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Abstract

Monolayer and multilayer thin film formation on solid or liquid surfaces is a growing multidisci-
plinary area of research of great interest for new and emerging technologies in photonics, microelec-
tronics, nanotechnology, plasmonics, biosensors, bio-medical devices, etc. Adsorption and deposi-
tion (irreversible adsorption) of colloids, proteins, and other bio-materials on solid/liquid interfaces
are of large significance for many practical and natural processes such as filtration, paper-making,
chromatography, separation of proteins, viruses, bacteria, pathological cells, immunological assays,
thrombosis, biofouling, biomineralization, etc. Controlled adsorption of colloid particles on sites of
nanometric scale can also be exploited for direct visualization of surface features.

The Random Sequential Adsorption (RSA) model is one of the basic models used to describe the
irreversible formation of monolayer deposits of microscopic and mesoscopic particles. Inter-particle
interactions are approximated classically with the hard-core exclusion model, which means that over-
laps between the particles are not allowed. Particles can only adsorb if they are in direct contact with
the substrate. This feature ensures a monolayer deposition. Irreversible adsorption means that the ad-
sorbed particle stays permanently fixed to the substrate and diffusion or desorption processes are not
allowed. Previously adsorbed particles block a certain area of the substrate for new adsorptions and
consequently, the system becomes jammed. Heterogeneities of a substrate impose further limitations
on the positions of adsorbed particles. Our aim is to quantify structural changes in the jammed state
that are introduced by different patterns of substrate heterogeneities. We use the RSA approach to
analyze the deposition of identical spherical particles of a fixed radius on non-uniform flat surfaces
covered by rectangular cells. Two different types of patterns are of interest: randomly positioned cells
and square lattice centred cells.

In the first part of the dissertation, the configuration of the cells (heterogeneities) was produced
by performing RSA simulations to a prescribed coverage fraction Géceu). Adsorption was assumed to
occur if the particle (projected) centre lies within a rectangular cell area, i.e., if the sphere touches one
of the cells. The jammed-state properties of the model were studied for different values of the cell size
a (comparable with the adsorbing particle size) and density 9(()cell) . Numerical simulations were car-
ried out to investigate adsorption kinetics, jamming coverage, and structure of coverings. Structural
properties of the jammed-state coverings were analyzed in terms of the radial distribution function
g(r) and distribution of the Delaunay ‘free’ volumes P(v). It was demonstrated that adsorption kinet-
ics and the jamming coverage decreased significantly, at a fixed density Qéceu), when the cell size o
increased. The predictions following our calculation suggest that the porosity (pore volumes) of the
deposited monolayer can be controlled by the size and shape of landing cells, and by the anisotropy
of the cell deposition procedure.




The second direction of research in this thesis analyses the adsorption of spherical particles of a
fixed diameter on nonuniform surfaces covered by square cells arranged in a square lattice pattern.
To characterize such a pattern two dimensionless parameters are used: the cell size a and the cell-
cell separation 3, measured in terms of the particle diameter dy. We focus on the kinetics of the
deposition process in the case when no more than a single disk can be placed onto any square cell
(@ < 1/4/2 2 0.707). We find that the asymptotic approach of the coverage fraction 6(f) to the
jamming limit Oy is algebraic if the parameters « and f3 satisfy the simple condition, f + o /2 < 1. If
this condition is not satisfied, the late time kinetics of the deposition process is not consistent with the
power-law behaviour. However, if the geometry of the pattern approaches “noninteracting conditions”
(B > 1), when adsorption on each cell can be decoupled, the approach of the coverage fraction 6 ()
to 6y becomes closer to the exponential law. Consequently, changing the pattern parameters in the
present model allows for interpolating the deposition kinetics between the continuum limit and the
lattice-like behaviour. Structural properties of the jammed-state coverings are studied in terms of
the radial distribution function g(r) and the spatial distribution of particles inside the cell. Various,
non-trivial spatial distributions are observed depending on the geometry parameters of the pattern.

Keywords: random sequential adsorption, heterogeneous substrate, pair correlation function, Delau-
nay ‘free’ volumes

Research field: Physics

Research subfield: Statistical physics

UDC number: 539.233, 536.12
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Caxkerak

dopmupame jeJHOCIOJHUX U BUILIECIOjHUX TaHKUX (PUJIMOBA HA YBPCTUM U TEYHUM IOBPLIMHAMA
je pactyha MyITHIUCIMIUIMHAPHA O0JIACT UCTPAXUBaWka OJl BEJMKOT MHTEpecTa y (DOTOHHIIM, MH-
KPOEJIEKTPOHHUIIM, HAHOTEXHOJIOTHjaMa, TUIA3MOHHIIH, 3a OHoceH30pe, OnoMeaniHCKe ypehaje, uta.
AJcopniyja u 1eno3unuja (MpeBep3uOnIHaA aICOPIIIMja) KOJIOUIa, MPOTEHHA U IpyTUX Ouomarepu-
jana Ha YBPCTUM/TEYHMM MOBpIIMHAMA CY OJ] BEJIMKE Ba)XHOCTH 32 MHOIe MpPAaKTUYHE U MPUPOJHE
rpoliece Kao MTo cy (puiaTpaiuja, IpOM3BOAma Manupa, xpomarorpaduja, cernapaiyja npoTerHa, Bu-
pyca, OakTepuja ¥ MaToJOMKUX herja, IMyHOJIOIIKHA TECTOBU, TpOMO03a, OMOMHHEpaTN3allfja, UT/.
KonTponucana ajcopriyja KOJIOMIHUX YeCTUIA HAa CTPYKTypaMa Ha HAHOMETapCKOj CKaJIi ce Takohe
MOT'Yy MICKOPUCTHT 32 AUPEKTHY BU3YyaJIM3al1jy CTPYKTYPHUX KapaKTEepPUCTHUKA.

Mopnen ciyvajHe cekBeHuujaaHe agcopnuuje (RSA Monen) je jenan og OCHOBHUX MOJIEJIa 32 ONU-
cuBamwe (hOpMHUpaa jeIHOCIIOJHUX AETI03UTa ME30CKOIICKUX YecTulla. MelhyuecTuuHa UHTepakiinja je
arnpoKCUMUpaHa KJIACUYHUM MOZIEJIOM KPYTHX TeJla, IITO 3Ha4YM Ja je 3a0parmeHo Me)ycoOHO npekJia-
name yecTuia. YecTuile ce Mory aicopooBaTH jeIUHO aKO CY Y TUPEKTHOM KOHTAKTY ca CYIICTPaTOM.
OBa ocobuHa 10BOIM /10 (hopMHparka jeIHOCIOjHUX Jieno3uTa. [lojam mpeBep3uOUIHa aacopmimja
nopasymeBa Ja cy ajcopOOBaHE uYecTHIle TpajHO MpuuBpiiheHe 3a MoaJiory, a mpouecu audysuje
Wi aecopnuyje cy 3a0pamweHu. IIpeTxoqHo aacopboBaHe yectulie 010Kkupajy oxpehenu aeo nomo-
re 3a aJCOpIIMjy HOBUX YECTHLA LITO JOBOJM O 3aryuiewma cucreMa. HexoMmoreHocT cymncrpara
Hamehe JloJaTHA OrpaHMYea Ha MO3UIMje aacopOoBaHMX YecTHra. Ham musb je 1a KBaHTHU(UKY-
jEMO CTPYKTYpHE NpOMEHE 3arylieHOr CTama HacTaje yclell pa3jUIMUMTUX XeTeporeHuX oOpasara
Ha azgcopOyjohoj momno3u. Kopuctivo RSA mpuctyn 3a aHanm3y jAerno3uiivje WAeHTUIHUX cdep-
HMX YECTHIa HA HEXOMOI'€He paBHE MOBPILMHE MOKpHUBEHe MpaBoyraonum henujama. On uHrepeca cy
JIBa pa3/MuyMiTa TUIA pacropea: ciiydyajHo pacnopehene henuje u henuje pacnopehere y yBopoBuma
KBa/IpaTHE pELIETKE.

Y npBoM Jenly UcTpakuBamwa y OKBUPY OBe Te3e, KoH(purypauuja heiamja ce popmupa nomohy RSA
CUMYJIalfje JIOK Ce He TOCTUTHE KeJbeHa MOKPUBEHOCT CYIICTpaTa 90ce . o ajxcopmimje 10y1a3u ako
(MpojeKTOBaHU) LIEHTap YECTHIIE JIEKH YHYTap paBoyraone henuje, Tj. ako cpepHa yecTuia 10Aupyje
Heky of1 henmuja. OcoOuHe 3aryIeHor CTamba Cy U3yJyaBaHe 3a pa3inunuTe B{?CI{HOCTI/I BesMuuHe henuja
o (ynopeIuBUX ca BEJIMYMHOM YeCTHIIe) U pa3nuuuTe ryctude henuja Gécel . I3BpiieHe cy Hymepuuke
CUMYyJIallije Kako OM MCTPaKUJIM KUHETHKY aJICOPIILH]je, TOKPUBEHOCT Y 3arylieiby U CTPYKTYpy Jero-
3uta. CTpPyKTypHE OCOOMHE 3aryIIEHOT CTamba aHAIM3KUpaHe cy oMohy MmapHe KopeJlaione (pyHKImje
g(r) m muctpubynmje lenoHejeBUx CI000IHMX MOBPIIMHA. Pe3yiTaTty HAIMX CUMYJAlfja CyrepHIILy
Jla ce KOHTPOJIa MOPO3HOCTH jeAHOCJIOJHOT JISTI03UTa MOXe MOCTUhY Mo/IelIaBakheM BeJIMUrHe, 00JIMKa
Y OpHYjeHTalyje NpUuxBaTHUX henuja.

Vil



Jlpyru npaBail UCTpaxuBarma y T3 je aHaju3a ajcopriuje chepHUX YecTulia (PpUKCHOr mped-
HUKA Ha XeTepOreHUM MOBpIIMHAMA MPEKPUBEHUM KBaJipaTHUM hesjama pacriopeheHrM y YBOpoBe
KBaJ[paTHe penieTke. 3a KapaKTepu3Iinjy OBOT MIa0JIOHA KOPUCTUMO [1Ba Oe3TMMEH3UOHA ITapaMeTpa:
BEeJIMYMHY KBajipaTHe hesmje a u pasmak usmel)y ase cycenne henuje 3. 3a jeiMHUILY Mepe KOPUCTH-
MO TNpeyHHK ajicopOyjyhux hemmja dy. ¥ okycy ucTpaxuBama je KUHETHKA Mpoleca JAeno3uldje y
ciyuajy Kaja 6uiI0 Koja npuxBaTHa henmja Moxe 1a ajgcopOyje Hajsue jeany ety (o < v/2/2).
[MokprBeHOCT O () aCHMITOTCKM TE€XH IPAHMYHO] BPEAHOCTH 07 MO anreGapcKoM 3aKOHY ako mapa-
MeTpu & U 3 3a10Bo/baBajy yciioB B+ /2 < 1. AKO OBaj yCJIOB HHje UCIyEheH, KUHETHKA KacHe
(baze mporieca neno3uirje HUje KOH3UCTEHTA ca CTereHOM 3akoHuTolnhy. Mnak, Kako ce reoMeTpuja
nojuiore npudkaBa HeuHteparyjyhem pexumy (8 > 1), acHMOTOTCKY Mpuiia3 MOKPUBEHOCTH Ce
npuOIMKaBa eKCIIOHEHIN]aTHOj 3aKkoHOCTH. CXOIHO TOMe, MPOMEHa MmapameTapa narepHa cyocrpara
y OBOM MoJieJTy oMoryhyje uareprosnaiujy usmely 1a rpaHdyHa C1y4aja aJCopIIije Ha KOHTUHYyMY
Y Ha KBaJIPaTHO]j pelieTKU. 3a U3y4yaBame CTPYKTYPHUX OCOOMHA 3aryIIeHOT CTabha KOPUCTUMO MapHY
Kopenanuony GyHKimjy g(r) ¥ npocTopHy mucTpulyimjy dectuna yHytap henuja. [pumehene cy
Pa3sHOBpPCHE HETPUBUjATTHE IPOCTOPHE AUCTPUOYIIMje y 3aBUCHOCTH O] TEOMETpH]je MaTepHa MoJjiore.

Kiby4He peun: ciydyajHa CeKBEHIMjalHa aJCOPIILMja, XETEPOreHU CYNCTPATH, apHa KOpeJsaljoHa
dbynkuyja, JlenonejeBe ca0001He MOBPIIUHE

Hayuna o6aact: ®usmka

V:ka HayuHa o6Jact: Cratuctiuka pusmka

VK 6poj: 539.233, 536.12
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Chapter 1

Introduction

Adsorption is a general term for the processes responsible for the formation of deposits (a.k.a adsor-
bates). It represents the adhesion of foreign particles to the solid or liquid surfaces commonly termed
as adsorbants or substrates. It is a common phenomenon that has great scientific and industrial im-
portance as it has been linked to a wide range of applications in biology [3—6], nanotechnology [7, 8],
device physics [9-11], physical chemistry [12, 13], and materials science [14]. Depending on the
application in question, the depositing objects could be colloidal particles, polymer chains, globu-
lar proteins, nanotubes, DNA segments, or general geometrical shapes, such as disks, polygons, etc.
Due to its wide range of applications, there has been a continuous effort to enrich our understand-
ing of deposition processes and experimentally observed structural properties of the adsorbed phase
[7, 15, 16].

One of the basic models for studying a thin film formation is known as Random Sequential Ad-
sorption (RSA). It models the process of adsorption of objects in a sequential manner (one by one).
The new object is randomly positioned on the substrate, and adsorption is successful if it doesn’t
overlap any of the previously adsorbed objects. If overlap occurs, the object is rejected and a new ad-
sorption attempt is made. All accepted objects stay permanently fixed on the substrate, thus forming
a monolayer deposit. They block certain areas of the substrate for the adsorption of new objects. The
blocked area of the substrate expands as the number of adsorbed objects grows, and the adsorption
rate slows down. A finite substrate eventually reaches a jammed state where the complete substrate
is blocked for the adsorption of new objects. When a substrate is infinitely large, the jammed state is
reached in the limit as time goes to infinity.

This is the most general description of the RSA process. The two general terms, ’substrate’ and
“object’, represent suitable entities in any adsorption process we aim to describe. We can choose
whether the substrate is discrete, continuous, pre-patterned, regular, lattice-based, 1D, 2D, 3D, or
(in theory) anything we can think of. In practice, our model will seek to describe a physical system
within a wide range of applications in biology, nanotechnology, device physics, physical chemistry,
and materials science. Most systems of interest would have flat 2D substrates, but other shapes such
as spheres, cylinders and rings can also be of interest. The term "object’ can stand for line segments,
circles, squares, ellipses, polygons, or any other shape representing real objects such as colloidal
particles, polymer chains, globular proteins, nanotubes, DNA segments, etc. New and emerging
technologies enable us to precisely tailor the shape and size of the deposition objects on micro and




CHAPTER 1. INTRODUCTION

even nanoscale. All this makes RSA the tool for various interdisciplinary studies.

A desorption is a process in which adsorbed particles detach from a surface. It competes with the
adsorption and slows down or even prevents a deposit growth. Other processes that play their roles
in kinetics and dynamics of adsorbate formation are diffusion, surface relaxation, hoping of particles,
inter-particle interactions, etc. In this work, we will focus on processes in which the time needed
to reach the jammed state is much smaller than the relaxation time. Relaxation processes can be
neglected and we can assume that after each particle is adsorbed, it stays rigidly and irreversibly fixed
to the substrate.

New technologies enable the production of particles with precise shapes on micro and even
nanoscale, and the effects of particle properties on deposits and the adsorption process have been
thoroughly investigated. Besides adsorbate particles, it is evident that adsorbant surface structure is
just as important. Many surfaces of adsorbants are inherently heterogeneous, or they can be mod-
ified by the use of coupling agents bound to interfaces, e.g., polyelectrolytes, ligands, surfactants,
polyvalent ions, or chemical coupling agents. In each stated case, adsorption occurs at heterogeneous
surfaces bearing isolated adsorption sites. This enables us to create deposits with precisely tailored
properties, such as coverage and morphology. A deeper theoretical understanding of these systems
enhances the effectiveness of the process, rather than using the trial-error method.

