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ABSTRACT: Low-temperature physical vapor deposition is studied by means of molecular dynamics
(MD) simulations using the reactive force field (ReaxFF) potential. In contrast with prior MD studies
of this process, which employed nonreactive, rigid ion force fields, our approach allows for accurate
modeling of the reactive incorporation of impinging particles, generated by the vaporization process,
into the growing film. The use of the ReaxFF also enables us to properly model the charges of
impinging particles and their electrostatic interactions with the atoms, forming the topmost layers of
the growing film. In order to better evidence the associated effects, we focus on the conditions of
growth when the impinging particles have moderate kinetic energies (below a couple of electron-
volts). We thus evidence that under these conditions, impacting particles tend to be strongly deflected
during the last stages of their approach to the film, and all the more so when they are slow. As a result,
they tend to be captured by denser regions, leading to the formation of porous microstructures. This
phenomenon results from the polarization of Si—O bonds and the tendency of silicon atoms to
surround themselves with oxygen atoms, leading to an overall polarization of the interface between
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dense matter and pores.

Bl INTRODUCTION

Physical vapor deposition (PVD) is a technique of primary
importance for the production of amorphous coatings,"”” in
particular amorphous oxides, which are key components in
many advanced technologies in areas as diverse as biosciences,
telecoms, energy production and storage, or gravitational wave
detection. Deposition proceeds in a vacuum chamber via the
sputtering of a source material by an ion or electron beam. The
sputtered material travels through the chamber, where it may
collide or react with residual gases, and impinges on a substrate,
thus leading to the progressive growth of a film.

In low-T (room temperature) PVD, the coating temperature
typically stays around or even below 100 °C, which is quite low
compared with the characteristic energies of chemical bond
formation for oxides (in the range of several electron-volts, or
eV). Under such low-T conditions, atomic diffusion is
inoperative, which guarantees that coatings develop an
amorphous and isotropic microstructure, which is essential to
achieving the desired optical, mechanical, or electrical proper-
ties. However, it entails that the deposited films are strongly out-
of-equilibrium: in sharp contrast with usual glasses, they do not
result from the quench of an equilibrated liquid, with the
consequence that their microstructure and physical properties
may strongly depend on the details of the deposition process.

A certain degree of simplification arises from the fact that
growth results exclusively from the progressive incorporation of
an incident flux of the material on the growing film. Therefore,
the film microstructure and end properties are fully determined
by the nature and kinetic energy of the particles (atoms, ions,
molecules, and molecular ions) that constitute the plume
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impinging on the substrate. However, experimentally accessing
these parameters requires using an energy-resolved mass
spectrometer that should be inserted at the location of the
substrate into a deposition chamber. This is a difficult
characterization, and we are not aware of any published data
for the PVD of oxides, which leaves considerable uncertainty
about the composition of the plume.” Theoretical models of
sputtering exist,~” but the process is quite complex and highly
sensitive to the energy of the beam irradiating the target;
moreover, the sputtered material may collide or react with
residual gases in the chamber during flight time, which may
significantly affect the plume composition and the kinetic
energies of its constituents when they reach the growing film.
Therefore, sputtering theories cannot be relied upon in the
absence of direct experimental characterization of the impinging
particles.

In such a context, MD simulations can provide invaluable
inputs about the low-T growth process by making controlled
assumptions about the deposited species and assessing their
consequences on the end film properties. Growth simulations
focus on a small surface element of the substrate and proceed by
repeatedly introducing particles of chosen stoichiometry and
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kinetic energy above the growing film, thus simulating impact
events iteratively. Early studies® '’ were too limited by
computer capabilities, however, to reach steady growth.

A main difficulty has been to numerically achieve steady
growth of nearly stoichiometric films as observed in experi-
ments. Taguchi and Hamaguchi”'® succeeded in doing so in a
study of reactive sputtering, where an Si target is sputtered in the
presence of an oxygen gas feed: they modeled this situation by
introducing a strong excess of atomic oxygen and thus managed
to produce stoichiometric films. However, nearly stoichiometric
silica is routinely deposited by the sputtering of a silica target,
without an oxygen gas feed."'~'* Much of the recent activity on
the topic has been produced by the group of Grigoriev and
coworkers, who focused on simulations under such con-
ditions,”~*° but they encountered difficulties in producing
stoichiometric and homogeneous films under normal incidence.

The issue is that oxygen has a much higher rebound
probability than silicon on the growing film,™ so that a
stoichiometric influx tends to produce strongly oxygen-deficient
films. Grigoriev mitigate this issue by keeping the rebounding
oxygens in the numerical cell, which forces the whole system to
remain stoichiometric but leads to the formation of a spurious
atomic-oxygen-rich, high-density gas above the growing film.
This artificial forcing of stoichiometry is likely the cause of
difficulties these authors initially encountered in reaching steady
growth.”® They did recently achieve a steady growth regime,”
but only beyond 20 nm, whereas uniformity is expected to be
achieved after barely a few atomic layers.”

A recent study’ managed to achieve steady growth of nearly
stoichiometric films, without any noticeable transient, while
constructing an algorithm in which the rebounding atoms or
ions are properly eliminated from the simulation cell after every
deposition event. These authors emphasized that e-beam
deposition “permits the formation of nearly stoichiometric
films without significant incorporation of residual molecular
oxygen even at high partial pressures’'”, while simulations and
thermal evaporation experiments’> show that significant
fractions of atomic or molecular oxygen rebound. On this
basis, they concluded that most of the vaporized oxygen atoms
during e-beam sputtering should be bonded to silicon atoms and
studied the deposition of SiO,. They found that this assumption
led to the production of numerical (MD) films that are not only
homogeneous but also jointly present several properties
comparable with the experimental ones (namely density, stress,
and stoichiometry), provided one assumes that the particles
produced by e-beam vaporization impact the growing film with
kinetic energies of the order of a few eV.

