) } = O,
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where the spectral Coulomb force is abbreviated as ﬁkl = —Ha Qy * V/®i. As the upper
boundary is assumed impermeable, the total flow rate ¢ is not a function of z;, but
a constant. Thus, the transformed vector Tg {1}, only has one entry, the constant
mode. In order to determine this mode, the solution of one more equation is necessary, as
specified in the next paragraph. After that, we discuss the time-integration scheme that
is used to solve the spectral PDE in [5.69]

Determination of the non-zero flow rate The actuator in Figure is not a closed
system. For that reason, the rate of flow entering the system can vary over time. As the
problem is periodic, the amount of in- and outflow are identical. In fact, one of the goals
of this study is to determine how much flow can be transported by the actuator. The
total flow rate 5 is used to describe the amount of flow and has the unit [¢7;,] = m{ In
order to obtain the volume flow, multiplication with the constant channel depth [} . is
necessary.

The parameter g can be determined from the zeroth mode of the x-velocity only, as
suggested by [Peyret| (2002). Thus, we consider the z-direction of equation in spectral
form

Re 0;Vo = —Dr Py + V/QVde + Fyh (5.70)

All modes k # 0 are periodic in z-direction and do thus not contribute to the flow rate.
For that reason we can focus on the equation for £k =0

Re 0,Vy01 = W Voo + Feor, (5.71)

where we have plugged in the assumption DgFy = 0, i.e. that no outer pressure gradient
is applied. By introducing the time discretization with the Euler implicit scheme, the
Helmholtz-type equation

R
<A—i — V/2> v =PV + o, (5.72)

is obtained. The respective linear boundary conditions are the no-slip condition at the
lower boundary and the symmetry condition at the upper boundary

be_ VI, =0,
{ ﬁj”} (5.73)
bey {DcV]y} =0.
Finally, we compute the total flow rate in accordance with Peyret| (2002) as
Ny—1
hofto A~ 2 .
Uiy = 5/_1 z,0l dy = D) ; mvx,oz- (5.74)

[ even

As a result, the system and the time integration can be performed.
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Figure 5.4: Stability region of the C-BDF2 scheme (orange; used for the streamfunction
eq.) in comparison to the stability region of the Euler implicit scheme (blue; used for the
charge transport equations). For Re(z) < 0, both methods are stable.

The C-BDF2 scheme The streamfunction equation is of fourth order and does
not take the Helmholtz form due to the the temporal-spatial operator 9,7/ and the
biharmonic operator.

The stability of explicit time-integration schemes is limited by the smallest distance
between two grid points. Due to the Gauss-Lobatto distribution, very small distances
can appear near the boundaries of the discretized domain. As an example, we choose
the domain height h = 1 and the amount of grid points N, = 32 into the grid-point
distribution Then the distance between the boundary point and the first inner point
is AZpingz = 2.5+ 1073, For 64 grid points, this distance reduces to Azyines = 6 - 1074
In explicit schemes, the maximum size of the time step Atf., is limited by the relation
(LeVeque, 2007)

Ax?

2, (5.75)

Atmax S

delivering Atyaxsz = 3.3 - 107 and Atpaxes = 1.9 - 107 respectively. Thus, explicit
schemes are very expensive. However, Canuto| (1988)) and |Peyret| (2002)) suggest, in some
cases, the application of Adams-Bashforth methods. Yet, these methods are unstable in
our case.

For that reason, an implicit method which is both stable and easy to implement
is necessary. For the modeling of cardiac dynamics, a second-order one-step two-stage
composite backward differentiation formula (C-BDF2) has been developed (Ying, 2005}
Ying et al., 2008):
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( )
C-BDF2 scheme (Ying, 2005)
The differential equation for a general parameter a(t) and a general right
hand side b(a)

Bia(t) = b(alt)) (5.76)

We assume that the approximation of a at the discretized time "~ is known
and denoted by a”~!. The method is aiming for the computation of a™ using
the auxiliary variable a™. The two-stage scheme is given by

i — 0 Atb(a") = a",
1 — 20—1 5.77
0 0

a" — o Atb(a") =

The stability function of the method
_1+(1-29)z
(1—pz)?

is bounded to the left-half complex e when choosing the characteristic

constant p = 1 — g (compare Figure . In that case, the scheme is A- and

S(2) , forzeC, (5.78)

L-stable.
\_ J

This method was successfully used for the solution of the problem [5.72] The scheme
is adapted to the streamfunction equation and delivers

Ho AV}, = /AUt — ) x Fl
= AR
2 1 — 0=

20—1
kl 0 0

Hq/A\i/Zl = Vﬁqjkl — V_} X F}Z,
U =07+ AP,

L4 (5.79)

We note that the matrix

Re _,
= —v?- 5.80
Hy . A \Va (5.80)

is independent of the time as long as the time step size is constant (which is used in this
code). Therefore, the matrix can be inverted in the pre-processing step before starting
the time integration. Thus, only matrix products have to be evaluated during the time
integration.

Concluding remarks The streamfunction is computed after solving the electric prob-
lem. Thus, both numerical solutions are loosely coupled. Yet, a more expensive approach
with a stronger coupling using an iteration loop within a time step, did not show signif-
icantly better convergence or accuracy characteristics. The velocity field can directly be
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obtained from the streamfunction by differentiation in the post-processing step, which is
discussed in the next section.

5.3.7 Validation

A part of the methods in the spectral module presented in this work was validated by
simulating Rayleigh-Bérnard convection (Liu et al., [2023) showing maximum relative er-
rors of the size 1071°. Validation of the flow field was performed with an example flow
excited by a given volume force giving errors of similar size.

5.4 Post-processing

After performing the time-integration, a post-processing routine is performed. In this
section of the code, the velocity field, local conductivity, and dissipation values are com-
puted. While the velocity can simply be obtained by differentiation of the streamfunction,
the computation of the dissipation is more complex. With the flow field and dissipation,
an estimate for the efficiency of the system is derived. We finally discuss the termination
conditions for the time loop.

5.4.1 Dissipation

Viscous dissipation The heat generated by internal friction due to shear stresses in
the fluid depends on the velocity field and the viscosity. At the position defined by x; and
y; the local dissipation rate is given by
M, % * T,k * T,k * M,k L 2%
8777'.7_77 (aZ 5’77«7 ar yl] ay x4 ay yl])

[ m]} AW (5.81)

However, cooling systems for semiconductors are characterized by their relative cooling
power per area. For that reason, we also compute a global relative dissipation rate by
integration over the domain

N,—1Ny—1

n,* Ax
il Av)j, (5.82)

Perzo §=0

] =1Wm

Electrical dissipation In EHD sytems, electrical dissipation is observed in addition
to viscous dissipation. It originates from electric ion fluxes relative to the resistive fluid
environment. We define the electro-diffusive flux as a combination of diffusive and elec-
trophoretic flux . . .
Jteldi = Jxrdit T Jtelph

= —D*ﬁ*c*i F u*clﬁ*qﬁ*.
The convective flux is assumed to not contribute to the dissipation. It originates from the
transport of the ions together with the fluid. Thus, there is no relative motion between

(5.83)
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fluid and ions causing dissipation. Analogously to the viscous dissipation, a local electric
dissipation rate is defined by

2
nk ) —1 *
evy = (57) ( Jrha ) (5.84)
[ gw} = 1Wm?,
where ||.. .||, denotes the Ly-norm. We find the relative dissipation rate with regard to
the area as
N,—1Ny—1
S, z] Jo
ler =5 =0 (5.85)

] =W

Note that the local conductivity ¢; is not a constant but a function of the charge distri-
butions cl’:;j as defined by relation m

5.4.2 Total dissipation and actuator efficiency

The actuator will deliver different flow profiles depending on its geometry, excitation,
and the amount of dissolved charges. In section the optimization will be discussed
in detail. In order to assess the quality of a particular actuator setup, we compute an
estimate for its efficiency

AT % 1
v ms

et = 2 with e =1 5.86
Etor v ] W m—2 (5.86)

using the maximum z-velocity in the middle of the channel
0, = max (v} ;) - (5.87)

Note that the definition of the Gauss-Lobatto points assigns the largest value of the
normal direction to the index 0, such that yy = h. The total dissipation rate is defined as
the sum of electrical and viscous dissipation at the time step n

Eror = En" HEDT. (5.88)

Further parameters can be introduced, e.g. assessing the velocity profile. For the
transport of charges or diffuse probes within the system, a box profile is optimal to avoid
"blurring" of the sample. Similarly, a box profile for the potential is also desirable. Thus,
in the middle region of the channel no strong electric fields normal to the walls appear,
causing a secondary flow field. We will denote the deviation of the real parameter shapes
to the optimal box profiles with e]"* and eg”“

5.4.3 Termination conditions for the time loop

The time integration is performed until one of the following break conditions is fulfilled.
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e Stationarity: The maximum x-velocity in the middle of the channel and the
total dissipation rate are monitored throughout the calculation. If they change
less than a defined value wg,;, the calculation is aborted.

e Negative flow rate: If the mid-channel velocity 9, becomes negative the calcu-
lation is aborted, too.

e High dissipation: There is a maximum of dissipated heat that can be transported

away from the actuator by the cooling system 7 ;... The calculation is aborted

=k

at the time step n if &y > & jing-

e Gummel’s iteration fails: In some cases the iteration method which is used to
solve the PNP problem fails. In case convergence is not reached after a defined
maximum number of iteration steps, the computation is aborted.