We are interested in the kinetics of an adsorption process, as well as in the adsorbate structure in
terms of coverage evolution, maximum (jamming) coverage, density/pair correlation function, poros-
ity, etc. Due to the problem complexity, very few simple models can be solved analytically and those
are mostly models of one-dimensional substrate. Pioneer work in this field was done by Paul Flory
who studied the attachment of pendant groups in a polymer chain [17]. This problem translates to
the adsorption of dimers on a one-dimensional regular lattice (see figure 1.1(a)). Flory found that if
unreacted groups of a polymer chain randomly pair with its unreacted neighbour, 13.53% of them are
prevented from reacting due to isolation between reacted pairs. In terms of the adsorption of dimers
on and infinite 1D lattice, the exact jamming coverage is 1 — 1/e? =~ 08647. In 1958, a Hungarian
mathematician Alfred Rényi solved the following problem: given a street of given length and cars

(a) (a)
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Figure 1.1: (a) Dimer filling on a 1D lattice; (b)  Figure 1.2: (a) Continuum “car parking” of unit
Dimer filling on a square lattice. Isolated empty  length intervals on the line; (b) jammed state for
sites, which can never fill, are shown as “0” [15].  RSA of aligned squares in the plane [15] .
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of constant length that park on a random free position on the street, what is the density of cars when
there are no more free positions [18]? This translates to the adsorption of line segments of fixed length
onto a one-dimensional continuous substrate (figure 1.2(a)). An exact jamming density on an infinite
parking line is known as the Rényi’s parking constant (=~ 0.7475979203).

Typical configurations of hard sphere deposits created in an RSA process radically differ from
configurations of a gas in thermodynamic equilibrium, as shown by Widom [19]. The RSA process
favors configurations in which pairs of spheres are distant. Radial distribution function of deposit
configurations created in an RSA process that is stopped when the deposit coverage reaches a prede-
termined value 6 below the jamming coverage 0y, differs from the one of the equilibrium hard-sphere
gas of the same density 0. Also, the system in equilibrium may be in a state with density 6 that is
higher than jamming density 8;, which an RSA system can never surpass. Widom [19] also showed
that if we want to use RSA to approximate equilibrium systems, this will only be correct up to the
second and third virial coefficients, or cluster integrals, but incorrect fourth and higher-order ones.

Many variants of RSA systems have been studied in order to investigate the influence of shape,
size, orientation and dispersion of adsorbing particles, finite-size effects, defects and impurities of
a substrate [20—40]. Main focus of these studies was on systems with homogeneous substrates, but
in many adsorption processes the substrate is manifestly heterogeneous. Motivated by affinity chro-
matography, in which solute particles bind only to ligands that are immobilized on the substrate
surface, Jin et al. [41] investigated the so-called random-site surface model (RSS). They considered
cases of randomly distributed ligands that are much smaller than solute particles and can be modeled
as points. They found an exact mapping between the kinetics of this process and of the adsorption on
a smooth continuous surface. The mapping is given by relation T = ot (1 — e~ !/® where  and T are
measuring the elapsed time in RSS and continuous surface RSA, respectively, and « is a dimension-
less parameter related to the site density.

Based on a substrate type, research studies of RSA processes could be roughly divided into two
groups: adsorption on a continuum substrate and adsorption on discrete sites, usually lattices. The
crossover between two substrate types is usually treated in a way that the continuous substrate is
considered as the limit case of a lattice substrate where distances between neighbouring sites are
infinitely small. Another line of research tackles this crossover differently: particles can be adsorbed
only within non-overlapping finite-size areas or objects, called cells, that are distributed over a flat
substrate and form a desired pattern. This model can also be interpreted as adsorption on a discrete
set of point-like adsorption sites that allow for error in particle positioning of the order of the size of
the cell, thus treating adsorbing sites as cells of finite size.

The first generalization of the RSA model where lattice sites were treated as objects of finite size
was the adsorption of dimers to equidistant adsorbing segments on a line, analyzed analytically and
numerically by Bonnier et al. [42]. In the same fashion, Adamczyk et al. [43, 44] generalized the Ran-
dom Site Surface model and considered surface heterogeneities as finite-size hard disks (or spheres)
of fixed radius, positioned randomly in the preceding RSA process. The RSS model can also be gen-
eralized by using randomly placed adsorption cells of different shapes. A research direction exploited
in this dissertation uses adsorbing cells shaped as squares or rectangles of different elongation.

Aratjo et al. [45] and Marques et al. [13] numerically investigated the adsorption of disk-shaped
particles on a two-dimensional pre-patterned substrate that consists of equal square cells centered at
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Figure 1.3: Typical configuration of jammed state yielded with random sequential adsorption (RSA)
of disks on a flat continuous surface (a) and on a regular pre-patterned surface (b).

the vertices of a square lattice (Fig. 1.3(b)). They studied effects of a regular substrate pattern and
particle polydispersity on the deposit density morphology, as well as on the in-cell particle population.
They focused on the morphology of the final state. In this dissertation we analyze the kinetics of this
model and investigate features of the deposition structure in more depth.

Privman and Yan [1] and Verma and Privman [2] analyzed the extended model of deposition
of segments of length a in one-dimension, on a lattice of spacing [/ between its sites. Unlike sites
of the precise lattice that have no size, sites of imprecise lattice are symmetrically broadened into
segments of width w in which the centers of the depositing objects can land. They reported that even
an arbitrarily small imprecision in the lattice-site localization (w 2 0) changes the convergence to
jamming from fast, exponential, to slow, power-law. Our study in a similar spirit investigates the
rapidity of the approach to the jamming state in the case of a two-dimensional (2D) pre-patterned
substrate, elucidating the crossover between discrete and continuous substrate in a different light.
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This dissertation

This thesis is organized as follows. In chapter 2, following this introduction, we overview the prop-
erties of the system necessary to analyze and understand the growth of a monolayer deposit and its
structure. A historical overview of related research of the Random Sequential Adsorption model on
various substrate types is given in chapter 3. Chapter 4 gives the details of the numerical simula-
tion that we have developed and used to obtain the results presented in this thesis. The classical RSA
model was modified to take into account the substrate inhomogeneities and adsorption was assumed to
occur only if the (projected) particle center lies within a rectangular cell area, i.e., if a sphere touches
one of the cells. In chapter 5, we investigated the RSA of spherical particles on a randomly patterned
substrate, in which the configuration of the cells was produced by performing RSA simulations to
a prescribed coverage fraction. Chapter 6 analyses the adsorption of spherical particles on surfaces
covered by square cells arranged in a square lattice pattern. In the final chapter 7 we summarize the
presented work and give some concluding remarks.
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Chapter 2

Monolayer growth Kinetics and structure

In this chapter, we describe the parameters and distributions used for the monolayer deposit character-
ization. The kinetic properties of a deposition process are described by the temporal evolution of the
substrate coverage 0(¢). To gain basic insight into the “microstructure” of the jammed state, we use
the radial correlation function and size distribution of pores (patches of unoccupied spaces between
particles).

2.1 Adsorption Kinetics, jamming coverage and asymptotic be-
haviour

The most common parameter used to characterize the kinetic properties of a deposition process is
coverage 6(t), defined as a fraction of the substrate area covered by adsorbed particles at moment ¢.
It is calculated by dividing the size of the occupied substrate space by the total size of the substrate.
In the case of adsorption of mono-dispersed particles, the coverage at a time ¢ is calculated with the
formula

0(t) =Np(t)= (2.1)

where N, () is the number of adsorbed particles at a time ¢, S, is the size of the substrate that a
single particle occupies and S; is the total size of the substrate. In the case of adsorption on a lattice
substrate, S), is the number of the lattice nodes that are occupied by adsorbed particles and S; is the
total number of nodes in the substrate sample. In the case of a one-dimensional continuous substrate,
size refers to a length, while in the two-dimensional case it is a surface area. In experiments, the
most relevant case is the adsorption of three-dimensional particles on two-dimensional surfaces, in
which case the particle size S, is calculated as the area of a particle projection onto the substrate. For
example, adsorption of N, non-overlapping identical spherical particles of radius rg to a square flat
surface with a side of length L will give the coverage as

O(t) =Ny(t)—5- (2.2)
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The adsorption rate u = d6(t) / dt is proportional to the number of particles striking the unit surface
area per second (flux j) and to the so-called sticking coefficient S(6), which is the probability that
an impinging particle actually sticks to the substrate: u = jS(60). The sticking coefficient is equal to
the fraction of the substrate surface that is available for new adsorptions B(6), known as the available
space function or the blocking function, multiplied by the probability P that a particle sticks to the
substrate on contact: S(0) = PB(6). RSA model assumes that adsorption is inevitable whenever a
particle strikes the substrate at a location that satisfies the non-overlapping condition. In other words,
the interaction energy between the substrate area and a particle is infinite at contact and equals zero
otherwise and the probability P equals 1. Hence, the sticking coefficient equals the available space
function S(0) = B(0).

In the RSA model, the flux of the impinging particles j is considered to be uniform and at a
constant rate. Time scaling t* = jt enables us to take the flux to be unitary and yield the adsorption
rate as 46()

ult”) = dr*
in the further text, for the sake of simplicity and without loss of generality, we will only use the scaled
time and omit the asterisk in the scaled time symbol.

= B(6(1")). (2.3)

Figure 2.1: A typical configuration of particles adsorbed at an interface (dark disks); the white annuli
show the exclusion areas, whereas the shadowed zones represent the areas (targets) available for the
centre of the wandering particle depicted by the white disk. Figure from Adamczyk [46].
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The typical RSA configuration of spherical (disk-like) particles adsorbed on a flat surface is illus-
trated in figure 2.1 [46]. Dark disks represent particle projections, while white annuli around them
compose the space blocked for the centres of new particles. Gray surface is the “free” space available
for the adsorption of new particle centres and its area represents the available space function. We
get coverage versus time dependencies as shown in figure 2.2(a) by calculating the available space
function and solving the equation 2.3. The available space function can be exactly calculated only in
a few simple one-dimensional cases and we rely on numerical Monte Carlo simulations for its esti-
mate. The sum of coverage 6 and available space function B(0) is less than 1 due to unfilled space
around particles that are blocked for centres of new particles (white annuli in figure 2.1). These annuli
overlap each other making the exact calculation of its area practically impossible.

Some features of the temporal evolution of the coverage are common for all RSA systems. At
the start of the process, the entire surface of the substrate is available for adsorption of particles and
all adsorption attempts are successful. Each adsorbed particle blocks the surrounding area for the
adsorption of new particle centres and affects the geometry of all later placements. This is why 0(7)
grows linearly at the start and slows down due to the interaction with previously adsorbed particles
(the non-overlapping condition). Due to the blocking of the substrate area by already adsorbed parti-
cles, the available space function decreases as more particles are being adsorbed and coverage growth
gets slower and slower.

At large times the coverage 0(¢) asymptotically approaches the jammed-state value 6y where only
gaps too small to fit new particles are left in the monolayer. In the analysis of the asymptotic approach
to jamming, a plot of 6y — 0(¢) on a logarithmic scale strongly depends on the precise calculation of
0y. Instead, we will examine the adsorption rate u(z), i.e. the coverage growth of adsorbed particles
per unit time and surface area. It is yielded by the differentiation of coverage 6(¢) and the adsorption
rate equals zero in the jammed state by definition (u(r — o0) = 0). A typical shape of the adsorption
rate is shown in figure 2.2(b).
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Figure 2.2: (a) Qualitative dependence of coverage 0 on time and (b) corresponding dependence of
the adsorption rate u on time (7).
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2.2 Radial distribution function (pair correlation function)

Radial distribution function g(r), also known as the pair-correlation function, provides a simple yet
powerful encoding of the distribution of inter-particle gaps. It gives information about the long-range
inter-particle correlations and their organization [47]. It is central in experimental applications of
geometrical concepts to physical systems since it defines the scattering function measured in light,
X-ray, and neutron diffraction experiments [48].

By definition, the pair correlation function measures the probability that a particle centre is found
at a distance r from the referent particle, relative to the one of an ideal gas. In two-dimensional
systems, it can be calculated from the expression

_ iAﬁa(l’)
N, 2mrAr’

g(r) (2.4)
where r is the radial coordinate, Sy is total surface area, N, is total number of particles adsorbed over
the surface, and AN, (r) is the average number of particles within the annulus of radius r and thickness
Ar whose centre coincide with a particle centre (see figure 2.3). If N,(r;r*) is the number of particles
whose centre lies inside of a circle of radius r centred at a position r*, then averaging this value over
all circles whose centres coincide with particle centres will give us N,(r). For a set of N, particles

Figure 2.3: Radial distribution function: average density of particles at distance r from the centre of
a reference particle.
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positioned at ry,r2, ..., 7n, this is written as

:?—ZNrQ XY Iy, @5)

Np 5 i#]
where 1 (x) is the Heaviside step function. From equation (2.5), we obtain

Ar

ZZ -+—wmrm—u=7—m ril)) (2.6)
Np Ji#]
which then gives
Ss Ar Ar
g(r) = m;l; r+——|rj—rz|) n(r——-—lrj=ri)]. (2.7)

Equation (2.7) is used in practice for calculating the pair correlation function of systems generated
in Monte Carlo simulations. For each generated system, we find distances between particles in all
pairs, bin them into a histogram, and normalize the histogram according to equation (2.7). The
histogram is then further averaged over all generated systems.

Special caution should be taken in calculations of a finite system when the reference particle is
closer to the edge of a surface and parts of the circle of radius r around it fall outside of the surface.
Contributions of such points to the histogram should be appropriately corrected and this can be done in

q(r)
N

. [

/Ty

Figure 2.4: The pair correlation function for monolayers of density 8 = 0.547: the continuous line
shows the smoothed numerical results for random monolayer and the dashed line shows the theoretical
results for a 2D hard-sphere equilibrium. Figure from Adamczyk [46].
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one of three ways: (i) completely disregarding those particles; (ii) calculating the part of the circle that
falls into the surface, and replacing 27rAr with the surface of the truncated annulus; and (iii) using
periodic boundary conditions to extend the surface area and fill in the missing part of the annulus.
The latter can only be done if the periodic boundary condition has been used throughout the entire
simulation and it applies to the generated configurations of a system.

In the case of a system of identical hard spheres, two particles can not be at a distance smaller
than 2rg, hence g(r < 2rp) = 0. Since there can not be correlation between two infinitely separated
particles, g(r) approaches 1 for r — oo. As an illustration, figure 2.4 shows the pair correlation func-
tion calculated for the RSA of identical disks on a flat continuous substrate derived from numerical
simulations and theoretical results for the models of hard spheres in equilibrium [46]. Both systems
are at the same density equal to the jamming coverage of the RSA system. For r/ry > 5, radial distri-
bution function is strongly damped so that the RSA configuration looks uncorrelated (i.e., g(r) = 1),
and it has a logarithmic divergence at contact r = 2rq [5, 48-50].

2.3 Pore distribution

Gap size distribution is widely used to characterize the structure of a straight line covered with rods
[19, 51-54]. A pore is analogous to a gap in a two-dimensional system and systems of higher di-
mensions. Defining a pore is a challenging task in a more-than-one dimensional system where inter-
particle space is connected. The Delaunay triangulation is commonly used as a geometrical tool to
break apart an inter-particle space into separate pores. The size distribution of pores P(v) is com-
monly used to characterize the structure of disordered granular packings and to quantify the structural
changes during the compaction process [55-59].

Triangulation is a technique for creating a mesh of contiguous, non-overlapping triangles whose
vertices belong to and exhaust a given set of points P. By definition, a triangulation of a finite set of
points on a plane P C R? is called a Delaunay triangulation if the circumcircle of every triangle is
empty, that is, there are no points from P in its interior. A prominent characteristic of a Delaunay
triangulation is that it maximizes the minimal angle of all possible triangulations, with a unique prop-
erty of local equiangularity. It is also helpful in defining the nearest neighbours as two vertices of the
same Delaunay triangle. An extensive review and comparison of 9 different Delaunay triangulation
algorithms are given by Su and Scot Drysdale [60]. In this thesis, we used the Quickhull algorithm
[61] in MATLAB® programming language to compute the Delaunay triangulation for a given set of
disk centres on a plane.