These advances open the route toward the construction of
increasingly accurate and predictive MD simulations of the low-
T PVD process. However, all existing studies have used
nonreactive force fields, which do not properly take into
account the bond-breaking and forming processes. This is
unsatisfactory for modeling PVD growth since the process of
incorporation of an impinging particle into the growing film
involves changes in chemical bondings and charge transfers. An
additional issue is that the nonreactive force fields used in former
deposition simulations involved the so-called rigid-ion sim-
plification, in which each atom carries a partial charge
determined after fitting the model prediction with various
material properties.”” This might lead to an improper
representation of the long-range interactions between impinging
particles and the charge heterogeneities lying at the surface of
the growing film. Indeed, the sputtering process is accompanied

by charge transfers,"™” so significant fractions of the impinging
particles should be expected to be ionized.

Here, we address these key issues by designing a deposition
algorithm based on ReaxFF,***> one of the most versatile
reactive force fields, which has proved its usefulness in various
research areas of chemistry and physics of materials science’~*!
and was recently used to study ion implantation.*”*’ Since
ReaxFF simulations have a significantly higher numerical cost
than nonreactive force fields, it compels us to further optimize
the algorithm of ref 3 by implementing minimization techniques
to eliminate the excess energy introduced in the simulation cell
by deposition events. As we will detail below, this is justified by
the fact that impact events are quite separated in time and space
and by the irrelevance of activated processes under low-T
growth conditions. Since the ReaxFF represents correct charge
transfers and charge distributions, this algorithm will also enable
us to properly take into account the Coulombic interactions
between the growing film surface and impinging particles.

The possibilities offered by the ReaxFF to properly model
both chemical reactions and Coulombic effects motivate us to
test our algorithm while focusing on growth conditions under
which the incident particles have a low impact velocity."*** Such
conditions, indeed, can be realized via various deposition
techniques and have been shown to favor the formation of
porous films,"*™*° but the origin of these structures is not
precisely known. We expect that Coulombic effects play a
prominent role in pore formation because the slower the
impinging particles, the more likely they are to be significantly
deflected due to their interaction with surface charge
heterogeneities before they actually enter into chemical
bonding. Using the ReaxFF will enable us to document this
idea and to produce reasonable porous structures that we will
characterize. We will thus show that PVD may lead to the
formation of highly porous films through which a probe of radius
<6 A may percolate.

B MODELS AND METHODS

Modeling Assumptions. Under usual physical vapor
deposition conditions, the impacts of the sputtered species on
the substrate are very separated from each other in time and
space.” Indeed, for a silica film growing at the rate of a few
Angstroms per second, each ~100 nm? surface element receives
a silica atom every few milliseconds, while it takes just a few
picoseconds for the incident atoms to form covalent bonds and
become permanently embedded in the growing film micro-
structure during an impact.

Each impact introduces a slight excess of energy in the film
due to the kinetic energy of the impinging particles and the
energy released in the chemical bond formation. The large
separation between impact events allows this energy to leak out
from the film by thermal diffusion, which is why growth usually
occurs at most around 100 °C.

This low temperature—compared to the binding energies—
guarantees that there is no atomic diffusion between impacts.
Therefore, it can be considered that, between impact events,
atoms only fluctuate around an inherent state (i.e, a local
minimum of the potential energy). Thus, in a deposition
simulation, which necessarily focuses on a small surface element
(of the order of a few nanometers on a side), it is not necessary to
simulate the time intervals between two impacts. It suffices to
simulate the series of impacts while ensuring that the energy
gained by the system during impacts is properly drained out of
the simulation cell.

https://doi.org/10.1021/acs.jpcc.4c02198
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It should be noted that, during an impact, some atoms of the
incident species may bounce back and thus fail to insert
themselves into the growing film, or some atoms initially present
in the film may be torn off. In practice, these two types of atoms
fly away from the substrate to the chamber walls, where they
either adsorb or reenter the residual atmosphere. From the point
of view of the simulation, these atoms must be eliminated.

Deposition Algorithm. A deposition simulation starts with
the production of a small volume element of the substrate. For
this purpose, in the NPT ensemble at pressure p = 0, we first melt
a fully periodic MD model of silica at a high temperature (4000
K for a total of 1 ns), and then quench it at a rate of 1 K/ps down
to 0 K. At the end of this process, the system is cubic, with a
linear size of ~102 A and a density of 2.2 g/cm”’. The boundary
conditions along the z-axis are then released; a slab of 30 A
thickness along this axis is retained, and the dimension of the cell
in the (x,y) plane is fixed from then on. We checked, consistently
with ref 3, that the substrate has no measurable influence on the
film growth under the studied conditions.

Following the modeling assumptions detailed above,
deposition is performed via an iterative algorithm involving, at
each step, the following series of operations:

1. A few incident ions or molecules of prescribed
composition and kinetic energies are introduced into
the cell above the substrate at an arbitrary position in the
(x,y) plane. In order to minimize the simulation time, we
take advantage of the fact that the interaction potential
used (see below) has a finite cutoff, and place the
incoming particles along the z-axis at a distance just
beyond the interaction range with any atom of the surface.
The exact number of introduced particles will be
discussed later.

2. The impact and reaction of the impinging species are
simulated in the NVE ensemble, since these are rapid
processes during which energy has no time to diffuse away
from the volume of the cell. In order to distinguish the
initial flight of a molecule toward the substrate from
reactive processes, an impact time is identified by
detecting the instant when the z-component of the
momentum of each molecule first changes its sign and
becomes positive. We found that a typical duration of 2 ps
is sufficient to determine the final configuration after the
impact. This has been tested for each choice of
parameters.