5.5 Startup behavior and frequency dependence

The actuator behavior features some effects. Figure presents the startup behavior.
At t = 0, the electrodes are turned on, and the respective charge clouds are formed. For
t > 0, the sinus-shaped (-potential starts traveling along the wall. Charge and potential
directly at the wall, at y = 0, follow simultaneously. However, after some time, the charge
clouds develop to fading stripes enclosing an angle with the wall. After stationarity is
reached, this angle stays constant in time. We note that the angle is dependent of the
Péclet number. The accumulation of charge near the wall results in a higher conductivity
represented by the parameter c. Heat dissipation is linearly dependent on the Ohmic
fluxes, as well as the fluid resistivity which is the reciprocal to the conductivity. We
expect high fluxes near the wall, yet mainly between the charge clouds, in regions with
lower conductivity.

A Coulomb force proportional to both, the electric field and the charge density, acts on
the fluid, resulting in the depicted flow field. Strong gradients in charge and potential act
near the wall. Effectively, vortices can be observed. These vortices are the determining
elements of the early flow field. Later on, when a laminar flow has developed, they are
of minor importance, yet still distinguishable. Carrier fluid transport shows the desired
uniform behavior with vortices of acceptable size near the wall.

The transport velocity and dissipated heat depend on the excitation frequency, as
illustrated by Figure . For an excitation potential (3, = 25 mV, different actuator
geometries were investigated. The depicted frequency spectra were identified by several
numerical experiments. For smaller electrode distances, higher frequencies are needed to

observe the desired flow pattern.

The investigations reveal that, contingent on the geometry of choice, an optimal fre-
quency exists where the transport velocity reaches its maximum. For higher frequencies,
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Figure 5.6: Frequency dependence of the velocity at the symmetry plane and dissipated
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the velocity decreases and eventually becomes negative (transport in negative z-direction).
In the second and third diagram, this effect is shown as a second peak in the velocity curve.
Note that the diagrams show the absolute value of the velocity. For a quantitative inter-
pretation, the second peak needs to be handled with care. The curves were determined
by a quasi-stationary increase of the frequency during one simulation. The limited width
of the peak combined with strong gradients and a lower scanning frequency result in the
nonphysical behavior shown. Yet, the first peak is of higher relevance in the application
due to its higher transport velocity and lower frequency sensitivity.

Heat dissipation increases when more electrical energy is supplied in form of higher
frequencies, as illustrated by Figure [5.6] Compared to dissipation by Ohmic fluxes, me-
chanical dissipation is nearly negligible. With increasing frequency, the amount of energy
transformed to heat within the fluid reaches a saturation level. In this region however,
the actuator is inefficient, transforming the input energy mainly to heat, and not into
carrier fluid transport. However, in the case of flow reversal, dissipation shows a similar
peak as the transport velocity.

Finally, four frequency regions are identified:

( )
I High efficiency: Low dissipated energy prevails. However, transport ve-
locities are also low.

IT High transport: Desired frequency range of operation.

ITT Bad efficiency: Decreasing transport velocity and high dissipation. En-
ergy supply is mainly transformed to heat.

IV Flow reversal: Opposite transport direction, transport speed is lower
and control more sensitive.

\_ J

Even more significant is the influence of the actuator geometry on transport speed and
losses. The electrode distance is decreased from top to bottom in Figure Transport
speeds increase accordingly. However, higher losses are observed in smaller geometries.
Especially the increase of dissipation from [, = 150 nm to [} = 30 nm is astonishingly
large.

5.6 Conclusion

The results presented in the section above help to understand the working principle of
the actuator. Clearly, an optimal frequency range for different geometrical settings can
be identified (II: high transport). The influence of electrode distances on the amount of
losses is relatively strong compared to the influence on transport speed.

We note that, by choosing a design with electrode distances similar to the size of the
double layer, wall-adjacent vortices are relatively small. Thus, a controllable, uniform
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flow field is built up. With respect to the landscape of actuation mechanisms, our design
features a simple and thus relatively cheap geometry, together with an easy to control
homogeneous carrier fluid transport.

Miniaturization, however, is limited by the dissipated heat. Sufficient cooling must be
provided to avoid overheating of the machine elements and damage of probes. A number
of design limitations are discussed in the next chapter, together with an detailed expla-
nation of the system’s architecture and functional structure.

We note, that obtaining the presented results was relatively expensive. It serves the
purpose of verifying the actuator’s working principle. Surprisingly, no complex flow struc-
tures were observed that justify the use of a highly-accurate spectral simulation. For fur-
ther investigations, a faster code is to be constructed. Finite-difference or finite-volume
approaches in velocity-pressure formulation can be extended to the third spatial dimen-
sion with much less effort than is the case for the presented code. Also, optimization
procedures would be much less expensive.

We could build up an understanding, not only of the driving mechanism, but also
of full-electrokinetic transport in general. To the authors knowledge, there are no other
publications investigating Ohmic dissipation in microchannels. As mentioned in the in-
troduction, miniaturization is an important trend in LOC development. One important
finding of our study is the strong nonlinear increase of heat losses in smaller channels.
This is critical to structures and samples, and is recommended to be considered in further
studies.
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Product design of an active-surface lab-on-chip

This chapter gives an overview of the functional structure of the LOC system with the
microfluidic actuator of chapter [5| as a key component. Methods of model-based systems
engineering are utilized to illustrate architecture and functions. Limitations of the product
design are discussed. Within these limitations, actuator optimization is performed and
recommendations for different use cases are made.

6.1 System architecture

In order to understand the design limitations of the system, a detailed discussion of its
functional structure is necessary. We start by introducing some important explanation
models in product design, i.e. Product Generation Development and Model-Based Sys-
tems Engineering. These models provide the framework and vocubulary which is needed
for a systematic discussion of our design.

6.1.1 Explanation models

Product generation development (PGE) as a description method Over the past
centuries, a range of approaches have been developed in order to describe product devel-
opment and innovation processes. Important examples focus on the products’ success on
the market (Schumpeter], 1913)), development by "abstraction and subsequent concretiza-
tion" (Ehrlenspiel, 2009), categories of construction projects (Feldhusen) 2013)), categories
of innovation (Henderson & Clark,|1990)), or user requirements in form of the Kano model
(Kano, Seraku, Takahashi, & Tsuji, |1984).

For the structured discussion of our product, we use an explanation model called Prod-
uct Generation Development (PGD) by |Albers et al.| (2018)). Its key argument is that the
development of a new product (generation) is "both specific carryover as well as significant
new development of partial systems" (Albers et al., 2018). The carryover is performed
from so-called reference products. Reference products, as well as the new generation, can
be defined as systems with a system boundary and several levels of subsystems (Albers et
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al., [2019). We will refer to these system parts and their structural interrelations as sys-
tem architecture. Each subsystem is not only characterized by its structural properties,
but also by its behavior. We denote the behavior of a (sub-)system, which can be either
desired or accepted, as function (Albers et al. 2011; Albers & Wintergerst|, 2014]).

Model-based systems engineering (MBSE) In addition to this general explanation
approach, model-based systems engineering represents a powerful tool for understanding
the system architecture and functionality of complex products (Albers & Zingel, 2013;
Dori, [2016)). In this work, we use the open-source MBSE-software Capella (Eclipse Foun-
dationl n.d.). Figure depicts the architecture of the lab station and Figure its
functional structure. The architecture breaks down the physical components into two lev-
els of subsystems. The functional structure illustrates the exchange of matter (reagents,
carrier fluid), energy (in our system in the form of electrical energy), and information.

6.1.2 Structure and functional behavior of the lab and the fluid
processing unit

System structure The system structure of the lab is illustrated by the CAD model
in combination with the Capella model [6.2] The reader is also referred to the publication
Marthaler and Class| (2022b) and the patent sketch [D.8 All parts that contain fluids
are located on the top, such as fluid in- and outlets, reservoirs, add-on elements, and the
FPU. Electric elements are integrated in the printed circuit board (PCB) on the bottom
of the structure. Black cables (Figure connect the electric elements with the pumps,
FPU and add-on elements. The air cooling system for the FPU is not displayed. The user
interacts with the lab by inputting sample, reagents, and carrier fluid and controlling the
processes with software. Analysis results are also directly sent to the connected computer.