By definition, the circumcircle of a Delaunay triangle is empty, i.e. it doesn’t contain other points
from the set. Let’s view this in the context of a flat monolayer deposit of hard disks with a fixed
radius rg. The disk centres are the base set of points for a Delaunay triangulation. We single out
any of the triangles and denote the radius of its circumcircle as R. Three particles of diameter rg
lie centred on the triangle vertices, and an imaginary disk with radius R — rg, concentric with the
triangle circumcircle, touches all three particles (red disk in figure 2.5). These inscribed disks are the
definition of inter-particle pores.

The maximum diameter of a circular pore is less than ro when a monolayer deposit adsorbed on
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a continuous surface is in a jammed state. Otherwise, an additional particle could be adsorbed in the
pore larger than ry which is contrary to the jammed state definition. This is not true if the substrate is
patterned: even if there is enough space between adsorbed particles to fit a new particle, the second
condition requires that the centre of the particle must fall within the predefined cells. This allows for
bigger pores in the jammed state. On the other hand, a smart design of substrate pattern can impose a
certain ordering of deposit that can lead to a denser packing of particles than the one in the case of a
non-patterned substrate.

The above definition of pores has a few shortcomings. In the first place, circular pores can overlap
each other. This problem can be solved by carefully excluding the smallest among overlapping pores,
which is not a straightforward task in the case of overlaps of multiple pores. Another flaw of this
definition is that a set of circular pores does not fill up the whole volume of the inter-particle space.
To avoid these two problems, we use another definition of a pore as the part of a Delaunay triangle that
is not covered by disk particles (illustrated by the striped area in figure 2.5). The advantage of these
pores over the circular pores is that the former ones completely cover the inter-particle space without
overlapping each other. On the other hand, a pore volume doesn’t indicate if the pore is big enough to
fit an additional particle and can not be used to check if the jammed state condition is satisfied even
in the case of a continuous substrate.

Another analysis at the microscopic scale is based on the Voronoi tessellation [63]. It unambigu-
ously decomposes any arbitrary region occupied by disks into space-filling, non-overlapping convex
polygons. Formally, for any set of points P in a two-dimensional space, a polygonal shape surrounds
each point p from the set P such that any point in the polygon is closer to p than to any other point

Figure 2.5: Inter-particle pore defined as (i) largest disk that is touching all three particles centred at
the vertices of a Delaunay triangle (red disk); (i1) empty part of a Delaunay triangle (striped area).
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Figure 2.6: Delaunay triangulation of a set of ~ Figure 2.7: Relation between Delaunay triangu-
points (black dots) with empty circumcircles and ~ lation (black lines) and Voronoi tessellation (red

its centres marked with red dots. Figure copied lines). Centres of empty circumcircles coincide
from [62]. with vertices of Voronoi polygons. Figure copied

from [62].

from the set P. These polygons are known as Voronoi cells. They are convex and their edges join at
trivalent vertices. Each vertex is equidistant to three neighbouring disks. Voronoi tessellation is dual
to Delaunay triangulation: vertices of Voronoi polygons are centres of Delaunay empty circumcentres
and edges of Voronoi polygons bisect the edges of Delaunay triangles. Two points are considered to
be nearest neighbours if associated Voronoi cells are contiguous, which is equivalent to the definition
of nearest neighbours given earlier in this section.

Figure 2.6 shows an example of a Delaunay triangulation for a set of 10 points, along with all
empty circumcircles and their centres marked with red dots. Figure 2.7 shows a Voronoi diagram for
the same set of points alongside the Delaunay triangulation. Each object (denoted by a black circle)
is located in a separate polygon. Figure 2.7 also illustrates close relation between the Delaunay
triangulation and Voronoi tessellation: centres of empty circumcircles coincide with the vertices of
Voronoi polygons and each side of a polygon bisects one of the triangle sides.
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Chapter 3

Random Sequential Adsorption model

The kinetics of an adsorption process has been mainly studied through the formulation of different
models, aiming to capture the essential features of the process. Random Sequential Adsorption (RSA)
is a simple model that can provide the generic features of the adsorption phenomenon in the case
of a very strong interaction between particles and substrate. The adsorption process is treated as
the sequential addition of particles on the substrate such that at each time step only one particle is
added to the substrate at a randomly selected position. During the process of addition, newly added
particles are forbidden from overlapping with the already adsorbed particles, and any attempt of
adsorption that results in overlap is rejected. The adsorbed particles are permanently fixed at their
spatial positions so that they affect the geometry of all later placements. Under these conditions,
the system evolves rapidly toward non-equilibrium conditions, and the kinetics becomes essentially
dominated by geometrical exclusion effects between particles. Evans [15] gives a thorough historical
review of RSA models and their applications.

It must be stressed that the classical RSA approach can be used for modelling the kinetics of an
idealized process only, consisting of the creation of particles at a given distance from the interface
with a constant rate and in a consecutive manner. For particles of a sub-micrometre size range, in
addition to hydrodynamic and electrostatic forces, Brownian motion significantly affects their trajec-
tories and transport to boundary surfaces. It is not possible, within the framework of the RSA model,
to find a unique relationship between the kinetics of this idealized process and the kinetics of the
particle adsorption process governed by various transport mechanisms. One has, therefore, to rely on
approximate models being useful for specific transport mechanisms of particles [46].

3.1 RSA on a discrete substrate

A discrete substrate represents a set of isolated adsorbing sites, restricting binding positions of par-
ticles only to those sites. A basic example of the RSA on a discrete substrate is the adsorption of
monomers on a lattice when one particle binds to a single site without blocking any other sites.
Eventually, all sites will be occupied, regardless of the dimensionality and lattice configuration,
making the jamming density equal to 1. With the assumption that the particle flux is unitary, from
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dO(r)/dr =1—06(r) itis easy to calculate the time evolution of the coverage and yield that
0(t)=1—e". 3.1)

The adsorption of dimers on a lattice turns out to be a non-trivial case. A dimer is adsorbed at a
random position and occupies two neighbouring sites. Two adjacent dimers can have a single isolated
site between them that can never be occupied. Consequently, the jamming coverage is smaller than
1. Jamming coverage of a one-dimensional case was first calculated by Flory [17]. He studied the
condensation of pairs of consecutive substituents X of a polymer composed of -CH, -CHX-, and found
that fraction of unreacted groups equals e~2 and the jamming coverage equals 1 —e =2 ~ 0.8647. The
asymptotic approach to jamming limit retains the exponential form in the case of the infinitely long
lattice.

Adsorption of dimers on a 2D square lattice was the subject of several studies [64—66]. Although it
can’t be solved analytically, numerous approximations and numerical calculations showed that 6; =
0.9068 [65]. Vette et al. [66] studied dimers filling on triangular, square and hexagonal lattices.
Further studies of adsorption of k-mers on 2D lattices concluded that in lattice RSA models [27, 67—
69], the approach of the coverage fraction 6(¢) to its jamming limit 6 is given by the time dependence:

05— 0(t) ~ exp(—1/0), (3.2)
where parameter ¢ depends on the orientational freedom of depositing objects, and on the dimen-
sionality of the substrate [68, 69].

3.2 RSA on a continuous substrate

When the adsorbing particles, such as proteins or colloids, are much larger than the structural details
of the substrate surface, the surface can be considered continuous on a mesoscopic scale and the ad-
sorption of particles is an off-lattice process. The one-dimensional case of the RSA of equal rods on
a continuous line is known as Renyi’s car parking problem after the Hungarian mathematician. He
was the first to propose and solve this model [18]. The calculated jamming coverage (8; = 0.7476...)
is significantly lower than the close packing coverage which equals 1. Late time approach to the
jamming limit displays power-law behavior 68; — 0(¢) ~ t~!. The pair correlation function at long
distances behaves super-exponentially, unlike equilibrium systems with characteristic exponential de-
cay [70].

Feder [5] calculated the jamming coverage of disks on a flat plane to be approximately equal
to 0.547. He used numerical simulations to show that the asymptotic approach of coverage to its
jamming limit obeys the power-law 7 with exponent p ~ —1/2. Pomeau [50] proposed that the
exponent p equals 1/D where D is the dimensionality of a system. Swendsen [49] pointed to a
geometrical argument which predicts that a late-stage asymptotic approach of coverage for spheroids
obeys the power-law

6, —0(t) ~1t~1/P, (3.3)
where D is the dimensionality of the system. For aligned squares, the power-law relation is modified
by a logarithmic factor. The same arguments were used to show that the pair correlation function in
the jammed state diverges logarithmically at contact.
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Relation 3.3 was numerically and analytically confirmed by many investigators [5, 36, 49, 50,
71]. Swendsen’s arguments initially appeared to be valid for any particle shape, but soon it was
proven by numerical calculations that even though the power-law is universal for various shapes
(spherocylinders, ellipses, rectangles, and needles) and elongations, the value of the exponent varies
depending not only on the dimensionality but on the number of degrees of freedom [20-22, 25, 26,
29, 48]. Viot et al. [29] showed that two critical regimes exist in the late stage of the process in
the limit of very small elongations of various objects. In the first regime, the asymptotic approach
obeys Feder’s law, t /2, and it is directly followed by a regime in which #~!/3 law is obeyed. They
found that the time when the crossover occurs is directly linked to the parameter that measures the
anisotropy of adsorbing particles.

3.3 RSA on a patterned substrate

Although the basic RSA model may accurately reproduce many experimental situations, its extension
to more complex surfaces having an intrinsic structure is by no means trivial. For example, the
supporting surface may be pre-patterned with preferential sites for specific particle attachments, which
alters the kinetics of the process and the structure of the adsorbed layer. With the use of photo-
lithographic techniques, high-power lasers, chemical treatments, etc., such surface modifications are
routinely realized on the micro-scale, or even on the nano-scale [72-75].

There is well-developed literature on irreversible adsorption of various types of two-dimensional
(2D) patterned surfaces [13, 41, 43, 45, 76—80]. Historically, Jin et al. [41] were the first to study
pre-patterned substrates in a model of irreversible deposition on a random site surface (RSS) where
the sites are represented by randomly distributed points. Their work was motivated by affinity chro-
matography in which ligands are fixed on the adsorbent surface and the desired solute (or a class
of solutes) can attach only to those ligands. They found a remarkable, yet simple mapping between
elapsed time of the adsorption on a continuous surface 7 and on a random site surface ¢, given through
relation

T=a(l—e /%), (3.4)

where ¢ is an average number of adsorbing sites per surface unit. This mapping is valid in any
dimension, but it is applicable only if adsorbing sites are randomly distributed.

The random-site model is only suitable if the size of ligands is much smaller than the size of
adsorbing particles. The finite size of ligands will result in arrangements that are not strictly random,
and the mapping given by the equation (3.4) is inapplicable. Adamczyk et al. [43, 44] have extended
the RSS model to the situation where the size of the landing sites is finite and comparable with the
size of adsorbing spheres. They explored two cases of the ligand shape: circular disks and spherically
shaped sites (see figure 3.1). They concluded that in the case of circular disks, Jin’s mapping holds if
the disk radius is at least ten times smaller than the particle radius, but when its radius exceeds 20%
of the particle radius, the behaviour radically differs from the RSS model. Their results prove that the
spherically shaped sites are much more effective in binding particles than the disk-shaped sites.

Aratjo et al. [45] have investigated the adsorption of disk-shaped particles on a patterned substrate
that consists of equal square cells centred at the vertices of a square lattice. They investigated the
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Figure 3.1: A schematic representation of particle adsorption over heterogeneous surfaces bearing
disk-shaped (left) and spherically shaped (right) adsorption sites [43, 44]

phase space of parameters o and B which stand for the size of the square cell side and the cell-cell
separation, respectively, measured in units of adsorbing particle diameter (see figure 3.2). Based on
the size of the square cell &, one can discriminate between a single-particle per cell (SPPC) and a
multiple particles per cell (MPPC) regime. SPPC regime is in force for o < \/5/ 2 when at most
single particle can be adsorbed on any cell. Another division is based on the measure of the cell-
cell separation 3. If B is greater than 1, the blocked area of a particle attached to a cell can’t reach
any other cells and this mode is named non-interacting cell-cell adsorption. The interacting cell-cell
adsorption regime requires that f3 is less than 1. The phase diagram is illustrated in figure 3.3. The
main focus of the work of Aratjo et al. [45] was on the morphology of the jammed state. The ordering
effect of the substrate competes with the randomness in particle positions and excluded volumes,
yielding a variety of deposit morphologies: lattice-like, locally homogeneous or locally ordered.

In addition, Araujo [81] has discussed the influence of the pattern on the adsorption kinetics. He
has pointed out that time evolution towards the jammed state can be consistent with exponential or
power-law behaviour, depending on the geometry of the pattern. Marques et al. [13] studied the effect
of the presence of a regular substrate pattern and particle polydispersity on the deposit morphology
and density, as well as on the in-cell particle population.
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Figure 3.2: Landing sites are squares of size arg, Figure 3.3: Phase diagram in (o, ) space, sep-

with centres positioned at square lattice with lat- arating interacting from non-interacting cell-cell

tice constant (a + f)ro [45]. adsorption, and single particle per cell from mul-
tiple particle per cell mode [45].

3.4 RSA on a patterned straight line

Understanding the kinetics of a model of RSA on a patterned substrate relies heavily on numerical
simulations. However, analytical tools can be used to study cases of one-dimensional substrates. In
[1] and [2] authors studied the adsorption on an imprecise lattice and identified regions of different
types of convergence to jamming that form a repeating pattern in the phase space of model parameters.
Bonnier et al. [42] studied the adsorption of dimers on a dashed line, a model that is equivalent to
a special case of the adsorption on an imprecise lattice, studied in [2]. Both papers report that there
are four types of an asymptotic approach to the jamming limit: continuous-like algebraic, anomalous
algebraic, lattice-like exponential and modified exponential. In this subsection, we outline their main
arguments and results.

The late-stage asymptotic behaviour of the RSA on a continuous surface is explained using the
assumption that there exists a moment ¢, after which predominant adsorptions of new particles happen
at holes small enough to fit only one particle [49, 50]. The presence of larger holes is negligible and
the probability that a new hole is created after the moment #, equals zero. The probability n(h;t > t,)
that a small hole gets filled is proportional to its size a ~ h?, where h is the characteristic linear
dimension of a hole and d is the system dimensionality. Therefore, the hole size distribution declines
exponentially with time:

d
n(h;t > t,) = n(hsty)e FH7. (3.5)
Difference between the jamming coverage and the coverage at any instant ¢ after the moment z, is

given by:

hmax
AO(t) = 6, — 0(1) :A/ n(h:t)dh
Ohm ) (3.6)
=A / n(h;t,)e K" dp,
0

where A is the area of a single particle projection onto the substrate.
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Figure 3.4: Random sequential adsorption of segments on imprecise lattice [1, 2].

The form of the hole size distribution in the small hole limit at moment 7, is crucial for determining
the type of asymptotic approach. Pomeau [50] and Swendsen [49] assumed that n(h — 0, 1,) is finite
and that it can be approximated by a constant in the range of interest 4 € [0, /,4y]. As a result of
this assumption, the asymptotic approach to the jamming coverage is algebraic AO(z) ~ t=1/4 for
spheroid particles in d-dimensional space and it has the form of A@(¢) ~ t~!(Inz)¢~! for aligned
hyper-cubes [49]. Other forms of hole size distribution n(h — 0, t,) appear in models of RSA on
patterned substrates, leading to different asymptotic approaches [2]. This includes cases where it is
impossible to have holes smaller than a threshold Ay, i.e. n(h < hyin, t;) = 0. Accordingly, the
small hole size distribution of interest is in the limit of % slightly larger than the threshold Ay, i.e.
n(h—ht. . t).