3. A partitioning algorithm is used to detect and eliminate
the uncondensed particles (bounces and ejected materi-
al).

4. The energy introduced by the impact process is
eliminated by performing a minimization of the entire
system.

S. Since some atoms may be pushed away from the film
during minimization, we return to step 3 and repeat steps
3,4, and 5, as long as we identify atomic clusters that must
be eliminated.

In ref 3 and in previous low-T deposition simulations,”” step 4
or its analogue was performed by carrying out a short simulation
in the NVT ensemble at room temperature for a few
picoseconds. This is enough to thermalize the system at the
target temperature but entails a significant numerical cost. The
optimization we propose rests upon the observation that the
precise value of the target temperature is of little relevance,
provided it is low enough compared with the binding energies

(typically several eV). Instead of thermalizing the film to the
precise value at which growth proceeds, it is sufficient to
guarantee that there is no unphysical increase in the temperature
in the system. This leads us to propose an improvement of
previous deposition algorithms by performing an energy
minimization of the system at step 4: bringing the system
toward the closest inherent state reduces the film temperature to
a negligible value before the next impact. The minimization does
not need to be highly accurate since its objective is not to access
detailed properties of the locally stable minima but merely to
avoid a spurious increase of heat inside the simulation cell. We
use a convergence criterion of 1.0 X 107'° for the relative energy
difference between iterations and a force tolerance of 1.0 X 10"
(kcal/mol)/A, which are negligible compared with thermal
fluctuations at room temperature. With this modification, the
time required to simulate step 4 becomes negligible, which leads
to a significant gain in simulation time. For comparison, indeed,
in ref 3 thermalization required a 4 ps simulation, which is twice
the simulated duration of impact, and hence would incur an
extra simulation time of 200%. Similarly, Grigoriev uses a total of
6 psB’29 of simulation time per cycle. By using minimization,
which takes a negligible simulation time, we essentially reduce
the simulation time to 2 ps per cycle, which is quite a significant
improvement.

Interaction Potential. The most commonly used force field
potentials, like the BKS, TS, or COMB potentials,SI_55 are
empirically determined to approximate the energy of the system
as a function of atomic positions but do not accurately take into
account the possibility for atoms to display different forms of
connectivity due to the formation or opening of chemical bonds.

The Reactive Force Field (ReaxFF) is a bond-order-
dependent potential, meaning that it introduces a notion of
connectivity between atoms; the potential energy of the system
thus consists of contributions from bond-order-dependent and
nonbonded interactions (the latter being the van der Waals and
Coulomb energies). The bond order is calculated based on the
interatomic distances of all atom pairs at every iteration. Hence,
the energy contributions from bond-order-dependent terms
such as bond, valence angle, and torsion angle vanish upon bond
dissociation, while leaving only the nonbonded interactions.
Additionally, the electronegativity equalization method*® is used
to derive the atomic charges. This enables the ReaxFF to take
into account both electrostatic interactions and chemical
reactions occurring between atoms.

Tuning the ReaxFF for a specific system, however, remains a
delicate issue and proceeds via the optimization of model
parameters by comparison with experimental and quantum
simulation data.’**®**%"=%? The resulting models were shown
to properly predict an array of molecular structures,””***" and
phenomena, especially for silicon-based materials, such as silicon
sputtering,él’é2 high-temperature oxidation of silicon,”*** the
reactive dynamics of silica with water, or the dynamics of
confined water in clays; but it must be kept in mind that they
may also inaccurately estimate the barriers associated with some
reactions, as was shown for the dimerization of silica.”> For this
work, in the perspective of later enriching our deposition model
to take into account the presence of water, we have used the
parameter set of Pitman and van Duin,*® which is based on the
work by Fogarty et al.” for the Si/O subsystem of our interest.

All the MD simulations presented here use the LAMMPS®®
package and its ReaxFF implementation.”” For steps 3 and 4, we
use the partitioning algorithm and the Polak—Ribiere
minimization algorithm, respectively, included in LAMMPS.

https://doi.org/10.1021/acs.jpcc.4c02198
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Pore and Microstructure Analyses. We will characterize
the produced films using a combination of observables and
techniques:

e by determining mean properties (density, stoichiometry,
and stress), either over the whole film, or averaged in the
(x,y) plane and resolved along the z-axis to check film
homogeneity;

e by measuring atomic coordination, while using the
coordination provided by the ReaxFF to evidence the
presence of defects;

e by characterizing the film porosity using a modified
version of Zeo++"" and OVITO® for visualization.

Zeo++%° is an open-source software dedicated to the
characterization of nanoporous materials, which can provide
information about pore sizes and morphologies (pockets or
channels). The software rests on the construction of a periodic
Voronoi network around the atoms, which provides an efficient
algorithmic way to identify the closest atom to every point in the
system and hence to determine whether any point can be
occupied by the center of a spherical frobe of a given radius R.
Combined with Dijkstra’s algorithm,”” it can identify connected
sets of accessible points for a given spherical probe.

Since deposited configurations present significant fractions of
coordination defects (i.e., oxygen or silicon atoms that are not 2-
and 4-coordinated, respectively), we parametrized Zeo++ to
take into account the dependence of atomic radii on the
coordination number, as detailed in Table 1. We have also
adapted Zeo++ to the presence of an open surface, so as to
identify the main pore channel connected to the free surface, as
detailed in the Supporting Information.