Functional behavior The main function of the lab system is the transformation of
chemical information into digital information. Here, the term "chemical information"
aggregates a wide range of structural knowledge about the sample, e.g., the qualitative
or quantitative composition of samples, or DNA information. In Figure [6.3] this main
function is illustrated by one path: Sample input by the technician, transport in the
fluid circuit into the FPU, performance of the identification algorithm (mixing, transport
to add-on elements), reactions with reagents, detection, e.g. with charge spectrometer,
data transmission via electric circuit to the software, and analysis of the results by the
technician. The performance of the identification algorithm is the key part and strongly
dependent on the type of sample and information to be extracted. We note that the
FPU does allow for a wider range of such algorithms than most other LOC systems with
predefined channels. We will discuss its technical properties in the next subsection [6.1.2]

The main function, as discussed above, can only be performed with the support of
auxiliary or side functions. These are reagant transport, carrier fluid transport, cleansing
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Figure 6.1: 3D model of the lab system with the FPU as central element. The carrier
fluid is depicted in blue while the sample and reagant fluids are depicted in purple. The
electric circuit is integrated in the PCB bottom plate, while the fluid circuit is in the
transparent PDMS block on the top. The black cables connect the fluid control elements
(FPU, pumps, add-on systems) with the electric circuit on the bottom.
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Figure 6.2: Overview of the system architecture illustrating two levels of subsystems and
actors. The diagram was created using the open-source MBSE software Capella.
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of fluid channels, provide electrical power to the components, cooling of the FPU, and
sample /reagant heating by chemical reactions. Similarly, these functions can be broken
down into energy/mass/information exchange between the lab components as illustrated

by Figure

The fluid processing unit (FPU) The fluid processing unit is the core part of the lab.
The smallest unit is the actuator, typically consisting of three electrodes that provide a
three-phase voltage pattern. In order to allow for two- or three-way transport on an active
surface, different actuator types have been developed, compare figures[D.2][D.3|[D.4 These
are clustered to pixels, i.e small surface elements on which flow direction and velocity is
synchronized. The clustering is illustrated Figure . Multiple pixels (typically eight)
are controlled by single adjacent control units, compare Figure Many of these control
units with the respective pixels form the chip/pixel surface (compare figures[1.7[D.7). On
this surface, probes can be transported on programmed paths. In fact, two of these chip
surfaces are arranged on top and at the bottom of the fluid layer (sandwich arrangement).

The transported probes are diffuse and embedded into a carrier fluid as patented by
M. Bazant and Prakash| (2013]). Continuous sample transport on the surface is possible
(no pulsing). This allows performance of charge spectrometry on the chip surface and
makes shorter transport or mixing times possible. Mixing can be performed by controlled
desynchronizing of the top and bottom electrodes. The main function however is the
quick transport of probes between in- and outlets, storage elements that we denote as
fluid random access memory (compare Figure , and the addon elements. In order to
do that, fluid flow is not only enforced at the loction of the sample. Instead, at each
point of time a closed path of fluid is enforced to flow with the same velocity. Thus,
mass continuity is always sustained and eddies avoided. At the boundaries of the chip,
L-channels (compare figures , are used to separate sample and carrier fluid. Both
substances can then exit or enter the chip area into two different channels. The carrier
fluid is always transported from or into the carrier fluid channel which is arranged around
the pixel area. At the same time, probes are transported into the desired channels to e.g.
memory elements or add-ons. This procedure is illustrated by the sketch

6.2 Technical limitations

Miniaturization A possibility to overcome the architectural limitations of many LOC
systems that we discussed in the introduction to this chapter is miniaturization. Smaller
geometrical units that can be independently controlled have several advantages. The
controllable length scales can be chosen to be of the size of DNA, viruses, or protein.
Thus, these investigation objects can be handled individually, and the necessary amount
of sample volume is reduced. The smaller length scales also make faster sample transport
possible by high fluid transport speeds and short transport lengths. Chemical algorithms
that require actions at high frequencies, e.g., quick interruption of the reaction, become
possible.
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Figure 6.3: Overview of the functional structure of the lab system. The diagram was

created using the open-source MBSE software Capella.
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Figure 6.4: Historical overview of industry node labeling. The purple markers represent
data from the Wikipedia article "Microprocessor chronology" (Wikipedial [2022). Addi-
tionally, data from the 2013 ITRS report (Cogez et al 2013)) and the 2021 IRDS report
(Balestra et al., [2021)) is used.

The main problem of miniaturization are the manufacturing possibilities and their
related cost. As a reference value for the smallest distance between two individually con-
trollable electrodes, we use the node labeling as used in the semiconductor industry. We
note that these names are in general marketing-driven and thus do not necessarily repre-
sent the real electrode distances on a chip. Although these absolute values should be used
with care, their relative magnitude is correct. In Figure[6.4] a historical overview on node
labeling is given together with projections by the International Technology Roadmap for
Semiconductors (ITRS) (Cogez et al.,[2013)) and after 2013 by the International Roadmap
for Devices and Systems (IRDS) (Balestra et al.,2021). The projections show that Moore’s
law is expected to be valid through to the year 2030. We note that just in the last few
years, device fabrication with electrode distances at nanoscale have become an option in
product design.

Prototyping cost Yet, in addition to manufacturing feasibility, an equally important
aspect is the prototyping cost. The dependency between prototyping cost per area of a
manufactured chip and node labeling is illustrated by Figure [6.5] We here refer to data
published by Europractice, a consortium of five European research organizations that
offer prototyping services for application-specific integrated circuits (ASIC) to academia
and industry (Europractice), 2020, [2022). Four of the companies that offer ASIC man-
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Figure 6.5: Cost per area of the chip as demanded by the ASIC service providers in
the Europractice consortium (Europractice, 2020} 2022)) over industry node labeling. On
average, a double-logarithmic relation is observed.

ufacturing via Europractice are compared in Figure [6.5] We note that there exists a
double-logarithmic relationship between cost and node distance. For instance, choosing a
55 nm technology instead of the state-of-the-art 12 nm nodes can save about 83 % of the
expected cost.

Electric voltages Organic substances can change their properties under strong elec-
tric fields. Particularly, the membrane of cells breaks open permanently (cell lysis) or
reversibly (electroporation) under strong voltage differences between the outer and inner
phase. In some cases, this behavior is desired (release of DNA/RNA). However, this pro-
cess is to be performed with care. Controlled membrane disruption needs to be performed
without damaging other parts, e.g. organelles (Ledeboer] 2009). It is also important to
clearly separate this function from the sample transport and thus to avoid unwanted
sample damage. For that reason, the transport should be possible using relatively small
voltages.

Excitation frequency During the last century, the excitation frequency in the semi-
conductor industry seemed to have a reached a natural boundary. A historical overview on
clock frequencies in the processor industry is displayed in Figure[6.6] The latest IRDS re-
port (Balestra et al., [2021) predicts an increase in the clock frequency in the next decades.
Yet, for microfluidic actuators, higher frequencies might not be necessary as a heuristic
reflection can illustrate. Relatively high flow velocities in such systems are of the order
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Figure 6.6: Historical overview of clock frequencies in the chip industry. The purple mark-
ers represent data from the Wikipedia article "Microprocessor chronology" (Wikipedial
2022). Additionally, data from the 2013 ITRS report (Cogez et al), 2013) and the 2021
IRDS report (Balestra et al., [2021) is used.

of v* = 10 mms™'. For (quite small) electrode distances of I*,; = 10 nm, the respective

frequency is v+ = = = 1 MHz. These are frequencies that have been reached in the 1970s

ref

already.

Heat dissipation One large challenge of miniaturization is the increasing heat pro-
duction of conducting elements. This is true for semiconductors, as well as electrolytic
systems. One important limitation is the air cooling limit, i.e. the amount of dissipated
heat that can still be transported away from the heat source with a fan and is given by

5?(;: S gZircooling =15W m_27 (61)
where &, is the relative heat dissipation rate as defined in section [5.4.2] The index "tot"
(for total) indicates that this dissipation rate is the sum of mechanical and electric dissi-
pation.

However, under normal operating conditions, only a small part of the surface area of
the chip is active. We can compute the maximum dissipation that is possible locally, by
using the active area and a safety factor with the formula

Atotal 1

gn,* < &*
tot,local — “aircooling :
active Sa'fety

(6.2)
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Figure 6.7: Maximum local dissipation rate over active chip surface and safety factor.
The black marker represents the example calculation which is discussed in the text.

This relation is illustrated by Figure [6.7, giving an overview of the maximum allowed
local dissipation with respect to the active chip area and the used safety factor. As an
example, with a safety factor of 3 and an active area of A,.iive = 5 %, the maximum local
dissipation rate is & . = 10 Wm™2.

6.3 Optimization

Within the limitations discussed above, the actuator can be optimized. For that pur-
pose, we assume that one actuator setting is defined by five independent variables. These
include the electrical parameters, i.e. excitation frequency v* and amplitude (3, the
geometrical parameters, i.e. electrode distance [ and channel height A*, and the equi-
librium ion concentration of the carrier fluid ¢ ,. Large velocities 0, are desirable in
the center of the channel with small dissipation rates and thus, high efficiencies. Table
6.1| gives an overview on some dependencies that could be identified by a limited number
of numerical experiments. These trends are to be handled with care as they are possibly

not globally valid.

The actuator settings can be strategically optimized utilizing a differential algorithm,
such as the "differential evolution" routine in the scipy library. Giving an initial variable
setting as candidate solution and variable constraints, the algorithm improves the candi-
date iteratively within the limitations. In our setting, an optimization with four variables
takes about a week of computation time on a 8-core, 2.4 GHz machine. An example sim-
ulation is presented in table In that case, the efficiency was optimized as function of
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optimization parameter v Camp T vef T h* 1 Coqu T
mid-channel velocity 0} j, opt. T opt. — opt.
dissipation rate £ .. 0 0 0 — opt.
efficiency e™* + 4 d — opt.