Privman and Yan [1] and Verma and Privman [2] numerically explored the model of adsorption on
a one-dimensional imprecise lattice. Particles of size a can attach to the substrate if their centres fall
on a lattice site that is symmetrically broadened around the lattice site position without overlapping
previously adsorbed particles (see figure 3.4). The size of a broadened site is w, while the lattice
constant is /. The authors identified regions of different convergence types in the phase space of scaled
parameters of the model, (w/l, a/l), based on the numerical analysis of the hole size distribution in
a late stage of the process. Rectangular blocks of phase space that lie between w/l € [0, 1] and
a/l € (k—1,k], where k = 1,2,3..., are identical in terms of the late-stage asymptotic behavior. A
representative block of the phase diagram for k = 2 is presented in figure 3.5. The authors identified
the following regions with different forms of small hole size distribution, yielding different types of
convergence to jamming:

a/t

ey

L
gy,

=

7
0 /3 1

Figure 3.5: Different regions of convergence to jamming as described in the text [2].
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(i) Triangle ABC, including edges, excluding point B: exponential convergence, exact (k)-mer on
a lattice adsorption dynamics
n(h, t;) ~8(h—w) = AB(t) ~e X

(i) Pentagon ADBGE, excluding edges: algebraic convergence
n(h— 0, t,) ~ const. = AO(t) ~ 1/t

(iii) Lines (AE], [EG] and [GB): exact car parking solution
n(h— 0, t,) ~ const. = AO(t) ~ 1/t

(iv) Triangle ACD, including edge (CD) and excluding edges [AC] and [AD]: modified exponential
convergence
n(h—hl. t,) ~const. and n(h < by, t;) =0 = AB(t) ~ e~ Phmint /¢

min’

(v) Line (AD]: anomalous algebraic convergence
n(h—0,1,)~h = AB(t) ~ 1/t

Bonnier et al. [42] studied the following model: point-like adsorbing sites lie on a straight line
at a distance [/ apart from each other and rods of length r are sequentially adsorbed at a random
position on a line if they cover exactly one adsorbing site without overlapping any of the previously
adsorbed rods. They pointed out that this model is equivalent to the RSA of dimers of length d + r
on extended adsorption sites of size [, with distance d between every two adjacent sites. Adsorption
occurs if both ends of a dimer fall on two adjacent sites without overlapping each other. Depending on
the ratio r/I, asymptotic approach to the jamming coverage is similar to the normal continuous case
(AB(r) =A/r) if r/l € (2/3,3/2), to the monomer adsorption on a lattice if r/I € (0,1/2] or to the
dimer adsorption on a lattice if /I € [3/2,2) (A6(t) = exp(—ot)). In addition to the two usual late-
stage approaches to jamming (algebraic and exponential), authors identified and termed asymptotic
behaviour for r/l € (1/2,2/3) as non-trivial lattice dynamics given by

AB(t) = exp(—ot) /12 (3.7)
and for r/l = 2/3 they found anomalous continuous dynamics:

AB(t) =A /1% (3.8)

We recognized that Bonnier’s model is equivalent to a special case of the RSA on an imprecise
lattice, the model studied in [1, 2]. In the first model, a line segment of length r sticks to the surface if
it falls over exactly one localized site. In the second model, a line segment of length a will stick to an
empty surface if its centre projection falls within an extended site of width w. To find the mapping of
parameters between the two models let’s look at the possible positions of the segment centre relative to
the corresponding adsorbing site (for illustration see figure 3.6). We distinguish between two different
cases:

* r < [: when segment size r is smaller than the distance between two adjacent sites /, its centre
can be as far as r/2 to the left or right from the adsorbing site. This means that the extended
site widthisw = r;
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Figure 3.6: Illustration of equivalency of two models: (I) deposition of segments on localized adsorb-
ing sites and (II) deposition of particles on extended lattice sites. On the left is a case of r < / and on
the right a case of [ < r < 21.

* [ <r < 2l: when segment size r is larger than the distance between two adjacent sites /, its
centre can be as far as [ — r/2 to the left or right from the adsorbing site due to the limitation
that it can cover only one site. This means that the extended site width is w =2/ —r.

Non-overlapping conditions in two models are mutually consistent only if the length of the seg-
ment in the first model is equal to the length of the segment in the second model, i.e. r = a. Therefore,
the first part of the phase space that Bonnier studied, having 0 < r < [, corresponds exactly to a line
a = w in the first quadrant of Verma’s phase diagram (matching the line B-C-D-E in figure 3.5). The
second part, where [ < r < 21, corresponds exactly to the line a = 2/ — w in the second quadrant (line
G-C-A).

There is a discrepancy between the results of the two studies [2] and [42] regarding the conver-
gence to the jamming in the range of r € (1/2,2/3) which corresponds to a copy of the line (CD)
in the first quadrant of the phase diagram (figure 3.5). Analytical study presented in [42] claims that
asymptotic approach in this region has the form A8 (z) = exp(—ot)/t>. Numerical analysis in [2] sug-
gests the form A6(r) = exp(—ot)/t. The authors presented only results for the second quadrant, but
they claim that the results they obtained for the first quadrant are qualitatively the same. The quadratic
correction to the exponential approach that Bonnier et al. [42] predict would result from a small hole
size distribution that linearly vanishes at a non-zero threshold 4,,;,. This type of distribution was not
found by Verma and Privman [2]. The conclusions regarding the convergence to jamming in other
segments are in complete agreement, with emphasis on point D (w = r = 21 /3) where the anomalous
algebraic approach is found: A8 () ~ 1/t>. We will come back to this in section 6.2 where we find
similar anomalous convergence for RSA on a two-dimensional imprecise lattice.
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Chapter 4

Numerical simulation

Manipulation of the substrate pattern can yield monolayer deposits with desired properties. Our
goal is to investigate the influence of substrate inhomogeneities on the coverage growth rate and
the geometry of the final (jammed) state. In two-dimensional systems, it is possible to make some
conjectures and reasonable ad hoc arguments to predict asymptotic behaviours, but for most practical
purposes we turn to numerical simulations that are based on the Monte Carlo method. We developed
a small C++ library to create and position landing cells and particles of various shapes and sizes and
investigate relations between them. Using this library we easily created applications that simulated
the process of random sequential adsorption of particles on a flat 2D pre-patterned substrate.

4.1 Monte Carlo method

The Monte Carlo method relies on random numbers, probability theory and statistics to estimate the
probability of possible outcomes of an uncertain event. It is heavily exploited for numerical calcu-
lations of analytically unsolvable problems or problems with a large number of degrees of freedom
in physics, mathematics, economy, finance, engineering, etc. It is used to estimate the solution of
problems that are deterministic, as well as for predicting the outcomes of problems with inherently
uncertain input variables. We used the Monte Carlo method in our simulation and estimated values of
interest by averaging over a large number of generated RSA configurations.

Randomness is essential in our analysis, not just because we use the Monte Carlo method: the R
in the RSA abbreviation stands for the word random. Adsorption of every particle is attempted at a
randomly chosen position. This is why it was very important to use a good random number genera-
tor, capable of providing a large number of long, reproducible, unique, and independent streams of
random numbers. It is time-consuming and expensive to obtain true random numbers in large quan-
tities and numerical simulations often rely on a pseudo-random number generator. Our choice was
the SPRNG library, available for FORTRAN and C/C++ programming languages. It provides high-
quality pseudo-random numbers in a computationally inexpensive and scalable manner, reproducible
streams of parallel pseudo-random numbers, independent of the number of processors used in the
computation and of the loading produced by sharing of the parallel computer and allows for the cre-

23



CHAPTER 4. NUMERICAL SIMULATION

ation of unique pseudo-random number streams on a parallel machine with minimal inter-processor
communication [82]. Out of 6 available SPRNG generators, we opted for Combined Multiple Recur-
sive Generator (CMRG) because of the good speed/quality ratio in regard to our use case. The period
of this generator is around 22!°. The number of distinct streams available is over 108. It ensures that
for a given fixed seed, each one of N total streams is independent of and uncorrelated to any other
stream. To clarify, by stream we mean a unique sequence of random numbers generated by a given
generator. We used the SPRNG library, version 4.4, in all of our simulations.

4.2 Simulation of Random Sequential Adsorption on patterned
substrates

We study irreversible monolayer deposition of identical spherical particles with hard-core exclusion
on a prepared flat nonuniform substrate. The substrate heterogeneities are represented by identical
non-overlapping rectangular cells that are fixed on the substrate surface. The basic assumption of
our model is that a particle can only be adsorbed if it is in contact with one of the cells, i.e. if the
centre of its disk-shaped projection lies within one of the rectangles. The substrate can be prepared
in many ways by arranging the rectangles to form different patterns. In this thesis, we are particularly
interested in two types of patterns: (i) Random pattern, formed by RSA deposition of square or
rectangular cells, arbitrary oriented or aligned, and (ii) square lattice pattern, formed by square cells
with midpoints at the vertices of a square lattice and with sides parallel to the lattice main axes. The
non-overlapping condition for cells is in force in both cases. Consequently, in the case of a square
lattice pattern, the distance between cell centres (lattice constant) must be greater than the cell sides.

In our study, the radius of depositing particles is fixed and comparable with the typical geometrical
cell length. Moreover, we assume that the size of the particles is much larger than the length scale
between binding sites so that adsorption over the length scale of cell linear dimensions can be regarded
as an off-lattice process.

Our model forbids the deposited particles to diffuse along or desorb from the substrate on the time
scale of the dense coverage formation. This means that adsorbed particles are permanently fixed to
their spatial positions. The deposit growth rate depends on a flux of incoming particles, and for all
of our purposes, we considered that this flux is uniform and at a constant rate. To reduce the effects
of a finite substrate, we use periodic boundary conditions in both directions. These assumptions are
typical of the RSA model.

The entire simulation procedure consists of three main stages:

1. Initialization:

Simulation parameters are set in accordance with provided input arguments.

2. Substrate preparation:

Identical rectangle cells are positioned over the simulation area to form a selected type of pat-
tern, with respect to the input parameters. Upon completion of this phase, the substrate is
completely prepared and stays unchanged through the rest of the simulation.

24



KINETICS AND MORPHOLOGY OF PARTICLE DEPOSITION AT HETEROGENEOUS SURFACES

3. Deposit formation:

An attempt of single-particle deposition is repeated in a loop. The deposition attempt starts by
generating a random position of a test particle within the simulation area. Next, we check if the
disk’s centre falls outside of all landing cells and if it overlaps any of the previously adsorbed
disks. The disk deposition attempt fails if any of these two checks are true. If the deposition
attempt is successful, the particle becomes a permanent part of the deposit at its fixed position.

Simulation input parameters are following: particle radius ry = dy/2, cell sides o and ko, cell

coverage Qécell) (for random pattern) or lattice constant Yy = o+ f3 (for regular substrate), substrate size

L, maximum number of adsorption attempts N,,,,, maximum number of failed adsorption attempts
Ni41., and random number generator initialization parameters (seed, stream ordinal number and total
number of streams). Simulation outputs the particle position and the ordinal number of deposition
attempts for every successful adsorption. The ordinal number is converted to time as explained later
in section 4.3.

Formations of random and regular patterns in the simulation are governed by different rules and
sets of parameters, and both of them are individually described in the sections that follow. While for
a random pattern we have to prepare substrate differently for every run, a regular pattern is always the
same for the same parameters.

4.2.1 Preparation of randomly patterned substrate

At the start, the simulation substrate surface is an empty flat square area of size L X L. We used L =
256d), as this value gave us sufficient precision in the available amount of computer time. Substrate
preparation starts by performing the basic RSA algorithm with rectangular cells: a cell is randomly
positioned at the substrate, and it is permanently attached to the surface if it doesn’t overlap any of the
previously adsorbed cells. If an overlap occurs, the adsorption of the cell is rejected. New adsorption
attempts are repeated in the same way, up to the point when we reach the desired coverage fraction.
This coverage must be smaller than the jamming coverage for landing cells (" < 6{°°). In this
way, we can prepare randomly patterned heterogeneous substrate with a statistically reproducible
density Oéceu).

In the random pattern model, each landing cell is a rectangle with sides a and ka (k < 1) whose
midpoint is located on a continuous substrate. The cells can take arbitrary orientations, but in some
numerical simulations, we introduced alignment in the deposition procedure for landing cells. This
simple modification introduces a preferential direction in the deposition process and, depending on the
aspect ratio of deposited rectangles, imposes specific “patterning” on the deposited layer. We re-scale
the lengths relative to the diameter of the disks dj, and define three dimensionless parameters:

a a

r= /eécell)

The parameter y (an average distance between cell centres) is a meaningful measure only if the landing
cells are squares (A = 1).

o

(4.2)
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For a few fixed pairs of values of parameters o and A, simulations were carried out for various
values of Géceu), ranging from 0.10 to 0.50. For each case, the simulations are carried out up to 10'°
deposition attempts, or up until L? x 10* consecutive deposition attempts are rejected. The results are
obtained by averaging over 100 simulation runs.

4.2.2 Preparation of regularly patterned substrate

We investigated a regular pattern that consists of square cells whose midpoints are positioned in
the nodes of a regular square lattice. Cell sides are parallel to the main axes of the lattice. The
geometry of the regular pattern is controlled by the two dimensionless parameters, ¢ and 3, measured
in terms of the particle diameter dy = 2rp. Parameter « is the cell side size, and parameter f3 is the
shortest distance between the parallel sides of the nearest neighbouring cells. The distance between
neighbouring cell midpoints is ¥ = & + . We considered only configurations in which cells do not
overlap each other (8 > 0). The case of = 0 is equivalent to a homogeneous substrate for all values
of . Cases where cells can accommodate one particle at most (o0 < v/2 /2) and cell-cell separation
is larger than the particle diameter (8 > 1) are equivalent to the lattice site adsorption in regard to
kinetics.

One or more disks can attach to each cell depending on the cell size . For o < 1/ V2 = 0.707,
at most a single disk can be adsorbed at any given square cell. We denote this case as single-particle
per-cell adsorption (SPCA). For squares with o« > 1/ v/2, more than a single disk can be placed in
the square cell, and we denote this as multi-particle per-cell adsorption (MPCA). If distances be-
tween neighbouring cells are smaller than particle diameter (8 < 1), a disk attempting adsorption on
a given cell can overlap with a previously adsorbed one belonging to a neighbouring cell, resulting in
a failed adsorption attempt. This excluded volume “interaction” between particles during adsorption
at different cells affects the overall structure of the adsorbed layer and causes a slower asymptotic
approach of the coverage fraction 6(¢) to its jamming limit [45, 83]. Such regime is denoted interact-
ing cell-cell adsorption (ICCA). For B > 1, disks attempting adsorption cannot overlap other disks
in neighbouring cells, yielding the non-interacting cell-cell adsorption regime (NICCA). Deposition
kinetics in the regime of NICCA is completely determined by the kinetics of adsorption of particles
on a finite-size substrate (a single cell) with appropriate boundary conditions [45, 83].

We performed the Monte Carlo simulations on a planar substrate with typically 256 x 256 landing
cells. Some cases of landing-cell configurations required more precise measurements and we had to
increase the size of the substrate to 1024 x 1024. We also needed to increase the number of average
adsorption attempts per cell, which resulted in a longer simulation execution time.

4.2.3 Particle deposition

After the substrate is prepared, we start the RSA process for identical spherical particles of diameter
do. Since the adsorption was only possible within the landing cells, we optimized the simulation
accordingly. Adsorption attempts were only made within the randomly selected cell. We omit out-of-
cell adsorption attempts and therefore testing whether particle fell on the cell becomes redundant. To
make up for this omission we have to scale the time step between consecutive attempts by the factor
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(total area)/(total cell area). We generate and position particles, one by one, within a randomly chosen
landing cell, and then test if they do not overlap previously adsorbed particles. If the condition is met,
the test particle becomes a permanent part of the deposit.

The adsorption attempts are repeated until we reach the jammed state, where only gaps too small
to accommodate new particles are left on the cells. In some cases, it can take a very long time to fill in
every single gap. For practical reasons, we modified the simulation termination condition. The simu-
lation ends when a given total number of attempts is reached or when a number of consecutive failed
attempts exceeds the given maximum idle time. These two numbers are given as input parameters to
the simulation at run-time, and they differ depending on the system size and parameters. In the case
of single-particle per cell, an additional condition is given: simulation can end when every cell in the
substrate adsorbs a particle. Note that this condition can never be met for some pattern configurations.

4.3 Time scaling and optimizations

The dimensionless adsorption time 7 is set to zero at the beginning of the second stage. It is then
gradually increased by an increment Af, given by Ar = 7rr(2) /L?, each time an attempt is made to
deposit a disk of radius ry = dy/2 on a square surface (collector) of area L2 Consequently, we define
dimensionless adsorption time ¢ = Nann'r(z) /Lz, where N,y is the overall number of attempts to place
disk particles. By plotting coverage 0(¢) versus the adsorption time 7, defined above, one can simulate
the kinetics of particle adsorption.

