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Paraffin-based composites represent a promising class of materials with numerous practical applications
such as e.g. heat storage. Computer modeling of these complex multicomponent systems requires
a proper theoretical description of both the n-alkane matrix and the non-alkane filler molecules. The
latter can be modeled with the use of a state-of-the-art general-purpose force field such as GAFF,
CHARMM, OPLS-AA and GROMOS, while the paraffin matrix is traditionally described in the frame of
relatively old, alkane-specific force fields (TraPPE, NERD, and PYS). In this paper we link these two types
of models and evaluate the performance of several general-purpose force fields in computer modeling
of paraffin by their systematic comparison with earlier alkane-specific models as well as with
experimental data. To this end, we have performed molecular dynamics simulations of n-eicosane bulk
samples with the use of 10 different force fields: TraPPE, NERD, PYS, OPLS-UA, GROMOS, GAFF, GAFF2,
OPLS-AA, L-OPLS-AA, and CHARMM36. For each force field we calculated several thermal, structural
and dynamic characteristics of n-eicosane over a wide temperature range. Overall, our findings show
that the general-purpose force fields such as CHARMM36, L-OPLS-AA and GAFF/GAFF2 are able to
provide a realistic description of n-eicosane samples. While alkane-specific models outperform most
general-purpose force fields as far as the temperature dependence of mass density, the coefficient of
volumetric thermal expansion in the liquid state, and the crystallization temperature are concerned, L-
OPLS-AA, CHARMM36 and GAFF2 force fields provide a better match with experiment for the shear
viscosity and the diffusion coefficient in melt. Furthermore, we show that most general-purpose force
fields are able to reproduce qualitatively the experimental triclinic crystal structure of n-eicosane at low
rsc.li/rsc-advances temperatures.
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1. Introduction Fransfer of heat during mc?lting/cw.stallization cycle.s.3 T'his
issue can be solved e.g. by introducing nanofillers with high
Paraffins, being an important product of refinement of crude thermal conductivity (such as graphene or carbon nanotubes)
oil, represent a promising class of compounds with numerous into the paraffin matrix.>® In other words, to be efficient in heat
practical applications.! The use of paraffins is especially storage, pure paraffins should be replaced with paraffin-based
attractive since they are cheap and abundant. One of the most composite materials.
important applications of paraffins is closely related to their Computer modeling has become nowadays a universal tool
ability to adsorb and release a large amount of heat upon for gaining a molecular-level insight into the structure and
melting and crystallization.>* The high latent heat of fusion dynamics of molecular systems; such insight often is not
makes paraffins an inexpensive heat storage material with great ~ accessible by any other experimental techniques. Paraffins,
potential. Nevertheless, the practical use of pure paraffins in being a mixture of relatively short alkane chains (15-40 mono-
heat storage devices is rather limited by their low thermal mer units), are not an exception in this respect: alkane chains
conductivity, which renders it difficult to achieve a high-rate have been studied by computer simulations for decades. In fact,
first simulation studies of linear polymers focused mostly on n-
alkanes, owing to their simple chemical structure. Starting from
“Institute of Macromolecular Compounds, Russian Academy of Sciences, Bolshoi pioneering studies by Williams® and by Ryckaert and Belle-
Prospect V.O. 31, St. Petersburg, 199004, Russia. E-mail: a.gurtovenko@gmail.com mans’m,n a dozen different force fields of n-alkanes were
Petrodvorets, St. Petersburg, 198504, Russia developed in 1980-1990s.">* Most of these force fields treated
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leading to a so-called united-atom representation.'” Since n-
alkanes do not have polar hydrogens, such an approach is very
effective in terms of required computational resources, as it
allows one to reduce the total number of atoms in n-alkane
systems by a factor of three. However, the corresponding gain in
performance apparently comes at a certain price, and a precise
relationship between all-atom and united-atom models of n-
alkanes is still under debate.**** In particular, a series of
seminal studies by Ryckaert, McDonald and Klein showed
that hydrogen atoms should explicitly be included into the
computational model to reproduce the low-temperature crys-
talline phase of n-tricosane and n-nonadecane.