Table 6.1: Relationship between actuator
optimization parameter v — of h* Coqu
lower constraint 10 kHz 25 mV | 100 nm | 50 nm 0.01 mmol
upper constraint 100 kHz | 25 mV | 350 nm | 500 nm 0.5 mmol
optimization 10 kHz 25 mV 95 nm 285 nm 0.12 mmol
mid-channel velocity 0} j, 0.1 mms—2
dissipation rate £} .. 0.04 W mm~2
efficiency e™* 2.48 mm?3 W—1s7!
Table 6.2: Result of a differential evolution simulation with constraints.
four parameters e™* (1/*, e P c:qu). In that case, optimum values for [7;, h*, ci,,, were

identified while the frequency variable hit the constraint. It is probable that the result
could be improved using higher frequencies.

6.4 Final remarks

It must be clear, that different use cases require individual actuator setups. This work
lays the foundation to build a prototype using the presented code, together with an
optimization algorithm. A suggestion for a first design is made in the previous section.
The optimization algorithm, in combination with the structural description of the system,
sets the basis for further developments and their numerical verification. However there
are a number of questions, one has to answer before beginning with the optimization:

e What chip size is needed?

What is the budget for the prototype?

Are biological samples to be handled?

What is the maximum electric field, the samples can be exposed to?

What is the maximum temperature, the samples can be exposed to?

Which safety factor is appropriate?

e What is more important: high efficiency or high flow velocities?
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This list is certainly not complete. The limitations discussed in this chapter before are
not included and assumed to be preconditions.

For the product and prototyping design of the actuator, fabrication and operating
limitations are to be considered, together with the constraints of the individual use case.
Knowing the sample and budget, optimization can be significant and with the given code.

Speeding up the actuator simulation would allow for more setups to be explored and
evaluated. Further work is required to identify a more adequate formulation of the effi-
ciency. The parameter as defined above, tends to low dissipation rather than high veloc-
ities. Weight factors accounting for this imbalance can make the result more meaningful.
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Conclusion

7.1 Generalizing remarks on the electrokinetic trans-
port phenomena in an LOC system

Two nonlinear electrokinetic transport phenomena, electromigration of a drop and wall-
induced traveling-wave electrokinetic flow, were investigated in this study. Droplets, not
necessarily carrying an effective surface charge, show electromigration. We note that
this phenomenon is independent of the strength of the respective electrolytes. In fact,
differences in the migration velocity for small Galvani potentials reduce to lower order.
Modeling differences, such as the modeling of the surface geometry in an asymptotic set-
ting, have a major impact on the outcome.

The carrier fluid in the actuator can be pumped by traveling wave electroosmosis.
Charge clouds accumulate near the electrode wall and travel simultaneously with the ex-
citation potential. The resulting net charge is negligibly small.

Both studies can provide evidence for a principle presented by [Purcell| (1977). He in-
vestigated the swimming motion of micro-organisms and defined the underlying principal.

( )
"One special kind of swimming motion is what I call a reciprocal
motion. That is to say, I change my body into a certain shape
and then I go back to the original shape by going through the
sequence in reverse. At low Reynolds number, everything reverses
just fine. Time, in fact, makes no difference — only configuration.
[...] So, if the animal tries to swim by reciprocal motion, it can’t

go anywhere."
Purcell (1977)

\_ J

His conclusion is that reciprocal motion alone is not sufficient for the swimmer to move
at low Reynolds number. Yet, a second degree of freedom enabling asymmetric reciprocal

139
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motion does allow micro-swimmer motility.

The same is true for electrokinetic transport. Earlier EHD models by Melcher and
Taylor| (1969); [Saville| (1997)) for drops or vesicles did not include a Debye-layer analysis
and could not observe migration as a result. In settings where no surface charge is present,
the Galvani potential is an effect of a asymmetry of charge at the fluid-fluid interface.
This asymmetry, together with the superposed electric field, is enough to induce motion
of the particle.

In the case of the actuator, earlier versions of the design suggested AC-potentials at
the electrodes (Barz & Class, [2007). At low Reynolds number, this excitation induces
vortices in the flow field. But pumping along the wall is not possible.

Beyond these examples, [Squires and Bazant (2006) presented other ideas of AC-
electroosmotic pumping by breaking symmetries and delivering further proof to Purcell’s
hypothesis.

7.2 Development status of the Active-surface LOC and
outlook

The present study is concluded by summarizing its logical continuations. These cover the
modeling of electrokinetic problems, as well extensions and imrpovements of the numerical
prediction method.

7.2.1 Electrohydrodynamic models

Electrohydrodynamic models with effective boundary conditions representing the Debye-
layer physics have been derived for a number of different experimental settings. However,
our work, as well as studies by |Mori and Young (2018) and Ma et al.| (2022), can only
be derived assuming a relatively high surface tension. A study investigating under which
conditions the drop is stable is still missing.

It remains unclear if the interface is permeable to ions. Models featuring imperme-
able membranes (Mori & Young, 2018; |Schnitzer & Yariv, 2015)), including our studyE],
predict electromigration. In contrast to that, the model by [Ma et al.| (2022) includes an
impermeable interface. They conclude the existence of surface charge convection and an
electrodeformation deviating from the classical result by Taylor| (1966)). An interrelation-
ship between interface permeability and electromigration is still to be investigated.

We have focused in our work on the effects on the droplet induced by an outer electric
field. Significantly different results are likely to be obtained with an outer concentration

Note that this work is based on the original publication by Mori and Young| (2018) and that critics
discussed in this work led to the corrigendum (Marthaler et al., [2023).
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gradient. With the effective boundary conditions presented here, the effects of electro-
chemical gradients can be investigated.

The presented model is only valid for drops. Vesicles, that are commonly used as
models for cells, feature more complex surface properties, like an interface capacitance or
porosity (Ma et al., |2022; Mori, Liu, & Eisenberg, [2011)). A model extension would allow
for predictions on biochemical samples in the LOC system.

While this work explored the limits of strong and weak electrolytic solutions, a unified
model also covering moderately dissociated electrolytic solutions has, to the authors’
knowledge, not been derived. However, it is unclear if an analytical derivation is feasible.

7.2.2 Actuator and LOC simulation

The main deficiency of the developed code for the actuator simulation is its efficiency. As
a first study, a highly accurate solution ensures that all physical effects are captured. Yet,
the results show a relatively laminar flow field. For that reason, a faster solver, using a
Galerkin-finite-difference method is under development and part of a later publication.

Predictions of a two-dimensional simulation are always limited to the assumption that
gradients in third spatial direction vanish. However, this is not true for the presented chip
design. The carrier fluid is transported in circular patterns (cp. Figure . This method
of transport can lead to eddies parallel to the chip surface complicating flow control and
deminishing the performance. A three-dimensional analysis is indispansible in order to
get a quantitative estimate of these effects and to explore solution strategies. Possible
ideas are the testing of different electrolyte materials, or active flow adaption by involving
more electrodes surrounding the streamchannels.

Arguably, the numerical simulation of two-phase flow in the actuator would allow for
predicting the behavior of an immiscible fluid sample which is pumped together with the
carrier fluid. The time-varying electric fields in the fluid domain are expected to affect
transport, deformation, and rotation of the immiscible sample. Vice versa, samples which
are of the size of the electrode distance affect the flow field, and indirectly also the charge
distribution and the electric field. The study of this complex interaction is a logical next
step of the presented work.

This study focused on the architecture and operational methods of the chip. However,
microfluidic sytsems necessitate the integration analysis methods allowing for identifi-
cation of sample parts. One analytical method to be performed on the chip is charge
spectrometry, i.e. the separation of sample components by their electric mobility. We
know that the diffusion coefficient and electric mobility of particles, and thus also the
respective Péclet number are linearly dependent. These inertia differences thus lead to a
distinct phase shift between different charges. In a numerical simulation, this phase shift
can be observed as stripes reaching from the charge cloud near the wall into the fluid.
In the LOC system, electric currents measured in the electrodes allow conclusions on the
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mentioned phase shift and the respective particles.

The effective mixing of samples is another process to be validated using a numerical
simulation. For that purpose, optimal phase shift between the top and bottom electrodes
is to be identified. We assume that a standing wave with a 180° phase shift would produce
eddies that can effectively mix two probes. This remains to be validated.

7.2.3 Product design

In the design of the LOC system, one essential piece missing is the control software.
Setting up a prototype would require the development of a code, which could control
electrode voltages. If the the actuator simulation could reach high enough efficiency to
predict the flow behavior simultaneously, flow control can become more reliable. Addi-
tionally, a wider range of analyses on the chip surface become feasible.

Process monitoring in microfluidics is often performed with optical methods measur-
ing the intensity of fluorescence from dye molecules. Our design makes optical access
difficult. Charge spectrometry, as discussed in the section above, can be an alternative.
Ion-sensitive field effect transistors (ISFETS) serve a similar purpose and are e.g. already
utilized in systems with limited optical accessibility. By measuring the pH inside the fluid
probes, chemical processes, such as a polymerase chain reaction (PCR) can be monitored.
Incorporating this technique into the chip surface is quite promising. Thus, the related
design capabilities are to be explored.

The system needs to be adapted to the samples investigated. While a large number
of different processes is possible, design limitations lie in the size, electric charge, and
vulnerability of the research objects. Measurements, carrier fluid, and electric excitation
have to be adapted to these conditions, ensuring precise control and non-destructive anal-
yses.