To optimize the computing time in the case of a regular pattern, deposition is attempted only inside
the cells. We chose a random cell and attempt to deposit a particle at a random position within that cell.

> 2
This optimization affects time scaling, so that the time increment can be calculated as At = % %.

In some cases, we wanted to reach very large times which required further optimizations of our
calculations. When cells are small enough and can be occupied by one particle at most, we try to

achieve the deposition events only in free cells. Then, the time ¢ is increased after every deposition
g (a+B)
Niee @2
do not affect typical jammed state configurations nor the statistically averaged value of 6(¢). However,

the standard deviation of 0(¢) is significantly reduced.

attempt by an increment At =

where Ny 1s the number of free cells. These optimizations
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Chapter 5

Randomly patterned substrates

This chapter explores the effect of the presence of randomly patterned substrate on the structural
properties of the jammed state of the monolayer deposit. Heterogeneities of a substrate impose further
limitations on the positions of adsorbed particles. We consider the irreversible deposition of disks of
a fixed diameter dy whose centres must fall inside one of the cells arranged at the surface. For
simplicity, we will use the length scale in which dp = 1 throughout the whole chapter. The cells
are positioned in a prior, independent RSA process, conducted until the desired cell density Qéce”) is
reached. Following the rules of RSA, cells do not overlap each other and they are permanently fixed
to their spatial positions. A prepared substrate surface stays unaltered throughout the disk deposition

process.

In the first part of this chapter, we present and discuss the results of numerical simulation for
random deposition of identical disks on pre-patterned substrates covered by randomly positioned
squares of arbitrary orientation. We characterize the jammed state in terms of the radial distribution
function of the particle centres and the distribution of the Delaunay “free” volumes. In addition, we
compare the impact of a regular vs. random pattern on the deposit structure. The second part of this
chapter is devoted to the analysis of the adsorption of disks on randomly positioned rectangular cells
deposited with arbitrary and fixed orientations.

5.1 Square cells

We are interested in the adsorption of disks on substrates prepared by random sequential adsorption
of identical square cells of arbitrary orientation. The cell size o determines how many particles can
attach to a cell, provided that the attachment condition is that a particle centre lies inside of the cell.
We investigate the cells whose size is comparable with the size of adsorbing particles, and the number
of disks adsorbed per cell is a small number (less than five). With oy we denote the largest size of a
square that can fit at most k disks. For o < a; = 1/+/2, at most one disk can be adsorbed at any given
square cell. We denote this case as single-particle per-cell adsorption (SPCA). More than one disk
can be placed in the square cell if @ > 1/ /2, and we denote this as multi-particle per-cell adsorption
(MPCA). The cases of up-to-two, -three and -four disks per square cell are obtained, respectively, for
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Figure 5.1: Typical jammed-state configuration of a re%ion of size 30 x 30 in units of the disk diameter
do, for (a) 8 = 0.3, ay = V2 ~ 1.41, and (b) " = 0.5, o = (14++/3)/(2V/2) ~ 0.966.

o smaller than 0 = (14 +/3)/(2v/2) = 0.966, 03 = 1 and oy = v/2.

The effect of density of landing cells Géceu) on the adsorption process is illustrated in figure 5.1 by
snapshots of the jammed-state coverings for (a) Géceu) = 0.3 and (b) GSCCH) = 0.5, for two values of the

cell size a, namely, oy = /2 ~ 1.41 [figure 5.1(a)] and o = (1++/3)/(2v/2) 2 0.966 [figure 5.1(b)].
For low values of Géceu), adsorption on a given cell is weakly affected by disks previously adsorbed
on neighboring cells. Therefore, most of the cells shown in figure 5.1(a) contain at least three discs.
However, in the case shown in figure 5.1(b) one can see a significant impact of the cell-cell excluded
volume interaction on the cell population. Although each cell has enough area to accommodate up to

two disks, only one disk is attached to the majority of the cells.

5.1.1 Adsorption on low cell density substrate

In the low limit of cell density Géce”) — 0, the average distance between two cells is much larger

than the diameter of a disk. It is very rare that a particle from one cell can block the available space
in another cell. This limit is called the non-interacting mode in which the cell-cell interactions are
negligible. The adsorption kinetics is then equivalent to the adsorption kinetics on a single cell if time
is appropriately scaled to account for the low cell density. The jamming limit is also dictated by the
RSA on a single cell:
<n(a)>n_9(§cell)
402 ’
where (n(c)) is the average number of disks on a single jammed cell, attached in a RSA process.
Equation (5.1) estimates the jamming density well for sufficiently low cell densities Gécen) < 0.2

0y = S.D
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Figure 5.2: Simulation results for the probability that the configurations with n = 1,2,...,5 disks
occur on square cell of size ¢ in the non-interacting cell-cell adsorption regime (left-hand axis). The
dashed line is plotted against the right-hand axis and gives the simulation results for the average num-
ber of particles per cell (n) as a function of the cell size o in the non-interacting cell-cell adsorption
regime.

The dashed (black) line in figure 5.2 shows the simulation results for the mean number of particles
per cell (n(a)) as a function of cell size ¢ in the non-interacting cell-cell adsorption regime (i.e., in the
case of single-cell on a substrate). In addition, in figure 5.2 we show the probabilities that the jammed
square cell of size & captures n = 1,...,5 disks in the non-interacting cell-cell adsorption regime. If
a = oy =~ 0.707, each landing cell (square) can contain no more than one disk. If ¢ = o ~ 0.966,
the number of cells with one and two disks is approximately equal and (n(a,)) < 1.6. However,
if density Gécen) is constant, then the increase of the cell size o — p reduces the total number of
landing cells on the substrate by a factor ~ 2. A reduction in the number of adsorbed disks is a
consequence of these two effects. In figure 5.2 we see that the growth of (n(c)) only slightly deviates
from linear in the shown range of a; < a < 2. Due to the quadratic dumpenning factor in equation
(5.1), which indicates that the jamming density 6; decreases with cell size o at fixed density Héceu) ,

which is illustrated in figure 5.3. The solid line shows the relative jamming coverage 67/ Géce“) in
the non-interacting mode, while the dashed line represents the case of maximum packing per cell.
Although the maximal packing density function is quite jagged with discontinuous jumps at @ = o,
the randomness in the positioning of particles in an RSA process smooths out the jamming density
function.
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Figure 5.3: RSA jamming density (solid line) vs. maximal packing density (dashed line) relative to
the cell density in the non-interacting mode.

5.1.2 Densification kinetics

Kinetics of the irreversible deposition of disks is illustrated in figures 5.4(a) — 5.4(e) where the plots of
time coverage behavior 0 (¢) are given for the five values of coverage fraction of landing cells, Gécem =
0.1, 0.2, 0.3, 0.4, 0.5. Here the plots of such time-dependence are shown for various values of the
cell size, oy (k =1,2,3,4). It can be seen that for a fixed density of landing cells Géceu) , jamming
coverage 0; = lim;_,., 0(¢) decreases with increasing the cell size 0. This effect is clearly visible
in the case of the lowest density of the landing cells Géceu) = 0.1 (figure 5.4(a)), when the average
distance between the squares Y (equation (4.2)) is several times larger than the diameter of the disks,

as discussed in previous section.

As can be seen from figure 5.4, the time coverage behaviour 6(¢) is markedly slowed down with
the increase of the cell size o for the fixed density of landing cells Oéceu). Indeed, in the MPCA case,
large times are needed for filling small isolated vacant targets on landing cells, remaining in the late
stages of deposition. Furthermore, in this regime, density curves 0 () show a noticeable slowing down
of the deposition process at coverages that are significantly smaller than jamming densities. Coverage
growth starts to slow down at the moment when the number of adsorbed disks reaches the number
of landing cells. After this initial filling of the landing cells, adsorption events take place on isolated
islands of partially occupied cells. This extends the time interval between successful consecutive
adsorption events and causes a slowing down of the densification.

The results for the time evolution of the coverage 0(¢) in the case of up-to-two disks per square cell
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Figure 5.4: Shown here is the time evolution of the coverage fraction 6 (t) for the five values of density

of landing cells, Géceu) = 0.1 (a), 0.2 (b), 0.3 (c), 0.4 (d), 0.5 (e). The curves in each graph correspond

to various values of the cell size, o (k = 1,2,3,4), as indicated in the legend. The Otop line shows
the time dependence of the coverage 0(¢) for RSA of disks on a continuous substrate. The entire Qont
curve can be seen in plot (e).
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Figure 5.5: Temporal behavior of the coverage 6(t) for various values of in the case of up-
to-two disks per square cell (cell size: o, = (1++/3)/(2v/2) ~ 0.966). The curves correspond to
various values of density Géceu) = 0.1 - 0.5, as indicated in the legend. Thick lines represent results
obtained for regular substrate pattern while thin lines are results for random pattern case.

(a = ap) are shown in figure 5.5 for various values of Gécen). Qualitatively similar results are obtained
with landing cells of other sizes . As expected, the jamming density 68; increases with higher
coverage fraction of landing cells Géceu). At high values of Go(cen) < 0.5 when y ~ 1, a disk attempting
adsorption can overlap with a previously adsorbed one belonging to a different cell, resulting in a
failed adsorption attempt. This excluded volume interaction between particles during adsorption at
different cells causes an even slower asymptotic approach of the coverage fraction 0(¢) to its jamming
limit. In addition, the analysis of the time evolution of the coverage 6(¢) was carried out for deposition
on square cells centred at the vertices of a square lattice. Consequently, the temporal evolution of the
coverage O(r) obtained for regular substrate pattern is included in figure 5.5. Here, the size « and
density Béceu) of landing cells are the same as those used in our previous calculations for the random
pattern cases. It can be seen that lower values of the jamming coverage fraction are reached by
the deposition process involving randomness in the pattern compared to a deposition process in the
presence of a regular substrate pattern, regardless of the value of the density Oéce“).

5.1.3 Asymptotic behaviour

Below we try to characterize quantitatively the time dependence of the approach to the jammed state
at large times. Depending on the system of interest modelled by RSA, the substrate can be continuous
(off-lattice) or discrete. The asymptotic approach of the coverage fraction 6(¢) to its jamming limit,
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0y = B(t — ), is known to be given by an algebraic time dependence for continuous substrates
[5, 36, 49, 50, 71]:
0(r) ~ 0y —Ar~ /4, (5.2)

where A is a constant coefficient and d is interpreted as substrate dimension [49] in the case of spher-
ical particles adsorption or, more generally, as a number of degrees of freedom [48]. For lattice RSA
models, the approach to the jamming coverage is exponential [27, 67-69, 84, 85]:

0(t) ~ 6, — AB exp(—t/o), (5.3)

where parameters 07, A0, and o depend on the shape and orientational freedom of depositing objects
[68, 69].

Representative examples of the double logarithmic plots of the first derivative of coverage 6(r)
with respect to time ¢ are shown in figure 5.6(a), for various values of the cell size, o (k= 1,2,3,4),
and for high density of landing cells, Oéceu) = 0.5. The time derivatives of 6(¢) are calculated numer-

ically from the simulation data. In the case of the algebraic behavior of the coverage fraction 6(r)

(equation (3.3)), a double logarithmic plot of the first time derivative % o 1" s a straight line.

One can see that the curves shown in figure 5.6(a) are straight lines in the late stage of a deposition
process. However, the same is not valid for all values of densities of landing cells Oéceu). The double
logarithmic plots of the numerically calculated derivatives of 6(¢) for the data obtained in the case of
a low density of landing cell Béceu) = 0.1 are shown in figure 5.6(b). As it can be seen, at the very late
times of the deposition process the plot of the first derivative of coverage fraction 6(¢) with respect to
time ¢ is not linear on a double logarithmic scale, indicating that the approach to the jamming limit is
not consistent with the power-law behaviour given by equation (3.3). The deviation from the power
law is particularly pronounced in the case of single-particle per-cell adsorption (SPCA).

Kinetics of the irreversible deposition under SPCA conditions is illustrated in figure 5.7 where a

dO(t)/dt
do(t)/dt

10° 10 10* 10° 10 10

(a) (b)

Figure 5.6: Test for the presence of the algebraic law (3.3) in the approach of the coverage 6(¢) to
the jamming limit for different densities of landing cells: (a) <" = 0.5, and (b) 6" = 0.1. The
curves in each graph correspond to various values of the cell size, o (k = 1,2,3,4), as indicated in
the legend. Straight-line sections of the curves show where the law holds. The dashed black line has
the slope —3/2 and is a guide for the eye.

35



CHAPTER 5. RANDOMLY PATTERNED SUBSTRATES

T T T T
_2 H H |
10 % ng):=0.1 . Ggw):(l4
e gM=02 - 6=05
T e o=03
10 ny ; | -
[ | n =
[ | n -
... = [ ]
~in4 | % N T T . S S e S .
=10 ..
D ® .
1 °
~ @
D
10_5 . e S -
10_6 N S NN R B B R e A -4 i i B o L —
10—7 i X j
0 2 4 6 8

t x10*

Figure 5.7: Plots of 6; — 0(t) versus ¢ in the single particle per-cell adsorption case for various
densities of landing cells Qéce“) = 0.1 —0.5. The solid lines are the exponential fit of equation (5.3).

logarithmic plots of 8; — 6(¢) vs ¢ are shown for various densities of landing cells Géceu) . These plots
are straight lines for the late times of deposition, suggesting that in the case of SPCA the approach to
the jamming limit is indeed exponential, as in lattice RSA models. Indeed, the kinetics of deposition
in the SPCA case is determined by the kinetics of adsorption processes on finite-size landing cells.
The difference relative to the lattice RSA is in the particle positions, which here are uncertain within
the order of the size of the cell.

5.1.4 Radial distribution function

Here we compare quantitatively the structural characteristics of jamming coverings corresponding to
different values of the cell size o for various densities Gécen). In order to gain basic insight into the
“microstructure” of the jammed state, we first consider the radial distribution function g(r) (or pair-
correlation function) which gives information about the long-range inter-particle correlations and their
organization [47]. In absence of external forces, the pair correlation function can be calculated from
the expression
S Ny(r)
8(r) = N 27rAr
where r is the radial coordinate, S is the surface area, N is the total number of particles adsorbed
over this area, and N, is the averaged number of particles within the annulus of the radius r and the
thickness Ar. In figure 5.8(a) we compare the radial distribution function g(r) at various densities
Qéce“) = 0.1—-0.5 in the SPCA case. As expected, the random deposition process never leads to

5.4)
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correlation distances between the deposited particles exceeding two or three particle diameters. The
position of the first peak measures typical distances between the closest disks. Decreasing the value
of Qéceu) in the SPCA case increases the uncertainty in the position of the particles which leads to
peak broadening. The shape of radial distribution g(r) is more structured at higher densities, showing
higher first and second peaks, because, when the system gets denser, particles will be deposited closer
to one another. As can be seen from figure 5.8(a), the minima of g(r) curves shift to shorter distances
(~ v/3) when the density Gécen) increases. At very low densities, the broad minima are located near
the distance ~ 2dy. Indeed, since the particles are added at random, the probability that disks are
connected as a three-bead chain is negligible.

The results for g(r) in the MPCA case are shown in figures 5.8(b) — 5.8(d). The shape of the
radial distribution function g(r) is significantly affected by the values of the cell size a. In the case
of up-to-two disks per square cell (figure 5.8(b)) the peak which appears at a unit distance is the
most pronounced for low densities of landing cells 6<"”. For low values of 6", one expects
a lower impact of the cell-cell excluded volume interaction on the cell population. However, as
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Figure 5.8: Radial distribution function g(r) for jamming coverings as a function of separation r
(in units of the disk diameter dy) for various values of the cell size a: (a) oy = 1/ V2, (b) o =
(14++/3)/(2v2), (¢) a3 = 1, (d) a4 = /2. The curves in each graph correspond to various values of
density 6" = 0.1, 0.2, 0.3, 0.4, 0.5, as indicated in the legend.
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Géce“) increases, the first peak of g(r) becomes broader because excluded volume interaction with

disks belonging to neighbouring cells reduces the average number of adsorbed disks per cell. This is
opposite to what is observed under SPCA conditions (figure 5.8(a)), where the distance to the closest
disk, on average, is determined by the distance of the nearest-neighbour landing cells.