The united-atom force fields that were developed for n-
alkanes decades ago have been extensively validated against
experimental data; they generally provide a realistic description
as far as n-alkane systems themselves are concerned. However,
when it comes to complex multicomponent systems such as
paraffin-based composites, n-alkanes represent just one
component of a heterogeneous system. In this case the use of
alkane-specific force fields can be problematic since the theo-
retical description of the rest of the system (e.g. nanoparticles,
filler molecules, etc) has to be done on the same footing as the
one for n-alkanes. On the other hand, several state-of-the-art
general-purpose force fields (such as AMBER,*® CHARMM,*
GROMOS*”*® or OPLS-AA*>"°) are currently available and can
routinely be used for modeling a wide range of molecular
systems, including n-alkanes. And here one faces an obvious
dilemma: either we develop a model for non-alkane compo-
nents, which would be compatible with relatively old, alkane-
specific force fields, or we employ a modern general-purpose
force field for both alkane and non-alkane parts of the
system. The latter is a much better (and sometimes the only
possible) solution because most alkane-specific models are
united-atom; this level of resolution may be insufficient for
certain classes of molecules such e.g nucleic acids and
polysaccharides.**

The main goal of this work is to link alkane-specific models
with the state-of-the-art general-purpose force fields in
computer modeling of paraffins. Once it has been done, one can
make a rational choice of an appropriate computational model
for more complex systems such as paraffin-based composites.
To the best of our knowledge, no systematic comparison
between alkane-specific and general-purpose force fields has
been done by far. Most relevant studies have focused mainly on
a relative performance of alkane-specific united-atom models.
For example, Muller et al.**> explored thermodynamic properties
of various n-alkanes (including n-C,g, 1-Czg, 7-Ceo, and 7n-Cyo)
for united-atom force-fields SKS, NERD, and TraPPE. Other
groups reported several studies on longer n-alkanes (poly-
ethylene). Ramos et al.** compared systematically a wide range
of properties of n-C;q, in united-atom PYS and TraPPE force-
fields. Hagita et al** examined a single polyethylene chain
during quenching in various united-atom force fields and
highlighted the differences in resulting structures. A good
overview of performance of united-atom force fields in simula-
tions of polyethylene can be found in a recent review paper.*
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To meet a lack of a systematic comparison between alkane-
specific and general-purpose force fields, we selected 10 most
popular force fields and assessed carefully their performance in
computer simulations of paraffins.

All force fields considered in this study can be divided in
several groups. First, these are united-atom force fields devel-
oped primarily for modeling n-alkanes: NERD,"* TraPPE,'**®
and PYS.>>* The NERD force field was proposed by Nath,
Escobedo and de Pablo to describe the properties for relatively
long n-alkanes. The authors demonstrated that their model
was able to reproduce experimental data for the phase equi-
librium and second virial coefficient for n-alkanes. The trans-
ferable potential for phase equilibria (TraPPE), which was
introduced by Martin and Siepmann, was based on calculations
of vapor-liquid coexistence curves.'® It was established that the
TraPPE force field could reproduce correctly the densities of n-
alkane melts over a wide range of temperatures. We note that an
all-atom version of the TraPPE force-field for n-alkanes is also
available.*® Furthermore, the TraPPE force-field was recently
extended to naphthenic, aromatic, and thiophenic
compounds.*” Since any classification of force fields is some-
what arbitrary and since we focus here on the united-atom
TraPPE force-field that was originally developed for alkanes,
we chose to consider the TraPPE force-field as alkane-specific
one. Finally, the PYS model by Paul, Yoon and Smith was
initially developed for polyethylene by calibrating the poly-
ethylene model against experimental data and quantum
chemical calculations.” More recently, the PYS force field was
applied to study crystal growth rates in bulk n-eicosane
systems.>*