Table 1. Atomic/Ionic Radii Rcy (A) for Si and O As a
Function of the Coordination Number (CN)“

CN Rey (0) Re (S1)
0 1.52 2.10

1 1.435 1.64
2 135 1.18

3 0.0 0.72
4 0.0 026
>5 0.0 0.0

“Data are taken from ref 71.

B RESULTS AND DISCUSSION

The parameter space being overwhelmingly large, we will limit
our study to three types of incoming particle fluxes and three
values of their kinetic energies. The explored compositions of
the incoming flux are (I) SiO, only; (II) SiO* and O~; (III) SiO;
and SiO™. In the last two cases, both ions are introduced in equal
numbers, which guarantees that the total incoming particle flux
has the stoichiometry of SiO, and is essential to obtain a
meaningful comparison with case (I). This set of fluxes enables
us to address two issues. First, by comparing the case of neutral
incoming particles (SiO,) with fluxes involving ionized ones, we
will assess the role of Coulombic interactions in determining
atomic rebound probabilities and thus the final stoichiometry of
the films. Second, by comparing case (II) with the two others, we
will assess the difficulty in incorporating atomic oxygen ions
versus oxygen atoms that are already chemically bonded to
silicon inside incoming particles.

As explained in our discussion of modeling assumptions,
impact events are quite separated in space and time. Ideally, we
would like to simulate each event separately, i.e., by introducing
a single particle at step (1) of our algorithm. This, however,
would be too numerically costly, and thus, we need to introduce
several particles jointly at the beginning of each cycle. This is
consistent if the number of introduced particles is small enough
that they can be placed beyond the interaction range and do not
engage in significant mutual interactions during impacts. After a
few tests, we thus model fluxes (1), (II), and (1II) by introducing
at each cycle 8 X SiO,, 8 X (SiO* + O7), and 4 X (SiO*™ + SiO*),
respectively.

Three values of the kinetic energy of the impinging particles
are studied: E = 0.25, 1.0, and 2.0 eV. They were chosen to allow
us to investigate the mechanisms of growth of porous films at
low impact velocities.”**** We assume for simplicity that all the
considered incoming species have the same kinetic energies.

Figure 1 presents snapshots of the final configurations of the
produced films after growth in all of the studied conditions. The
pictures are organized with the incoming particle kinetic energy
increasing from top to bottom, and the incoming fluxes (I), (II),
and (III) from left to right. In these snapshots, the colors are
chosen so that the oxygen and silicon atoms are shown in blue
and red, respectively, and the free space in yellow. We
immediately see that the films produced at the lowest E = 0.25
eV are highly porous, that pores are still very visible and seem to
be strongly interconnected at E = 1.0 eV, whereas dense films
with a few isolated pores are obtained at E = 2.0 eV.

Locally Averaged Properties. From our films, we now
extract an array of local properties as a function of z by virtually
decomposing the film into horizontal slabs of thickness S A, over
which we perform averages. We thus report in Figure 2, as a
function of z, the local density (p), the local stoichiometry (S,
defined as the number of oxygen atoms per silicon atom), and
the in-plane stress [0 = (g, + 0,,)/2].

In all these plots, the substrate is located in the z < 0 domain
and the film in the z > 0 one. Thus, our data clearly show that,
under all of the explored conditions, the films develop
homogeneous properties beyond a short transition region just
above the substrate. For stoichiometry (Figure 2, top row), this
transition is barely visible, i.e, S achieves steady-state values
beyond a few Angstroms. For local density (Figure 2, middle
row), the extent of this transition region is visibly larger, and it is
also sensitive to the kinetic energy of incoming particles, E: at E
=0.25 eV, indeed, the transient of p extends over a nearly 20 nm
region regardless of the incoming flux composition. This is
presumably related to the formation of the large pores that are
visible in Figure 1 and that we will characterize later. In contrast,
this transition is barely visible at E = 1.0 eV. Local stress (Figure
2, bottom row) should also be sensitive to the presence of pores,
and indeed, a close examination of Figure 2g shows that it
presents a weak transition comparable with that of p, for E = 0.25
eV. It also seems that stress converges more rapidly to its steady-
state values for higher values of E, but this is difficult to fully
assert due to the significant fluctuations in this observable.

By averaging these data on the interval z € [30,150] A, we
extract the mean values of the considered local properties, which
we report in Figure 3 as a function of E, for each studied
composition of the incoming particle flux. These plots
demonstrate a strong influence of both E and the nature of the
incoming particles. It is especially noteworthy in Figure 3a that
the films produced by deposition of SiO, [case (I)] are nearly

https://doi.org/10.1021/acs.jpcc.4c02198
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(a

Figure 1. Snapshots of the deposited films with the voids being
highlighted. Oxygen and silicon atoms are shown in blue and red,
respectively, and the free space in yellow. The upper row is for E = 0.25
eV; the middle row is for E = 1.0 eV; the lower row is for E = 2.0 eV.
Columns from left to right correspond to different deposition species:
8(Si0,), 8(SiO* + 07), and 4(SiO; + SiO*). The size of all boxes is 102
X 102 X 250 A. The densities of the deposited films are: (a) 1.19, (b)
133, (c) 1,08, (d) 172, (¢) 193, () 15, (g) 1.87, (h) 224,and (1) 193
g/cm’.

stoichiometric regardless of E. In contrast, the films produced
with either SiO* + O™ [case (II)] or SiO; + SiO* [case (III)]
tend to be oxygen-deficient and increasingly so as the kinetic
energy of incoming particles decreases.

Figure 3b shows that film density may achieve a very broad
range of values, from about 1.0 g/cm? at E = 0.25 eV in case (III)
to more than 2.2 g/cm® at E = 2.0 eV in case (II). These changes
are consistent with our observations of porosity in the images of
Figure 1. For each case, the trend is monotonic with the impact

kinetic energy in the studied range: higher E values lead to the
formation of denser and less porous films.