The comparison of figures 5.8(b) and 5.8(c) shows that the results for g(r) in the case of up-
to-two and up-to-three disks per square cell are very similar. This arises as a direct consequence
of the fact that cells with sizes ap ~ 0.966 and o3 = 1 have very similar population of particles
(see figure (5.2)). Figure 5.8(d) shows the radial distribution function g(r) of jamming coverings at
several densities Qécem obtained in simulations carried out with the cell size of os = v/2. For this
value of the parameter ¢, each cell is of sufficient size to accommodate up to four particles. As can
be seen in figures 5.8(b) — 5.8(d), increasing the value of parameter o in the MPCA case increases
the uncertainty in the position of the disk within the cell, i.e., it leads to peak broadening.

5.1.5 Volume distribution of pores

The jammed-state coverings are analyzed in terms of volume distributions of the pores. The con-
venient definition of a pore is based on the Delaunay triangulation (DT), which is a natural way to
subdivide a 2D structure of disks into a system of triangles with vertices at the centres of neighbour-
ing disks. Consequently, the circle circumscribing a Delaunay triangle has its centre at the vertex of a
Voronoi polygon. In this work, we define the pore as a part of the Delaunay triangle not occupied by
the disks (Delaunay “free” volume) [57, 58]. The pore volume v is normalized by the “volume” of the
disks, vo = dgn /4. In figure 5.9 we show Delaunay triangulation of typical jammed-state covering

obtained for the same conditions as in figure 5.1(a) (Géce“) =0.3, a4 = v/2 ~ 1.41). Looking at the
diagram of figure 5.9, one can observe variations in the area of Delaunay triangles, which indicates
the presence of pores of various sizes in the deposit.

Here we consider the probability distribution P(v) of the Delaunay “free” volume v. The dis-
tribution function P(v) represents the probability of finding a pore with volume v. Fluctuations in
the measurements of P(v) are reduced by averaging over 100 different simulations, performed un-
der the same conditions. We compare volume distribution of the pores P(v) for jamming cover-
ings corresponding to different values of the cell size & and various densities of landing cells Gécell),
as illustrated in figures 5.10(a) — 5.10(e). Here, the pore distributions P(v) obtained for densities
6" = 0.1, 0.2, 0.3, 0.4, 0.5 have been plotted. At very low value of <" = 0.1 (figure 5.10(a)),
the curves of volume distribution P(v) are asymmetric with a quite long tail on the right-hand side,
which progressively reduces while the cell size ¢ increases at the fixed density. At the same time,
the distribution P(v) becomes narrower and more localized around the low values of the pore vol-
ume v. This behavior of the distribution P(v) was not observed for all densities of landing cells
Béceu) = 0.1 —0.5 (see figures 5.10(a) — 5.10(e)). For densities 6(()0611) > 0.2, the pore distributions
P(v) obtained for deposition on square cells of size @, and o3 are broader and shifted to higher values
of volumes v compared to the pore distribution P(v) corresponding to SPCA case (). Qualitative
interpretation of this result is given below.

In the case of up-to-four disks per square cell (04 = /2), we observe the appearance of pro-
nounced peak of P(v) at low values of v, approximately at v = 0.15 — 0.20. It is easy to understand
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Figure 5.9: Delaunay triangulation of a set of points (centres of disks). Diagram corresponds to
jammed-state covering obtained for density of landing cells Géceu) = 0.3 and cell size oy = V/2; see
figure 5.1(a) for a typical configuration. The red dots are the centres of the adsorbed disks. Length is
measured in units of the disk diameter dj.

which kind of local configuration contributes mostly to this peak of the P(v). The Delaunay cells
with free dimensionless volume vpex = v/3 /m—1/2~0.051 correspond to the local arrangements of
hexagonal symmetry when three disks are all in touch with each other with centres on the vertices
of a unilateral triangle. The cells with free volume vqyaq = 2 /m—1/2~0.13 correspond to the local
configurations of quadratic symmetry when centres of four touching disks are positioned on the ver-
tices of a square. These are minimal values of pore volumes that can be formed with three and four
disks deposited on a single landing cell of size ay = v/2. However, the probability that the previously
described structures of quadratic and hexagonal symmetry arise during the process of random depo-
sition is negligibly small. Therefore, the “free”” volumes formed with random deposition of disks into
a single cell are larger than the minimal values vyex ~ 0.051 and vquaq = 0.13, so that observed peak
of P(v) is around v < 0.20.

At high values of density of landing cells Gécen) = 0.5 (figure 5.10(e)), distribution P(v) obtained
under SPCA conditions becomes very similar to pore volume distribution for RSA of disks on a
continuous substrate, as expected. The results for the volume distribution of the pores P(v) obtained
in the cases of up-to-two and up-to-three disks per square cell are almost identical at all densities 9(()0611)
(see figure 5.10). The similarity of these distributions at small values of pore volumes can be explained
by the results shown in figure 5.2. Small pores appear due to the presence of configurations with three
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covering in the case of the irreversible disks deposition on a continuous substrate.
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or more disks on a single landing cell. But, in the case of up-to-three disks per square cell, the number
of in-cell configurations with three disks is considerably smaller than the number of configurations
with one or two disks. Consequently, the broad maximum in P(v), centred at v = 0.4 — 0.6 is caused
by the contribution of large pores formed mostly in the space between the landing cells.

5.1.6 Impact of pattern regularity

Further, we study the effect of the presence of a regular substrate pattern of squares on the volume
distribution of the pores P(v). Distributions P(v) for jamming coverings corresponding to Gécen) =0.1
— 0.5 and different values of the cell size oy (k = 1,2,3,4) are shown in Figure 5.12. At low density
of landing cells Géceu) = 0.1 and for large cell size @ > o4 = V2 (see figure 5.12(a)) we observe the
appearance of three peaks of P(v). The first peak at v ~ 0.2 is due to Delaunay triangles with their
vertices inside a single landing cell (see T1 triangle in figure 5.11). The third peak at v ~ 8 corresponds
to Delaunay triangles with vertices located in different landing cells (see T3 triangle in figure 5.11).
The central peak at v ~ 2 arises due to Delaunay triangles with two vertices belonging to a single cell,
while the third one is located in a neighbouring cell (see T2 triangle in figure 5.11). The first peak
at very low values of pore volumes v does not appear for the smaller landing cells, o = o, 0p, 03.
Indeed, if a < o3, the Delaunay triangles that lie within a single landing cell are very rare (ot = 03)
or they can not exist (¢ < o). In the case of single-particle per-cell adsorption (&x = @1) vertices
of each Delaunay triangle are located in three different cells, so that distribution P(v) has only one
broad maximum. As can be seen from figure 5.12, the difference between distribution P(v) for regular

substrate pattern of squares and for random pattern case decreases with the increase of the cell density
e(cell).
0

-
—

T3

Figure 5.11: Various types of Delaunay triangles (T1, T2, T3) depending on the position of vertices.
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Figure 5.12: Volume distribution of the pores P(v) in the case of heterogeneous surface covered by
square cells centred at the vertices of a square lattice for jamming coverings at different values of
density of the landing cells corresponding to Go(ceu) = 0.1 (a), 0.2 (b), 0.3 (¢), 0.4 (d), 0.5 (e). The
curves in each graph correspond to various values of the cell size, o (k= 1,2,3,4), as indicated in
the legend.
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5.2 Rectangular cells

We have also performed numerical simulations of random deposition of identical disks on heteroge-
neous surfaces covered by rectangles of arbitrary orientation. In these simulations, each landing cell
is a rectangle with sides @ = 8 and o¢/A = 1 (in units of the disk diameter dp). The choice of the
value of aspect ratio A plays important role in our model. Increasing the aspect ratio of the land-
ing cells (rectangles) leads to the formation of domains of increased regularity. The chosen value of
A = 8 is large enough to provide a significantly different patterned substrate compared with the case
of the square cells. We have verified that usage of different, but large, aspect ratio values A gives
quantitatively very similar results leading to qualitatively the same phenomenology.

5.2.1 Radial distribution function

To characterize the jammed state we studied radial distribution function g(r) and probability distribu-
tion P(v) of pore volume v for different values of density of landing cells: Géceu) =0.1, 0.2, 0.3, 0.4,
0.45. Figure 5.13 shows the corresponding results for radial distribution function g(r). Comparing
the results from figure 5.13 and figures 5.8(b) — 5.8(d), one can see that the first peak near r/dy = 1
and local maximum at r/dy 2 2 of g(r) are more pronounced in the case of elongated rectangular
cells than in the case of multi-particle adsorption (MPCA) at squares. This emergence of a better
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Figure 5.13: Radial distribution function g(r) for jamming coverings as a function of separation r (in
units of the disk diameter dj) obtained from simulations carried out using the heterogeneous surface
covered by rectangles of arbitrary orientation. The curves correspond to various values of density
6" = 0.1,0.2, 0.3, 0.4, 0.45, as indicated in the legend.
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local order is a correlation effect that develops during the deposition stage due to the formation of
arrays of disks within a single elongated rectangular cell.

5.2.2 Volume distribution of pores

Figure 5.14 compares volume distribution of the pores P(v) for jamming coverings corresponding to
different densities Géceu). Similar to the case of MPCA on square cells, here we observe the peak of
P(v) at small values of v ~ 0.2. As previously mentioned, such small pores are a feature of coverings
which occurs when three or more particles can be adsorbed on a single cell. The observed peak of
the distribution P(v) broadens when density Géce“) increases. Deposition of elongated objects at high
densities is characterized by compact domains of parallel objects and large islands of unoccupied
substrate area. Figure 5.15(a) shows a typical snapshot of the jammed-state covering obtained for
rectangular cells of arbitrary orientation and density Oéceu) = 0.45. Relatively high local packing of
nearly parallel adsorbed rectangles reduces the number of disks effectively adsorbed at a cell. This
process is associated with the appearance of larger interstitial voids, which causes peak broadening.

2t [‘-\ — ;" =0.1 1
i - =02
)\ —-—-6y"=03
Ve 6" =0.4 1
-- - 9" =045
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e R o e = = ou
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Figure 5.14: obtained from simulations carried out using the heterogeneous surface covered by
rectangles of arbitrary orientation. The curves correspond to various values of density Géce“) = 0.1,
0.2, 0.3, 0.4, 0.45, as indicated in the legend. Distribution P(v) for jamming covering in the case of

the irreversible disk deposition on a continuous substrate is shown for comparison.
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5.2.3 Impact of pattern anisotropy

It is now useful to explore the interplay between the anisotropy in the deposition procedure for landing
cells and the structural characteristics of jamming coverings. In this case, the orientation of rectangu-
lar cells is fixed to the one preferential direction. The configuration formed in the long time regime
is made up of a large number of domains; see figure 5.15(b) for a typical configuration. As expected,
any such domain contains parallel cells close to each other. This produces better packing of landing
cells and a higher impact of the cell-cell excluded volume interaction on the average cell population.
Hence, anisotropic deposition of landing cells lowers the average cell population, which enhances the
appearance of larger pores, resulting in a peak broadening. Volume distributions of pores P(v) for
jamming coverings of disks corresponding to anisotropic deposition of cells are shown in figure 5.16
with thick lines, while the case of arbitrarily oriented cells from figure 5.14 is drawn with thin lines for
comparison. figure 5.16 clearly shows enhanced peak broadening of P(v) in the case of anisotropic
deposition of landing cells, which is consistent with the previous discussion.
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Figure 5.15: Typical Iiammed—state configuration of a region of size 30 x 30 (in units of the disk
diameter d), for Gécel) = 0.45. Orientation of rectangular cells with sides o¢ = 8 and ko = 1 is (a)
arbitrary or (b) fixed to the horizontal direction.
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Figure 5.16: Volume distribution of the pores P(v) obtained from simulations carried out using the
heterogeneous surface covered by rectangles of fixed orientation (thick lines) and arbitrary orienta-
tions (thin lines). The curves correspond to various values of density Gécen) =0.1, 0.2, 0.3, 0.4, 0.45,
as indicated in the legend.
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Chapter 6

Adsorption on imprecise lattice

The difference between deposition on finite-size landing cells and lattice RSA is in the particle posi-
tions, which can be uncertain within the order of the size of the cell in the former case. Recently, Priv-
man and Yan [1] have analyzed both numerically and analytically extended model of one-dimensional
deposition of segments of length a, on a lattice of spacing ¢ between its sites, which instead of just
being lattice points are symmetrically broadened (about the lattice points) into segments of width w
in which the centres of the depositing objects can land. They reported that even an arbitrarily small
imprecision in the lattice-site localization (w = 0) changes the convergence to jamming from fast,
exponential

0y —0(t) ~exp(—t/o), (6.1)

to slow, power-law
6y —0(t) ~ 114, (6.2)

In a similar spirit, the study presented in this chapter investigates the rapidity of the approach to
the jamming state in the case of two-dimensional (2D) pre-patterned substrate. Unlike the models
studied in chapter 5, here we analyze deposition on the substrates patterned with a square grid of
square-shaped cells onto which the particle can adhere. We consider the process of the irreversible
random sequential adsorption (RSA) of fixed size disks. The present chapter focuses on the effect of
the presence of a regular substrate pattern on the temporal evolution of the coverage fraction 0(z). We
aim to quantify changes in time coverage behaviour 6(¢) at densities near jamming limit 6y, associated
with different cell sizes and densities.

A regular substrate pattern that consists of identical square cells centred at nodes of a regular
square lattice is completely defined by two dimensionless parameters: the length of a cell size o and
the length of the smallest gap between two neighbouring cells B (figure. 3.2). These two lengths are
measured in the units of the adsorbing particle radius. As described in section 3.3, parameter 3 de-
termines whether the adsorption is in interacting (8 < 1) or non-interacting mode (8 > 1). Parameter
o distinguishes between single vs. multiple particles per cell mode. The phase diagram as defined
by Aratjo et al. [45] was discussed earlier in section 3.3 and illustrated in figure. 3.3. In this work,
we focus on the interacting cell-cell adsorption (ICCA) regime in the case of single-particle per-cell
adsorption (SPCA). The non-interacting regime (NICCA) is equivalent to the low cell density limit
case discussed in section 5.1.1. We want to investigate the role of the cell-cell interaction and thus we
limit this study to the SPCA case where o < v/2 /2, which excludes the interaction of the particles at
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the same cell.

6.1 Kinetics

6.1.1 Effect of varying 3 on the long-time adsorption Kinetics

We simulate the adsorption on a substrate with a regular pattern consisting of square cells that are
comparable in size to the adsorbing particles and that satisfy the SPCA condition o < /2 /2. We
chose the three values of cell size: o = 0.3, 0.5, and 0.7. Figures 6.1(a) — 6.1(c) illustrate the kinetics
of the irreversible deposition of disks. The plots of the time coverage behaviour 0(¢) are given for the
three chosen values of & and various values of the gap B between the cells, in the range from § = 0
(continuous substrate and ICCA regime) to f = 1 (upper limit of the parameter 3, above which the
NICCA occurs). These 2D plots enable us to analyze how the time evolution of the coverage 6(¢) in

(©)

Figure 6.1: Time evolution of the coverage fraction 6(¢) depending on the gap size 8 between two
neighbouring landing cells (in units of the disk diameter dp), for the three values of cell size, a = 0.3
(a), 0.5 (b), and 0.7 (c). For each o, the gap 3 between cells is varied in the range [0, 1], with the step
of 0.02.
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the case of SPCA depends on the gap size 3 between the landing cells.

It can be seen that for a fixed size of landing cells a, coverage 0(¢) in the early stage of the
deposition process increases faster when the gaps between the cells are smaller. Indeed, at very early
times of the process, when the coverage fraction () is small, the deposited objects do not “feel” the
presence of the other ones, and the coverage grows rapidly in time. Then, the adsorption process has
an overall rate proportional to the surface density of landing cells onto which the particles can adhere.
Since the flux of incoming particles is fixed, the overall rate at which the coverage 0(¢) increases is
progressively reduced with the increase of the gap between the landing cells.

At a late enough time, when the coverage fraction is sufficiently high and “excluded volumes”
of deposited objects begin to overlap, there is a strong dependence of the adsorption rate on the
parameter 3. The rate of successful adsorption events reduces when the gap size 8 decreases. This is
explained by the larger impact of the cell-cell excluded volume interaction when the cells are closer
to each other.