The second group of models comprises the state-of-the-art
general-purpose force fields: GAFF***° (and its most recent
modification GAFF2 (ref. 51 and 52)), CHARMM,**** and GRO-
MOS;*"38 first three are all-atom force fields, while GROMOS
treats nonpolar hydrogens implicitly. GAFF (general Amber
force field) is an all-atom general-purpose force field developed
for a wide range of organic molecules.***° The GAFF force field
is fully compatible with the AMBER family of force fields,*
extending thereby the AMBER force field to the classes of
compounds beyond biomolecules (such as e.g. drug-like mole-
cules). GAFF2 is an improved version of the GAFF force field,
whose development is still ongoing.*»*> CHARMM is another
family of all-atom general-purpose force fields that covers a full
range of biomolecules. As far as n-alkanes are concerned, the
most relevant CHARMM force field is CHARMM36.%*** This
force field was developed to model phospholipid molecules and
was proved to reproduce experimental properties of lipid
membranes in computer simulations.> Since acyl tails of lipid
molecules are hydrocarbon chains of fatty acid residues, one
could expect that the CHARMMS36 force field is also relevant for
the description of n-alkane systems. A united-atom general-
purpose force field GROMOS was initially developed for
biomolecules (proteins and lipids); it includes a parameter set
(GROMOS96 45A3) that was specifically calibrated for aliphatic
carbons.?” It was shown®”** that experimental liquid densities,
heat of vaporization and free energy of hydration of n-alkane
were reasonably captured by the GROMOS96 45A3 parameter
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set (in the following this parameter set will be referred to as the
GROMOS force field).

The OPLS (Optimized Potentials for Liquid Simulations)
family of force fields can be put between the above two groups
as it includes both united-atom (OPLS-UA) and all-atom (OPLS-
AA and L-OPLS-AA) versions. The united-atom force field OPLS-
UA is one of the earliest models built up to study n-alkanes;* its
development goes back to 1984. The all-atom OPLS version
(OPLS-AA) was released 12 years later® and aimed at modeling
organic liquids. The OPLS-AA force field was shown to be
reasonably good in reproducing the thermodynamic properties
of relatively short alkanes (up to 6 carbon atoms).*® However, it
turned out that for longer alkane chains the OPLS-AA force field
had to be recalibrated. This was done in ref. 56 by Bockmann
et al., who introduced a new force field L-OPLS-AA optimized for
relatively long n-alkanes (up to n-pentadecane).

For all considered force fields we studied a wide range of
thermal, structural and dynamic properties of bulk paraffin
samples. These characteristics were critically compared with
each other as well as with available experimental data and the
conclusions were made regarding the advantages and pitfalls of
the considered force fields in computer modeling of paraffins.

2. Methods

2.1. Force fields

We have performed molecular dynamics simulations of paraf-
fins in bulk. Since our primary interest is in the heat storage
materials, here we focused on relatively short n-alkane chains of
n-eicosane (CyoHy,). This n-alkane is considered as one of the
most promising paraffins for the use in domestic heat storage
devices, as its melting point (36.7 °C) is close to the physiolog-
ical temperature.*

To explore the effect of a force field on the thermal, structural
and dynamic properties of n-eicosane, we considered 10
different force fields. All-atom models included GAFF,*°
GAFF2,°%%> OPLS-AA,***% L-OPLS-AA,** and CHARMMS36 (ref.
53 and 54) force fields, while OPLS-UA,»" NERD,"?!
TraPPE,'**® PYS,>*>* and GROMOS96 45A3 (ref. 37 and 38) were
chosen as united-atom force fields. An eicosane chain consisted
of either 62 atoms (all-atom models) or 20 atoms (united-atom
models). A complete description of 10 force fields used for n-
eicosane is presented in ESL

2.2. Paraffin sample preparation

The initial configurations of bulk paraffin samples were
prepared as follows. We started with an all-atom description of
paraffin and used the GAFF force field for n-eicosane (CyoH,s)-
With the use of the GROMACS routine gmx insert-molecules™
1000 n-eicosane chains were put randomly in a cubic simulation
box with a box length of 12 nm, see Fig. 1(a). The temperature T
was set to 450 K, which was well above the melting temperature
of n-eicosane (309.7 K),* so that the resulting sample would be
in the liquid state. The system was then compressed with a high
pressure (P = 50 bar) for 5 ns in order to reach the experimental
values of density. After the compression step, the pressure was
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reduced to 1 bar and the eicosane sample was equilibrated for
200 ns at T = 450 K (the equilibration was monitored via the
time evolution of the sample density), see Fig. 1(b). We repeated
this procedure three times with different initial conditions. The
three resulting configurations were used as starting structures
in cooling-rate simulations for each all-atom force field. This
way we assured that the simulations with different force fields
have the same starting structures. The initial configurations for
simulations of united-atom systems were prepared on the basis
of all-atom samples by removing the coordinates of hydrogen
atoms. Again, the simulations with different united-atom force
fields utilized the same three starting configurations. All in all,
the overall number of atoms in the systems amounted to 62 000
(all-atom force fields) and 20 000 (united-atom force-fields).
More detail on the polymer sample preparation protocol can
be found elsewhere.*®