In ref 3, which presented simulation data for the deposition of
SiO, particles and hence corresponds to case (I), albeit with a
nonreactive potential, the in-plane stress was shown to be a
nonmonotonic function of E with a maximum in the eV range
where films become tensile. The data of Figure 3¢, now obtained
using the ReaxFF potential, confirm the possibility of forming
tensile films at low E. The nonmonotonicity of the in-plane
stress is also visible in case (II) by comparison of the E = 1.0 and
2.0 eV films, but less so in cases (I) and (III). In these latter
cases, although the stress tends to round off at the largest E, the
nonmonotonicity is either too weak to be deemed significant
[case (I)] or not visible at all [case (III)].

Due to the numerical cost of ReaxFF simulations, we could
not accumulate data over a broader range of E values and explore
whether the stress becomes compressive at higher E in these last
two cases; but we presume this is the case since higher impact
energies should produce denser and thus increasingly
compressive films. In order to further support this idea, we
plot in Figure 3d the in-plane stress versus the film density. All of
our data seem to roughly follow a similar trend, with a maximum
of (tensile) stress around a density of ~1.75 g/cm?’. It is thus
consistent that we could obtain significant compressive stress
only in case (II), E = 2.0 €V, which corresponds, by far, to our
densest film. Our goal being to focus on low-E, tensile, and
porous films, the data of Figure 3c,d, on top of our qualitative
observations of pores, support that we are exploring the right
parameter range.

Atomic Coordination Analysis. Due to the strongly out-
of-equilibrium character of low-T deposition, the films obtained
by this process are expected to comprise significant fractions of
structural defects, all the more so that they depart from the ideal,
S = 2, stoichiometry. This is confirmed by inspection of the
mean densities of #n-coordinated atoms (denoted below as Si-n
or O-n), which are averaged over the whole films” and reported
in Figure 4. Considerable differences are observed with fused
silica, in which oxygen and silicon atoms are predominantly two-
and four-coordinated, respectively. Here, indeed, in all of our
films, about half of the silicon atoms are three-coordinated. The
fraction of Si-4 atoms is, at most, on the order of about 50%, but
achieves rather small values in the most oxygen-deficient films,
i.e., in cases (II) and (III) at E = 0.25 and 1.0 eV. There is also a
significant fraction of undercoordinated oxygen atoms (O-1),
i.e,, dangling bonds.

In complement to this discussion, several observables
characterizing atomic bonding are presented in the Supporting
Information: Si—O—Si and O—Si—O angles as well as Si—O
bond lengths. These data confirm the high degree of statistical
homogeneity of our films since all the measured observables
become essentially z-independent beyond a small thickness, of
the order of a nanometer above the substrate. However, they
also present values that are markedly different from those of the
thermally equilibrated glass we used to prepare the substrate,
and are measurably dependent on growth conditions.

Porosity Analysis. We now turn to the key objective of the
paper, ie., the evidence and characterization of the porosity.
Along this analysis, it is essential to bear in mind that, unlike, e.g,,
zeolites or materials consisting of macroscopic continuous
phases surrounding empty space, there are no intrinsic (probe-
independent) pores in discrete systems such as ours. A strictly
pointwise probe would indeed systematically percolate through-
out the material, without this feature carrying much physical
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We did not observe any indication of the existence of channels
that would percolate transversely to the film without connecting
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The gray area depicts the substrate position.

to the main channel. This leads us to characterize the porosity of
our films via the volume fractions @,,;, and @pocts 0ccupied by,
respectively, the main channel and isolated pockets. In the
Supporting Information, we demonstrate that both
Protal = Prgin T Procteets and @i, are decreasing functions of R.

The main results of our analysis are now displayed in two
figures. Figure S presents, for each film and for a few probe radii
regularly spaced between 0.5 and S.5 A, the fraction of space
occupied by the main channel, ¢ . (2) vs z, as averaged over x
and y. Figure 6 examines, as a function of R, both @, and
Dpockets as averaged over the whole films lie, on (x, y, z)].

As we expected, @, appears to be a decreasing function of R
in both Figures 5 and 6. The volume fraction of isolated pockets,
however, is not necessarily monotonically decreasing with R: the
increasing R may cause parts of percolation channels to become
inaccessible, i.e., to transform into isolated pockets.

The films produced at the lowest impact kinetic energy, E =
0.25 eV (top row of Figure S and panel (a) of Figure 6),
demonstrate a very high degree of porosity. In all three
deposition cases, for probe radii of up to about 3 A, the main
channel occupies more than 50% of the films and extends almost
down to the substrate.

Let us continue to examine the E = 0.25 eV films while
focusing on probe radii R < 3.5 A. Figure 6a demonstrates that
Prmain > Ppockets OVer this whole R-range, so that @ = Prgin
there is essentially a single macropore as the whole porosity of
the films participates in the main channel only. It follows that the
decrease of @,,,;, with R over this range results almost entirely
from the narrowing of the probe-accessible volume, and not
from a change in pore connectivity. Finally, over the same R-
range, the local porosity ¢ . (z) displayed in the top row of
Figure S [see panels (a—c)] is nearly z-independent (up to finite-
size fluctuations) in the bulk of the films, i.e., away from the
surface and substrate. Since the pockets are then essentially
absent, ie, ¢ (z) ~ ¢ _. (2), this observation demonstrates

that the pore space is quite homogeneous throughout the film.