One major source of contamination, and thus technical problems in microfluidic sys-
tems, are the fluid interfaces. The presented design does neither include mechanisms to
reduce contamination, nor can be estimated to which extent this affects the functional
behavior.

An overall recommendation is the collaboration with possible users, in order to set
optimization constraints and to streamline development goals. Possibly, a simple setup
could be designed with quite large (and cheap) dimensions to transport only carrier fluid.
In further steps, solid, fluid, and biochemical samples can be added.
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7.3 Final remarks

Clearly, those questions in fundamental research and product design set the roadmap for
future investigations. Yet, the goals defined in the introduction have been met in this
study.

Analyzing existing EHD droplet models allowed us to investigate an electromigration
problem with strong electrolytes. The influence of electrolyte strength was confirmed
to be small, in the framework of droplet electromigration and -deformation. To the au-
thor’s knowledge, this is the first systematic study investigating the influence of electrolyte
strength on electrohydrodynamic problems in the tradition of the TM model. The results
indicate that, no matter what electrolyte strength is used for deriving the model, the
results remain valid — confirming an assumption which is widely used in the field. Ex-
periments showing electromigration of (uncharged) droplets in the electric field could be
confirmed. However, we note that it remains unclear what the correct interface proper-
ties in such a setting are. Future investigations shall give insights into the relationship
between interface properties and electromigration.

The pre-study of the electrokinetic actuator verified its functional principle and high-
lighted the importance of heat dissipation in strong-electrolyte microfluidic systems. This
effect is very similar to computer chips, especially for applications where miniaturization
plays an important role. Relatively homogeneous flow fields keep probes compact while
being transported. The relatively high pumping velocities predicted in this study are to
be handled with care. In a three-dimensional case, viscous effects in the third direction
are assumed to have a major impact. However, even a small precentage of the predicted
velocity seems sufficient to transport samples efficiently. Design limitations were defined
for the development and optimization of a first prototype. A systematic description of
the system achitecture was developed. As a result, the basis for reciprocal system im-
provement and design verification are established with the presented work.
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0 here used as symbol for a general parameter -
L parameter with unit -
I parameter appears with unit and dimensionless -
(I positive/negative ions in a binary electrolyte -
O, normal (to the surface) -
0 parallel (to the surface) -
Uequ reaction equilibrium -
(I reference parameter -
Oex external phase -
Oy internal phase -

g

jump condition -

O internal phase (chapter -
L, applied boundary conditions (chapter ) -
O] vector -
g vector (contravariant) -
O; vector (covariant) -
® tensor product -
® elementwise matrix product -
* convolution operator -
v nabla operator / spatial gradient m~!
V- divergence operator m~!
\Vals Laplacian m~?2
v biharmonic operator m*
\V/ spectral nabla operator / spatial gradient -
vz spectral divergence operator -
\Va spectral Laplacian -
\Va spectral biharmonic operator -
Q@ electrolyte strength -
bey spectral boundary condition operator -
6] dimensionless electric field strength -
c* mean salt concentration m~3
c; concentrations for each ion ¢ m~3
i ion concentrations in a binary electrolyte m~3
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C concentration in the Debye layer (chapter ) -
C spectral concentration (chapter } -
~y apparent fluid-fluid interface -
r genuine fluid-fluid interface -
I Christoffel symbols -

bl ion diffusivity m? s~
D, displacement field Asm™2
Da Damkohler number -
D spectral differentiation operator -
) dimensionless Debye length -
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o* partial derivative m~!
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E* electric field Vm!
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f (volume) force -
Fa* Faraday constant 9.6-10* Asmol™*
c* (-potential V
g gravitational constant m? st
Gij metric tensor (covariant) -
g" metric tensor (contravariant) -
NZ volume element -
n* dynamic viscosity Pas
Mieic friction coefficient kg s™!]
M ob mobility coefficient skeg™!
h* actuator height m
Ha Hartmann number -
Hay Hartmann number (Saville model) -
H spectral Helmholtz operator -
) polar coordinate -
0* Maxwell stress tensor Pa
S) Maxwell stress tensor (Debye layer) -
1 unity matrix -
B3 imaginary unit -
jj*[ ion flux Am™
T e convective ion flux Am™
Fi diffusive ion flux Am™
Jioh electrophoretic ion flux Am™2
j ion flux (Debye layer) -
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K surface curvature (dimensionless) -
> adsorption coefficients -
kf principal curvature at a surface point -
5 Boltzmann constant 1.4-107% kgm?s 2K
K jocqu equilibrium constants [various units|
a reaction rates [various units|
K3 o equ reaction rates (equilibrium) [various units|
A scalar parameter of the Helmholtz eq. -
Asa dimensionless number (Saville model) -
4 partition coefficients -
M viscosity ratio
w ion mobility m2V-ts!
n surface normal vector
n* molarity mol 17!
v* frequency Hz
N number of grid points -
& Newton stress tensor Pa
= Newton stress tensor (Debye layer) -
@) coordinate origin -
p* hydrostatic (and osmotic pressure) Pa
P pressure in the Debye layer (chapter D -
P spectral pressure (chapter D -
P polarization density Asm™
P generic surface point -
Pe Péclet number -
w numerical threshold values -
p* fluid density kg m—3
0 characteristic constant of the C-BDF2 scheme
q* charge density Asm™3
Q charge density in the Debye layer (chapter i -
Q spectral charge density (chapter D -
Re Reynolds number -
Regy electric Reynolds number -
R conductivity ratio -
o/s reaction term Am™3
R* gas constant 831 JK 'mol™*
S permittivity ratio
¢* conductivity Sm™!
o* total stress tensor Pa
o surface tension Nm™!
P total stress tensor (Debye layer) -
t* time S
s charge relaxation time s
5 diffusive time scale S
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ty viscous time scale S

5 surface time scale S

T ambient temperature 298 K

T, Chebyshev polynomial of degree n -

T spectral transformation operator -

Te Fourier transformation operator -

Tc Chebyshev transformation operator -

u* surface velocity ms !
v* flow velocity ms!
V flow velocity in the Debye layer (chapter D -

V spectral flow velocity (chapter -

© azimuthal coordinate -

o* el. potential V
oy Galvani potential \%

) el. potential (Debye layer) -
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x} coordinates (covariant) m
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ACEO
ASIC
BDF
BDF2
BVP
C-BDF2
DL
EDL
EHD
EK
EML
FPU
FRAM
IBVP
IRDS
ITRS
LFA
LOC
MBSE
PDE
PGD
PNP
POC
TWEO
WRM

AC electroosmosis

application-specific integrated circuit

backward differentiation formula

backward differentiation formula of second order
boundary value problem

composite backward differentiation formula of second order
Debye layer

electric double layer

electrohydrodynamics

electrokinetics

electric mono layer

fluid processing unit

fluid random access memory

initial boundary value problem

International Technology Roadmap for Devices and Systems
International Technology Roadmap for Semiconductors
lateral flow assay

lab-on-chip

model-based systems engineering

partial differential equation

product generation development
Poisson-Nernst-Planck

point-of-care

traveling-wave electroosmosis

weighted residuals methods
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APPENDIX A

The Stokes equation in curvilinear coordinates

A.1 The Stokes equation in general curvilinear coordi-
nates

The Stokes equation in general curvilinear coordinates reads

ol = 0. (A1)

5]

The divergence of the total stress, i.e. the sum of Newton (hydrodynamic) stress &%
and Maxwell (electrostatic) stress §%, vanishes. Applying the covariant derivative (..) ;

delivers B o o
0;0" + F;kam + T =0. (A.2)

With |Arig (1989, p. 165), the second term symbol in the above relation can be replaced
as

iaj\/g) o, (A.3)

o 1
ik __ ik __
ija = (—8k\/§) o = <\/§

v
Thus, eq. reads

0;0" + (Eaﬂ@) o’ + F;-kajk = 0. (A4)

We further assume that the total-stress tensor can be split up into an isotropic part
(proportional to the metric ¢”) and a residual part as

0l =g 4 0%, (A.5)
We can rewrite the last term of eq. to find
% 1 7 % .
0;0" + <E8J\/§> o + T g0 + Thov* = 0. (A.6)
The forth term of this relation can be rewritten using Ricci’s lemma (Aris, 1989} p. 165)

i ik __ __1 il _ __ ij
T’ = \/gaz (Vag") = 7 9; (Vgg") , (A7)
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such that eq. [A.6] reads
830” + (—

V9

1

\/gﬁj (v/99"7) o* + F;ka‘jk =0. (A.8)

53’\@) oV —

A.2 Normal and tangential directions

As discussed in chapter |4 we choose the metric ¢/, such that g'' = 1 and ¢'® = 0 where
the Latin indices run through 1,2,3 and the Greek indices through 2,3. We use Ricci’s
lemma to find
!
0=g; = 09" + 209" =20y, = Ty, =0, (A.9)
0= 9,11a = Oig"* + g™ + g =T9, = Tf =0

We also define the curvature for a surface defined by z; as

1
—eVE (A.10)

The momentum equation can be rewritten to yield

; 1 , 1 , 1 iy . 4
o' + (—81\/5) o+ 8 (V§o') — —=0; (ag") 0" + Tiyo V" = 0,
v Vo Vo (A.11)

oot + ko'l + %ﬁa (vgo') — %8]- (v997) o + To vk =0.