It is interesting to emphasize that the dependence of the jamming coverage 6y is a non-monotonic
function of the gap size B (see figure 6.1). It goes from the jamming coverage value for contin-
uum 67°™ = 0.5472 £0.0002 [86] (B = 0), reaches some local minimum (0 < 8 < 1), and tends to a
definite value which corresponds to the coverings when each cell is occupied by a single particle. Cor-
responding explanations of such variations of the jamming coverage 6 with parameter 8 are provided
later in section 6.3.

6.2 Asymptotic behaviour

To gain a better insight into the complex kinetics of SPCA in the ICCA regime, it is useful to analyze
in particular the temporal evolution of the first derivative of coverage 0(¢) with respect to time 7. The
time derivatives of 6(¢) are calculated numerically from the simulation data. Representative examples
of double logarithmic plots of the time derivative d@ /dr are shown in figures 6.2(a) — 6.2(c), for the
three values of cell size, & =0.3 (a), 0.5 (b), 0.7 (c). For each «, results are presented for various
values of the gap B between the cells in the range 0.60 < 8 < 0.98. In the case of the algebraic
behavior of the coverage fraction 6(¢) (see equation (6.2)), a double logarithmic plot of the first time
derivative dO /dr < 1~ (+d)/d ig a straight line. As seen from figure 6.2, if the values of parameter f3
for cells of size o = 0.3, 0.5, 0.7 do not exceed, respectively, ~ 0.84, 0.74 and 0.64, the late time
kinetics of the deposition process is similar to the one observed for disks with equal size, adsorbing
on a clean substrate. Additionally, thin straight lines with the slope —3/2 are shown in figure 6.2,
indicating the late time RSA behaviour for clean continuous substrates [5, 36, 49, 50, 71]. However,
the same is not valid for large values of the parameter 8, regardless of the cell size o (obviously,
a<l/ V2~ 0.707 in the case of SPCA). As it can be seen, at the late times of the deposition process
the plots of d6 /dr vs. ¢ are not linear on a double logarithmic scale for sufficiently large values of the
gap B. The deviation from the power-law (6.2) is particularly pronounced for low densities of landing
cells, i.e. when B < 1.

Theoretical arguments supporting Feder’s law (6.2) have been presented by Swendsen [49] and
Pomeau [50]. Their analysis is based on the exclusion of the area of radius dy around each disc of
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radius dy/2 for selecting the centre of the newly arriving disc. After a certain time, characterizing
the beginning of the asymptotic regime, the area that is available to the centre of a new disc consists
of small disconnected areas that can be occupied by only one additional disc. When power-law (6.2)
holds, a vanishing-small area that is available for the insertion of a new particle can be created with
non-zero probability during the deposition process. Arbitrarily small areas are reached with a very
small probability for a uniform flux of the arriving disks that attempt deposition. In the case of ICCA-
SPCA, since only one particle can fit per cell, the existence of a minimum finite area is related to
particles previously adsorbed on neighbouring cells. As seen from figure 6.3(a), particles adsorbed
on neighbouring cells can completely overlap the cell when the gap  and cell size o satisfies the
relation [81]:

B+a/2<1. (6.3)

0.86 N P 0.60 0.78
0.88 || ot O 0.80 |/
0.90 0.82
0.92 ~ | mm--- 0.86
0.98 |] 10 | 1

de(oy/dt
o.'_.

de(t)/dt

Figure 6.2: Test for the presence of the algebraic law (6.2) in the approach of the coverage 0(z) to
the jamming limit 6y for different values of cell size, @ = 0.3 (a), 0.5 (b), and 0.7 (c). The curves in
each graph correspond to various values of the gap B between the cells, as indicated in the legend.
Straight-line sections of the curves show where the law holds. The solid straight lines have the slope
—3/2 and are guides for the eye. The dashed straight line has slope -5/2 indicating the late time RSA
behaviour of the system for the critical values of the parameter f3: (a) B. = 0.85, (b) 0.75, (c) 0.65
(see equation (6.4)).
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Hence, below the critical value of the parameter f3,
B.=1—-a/2, (6.4)

there is no minimum finite area available to accommodate one particle. However, above the critical
value f3., particles adsorbed on neighbouring cells cannot prevent adsorption inside the cell. Then,
there exist finite regions where the centre of a disk can land without overlapping a previously adsorbed
particle (see figure 6.3(b)). For the critical value of the gap f3., the approach to the jamming coverage
0y with time is still algebraic (6.2), with the exponent that is approximately equal to -3/2 which does
not depend on the cell size . A similar anomalous power-law approach was reported in the literature
for the case of adsorption on a one-dimensional imprecise substrate [2, 42]. As explained in more
detail in section 3.3, in one dimension the reason for this behaviour lies in a different kind of small
hole size distribution in the late phase of the process. The distribution of holes available for particle
adsorptions in the late phase of the process for adsorption on a two-dimensional imprecise lattice is
out of the scope of this thesis.

Our numerical results suggest that for B, < B < 1, the asymptotic approach of the coverage frac-
tion O(¢) to its jamming limit 6y is neither algebraic nor exponential. Semi-logarithmic plots of the
time derivative dO /dr are shown in figures 6.4(a) — 6.4(c), for three values of the cell size, @ = 0.3
(a), 0.5 (b), 0.7 (c). For each a, results are displayed for various values of the parameter 3 above
the corresponding critical values (see equation (6.4)), B. = 0.85 (a), 0.75 (b), 0.65 (c). One observes
that for the fixed value of cell size @, the time derivatives of 8(¢) decay at the very late times of the
deposition process more quickly for the larger values of the gap B between the cells. Interestingly,
in the limit of B — 1 approach of coverage 6(¢) to the jamming limit 6y is exponential of the form
(6.1). The characteristic timescale o is found to decrease with the cell size a according to power-law,

(a)

Figure 6.3: Illustration of particles adsorbed in neighbouring cells can prevent adsorption on the
central cell: (a) the overlap of the shadowed regions of the four neighbouring particles completely
overlap the central cell; (b) particles adsorbed on neighbouring cells cannot prevent adsorption inside
the cell.
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Figure 6.4: Plots of the time derivative of coverage d6/dr for the three values of cell size, o« = 0.3
(a), 0.5 (b), 0.7 (c). As indicated in the legend, the results are reported for values of the gap 8 above
the corresponding critical values (equation (6.4)), B. = 0.85 (a), 0.75 (b), 0.65 (c). Additionally,
the slanted straight line is shown, indicating the exponential approach to the jamming limit (equa-
tion (6.1)), where 6 = 8.80 (a), 3.15 (b), and 1.56 (c).

0 o« 204002 Tn other words, the relaxation time ¢ in equation (6.1) is inversely proportional
to the cell area. It must be stressed that the appearance of even a slight cell-cell excluded volume
interaction violates the exponential asymptotic approach (6.1).

6.3 Jamming coverage

6.3.1 Influence of the pattern on the jamming density 0;

Let us go back to the analysis of the non-monotonic behaviour of the jamming density 6y as a function
of the gap size B between the landing cells observed in figure 6.1. Dependencies of the jamming
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coverage Oy on the separation distance o + f3 between cell centers are presented in figure 6.5 for the
three values of cell size, @ = 0.3, 0.5 and 0.7. For the case of SPCA, jamming coverage 0y can be
exactly calculated for B larger than the critical value 3. (equation (6.4)) [45]. Indeed, since each cell
at late enough time contains the centre of a single deposited particle, the jamming coverage is simply

c_ 1%

0y = CE (6.5)
The solid black line in figure 6.5 indicates values of the jamming coverages calculated from equa-
tion (6.5). The jammed-state value Qf"m = 0.5472 £ 0.0002 [86] of the coverage in the case of the
irreversible disks deposition on continuum substrate is marked on the same figure by the horizontal
dashed line. When the gap between the cells 3 starts to increase, cell-cell excluded volume interac-
tion is still strong, but the substrate area that is available for the insertion of a new particle is reduced,
which leads to a decrease in the jamming coverage below the value for continuum 6/°™. As a gap
size B increases further, the cell-cell excluded volume interaction weakens, but one expects a higher
impact of patterning of the surface on the local particle arrangements. An increase in the pattern-
induced tendency for semi-ordering of the coverings leads to the formation of jammed-state deposits
of higher density. Then, for sufficiently large values of parameter 3, jamming coverage exceeds the
jamming limit 7°™ for continuum substrate and continues to grow with 8. In this case, the theoretical
value of the highest possible coverage fraction is equal to /4 ~~ 0.7854. This value corresponds to
the local configurations of quadratic symmetry when the disc centres are located at the vertices of a
square with a side of o + 8 = 1 [87]. However, in the present model this maximum of the jamming
coverage 0y is not reached at a + 8 = 1. In figure 6.5 we observe the appearance of three pronounced

05

04

03

Figure 6.5: Jamming coverage 65 as a function of separation distance & + 8 (in units of the disk
diameter dy) for various values of the cell size o, as indicated in the legend. The solid black line
indicates values of the jamming coverage 65 calculated from equation (6.5).
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maxima of 6y on shifted positions, approximately at o + 8 = 1.04, 1.12 and 1.10, for o = 0.7, 0.5
and 0.3, respectively. These maxima are not positioned at & + 8 = 1 due to the uncertainty in the
position of the particle within the cell. Actually, for B 2 1 — o excluded volume interaction with
disks belonging to neighbouring cells still substantially lowers the average number of adsorbed disks
per cell. As the parameter B > 1 — « is increased further to the critical value . (equation (6.4)), the
average cell population rises, and the jamming coverage 0y increases until the appearance of large
void space between the cells when it falls to the value given by equation (6.5).

We also study the influence of varying o on the jamming coverage 6y and on the late time kinetics
of deposition process. We carried out a series of simulations at fixed a4+ = 1.0, 1.1, and varied cell
size a. Numerical results regarding the jamming coverages 6y for various o are shown in figure 6.6.
For a4+ 8 = 1.1, the criteria (6.3) cannot be satisfied if & < 0.2. Therefore, for o < 0.2 each cell host
exactly one particle in the jamming state so that jamming coverage has the constant value 6y = 0.6491
given by equation (6.5). As o > 0.2 increases, the cell-cell exclusion leads to a further reduction of
the average cell population, thereby making the jamming coverage lower. However, in the case of
o+ B = 1 the jamming coverage 0y(a) increases first and reaches the wide maximum at o = 0.5,
after that the curve 6;(o) is lowered to the jamming value for continuum substrate 6°". For o <
1—v2 /2 = 0.3, a cell can only be blocked by disks deposited at the nearest lateral neighbour cells.
In that case, for more cell-cell exclusion effects, it is needed a smaller cell size. But, when cells are
larger than 1 —+/2/2, a cell can also be blocked by disks deposited at the nearest diagonal neighbour
cells, which enhances the cell-cell excluded volume interaction. These two opposite effects that exist
when cells increase lead to the formation of the maximum of 6y(¢t) around o ~ 0.5. Furthermore,
when o + 8 = 1 there is discontinuity of the function 6;(a) at a = 0, since 6;(0) = 7 /4 ~ 0.7854,

0.66 \

0.64 \ ——— 1
0.62 | \ |
06 | \ :
058 | N :

0.54 | i

0‘52 | | | | |

Figure 6.6: Jamming coverage 6j as a function of cell size ¢ (in units of the disk diameter dy) for two
values of separation distance o + 3, as indicated in the legend.
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but limy_q+ 6y(a) < 6™ ~ 0.5472.

6.3.2 Effects of varying o on the long-time adsorption kinetics

It is interesting that in the case when @ + 3 = 1, the approach to the jamming coverage 6y is always
algebraic, regardless of the size o of the landing cells. As can be seen from figure. 6.7, we find
that for o¢ > 0.02 the coverage 0 reaches a power-law time-behaviour (6.2) within the length of the
simulation. If a cell size o decreases, the value 8 + o¢/2 increases and gets closer to unity when the
condition (6.3) ceases to be valid. For very small cells (o 2 0), the coverage growth is slowed down
by the creation of a smaller fraction of the layer that is available for the insertion of a new particle.
Consequently, when cell size o decreases the onset of long-time power-law behaviour (6.2) shifts
to later times (figure 6.7). Generally, this effect occurs when the geometry of the pattern is close
to the condition (6.4). In this case, it was necessary to increase the size of the substrate (typically
1024 x 1024 cells) to gain a convincing confirmation of the power-law approach of the coverage
fraction 6(r) to the jamming limit 6y at the very late times of the deposition process.

When a + 3 = 1.1, although there is no change of jamming coverage 6y for o0 < 0.2 (figure 6.6),
changes in the dynamics of deposition are obvious (see figure 6.8). The criteria (6.3) is satisfied for
o > 0.2 and then the approach to the jamming limit is consistent with the power law behavior given
by equation (6.2). As seen from figure (6.8)(a), at the late times of the deposition process the plots of
d6/dr vs. t are linear on a double logarithmic scale with the slope of -3/2 for all & > 0.2. However, the

107 ~7—
e 0=0.02, B=0.98
N N 0=0.04, p=0.96

e NN b 0=0.08, 3=0.92 ||
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100 | N |
=
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Figure 6.7: Test for the presence of the algebraic law (6.2) in the approach of the coverage 6(¢) to the
jamming limit 6y for different values of parameters o and 3 that satisfy the condition a + 3 = 1 (see

legend). Straight-line sections of the curves show where the law holds. The solid straight lines have
the slope —3/2 and are guides for the eye.
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Figure 6.8: Plots of the time derivative of coverage d6/dr for different values of parameters a and
B that satisfy the condition o + B = 1.1 (see legends): (a) results are shown on a double logarithmic
scale. Solid straight lines have the slope —3/2 and are guides for the eye. Dashed straight line has
slope -5/2 indicating the late time RSA behavior of the system for the critical value of parameter f3,
B = 0.20 (see equation (6.4)); (b) results for a < 0.22 are shown on a semi-logarithmic scale. Slanted
straight line is shown, indicating the exponential approach to the jamming limit (equation (6.1)),
where o = 78.8.

slope of d6 /dr abruptly changes to ~ —5/2 when the cell size « reaches the critical value of & = 0.2
(see equation (6.4)). By reducing the size of cells below the critical value o = 0.2, algebraic approach
disappears. Under conditions when the cell size o decreases towards non-interacting condition (ot —
0.10%, B — 1.07), asymptotic approach of the coverage fraction () to its jamming limit 8y becomes
closer to the exponential law (6.1) (see figure 6.8(b)).

6.4 Structural properties of the jammed state

To gain additional insight into the late time kinetics of the deposition process onto a nonuniform
substrate, it is useful to analyze in particular the spatial distribution of particles inside the cells. In
figures. 6.9, 6.10, and 6.11 we show the spatial distribution of particles inside the cell at the jammed
state, for a = 0.3, 0.5 and 0.7, respectively, and the twelve different values of parameter f € [0.02
0.98]. To calculate these probability distributions, we divided cell space in mesh with 40 x 40 bins
and counted the number of particles falling into bins. The data are averaged over 100 independent
runs for each of the investigated substrate patterns with 256 x 256 landing cells. Spatial distribution of
particles shown in figures 6.9 — 6.11 are accompanied by corresponding radial distribution functions
g(r) (or pair-correlation functions) defined as

i=1j

S N N
8(r) =13 <Z X 3[r= (-] > (6.6)

where 7 is the position vector of a point over the adsorption plane (measured from the centre of an
adsorbed particle), § is the Dirac delta function, 7; and 7; are the position vectors of the particles i
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and j, respectively, and angle brackets mean the ensemble average. Here, S is the surface area, and
N is the total number of particles adsorbed over this area. Radial distribution g(r) gives information
about the long-range inter-particle correlations and their organization [15, 47]. This function can be
interpreted as an averaged probability of finding a particle at the distance r from another particle, with
the centre located at » = 0. For sake of convenience, the distance r is usually normalized by using the
particle radius dy/2 as a scaling variable. In the absence of external forces, when the system can be
considered isotropic, the vector 7 can be replaced with the radial coordinate r and the pair correlation
function may be calculated more directly by converting equation (6.6) to the form

S Ny(r)
- N27rAr’

8(r) (6.7)

where N, is the averaged number of particles within the annulus of the radius r and the thickness Ar.