As Rincreases beyond 3.5 or 4 A, @pockets Measurably increases
and eventually exceeds @, [see Figure 6a], showing that a
measurable fraction of the porosity transitions to local pockets.
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Figure 6. Average porosity characterized by the total volume fraction of
pores (Dol = Prnain + Dpockets dashed-dotted), that of the main channel
(@mains hollow circles), and that of isolated pockets (Ppociers filled
circles) pores, as a function of probe radius R, for different deposition
cases: (a) E=0.5eV, (b) E=1.0eV, and (c) E =2.0 eV.

This hence marks very clearly a change of connectivity, i.e., a
splitting of the main (macro) pore into pockets. In the local data
of Figure Sa—c, this transition is accompanied by a loss of
homogeneity of the main channel fraction ¢__ (z), which first
starts to decrease toward the substrate, then vanishes at the
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lowest z. With the increasing probe size R, as probe-accessible
passage points close down, the percolation to low z values
becomes increasingly unlikely, and the main channel is
progressively more localized near the upper part of the film.

Let us now examine the films produced with a higher impact
kinetic energy in the middle and bottom rows of Figure S and in
panels (b) and (c) of Figure 6. The features observed at E = 0.25
eV can be recovered, but in a much narrower R range. At small R,
indeed, the films systematically present a homogeneous
macropore With @, 2 Prain > Ppockets; the total pore fraction
initially decreases with R without a significant increase of @pq ety
i.e, without any change of connectivity. At higher R values
(which depend on growth conditions), the pocket fraction,
@pockets  eventually rises, which then marks a change of
connectivity: this systematically corresponds to the vanishing
of P,uin(2) near the substrate, i.e., to a significant connectivity
change and the progressive localization of the main channel near
the upper part of the film.

The extent of the main channel can be characterized by the
coordinate of its lowest point, z,;;,, which is displayed in Figure 7

2009 R

e

15045

Zunin (A)

5100+

50

probe radius (A)

Figure 7. Penetration of the main channel characterized by the
coordinate z,;, of its lowest point.

as a function of the probe size for the nine deposition conditions
explored. Although this measure may be sensitive to sample-to-
sample fluctuations, the trends it displays are very consistent
with the overall picture emerging from our analysis. The value of
Zumin Necessarily increases with R, since @,,,,;,(z) decreases with R
at any z, as we have shown. It appears that z;, approaches the
top of the substrate for the smallest radii and remains in its
vicinity up to large values of R for the films produced at E = 0.25
eV, and for all the films examined in case (III). These data,
hence, clearly document the possibility of obtaining highly
porous films comprising channels that extend almost all the way
down to the substrate, even for rather large probes of several
Angstroms in radius.

In most cases, the narrowing of the main channel (the rise of
Zmnin) takes place rather abruptly, within an Angstrom of change
in R. This can be seen in all of our films except for that produced
in case (III) with E = 0.25 eV, for which this transition is not
visible in the studied R range. The value of R at which this
narrowing takes place provides a rough characterization of the
size of the channel pores. It clearly decreases with the increasing
E, i.e.,, with the increasing film density, as expected, and reaches
barely a couple of Angstroms for the films produced at E = 1.0
and 2.0 eV in cases (I) and (II), which demonstrates a very
limited porosity.

An intriguing feature of the above observations is that it was
possible to obtain a very porous film in case (III) even at the
highest value of the kinetic energy, E = 2.0 eV. This film has
nearly the same density [see Figure 3b] as the case (1I) film with

the same value of E, for which the main channel is localized at the
very surface of the film as soon as R exceeds an Angstrom.
Impact Events and Growth Mechanisms. In order to
shed light on the mechanisms giving rise to the growth of porous
structures, we examined impact events in detail.
To start, let us gather, in Figure 8, information about the
deposition (sticking) probabilities of both the impinging ions
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Figure 8. Deposition probability of molecules/ions as a function of
energy for different deposition cases: (a) 8(SiO,); (b) 8(SiO* + O7);
(c) 4(Si0; + SiO").

and individual atoms. As anticipated, these probabilities visibly
depart from unity, meaning that a measurable fraction of the
incident atoms rebound.

The loss of matter may involve three mechanisms: (i)
impinging ions or molecules may rebound on the film as whole
units; (ii) they may dissociate during impact and leave some of
their atoms in the film, while others rebound; (iii) impacts may
sputter atoms already present in the film. By examining the list of
atoms eliminated from the simulation at step 3 in the algorithm,
we could precisely evaluate the relative importance of these
effects and found that the last two cases occur very rarely under
the studied low-E conditions: case (ii) is relevant for ~1 to 2% of
ions, and case (jii) accounts for less than 0.1% of nondeposited
atoms. Thus, our analysis will be guided by the idea that, in all
our films, ions or molecules stick to the growing film or rebound,
essentially as whole units.

In case (I) [deposition of SiO,, in Figure 8a], the sticking
probabilities are very close to 1 for incident particle energies
above 1.0 eV, and drop almost 2-fold, to ~60%, at an energy of
0.25 eV. The slight discrepancy between the sticking
probabilities of SiO, vs silicon and oxygen atoms at E = 0.25
eV results from the small number of events involving the
breakup of the impinging molecule.

In the two other cases [(SiO* + O7) and (SiO; + SiO*), in
panels (b) and (c), respectively, in Figure 8], the sticking
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probabilities also tend to grow with E, and they are
systematically higher for positively charged ions than for
negatively charged ones. This effect is measurable over the
entire incident energy range but tends to be stronger at lower E
values. A small discrepancy between the sticking probabilities of
SiO* and atomic silicon can be seen in case (II) at E = 0.25 eV it
results from the rare SiO" dissociation events. It is also
noteworthy that SiO* is involved in both cases (II) and (III)
but it displays visibly different deposition probabilities in either
case. This observation demonstrates that the statistical out-
comes of deposition events sensitively depend on the structure
of the growing film (e.g., its porosity and stoichiometry), which
itself depends on the growth conditions. It hence points to the
existence of a feedback mechanism between the development of
heterogeneities and impact processes, the latter being likely to be
strongly influenced by the long-range (Coulombic) interaction
between the growing surface and impinging particles.