The normal direction of this equation is found by choosing ¢ = 1. It yields

R =

o' + k(o' —0*) + %8@{ (Vgo'®) + Togo ™" =0. (A.12)

Equivalently, by choosing i = (3, eq. yields
1 1 .
o' + ko'P + ﬁaa (Vo) — ﬁ@a (Vgg*?) o° + Fyﬁkgﬁk =0. (A.13)

Using the separation step [A.5] the third term is modified and eq. [A. 13| reads

1 . 1 o 1 aB\ e -
o'’ + ko'’ + %&x (v99°%c*) + ﬁﬁa (Vgo*?) — ﬁﬁa (vV99°®) o* + Thovk =0,

1 .
O1o'P + ko'P + gaﬂﬁaa' + %(‘3& (\/ﬁa‘aﬁ) + kaa‘ﬂ“ =0,

1
oo + ko'® + ¢ 0,0° + —g@a (\/Ea'aﬁ) + QFfaa‘lo‘ + nga“” =0.

7
(A.14)
With ¢'* = 0 and relation we know that o*'% = g and we find
1
o' + ko'? 4 g*PD,0° + 2T ot + 78a (Vgo*?) + Fg,ya‘o‘“’ = 0. (A.15)
g

Finally, switching the indices o and 3 delivers

1
010" + ko' + g 050" + 2T 50" + ﬁaﬁ (Vo) + Tg,0%7 = 0. (A.16)
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A.3 Hydrodynamic and electric stress tensors

In this section, the elements of the hydrodynamic (Newton) stress tensor £¥ and the
electric (Maxwell) stress tensor #% are computed. We perform the analysis for the region
2 and summarize the results for both regions and all relevant orders at the end of this
section. We start with the nondimensionalized Newton stress for an incompressible fluid

§0 = —gp+ g% + gD — oD, (A17)

Due to the shape of the metric with g'' = 1 and ¢'® = 0, we compute three elements of
the tensor separately and find

511 = —p + 2611]1,
¢ = 0™ + g*’ 90",
ga,@ — _gaﬁp + gava’yvﬁ + 9/3’7871}04 _ U'Yaﬂygaﬁ’ (A18)
f. = —p,
§<a5 _ g’”@vvﬁ + gm@vvo‘ _ Uvaygaﬁ‘

The Maxwell stress for an electrostatic problem reads

. 1 .. o
07 = ~5979" (0k6) (910) + g™ ¢ (9r0) (919) . (A.19)
The elements of this tensor are

0" = 2 ((010)° — 9™ (0u0) (039))
019 = g (016) (99)

67 = —%9"‘5 ((210)° + 97 (2,0) (950)) + g7 9™ (9,0) (959) (A.20)

0" = _% ((019)° + g7 (0,9) (059)) ,
0%°F = g*7g" (8,0) (059) .

An overview of all relevant stresses in the inner region can be found in table We
used the assumption that V1 ~ O(8'), ¢, @, 0", VY ~ O(1), p~ O(671), and P ~ O(672).
The coordinate stretch was also employed as 0; = 6~ '9x. We note that

S0 =958, ne{-2,-1},

Sl =0, ne{-2-1}.

(A.21)
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Newton stresses

—11

_ __—e —la _ —af _ af

Sy = Hy ==y =% =0 "o _9<05P (-2) ,

— —e —la o o ! —Q o (e} «

Ely =Py =8y =0y =V =0y = 90y — X9y P2

Maxwell stresses

11 _1d2 e la _ aB _ aﬁ /2
6512) ~ 2% = 9%y @YQ) Y 5 Ocr =2 o ™ NG | v B

_ / / (e o _ o« / « / / o /
OCy =P0%n=-9Cy O’y =90P0% 0 9( y =90 % q’() 3X901) 2o

Table A.1: Newton and Maxwell stresses in the inner region of the external phase {2

A.4 Relevant orders of the momentum equation

The relevant orders of the normal momentum equation read

63 02211 '

6_2 . 0 — Z( 1) —|— K/( ) (Z%iQ) i 22_2)) 5

1
07 0= + Ko (Bly) = =Ly) + Xrgy (Bl — Z0y) +

- \/5(0)

De (\/g(o)zgfl)) .

(A.22)
Equivalently, from eq. [A.16] we find for the tangential direction

572 0=xl+ g (9 37
-1 . ial) : o afB . la « 18 <A23)
1) 0= Z( + g 85 -1) + Xg(l)agE(_g) + /43(0)2(_1) + 21—‘15(0)2(71).

A.5 Equations for weakly non-orthogonal coordinates

A coordinate system where the angle between the base vectors tangential to the surface
deviates from a right angle only by the order of the small parameter §. This is a special
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case of the coordinate system used so far. The properties of this system are

g = Vo € {2,3},
gt =1, (equivalent to g*/),
g*" ~ 0(9), Va # 3,
f‘ij =T% =0, (equivalent to g*/),
I, ~ 0(5) Vi j#k, (A.24)
f?a(o) = K(0), (summation over «),
v‘f‘a(o) = 821;:;;(;) = %fcg(g), (principal curvature, no summation over ),
k) = 0.

The system of differential equations|A.22| and [A.41|simplifies for this geometry to (we are
here dropping the breve accents for the geometry parameters)

!/

-3 . __ yi1

(5 . O - 2(72) )
-2 . _ y11 !/ 11 .

5 . O - Z(—l) + K/(O) (E(_Q) - E(—Z)) 5 (A25)

—1 . 11/ 11 ° la
) 0= E(O) + /‘i(o) (E(—l) — (_1)> + aoz <\/§(Q)Z(—1)> )

1
V)
and for the tangential direction

—9 . _ yla !/ ao .
0% 0= + g{)0aX]_2), (A.26)

-1 . _ al aa . af . o o ‘
07 0= 2 + {021y + X910 o) + (K) + ka0) 2%y

A.6 Equations for spherical coordinates

These equations can further be simplified by introducing the spherical metric ¢“ which
is a special case of the weakly non-orthogonal metric that we used so far. The following
simplifications hold

v Vi J,
gt =1, (equivalent to g*),
§** = fun(z"),

g% = fun(a', 2%),

Qo

I}, =T% =0, (equivalent to g*/), (A.27)
ik = Vit £k,
%0 = o _ B (no summation over «),

Km) =0, Vn > 1.
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We note that for the spherical coordinates the two principal curvatures are equal and the
same as the mean curvature. Again, dropping the ring accents, the equations in normal
direction stay the same. For the tangential direction, the Christoffel symbol can be
replaced by a curvature formulation. Equations simplify to

5_2 . 0 = Z( 1) —|—gaaa E.

5l 0=xl +aaaz° +Xwaz:' 4 2k Dl (A.28)
: 0 T 9 9 (=2) T 2R(0)=(-1)-

A.7 Charge form

The stress form of the momentum equations[A.22 and [A 41| can be formulated with respect
to the charge density () using the Poisson equation for the electric potential

52%@» (V997 8;0) +q=0. (A.29)

The two leading orders of this equation read

Doy + Qo) =

y , (A.30)
(I)(l) + K(O)(I)(O) —+ Q(l) =0.

As we are especially interested in the O(6!)-equation in tangential direction, we formulate
the stresses

—la /
Z0) = V)

Ol = g (¥, 0P 1y + )11 00® X good! 0, (4-31)
0 = 90 (2(0)0aP1) + (1)0a®(0)) + X971 P(0)0aP0)

We need the three derivatives for the Newton stresses

—la’ ol
Z0) = V(l) :
=0 _2) = —0aP(—2), (A.32)
a:z_l) - _aap(fl )s

and for the Maxwell stresses

0 = 9t} (2(0)0aP) + {g)0a®ly *‘I"(l 0a®(0) + P(1)0aP(g))
+ gao)‘(I)/(O)aa(I)(o) + Xg?lc)y ((I)/(/O)ﬁaq)(o) (9 (I)(O))
0aO(_1) = — (‘I>'1>‘9 o) + Do) 0alny)
0a07_2) = —P(g)0u®(g).

(A.33)
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Thus, we find for eq.