2.3. Simulation details

All molecular dynamics simulations were performed with the
use of the GROMACS package (v. 5).*” The time step was set to 2
fs. Periodic boundary conditions were applied in all three
dimensions. In all-atom simulations the bonds between carbon
and hydrogen atoms were constrained with the P-LINCS algo-
rithm,* while in united-atom simulations this algorithm was
applied to constrain the C-C bonds in the case of TraPPE,'*"*
OPLS-UA,">* and GROMOS?*”** force fields following the orig-
inal parameterization of these models. To handle electrostatic
interactions in all-atom simulations we employed the particle-
mesh Ewald method.*® In united-atom models atoms have
zero partial charges and do not interact with electrostatic
interactions.

The van der Waals interactions were cut off at a force field-
specific distance r,qy. The value of ryq, was defined by the
original parameterization of each force field and was set to
0.9 nm (GAFF and GAFF2 (ref. 48,49,51 and 52)), 1.2 nm
(CHARMMS36 (ref. 53) and PYS*?%), 1.3 nm (OPLS-AA***55 and
L-OPLS-AA*), 1.38 nm (NERD™!), 1.4 nm (GROMOS*** and
TraPPE'**®), and 1.5 nm (OPLS-UA'*). Furthermore, in
CHARMM36, OPLS-AA and L-OPLS-AA force fields the van der
Waals interactions were treated with the use of a switch func-
tion. The CHARMM36 force field uses a function that smoothly
switches the forces to zero between 1.0 nm and r,q,, = 1.2 nm.*
In the case of OPLS-AA and it's modification, L-OPLS-AA, the
interaction energy is switched to zero between 1.1 nm and ryqy
= 1.3 nm.* In line with original parameterization of force fields
considered, beyond the cutoff distance either the correction in
the interaction energy (GAFF, GAFF2, NERD, and OPLS-UA force
fields) or the correction in both the energy and pressure (OPLS-
AA, L-OPLS-AA, and TraPPE force fields) were applied. As for the
electrostatic interactions in all-atom models, the cut-off radius
in the direct space sum was set to equal ryqw. The neighbor list
was updated every 5 and 10 steps for united-atom and all-atom
force fields, respectively. To update the neighbor lists we used
the Verlet buffer cutoff scheme. The Verlet scheme implies
buffering, so that the interaction energy is smoothly shifted to
zero at the cut-off distance for the short-range neighbor list.*” It
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Fig.1 Snapshots of a simulation box with 1000 n-eicosane molecules (a) after the molecules were added in the box and (b) after compression

and equilibration of the eicosane system.

should be emphasized that most force fields developed in 1990s
were parameterized with the use of unbuffered cutoff schemes
such as a so-called group scheme. Overall, the Verlet scheme is
much more efficient as compared to the group scheme; it is also
crucial that the Verlet scheme has a GPU support, while the
group scheme does not. Because of that, the group scheme is
deprecated in some of popular simulation packages such as
GROMACS. Several studies reported that the outcome of the
simulations performed with the two types of cutoff schemes was
rather similar.*** Therefore, we decided to employ the Verlet
buffer cutoff scheme for every force field considered.

The cooling-rate simulations were performed in the NPT
ensemble at P = 1 bar and at the temperature T that was varied
for most systems in the range from 450 K to 250 K (the cooling
for selected systems was extended beyond 250 K, see below).
Pressure was controlled isotropically with the use of the Parri-
nello-Rahman barostat® for both the equilibration phase and
cooling-rate simulations. For most systems the time constant 7,
was set to 5 ps except OPLS-AA/L-OPLS-AA (1, = 4 ps). For OPLS-
AA and L-OPLS-AA the temperature was kept constant with the
use of the velocity-rescaling thermostat,* while the Nosé-Hoo-
ver thermostat®*® was employed for the rest of the systems. In
most cases the choice of the thermostat was dictated by the
original parameterization of a specific force field. Exceptions
include OPLS-UA, TraPPE, and NERD force fields which were
originally developed using Monte Carlo simulations. For the
sake of consistency, the Nosé-Hoover thermostat was employed
for these three systems.**** The time constant 7t was set to 1 ps
with the exceptions of OPLS-AA/L-OPLS-AA systems, for which
7r was 0.1 ps.