Since molecular ion dissociation upon impact is rare, the
sticking probabilities of ions and atomic species are tightly
interrelated. For instance, in case (II) [deposition of SiO* + O7],
the sticking probability of Si is sg; ~ sg+, while that of O is
5o = (Sgior + So-)/2, where sgo+ and sy are the sticking
probabilities of the two considered ions. It follows that the
final stoichiometry of the films is determined by the differential
sticking probabilities of the incoming ions and explains our
measurements of S, as shown in Figure 2: the SiO, influx of case
(1) leads to the formation of nearly stoichiometric silica due to
the quasi-absence of dissociation; meanwhile, the differential
sticking probabilities between positively and negatively charged
ions entail that the influxes of either SiO" and O™ or SiO; and
SiO" produce more oxygen-deficient films, especially at the
lower impacting velocities.

Rebounds occur because, on their way toward the surface,
impinging particles may encounter high energy barriers that may
prevent them from reaching distances at which they form
chemical bonds. These barriers, since they lie beyond the
chemical bonding range, are necessarily of Coulombic origin and
result from the existence of charge heterogeneities on the
growing surface.

In order to illustrate this issue, we have calculated the total
Coulombic potential U(x,y,z) induced by the atoms of the film
onag =te probe at arbitrary locations, while using the same

upper cutoff (10 A) as the ReaxFF potential. We show in the
Supporting Information the 2D maps of U(xy,z) at a fixed
heighth = z — 2P = 1.5 A above the topmost atom in the film
to illustrate the strong heterogeneity of this potential, which
arises from both the porosity and the polarization between
oxygen and silicon atoms.

Vertical cuts of U(x,y,z) are presented in the left column of
Figure 9, while focusing on z € [2'F — 45 A, 2P + 5A] to
image the upper atomic layers, which interact with an impinging
particle. Figure 9 also presents the local charge (center column)
and mass (right column) densities at the same locations. A close
examination and comparison of these fields show that the
Coulombic potential U(x,y,z) tends to be predominantly
negative (blue shades) inside pores and in the topmost layers
of the films. The films, however, are globally neutral due to
charge equilibration, which is properly taken into account in the
LAMMPS implementation of the ReaxFF potential. The
observed predominance of negative U(x,y,z) values in pores
and directly above the upper layers of the film hence manifests
the existence of a polarization of the silica surface, the latter
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10 50 00 50 -10 50 25 00 -25 -50 40 30 20 1.0 00
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Figure 9. For the two films produced in case (III) at E = 0.25 eV (top)
and E = 2.0 eV (bottom), cuts of various fields in the (y,z) plane at x =
50 A: Coulombic contribution to the potential energy U(x,y,z) (left),
charge density (middle), and mass density (right). Both mass and
charge densities have been smoothed by Gaussian broadening of the
width of 2 A.

being defined as the boundary between dense matter and open
spaces. Since oxygen and silicon tend to present opposite
charges (negative and positive, respectively), this polarization
reflects a systematic bias in how silicon and oxygen atoms are
organized near the surface, which we interpret as follows: due to
its ability to form up to four chemical bonds, silicon tends to
surround itself with oxygen atoms and thus to embed itself
slightly deeper than the latter; the silicon positive charges hence
tend to be slightly masked by the oxygen negative ones, which
leads to the observed polarization of the surface.

Due to this polarization, the impinging particles experience a
systematically biased interaction with the growing surface
depending on their charge. This explains that negatively charged
particles tend to rebound with a higher probability than
positively charged ones, thus leading to an overall non-
stoichiometry of the growing films.

It is noteworthy that low E values give rise both to highly
porous films and higher rebounding probabilities, and we hence
must ask whether these two properties are interrelated. The
connection, we think, is that since the surface of the growing film
is highly heterogeneous, low-E particles should be significantly
deflected along the (x,y) plane. In some cases, this deflection of
the trajectory leads to a rebound; in others, the particles are
incorporated yet after sustaining a significant drift. We have
quantified this phenomenon by systematically analyzing in the
Supporting Information the statistics of atomic transverse
deflections [along the (x,y) plane] during impacts.

The key outcome of this analysis is that the impinging
particles tend to be increasingly deflected with decreasing E, and
all the more so that they are light and charged. This, we think, is a
driving factor in the mechanism of pore growth, since the latter
evidently requires significant lateral motion of the incoming
particle. Indeed, if the particles were not deflected at all or barely,
the films would tend to grow homogeneously, with little
roughness. In order to illustrate this point, we present three
movies in the Supporting Information, which show, in cases (I),
(1), and (III), the trajectories of Si atoms during a few impact
events at E = 0.25 eV. Here, the films have already developed a
significant degree of porosity. It is visible from the movie
obtained in case (I) that SiO, particles are barely deflected, as
our above analysis has shown. In case (II), we only image SiO*
ions, and it is very clear that they are systematically and
significantly deflected toward the sides (surfaces) of growing
pores. This sideward motion prevents the incoming ions from
filling the hole below their point of arrival and thus directly
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contributes to pore formation. The same can be seen in case
(I11) for both involved ions.

Thus, we conclude that pores are formed at low E due to the
preimpact deflection of incoming particles by surface charge
heterogeneities. Besides, since low kinetic energy also leads to a
higher rebound probability (since the Coulombic barriers are
more unlikely to be overcome), and to a higher contrast between
the rebound probabilities of positively and negatively charged
ions, we finally expect that low-E films tend to grow both porous
and nonstoichiometric.