0= ”la + 2&(0) ( + g(o)aau( 0 + Xgaaa
+9<0> +26(0) 0% + 9510071y + X ¢(i0a @
0= V(?)// —+ 2&(0)‘/(’3) - ?0‘)‘6&]3_1 — nglﬁaap o)
aa [ H / * " , %ok
90 (‘I)(O)aa@(l) + PyPa®n) + P(1)0a®io) + Pya(y) )
oza@l a (I) X ao 8 q) (I), k %k sk
+ 9(1) ®(0)da®(0) + X g(i) ( (0)0a®(0) + ) )

*xk * * ok >k

+ 2%(0)9 a q)(()) ) <W —+ (I)/ =P ) o Xgaa / ) 7
0= V(l) + 2"“(O)V(O) - g(o)aap(_1) — X 9(1}0a(~2)

+ 900y (P(0) 0Py + (1) 0a®P(0)) + 9715 P(0)0aP(0) + X {15 P{0) 0P (o) + 260)9(0) PloyFaP(0

(A 34)
We plug in the Poisson equation and find
0= V "4 2/'1(0)‘/( gf}f)“aaP(_l) — Xg?‘f}&aP(_Q)
— 90 (Q(O)aaq)(l) Q)9a®()) + 905 P(0)Pa®0) — X935Q0)0a®(0) + £(0)9(5} P(0)0aP (0)-
(A.35)
For a sphere, we find that
O g™t = —rg™® (A.36)
which reads at leading order
90 = —K0)90) - (A.37)
Thus, equation reads
0=V3"+ 260V — g0, P 1) — X g 0. P -
(1) 0 Y0) — Y0) (1) 9g) (-2) (A.38)

— 90 (Q)0a® 1) + Q1)0aP(0)) — X 9(1)Q0)0a®(0)-

A.8 Integration of the Maxwell shear stress at O(1)

We integrate the Maxwell shear stress

Sk

/ @ (A.39)
= [9{0) (D057 + ©(1)0aP(0)) + X925 P0:P(0)] -

The remaining term is equivalent to the Jy-proportional term in equation 5.95 by Mori

and Young (2018).
We now integrate the term which is neglected in the momentum balance by Mori and
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Young (2018)), equation 5.87

| ~xo5euneoix

:g(o‘f)‘(?a@(o)/ Xv'dX

e (A.40)
:gao)‘aa@(o) ([X\I//]OO —/ \If’dX)

—00
= — K09 0aP () [T - T]™_

=£(0)9(0) 9aP(0) [¥]

This term cancels out with the term proportional to k¢ in equation 5.95 by Mori and
Young| (2018]). Note that the term —Xg(o‘ﬁ‘@ap(_g) vanishes as 0,F(—2) = 0.

A.9 Charge form before the asymptotic expansion

We start with equation and plug in the stresses from relations [A. 18 and [A.20, After
that, we use the Poisson equation to find the charge form. Splitting up the total
stress into Newton and Maxwell stresses in [A.16] delivers

1
D€ + KE + g™ 0pE" + 2T € + 785 (V&™) + T5,0%"

e (A.41)
+010™ + K0 + g*70560° + 250" + ﬁaﬁ (Vg0**?) + 15,0 =0.

We know that the «-terms do not contribute to the equations of O(672) and O(6~') after
the expansion. Thus, we need the stresses

gla — alva _|_ga,8a8,01’
5. = —D,
0 = 97 (0h0) (939) (A42)

= 1 (019 + 97 0,0) (040)).

The first four terms of the hydrodynamic part read

NE™ + KEY + g*POpE° + 2F{f5fw

A .43
=0110% + 0; (go‘ﬁagvl) + K (81va + g‘w@gvl) - go‘ﬁﬁﬁp + 21“13‘5 (811}6 + gﬁﬁf&,vl) ) ( )

For a spherical particle, this formulation simplifies to
o v + 04 (g‘maavl) + K (81110‘ + g‘maavl) — g™“0a.p + 2I'T, (811)“ + go‘a(?avl)

=010 + O (gao‘ﬁavl) + K (81110‘ + g‘maavl) — g*0.p + K (81110‘ + ga"‘ﬁavl) (A.44)
=010 + O (gao‘ﬁavl) + 2k (811)0‘ + gwaavl) — g*0,p.
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Equivalently, the first four terms of the electric part read
010 + kO™ + gaﬁaﬁe' + 217 617
=01 (97 (910) (939)) + g™ (D19) (9s9) — %g“ﬁaﬁ ((010)° + 97 (0,0) (950))  (A45)
+ 20850 (010) (0:9).
For a spherical particle, this formulation simpliﬁes to
I (9% (019) (0a®)) + £g** (010) (Oud) — aaa ((010)* + 97 (950) (959))
+2I'7, 9" (O19) (aa¢)
=01 (¢** (019) (0a0)) + 269 (010) (0at) — ”‘aa ((19)” + 9’3 7 (950) (939))

= (0119) (§**0ut) + 01 (§**0nd) <61¢>>+2/~eg (010) (0a9) — ““6 ((010)* + 9% (030) (059)) -

(A.46)
The Poisson equation can be rewritten as
1
520110 + KO + 52ﬁaa (v/99*°059) + q, (A.47)
or for a sphere as
1
811¢ = _5_2(] - 5_1:‘181¢ - ﬁaa (\/Egaa a¢> . (A48)
We can now replace the second z;-derivative in the first term of to find
(<572~ n0ro- f 00 (V" 0,9) ) (4°°0,0) + 01 (570,0) (010
+2kg (010) (0a®) — “05 ((010)* + 9° (939) (959))
- o (6767 1 (a'701% A.4
= — 520" 0u0+ 01 (9 a¢> (016) — 59°00 (:9)° (449
+ kg™ (019) (0ad)
1
__aa aa N aa N aaa BB ) 0 )
75 (V99" 0a9) (9% 0ad) — (9”7 (059) (959))
After the expansion of the parameters discussed above, the terms
1
5720900+ 01 (5°°00) (906) — g0 (10 (450
will appear at order O(§72), the term
g™ (019) (0ad) (A.51)
will appear at order O(67 '), and the terms
1
_ﬁaa (V99°“0a9) (9% 0uth) — ‘ma (977 (95¢) (939)) (A.52)

will appear at order O(1).
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A.10 Equivalence of stress and charge form

We define the Maxwell stress using the electric field E with

E; = 0;¢ and E'=4"0;¢ (A.53)

as |
07 = E'EI — §gijEkEk. (A.54)

The divergence reads
ij i g T R Y L i o L i ok

0 =FE,F + E'E; — §g,jE E, — gg E%E), — §g EEy ;. (A.55)

We know that derivatives of the metric vanish
97 =955 =0. (A.56)

Furthermore, the electric field is irrotational, i.e.

Ey; = 0;Ep + T B = 050 + T, By = Ejy,

El; _ (gklEl)’j = "B, = ¢"Ej,. (A.57)
Now, we can rewrite equation and find
ij i g R L ik
0 =E,F + E'E; — 39 19" B By — §ng E;r
= BB+ B - (0B, (0B - 5B (67E),
= EE + E'E’, - %EflEl - %E’“Ek (A.58)
= ELF + EiEg—lEi.
= E'F, = -5 *qE"
We compare this to equation by plugging in the electric field
03
=0;0" + 7,0 + T%,.67
=0, (EEJ ~ %gijEkEk) +17, <EE’“ - %gikElEl) + T, (EjEk — %gjkElEl>

L ) . 1 . 1 .. 1 ..
:ajEZEJ + EZ@EJ — §8J9”EkEk — §g”6]EkEk — Eg”EkajEk

) ) 1 . ) ) 1 .
+ 1Y, (EE’“ — §ngElEl) + % (EJE’“ — 5gﬂ’fElEl) .
(A.59)
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We summarize the derivatives
O;E' = E', — T, E*,
0;E’ = E’, — T, EF,
O;E* = B, —ThE", (A.60)
0;Ex = Ejy + T, By,
09" = g = T}9" — g™,

and find
R L i L ik
:E,jE + F E,j — §g,jE Ek — 59 EJEk — ég i) EkJ
4 ) . . o o 1 1 .. 1 ..
— F;kEkEJ — F;kEkEl -+ (—FékgﬂC - F;kgjk) (—§E1El> + ég”FszlEk - §QUF§'1§E1Ek
j i L i j L
+ T, <E E* — 59 kElEl) + I <EJEk - §ngElEl)
S L 1 .. 1 ..
=E,F + E'E’, — §g”E§Ek — égUEk’Ek,j
% . sk 1 % % % (4%)
L BET - DLBRET + S g + 515 2
(5%) (5%)
+ S QP B — SRR E

4x)
o % 1. . * ok % S x 1. . (
LT I T, +WW

=E,E + B'E}; — 59V EjE; — 59V E"Ey ;.
(A.61)
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The strong vs. weak electrolyte limit for
moderate Péclet numbers

In the field of electrohydrodynamics, the explicit treatment of the reaction terms

Ry = - (kas — kacyc_), (B.1)

Rs = —Da(kqs — kacic_)

in the charge and salt transport equations is avoided. The set of nondimensional equations
(cp. equations {4.10))

Pe, <8tci + (ﬁ . U) ci> +V -y = % (kas — kacic_),
Pe (&8 + (6_(;3)sz5 j ;Da (kas — kacic_), 52)
.00
V-7=0

)

can be simplified with two fundamentally strategies, i.e. assuming weak or strong elec-
trolytic solutions. For weak electrolytes, the ratio of ion and salt concentrations is assumed
to be small @ < 1, and for strong electrolytes we assume o > 1.

In this appendix, we compare these two approaches. For that purpose, we first take
one of the two above limits and use the assumption of small Debye layers § < 1 thereafter.
The Péclet number is in both cases assumed to be of order unity Pe ~ O(1). The difference
of the charge transport equations delivers on both cases an equation for the charge density
q that is independent of the reaction term and reads (compare equation

Pe (&q—i— (617) q) —i—ﬁ-;’q:O. (B.3)
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We will also need the charge fluxes as derived in equations

j:l: =Dy <_§C:t + Ciﬁﬁb) )

. B . (B.4)
jg ==V (Dycy —D_c_) = (Dicy + D_c_) V.

Finally, we only consider one phase with the reaction equilibrium constant K = 1. How-

ever, the following discussion can be easily copied for a two-phase problem. We also focus

on the equations governing the charge and distributions and the electric potential, as the

other equations transform equivalently.