To discuss the effect of the parameter 8 on the spatial distribution of particles inside the cell at the
jammed state, let us first consider the fixed value o = 0.3, with varying = 0.02 — 0.98, as shown in
figure 6.9. In the case of the ICCA regime, the temporal evolution of the coverage 0(r) towards its
jamming state value 0y is a two-stage process. At very early times of the process, when the coverage
fraction is small, the coverage grows rapidly in time. Particles adsorbed during this stage are homoge-
neously distributed in the cells. At a late enough time, when the coverage fraction is sufficient to make
the geometry of the unoccupied substrate complex, the growth of the coverage fraction 6(¢) requires
the filling of holes that are large enough for the insertion of an additional particle. Consequently, the
structure of the spatial distribution of particles inside the cell is determined by the late stage of the
deposition process. For f < 0.02, particles are distributed uniformly throughout the whole substrate
and the shape of radial distribution g(r) is the same as in the case of RSA of disks on a continuous
substrate. Since the cell-cell excluded volume interaction is changing with 3, the spatial distribution
of particles inside the cell reveals various preferential regions. From the probability distribution plots
in figure 6.9, we can identify various regions such as corners (f), sides (g), interior ring (h), central
square (i), central peak (j), etc., that are predominantly populated with particles. For 8 below the
critical value B, (equation (6.4)) particles adsorb preferentially at the cell edges. Approaching the
critical value of B, = 0.85 (o = 0.30), the probability of deposition in the centre of a cell increases.
Close to the critical value, we observe the appearance of a pronounced peak of probability distribu-
tion in the centre of the cell. In addition, as parameter 3 is increased, one observes that the radial
distribution functions g(r) become more detailed with peaks becoming sharper. There is also peak
splitting, related to a weaker excluded volume interaction between particles deposited into different
cells. For the large B = 0.98, since adsorption on an empty cell is weakly constrained by particles
previously adsorbed on a neighbouring one, adsorption can occur, with almost equal probability all
over the cell (figure 6.9(1)). The radial distribution function now shows a series of well-developed
peaks which correspond to the various cell-defined distances in the square lattice matrix. Finally, in
the NICCA regime (3 > 1), the adsorption inside cells is entirely uniform and the shape of the radial
distribution function g(r) is no longer changing (not shown here).

Numerical simulations for the other cell sizes, &« = 0.5, 0.7, produce qualitatively similar results
for the spatial distribution of particles inside the cell leading to qualitatively the same phenomenology
(see figures 6.10 and 6.11). However, increasing the value of ¢ in the NICCA-SPCA regime increases
the uncertainty in the position of the particle within the cell, i.e., it leads to peak broadening of the
radial distribution function g(r).

57



CHAPTER 6. ADSORPTION ON IMPRECISE LATTICE

5 1.10
4
3 1.05
2
A 1.00
0 |
9 0.95
4 4 4 4
=3 3 3 =3
%2 2 52 %2
1 1 1 1
0 0 0 0
1 2 3 4 5 6 1 2 3 4 5 6 1 2 3 4 5 6 1 2 3 4 5 6
r T r r

3 3 3
4

3 2 2 2

2 %1 EN 5
1

0 0 0 0

1 2 3 4 5 6 1 2 3 4 5 6 1 2 3 4 5 6 1 2 3 4 5 6
T T T T
(i) B=0.80 () B=0.86 (k) =0.92 (1)B=0.98

Figure 6.9: Spatial distribution of particles inside the cell and radial distribution function g(r) at the
jammed state, for the fixed value of cell size & = 0.3 and different values of parameter 3.
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Figure 6.10: Spatial distribution of particles inside the cell and radial distribution function g(r) at the
jammed state, for the fixed value of cell size & = 0.5 and different values of parameter 3.
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Figure 6.11: Spatial distribution of particles inside the cell and radial distribution function g(r) at the
jammed state, for the fixed value of cell size &« = 0.7 and different values of parameter 3.
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Chapter 7

Conclusions

In this thesis, we have used the Random Sequential Adsorption model to numerically investigate
the deposition of identical spherical particles of fixed radius onto a flat heterogeneous substrate. A
surface heterogeneities consisted of square or elongated rectangle adsorption cells with the typical
geometrical cell length comparable with the size of the particles. A particle is irreversibly adsorbed at
a random position on the substrate if it does not overlap any of previously adsorbed particles and if it
touches one of the cells on the substrate. The equivalent model is the adsorption of two-dimensional
disks (sphere projections), without overlapping already adsorbed disks and with a condition that the
disk centres lie in the adsorption cells. We studied the influence of the cell size, density and arrange-
ment of the landing cells and emphasized the influence of substrate inhomogeneities on the coverage
growth rate and the geometry of the final (jammed) state. It was shown that manipulation of the
substrate pattern can yield monolayer deposits with desired properties.

In the first part of this thesis research, we presented the results of numerical simulations of RSA
deposition on randomly patterned substrates, with a focus on the jammed-state properties. We found
that for a given density of landing cells, the highest jamming coverage and the fastest kinetics of the
deposition process can be achieved in the single-particle per-cell adsorption (SPCA) case. Because
the densification kinetics is dictated by geometric exclusion effects, the coverage kinetics is severely
slowed down in the multiple-particles per-cell adsorption (MPCA) case.

To examine the short scale structure in the jammed-state coverings, we evaluated the radial corre-
lation function g(r) which measures the particle density-density correlation at distance r for various
shapes and sizes of the landing cells. The oscillation of g(r) quickly decays for all densities of land-
ing cells 9(()0611)’ which means that long-range order does not exist in the system. In the MPCA case,
the peak of g(r) which appears at a unit distance is the most pronounced for low densities of landing
cells 9(()ce11)' This is opposite to what is observed under SPCA conditions when the shape of radial
distribution g(r) is more structured at higher adsorption cell densities 6\°°"".

The morphology of deposited disks has been analyzed through the distribution of pore volumes.
The pore is defined as the free area of a Delaunay triangle. Its volume distribution is sensitive to
small structural changes in the covering and it, therefore, describes the degree to which the cell size
and cell density affect the deposit morphology. We have found that pore volumes have a distribution
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with a long tail, particularly at low densities of adsorption cells Géceu). The distribution P(v) becomes
narrower and more localized around the low values of volumes v with the increase of cell density
Qéceu). In the case of the largest cells that we examined (a4 = v/2), we observed the pronounced peak
of distribution P(v) at low values of volume v = 0.15 — 0.20, which appears due to the presence of
configurations with three or more disks on a single landing cell. We have also studied the influence
of a regular substrate pattern on the volume distribution of the pores P(v). At low cell densities,
roeu), distribution function P(v) shows well-developed peaks which correspond to the various types
of Delaunay triangles. A triangle can have three or two vertices in the same cell or all three vertices
in three different cells. Cell-cell excluded volume interaction increases with the cell density Gécen) SO
that distribution P(v) for regular substrate pattern of squares becomes similar to distribution P(v) for
random pattern case at densities near the jamming limit of adsorption cells.

Numerical simulations of Random Sequential Adsorption on heterogeneous substrates composed
of elongated rectangular adsorption cells have shown that the shape of the pore distribution function
P(v) is affected by the anisotropy in the deposition procedure for landing cells. It is shown that
anisotropic deposition of landing cells lowers the average cell population and reduces the number of
small pores. Our results suggest that the porosity of deposit (pore volumes) can be controlled by the
size and shape of landing cells, and by the anisotropy of the cell deposition procedure. The radial
correlation function g(r) for jamming coverings of disks corresponding to anisotropic deposition of
rectangles is quite similar to g(r) for the case of the isotropic landing-cell pattern.

The second part of this thesis research considered a pattern with the equal square cells, positioned
in a square-lattice matrix. Analysis of numerical simulation of RSA of disk-shaped particles is fo-
cused on the kinetics of the deposition process in the interacting cell-cell adsorption (ICCA) regime.
An efficient numerical algorithm was implemented to simulate the disk deposition in the case of
single-particle per-cell adsorption (SPCA).

It was demonstrated that the two geometrical parameters, the cell size o and the cell-cell separa-
tion B3, have a striking influence on the kinetic properties of a deposition process, as well as on the
in-cell particle population. By studying the temporal evolution of the first derivative of coverage 6(r)
we have found that the asymptotic approach of the coverage fraction 6(¢) to its jamming limit 6y is
algebraic if the parameters o and [ satisfy the simple condition 8 4+ o /2 < 1. If this relation is valid,
particles adsorbed on neighbouring cells can block adsorption inside the central cell, so that there is
no minimum finite area available for adsorption. A vanishing-small area can be created with non-zero
probability and an asymptotic approach to the jamming limit in the late stage of the deposition process
obeys the power law.

If the geometry of the pattern does not satisfy the criteria  + a /2 < 1, the approach of the cover-
age fraction 6(¢) to the jamming limit is not consistent with the power-law behaviour. The existence
of the minimum finite area where the centre of a disk can land without overlapping a previously ad-
sorbed particle is a sufficient condition for deviation from the algebraic asymptotic approach. When
the geometry of the pattern approaches towards non-interacting condition (8 — 1.07), the asymp-
totic approach of the coverage fraction () to its jamming limit 6y becomes closer to the exponential
law. It must be stressed that the appearance of even a slight cell-cell excluded volume interaction
violates the exponential asymptotic approach. Consequently, changing the pattern in our numerical
model allows interpolating the deposition kinetics between the continuum limit and the lattice-like
behaviour.
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We found that the asymptotic approach obeys a power-law ¢~ 7 with a different exponent p =
3/2 on the critical line in the parameter phase space (¢, 3), determined by equation f + o /2 = 1.
This line is the boundary of the standard power-law asymptotic behaviour phase with p = 1/2. A
similar anomalous power-law approach was reported in the literature for the case of adsorption on
a one-dimensional imprecise substrate [2, 42]. We are the first to observe and document this kind
of behaviour in two-dimensional RSA systems. In one dimension, this behaviour is explained by a
different kind of small hole size distribution in the late phase of the process. For the normal power-
law approach, this distribution is constant in the limit of the hole size zero, while for the anomalous
power-law approach the small hole distribution vanishes linearly in the same limit. The distribution
of holes available for particle adsorptions in the late phase of the process for adsorption on a two-
dimensional imprecise lattice is out of the scope of this thesis and this topic could be addressed in
further research.

To examine the short scale structure in the jammed-state coverings, we evaluated the spatial dis-
tribution of particles inside the cell and the radial distribution function g(r). Interesting, non-trivial
spatial distributions are observed, with local order resulting not only from the constraint of the pattern
but also due to steric effects that make certain insertions of particles impossible owing to an effective
high local density. Close to the critical values of parameter S determined with B, = 1 — a /2, we
observe the appearance of the pronounced peak of probability distribution in the centre of the cell.
Hence, by tuning the pattern parameters on the critical values, it is possible to obtain jammed-state
covering with a highly ordered structure.

In the available literature, various models of thin-film formation were used to investigate the im-
pact of particle properties on the kinetics of adsorption and the structure of the jammed state. With
technological advances and the development of methods to modify substrate surfaces, more studies
are devoted to the influence of the substrate on the deposition process. This direction of research is
largely unexplored and leaves a lot of space for further research. For example, our research can be
extended to different particle and cell shapes, as well as to different substrate patterns. The relaxation
processes in the deposit formation with weaker particle-cell interaction play a more important role and
can not be neglected. Inter-particle interactions, hydrodynamic interactions, and external forces like
gravitation and electromagnetic forces can also be incorporated into an extended model. The exper-
imental measurements of monolayer deposit formations are extremely difficult to realize, especially
when it comes to kinetics. This makes numerical simulations an indispensable tool for advancing our
understanding of the adsorption process.
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Appendix A

Dense packing of equal disks in a square

In this work, we investigated the adsorption of equal hard disks on square cells of different sizes and
arrangements. But what is the maximal number of disks that can fit into a square cell of a given size?
Or stated differently, what is the minimal square cell that can contain centres of n non-overlapping
disks? Finding and prooving the most optimal configuration might be easy for up to 5 disks, but the
cases of 6 and more disks require more creativity and more profound mathematical knowledge.

This appendix lists the sizes of minimal squares that contain the centres of up to ten disks, along
with the coordinates of disk centres in the optimal configuration (see figures A.1 - A.9). Next to each
figure, we give the exact values [88-91], except for the case of 10 disks where we cite approximate
numerical values proposed and prooved by Groot et al. [92]. It is interesting that the optimal solution
for n = 10 is not symmetric and the side of the minimal square is calculated as the smallest real root
of the polynomial of degree 18.

Rigorous mathematical proofs exist for n = 2 to 30, and for n = 36. Best known solutions for up
to ~~ 10* disks are summarized in a web page maintained by Eckard Specht [93], most of which found
numerically.
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. AyTtopcTtBo. Jlo3Bo/baBaTe yMHOKABakbe, IUCTPUOYIM]Y U jaBHO CAOMINTABAbE Jeja, U Ipepaje,
aKo ce HaBeJle MMe ayTopa Ha HauMH ofipeheH oIl CTpaHe ayTopa WM JlaBaolia JIMLEHIIe, YaK U Yy
komepijaiHe cBpxe. OBO je HajcJI0O0O0AHM]a O] CBUX JIMIICHIIH.

. AyTOpCTBO — HEKOMePIUjaaHo. [{03Bo/baBaTe yMHOKABAHE, UCTPUOYIIN]Y U JABHO CAOTIIIITABAHE
nena, ¥ Tpepaje, ako ce HaBeJe MMe ayTopa Ha HauuH oapeheH o cTpaHe ayTopa WM AaBaola
yuneniie. OBa JMIeHIa He I03B0JbaBa KOMEpPIMjajiHy yIoTpedy nena.

. AyTOpcTBO — HeKOMepIMjaJIHO — 0e3 mpepaja. [lo3BobaBaTe yMHOXaBawe, AUCTPUOYLH]Y U
jaBHO caomIITaBame Jiena, 6e3 MpoMeHa, MpeodIMKOBakba WK YHOTpeOe Jiesia y CBOM ey, ako ce
HaBeJle MMe ayTopa Ha HauMH ofipeheH o1 cTpaHe ayTopa WM AaBaola auienie. OBa JHleHIa He
J03BOJbaBA KOMEPLMjaJIHy yoTpeOy Jesa. ¥ 0OJHOCY Ha CBE OcTaje JMLEHLE, OBOM JIMLIEHILIOM ce
orpaHnyasa Hajsehu 0OuM npaBa Kopuiihema aena.

. AYyTOpCTBO — HEKOMePIHjaTHO — JIeJUTH MO UCTHM ycJoBHMA. [l03Bo/baBaTe YMHOXABamwe,
AUCTpUOYIIMjy W jJaBHO CAOMINTaBamke Jiela, U Mpepajie, ako ce HaBeJe MMe ayTopa Ha HaYlH
oapeheH o cTpaHe ayTopa WM JaBaolia JMIEHIIe ¥ aKo ce Tpepaja TUCTpUOYyUpa Mo UCTOM WU
cnmaHOM JmtieHoM. OBa JIMIeHIIa He 103B0J/baBa KOMEpIMjaiHy yroTpeOy nena u npepaja.

. AytopcTtBo — 0e3 mpepajaa. Jlo3BojbaBaTe YMHOXaBawe, TUCTPUOYIUjY M jaBHO CAOIIIITABAbE
nena, 6e3 mpoMeHa, MpeodJIMKOBaka WK yIoTpeOe Jesia y CBOM ey, aKo Ce HaBe/le UMe ayTopa Ha
HauuH ofpeljeH o1 CTpaHe ayTopa Wi JaBaoiia juieHie. OBa JMIeHIa 103B0/baBa KOMEPIIUjaTHy
ynotpely nena.

. AyTOpCTBO — JIeJIUTH MO/{ HCTHM YCJI0BHMA. [[03BO/baBaTe yMHOKABae, JUCTPUOYIH]Y U jaBHO
CaoNILTaBamwe JeJla, U Mpepaje, ako ce HaBeJe MMe ayTopa Ha HauuH oApeheH of cTpaHe ayTopa
WJIH J1aBaoI1a JIMIIEHIIE 1 aKO Ce Mpepaaa JUCTpUOyrpa Mo ICTOM WM CIIMYHOM JinneHoM. OBa -
LIeHLIa 103B0JbaBa KOMEPLMjaiHy ynoTpedy aena u npepana. CamyHa je copTBepCKUM JMIeHIama,
OIHOCHO JIMLIEHIIaMa OTBOPEHOT KOJa.
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