B CONCLUSION

To summarize, we have implemented for the first time an MD
simulation of low-T deposition based on the ReaxFF, which
enables us to correctly take into account the reactive
incorporation of impinging particles, as well as charge and
polarization effects. A minimization technique was used to
efficiently remove the excess energy brought by impacts and thus
account for the fact that, under usual experimental conditions,
heat flows are efficient enough that films grow near room
temperature (at most about 100 °C), which is much below
typical glass transition temperatures for oxides. This algorithm
was implemented to study growth conditions in which the
kinetic energy E of impinging particles is relatively low, i.e.,
corresponds to at most a very few eV. Since the introduction of
an inert gas in a deposition chamber reduces E via collisional
slowing down and since we expect sputtering to produce faster
particles, this range of values is experimentally accessible, in
principle.

Previous studies®” have pointed out that atomic oxygen has a
higher rate of rebound than other species, so a stoichiometric
influx of atomic silicon and oxygen cannot produce stoichio-
metric films. However, stoichiometric silica films can be
deposited by sputtering a silica target without an oxygen gas
feed."””~"* It follows that such sputtering conditions should
involve a stoichiometric flux of particles in which silicon and
oxygen are already covalently bonded.” Due to the lack of
information about the nature of the sputtered ions in typical
experimental setups (such as e-beam or ion-beam sputtering),
we have explored a few options for the composition of the
impinging plume as an unknown parameter: (I) SiO,; (II) SiO*
and O7; (III) SiO; and SiO*. The comparison of these
conditions enabled us to shed light on the effects associated with
the type of impinging ions.

Our study of insertion events showed that ions only very
rarely dissociate upon impact at the studied (low) E values: in
less than ~1—2% of cases, some of their atoms rebound while
others stick to the film. In the vast majority of cases, impinging
ions either rebound or incorporate into the film as whole units.
We expect this observation to apply quite broadly for moderate
kinetic energies, i.e., for E values that are significantly smaller
than the energy of formation of covalent bonds. It follows that
the final stoichiometry of the films is determined essentially by
the differential rebounding rate between ion species. This
finding generalizes previous studies about differential sticking
probabilities between single atoms.*’

We have shown that low-E growth favors the formation of
tensile and porous films and obtained a thorough character-
ization of the porosity. We pointed out that the formation of
pores necessarily involves significant transverse displacements of
impinging particles and observed that this was favored by the
charge heterogeneity of the surface of the film, which is an
intrinsic feature of silica, resulting from the fact that silicon and

oxygen tend to carry charges of opposite signs. More precisely,
the surfaces of the growing pores, like the top layers of the film,
are polarized because silicon atoms (which carry positive
charges) surround themselves with oxygen atoms (which carry
negative charges) and tend to lie slightly inward, thus cloaking
themselves and the charge they carry.

The polarization of the growing silica surface causes the
rebound probability to be higher for negatively charged ions. It
also tends to favor the formation of pores. When a film grows,
indeed, it may develop a certain roughness due to the stochastic
nature of the process, leading to the possible formation of
protrusions and troughs that are the precursors of the pores.
Troughs or emerging pores are, by definition, encased between
material surfaces, i.e., regions where the long-range Coulombic
effects of multiple surfaces add up: this is why the Coulombic
energy U(x,y,z) appeared predominantly negative throughout
the pores in Figure 9. This enhancement of Coulombic
contributions tends to deflect more strongly negatively charged
impinging particles away from the pores. The movies we provide
clearly show that, in the late stage of their arrival upon the film,
slow impinging particles are deflected toward the protrusions,
thus preventing them from filling in a trough. This mechanism is
presumably the main driver of pore formation.

The polarization-induced deflection of impinging particles
near the surface is, of course, all the more significant when
particles are slow, which explains why low E values correlate
both with larger values of the preimpact transverse shift of the
impinging ions and with a higher degree of porosity. These
effects may also be sensitive to the shape and size of particles: we
have some indication that this could be the case since our case
(1I1) films present a significantly larger porosity than case (II),
but we did not explore the issue further.

This interpretation of the mechanism giving rise to pore
growth is also consistent with our observation that the kinetic
energy of impinging particles seems to be the main determinant
of the film density and porosity. Indeed, although we have
emphasized the differences between the films produced in cases
(1), (11), and (III), we could as well point out similarities: the
case-to-case differences in density, for example, are significantly
smaller than the overall range of values (from around 1.2 g/cm?
at E = 0.25 eV to around 2.0 g/cm? at E = 2.0 eV); likewise, the
fractions occupied by the main channel or by pockets, for various
probe sizes [see Figure 6], present more similarities between the
three studied cases, than when varying E over the studied range.

Finally, our analysis of the film porosity demonstrated that for
our lowest E value, the main percolation channel connected to
the space above the film could extend down to the substrate,
even for quite large probe sizes (radii of 4 or even S A).

Although we have obtained these observations through the
analysis of a specific numerical model, necessarily based on
precise (hence disputable) assumptions concerning the
impinging particles or the force field, we believe that the
identified phenomena leading to pore formation at low impact
kinetic energy are general enough to be operative across a broad
range of impinging particle compositions. Although such
deposition conditions are not usually studied since most
experimental efforts usually target the densest and most
homogeneous films, they could be achieved experimentally via
kinetic slowing down by introducing a neutral gas in the
chamber.
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Bl ADDITIONAL NOTE

“The atoms lying near the upper and lower boundaries are
included in this analysis, but do not introduce a measurable error
since they constitute very small fractions of the atoms in the
films.
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