The weak electrolyte limit o < 1 The strong electrolyte limit o > 1
The assumption on « delivers for the The assumption that « is large delivers
charge transport in that from [B.2l
kqs — kacic_ =0, (B.5) Pe. <8tci + (ﬁ . 17) ci) +V- j’i = 0.
(B.9)

which is equivalent to We note that transport relation for the

Ks—cic. =0 (B.6) charge density also holds in this case.

The salt transport then reads
Os + (ﬁ : 17) s = 0. (B.7)

Together with the assumption on uniform
salt distribution far away from the surface,
we find that s = 1. Thus, the algebraic

equation simplifies to
cye_ =1 (B.8)

The second equation for the charges is the
transport relation for the charge density

B.3l
The thin-Debye-layer limit § < 1

With the assumption of a thin small Debye layer, the Poisson equation delivers in the
outer region qqy = ga) = 0. Thus, the ion distributions are equal at the two leading
orders ¢ (01) = c—(0,1) =: C(0,1)- Equation reads

- =

V- Jaon =V - (-ﬁ (Dyeyon) = D-c01)) = (Dscyon) + D-c_)) ﬁd))

) . . (B.lO)
=V- (—DAVC(OJ) — C(O,I)V(b) .

In the absence of charge sources / sinks and outer charge gradients, this transport equation
delivers c(g,1) = c+(0,1) = 1 for both weak, and strong electrolytes. In the next step, we
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consider the equations inside the Debye layer with the rescaled coordinate z! = 6X. The
equivalent of relation [B.3] still holds for both electrolyte strengths and reads

Peg) (atcg+ (6 - 17) Q) LV -y =0, (B.11)

with
Q ~ Q) +0Qu) + ...,
Cy~ Cj:(()) + (5Ci(1) + ...,
Vi~ Vigy+oViy + ...,
jQ ~ j@(_l) + 5jQ(o) + ...
Thus, the two leading orders of this equation read
Ox Jo-1) =0,
aij(o) == O

(B.12)

(B.13)

The second equation for the charges is discussed separately

The weak electrolyte limit o < 1
We find from equation that for the
leading two orders the relation

holds, which can be expanded in the or-

The strong electrolyte limit o > 1

We find from equation that for the

leading two orders the relation
OxJL =0 (B.16)

holds. An integration with respect to X

ders and the boundary condition lim Ji = j!

X =00
CrC-@ =1,
Cr)Coq) + CrCoq) = 0.

delivers

(B.15) ,
gy =Ji,

7 (B.17)
Jy = —(’)XCi + CiE)X@.

The solutions to the two leading orders
of this equation are discussed in sections
4.2.1} and 4.2.2, They read

C'j[(o) = Gﬂl,

| (B.18)
Ciqy = F (P £y Bx) €7

We note that the solutions fulfill the leading order of [B.15] However, when plugging
them into the next order, we find an estimate of the difference between both descriptions

residual = C'(1)C_ o) + C40)C_(1)
== () +hoBr) + (20 — o E-)
= —Jy) (B+ + E_).
As a result, the solutions for the electric charges C'(1y and the potential @y of O(6) differ

between the two models. The effective jump conditions of normal and shear stress are
also different.

(B.19)
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UML diagram of the spectral solver

The algorithm illustrated in the diagram is implemented in Python as displayed in the
UML diagram As discussed in section in detail, it is split up in pre-processing,
the solution, and a post-processing step.

The pre-processing is performed in the "actuator" class. Parameter assignment, mesh-
ing, and inversion of time-independent system matrices are contained here.

The time integration is performed by the class "solution methods" which is split up
in sub-classes for the solution of the electric PNP problem (Gummel’s iteration and influ-
ence matrix method as discussed in sections |5.3.5| and [5.3.4)) and the flow problem for the
stream function (cp. sections [p.3.6). In another sub-class the nonlinear Coulomb-force
terms of the charge balances are computed.

The "analysis"-class contains all post-processing steps (cp. section [5.4]), such as the
computation of dissipation and efficiency. Additionally, the termination mechanism is
contained in this class.
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actuator_psipnp_eps.actuator _psipnp_ep: olution_methods actuator_psipnp_eps.actuator.solution_methods.flow
actuator solution_methoads: solution_methods. actuator flow! get_inverse_system_matrices(self):
actuator model_functions: solution_methods. actuator.pnp: Jp|get CBDF2_parameters(self)
actuator.analysis: il solution_methods actuator nonlinear_terms get_total_flow_rate(self, T, Vx0_T1, SYS_inv, Fx)
actuator.save_figures get_psi(self, SYS_inv, PSI_T1, delta_tir, rot_F)

psi2vel(sell. PSI)

__init__(self, frequency=1e6, amplitude=1

actuator_psipnp_eps.actuator.solution_methods.pnp

object pnp.solution_methods. actuator.influence_matrix_method
L Lo -
__Class__(self: _T). gel_inverse_system_matrices(self):
__class__(self, __type: Type[object]) perform_Gummels_iteration(self, PHI_T0, CP_T0, CN_T0, CP_T1, CN_T]

__init__(self)

__new__(cls: Type[_T])

__setaitr_ (self, name: sir, value: Any):
__eq__(self, o object)

actuator_psipnp_eps.actuator.sclution_metheds.nonlinear_terms

__ne_ (self, o: object) nonlinear_terms.solution_methods.actuator.pnp:
__sir__(self) +p nonlinear_terms solution_methods.actuator.Coulomb_force.
__repr__(self) =

__hash__(self)

__format__(self, format_spec: str).
__Qetatiribute__(self, name: sir),
__delattr__(self, name: sir)
__sizeof  (self)

__reduce_ (self): actuator_psipnp_eps.actuator.model_functions
__reduce_ex__(self, protocol: Supportsing
__reduce_ex_ (self, protocol: int)

_ dir_(selfy

it L

model_functions.actuator.Poiseulle_flow:

get_higher_order_parameters(n_inf, temp0, rho, perm_fiu
A get_Heaviside(self, t0=0, t1="none’, step=1, \ stiffness="1e
get_travelling_wave(self, shift_spat=0.0):
get_10sweep(self, shifi_spat=0.0, fmax_ratio=100)

typing Hashable get_Gouy_Chapman_solution(self, phi_bc, spectral="false|

__hash_ (selfy:

actuator_psipnp_eps.actuator.analysis

analysis.actuator.get_dissipation:

get_boxiness(self, v_in):
measure_neutral_region(self, phi)

Figure C.1: UML diagram of the solver displaying selected classes and sub-classes.



APPENDIX D

Patent graphics

This chapter delivers a collection of graphics that were already published in the patent
applications Marthaler and Class| (20224, [2022b). Those illustrate the physical and func-
tional structures of the lab system. They are sorted by their structural level (compare

Figure .
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Figure D.1: Working principle of the actuator (Marthaler & Class, 2022b)).
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Figure D.2: One-dimensional actuator of three electrodes with a 120° phase shift
(Marthaler & Class, 2022b).
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Figure D.3: Two-dimensional actuator consisting of 18 electrodes in the top level which
is in contact with the fluid. The bottom graphics illustrate the wiring of the electrodes in
the three sublevels (from sublevel 1 on the left to sublevel 3 on the right). At the third
sublevel, three different wires with separate voltages are connected. In sublevel 1 and 2,
these three phases are connected to six electrodes each (Marthaler & Class| 2022b)).
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128

128

Figure D.4: Hexagonal actuator that allows three independent flow directions as an al-
ternative to the one way actuator in figures and (Marthaler & Class, 2022b).
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Figure D.5: Clustering of single actuators to synchronized pixels. These pixels consist
of actuators that cannot be controlled individually but as a set. The wires at sublevel
3 (compare Figure form a serpentine pattern connecting all actuators in the pixel
(Marthaler & Class, 2022b).
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Figure D.6: Control unit for several pixels (synchronized actuators). Between the flow
areas, control units are arranged distributing the control information to the single pixels.

One control unit is typically connected to 8 pixels. The input information to the control
unit is provided by a data BUS (Marthaler & Class| 2022b)).
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Figure D.7: Chip structure consisting of several pixels arranged in a matrix array. Each
square box presents one element as displayed in Figure [D.6] consisting of a control unit
and eight pixels. Attached to the chip are several reservoirs. Liquids can be exchanged
via channels between the reservoirs and the chip (Marthaler & Class| 2022D).
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Figure D.8: Lab with the chip surface in the center. A liquid channel en-circulating the
chip surface provides continuous availability of carrier fluid. The memory elements on the
right are used to store probes. the in- and outlets at the top and the bottom allow for
exchange of probes or waste fluids. On the right, add-on elements, such as centrifuges,
heaters etc. can be attached (Marthaler & Class| 2022b).
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Figure D.9: Sample transport on the chip surface. In order to avoid unwanted recirculation
zones on the chip surface, circular elements of carrier fluid are moved with constant speed.
Thus, mass continuity is fulfilled. The top row of three images shows the sample (black
dot) and the respective fluid flow along the dashed line. The image below shows the
respective path of the sample. The bottom four pictures illustrate the sample transport
near the boundary. The Y-form allows separate transport of sample and carrier fluid into
two channels (Marthaler & Class| 2022b)).
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Graphics legend
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