In order to explore the crystallization processes in paraffin
bulk samples, we cooled down the eicosane samples in a step-
wise manner. Starting from a relatively high temperature (T =
450 K), for most systems the sample was cooled down to T= 250
Kwith steps of 10 K (all in all, 21 steps was considered). To make
definitive conclusions regarding the crystallization process, the
cooling of GROMOS, PYS and L-OPLS-AA samples was extended
to T = 200 K, while the NERD system was studied in the
temperature range 240-450 K. On every step the paraffin system

This journal is © The Royal Society of Chemistry 2019

was simulated for 100 ns, so that the cooling rate was 0.1 Kns "

or 0.6 x 10'° K min~". It has to be emphasized that the exper-
imental cooling rates are much smaller: 0.5-1 K min™ ", i.e. the
cooling in experiments is ten orders of magnitude slower than
in simulations.” Such a situation is usual for atomic-scale
computer simulations and occurs due to severe limitations in
time and length scales when the models of high resolution are
employed. The cooling rate value employed in our computa-
tional study is rather close to what can currently be achieved in
atomic-scale simulations:*® a single cooling simulation in the
temperature range 250-450 K with the cooling rate of 0.6 x 10'°
K min ' required 2.1 microseconds of simulated time.
Furthermore, the cooling was carried out independently for
three starting configurations of each system, amounting to 30
cooling-rate simulations.

To calculate the shear viscosity of n-eicosane in the liquid
state at T = 450 K, additional simulations in the NVT ensemble
were carried out. Following the approach of ref. 69, we per-
formed 99 short independent simulations (5 ns each) for every
force field considered. All in all, the total simulation time in our
study exceeded 70 microseconds. Table S1f summarizes
computational performance of all force fields studied, see ESI.}

3. Results and discussion

3.1. Thermal properties of bulk n-eicosane samples

Since paraffins represent a promising class of materials for heat
storage, we start with thermal properties of bulk n-eicosane
samples. To this end, here we present several structural char-
acteristics of eicosane as a function of temperature.

Eicosane is a relatively short-chain n-alkane, so that eicosane
melt demonstrates an abrupt transition into the crystalline
phase upon cooling.®””® To study crystallization of eicosane
bulk samples, we performed a series of cooling-rate simula-
tions. For most systems the eicosane samples were cooled down
in a stepwise manner from 450 K to 250 K. Wider temperature
ranges were employed for GROMOS, PYS, L-OPLS-AA, and NERD
systems, see Methods. The temperature steps were set to 10 K; at
each temperature the sample was simulated for 100 ns. The

RSC Aadv., 2019, 9, 38834-38847 | 38837
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corresponding temperature dependence of the mass density of
eicosane samples is shown in Fig. 2 for all 10 force fields
considered. Note that for each force field the eicosane density
was averaged over 3 independent simulation runs with different
initial configurations, so that every curve in Fig. 2 accumulates
data from a simulation which is 6.3-7.8 ps long. For the sake of
comparison, in Fig. 2 we also showed experimental data avail-
able for eicosane bulk samples.®”””>”* Furthermore, for clarity's
sake, in Fig. S1T we present the mass density data as a ratio
between computational and experimental®” values of density.
As evident from Fig. 2, the high-temperature domain of the
density-temperature curves (which corresponds to the liquid
state) is best described by united-atom force fields. More
specifically, TraPPE, PYS, and GROMOS force fields demon-
strate an excellent agreement with experimental data, see
Fig. 2(b). The NERD force field is also rather close to experi-
ment, while the OPLS-UA force field overestimates the experi-
mentally measured density of n-eicosane melt. This conclusion
is in line with the general expectations, given that TraPPE, PYS
and NERD are alkane-specific force field, aimed to reproduce
the experimental data as close as possible. In contrast, none of
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Fig. 2 Mass density of n-eicosane samples as a function of temper-
ature. Shown are results for all-atom (a) and united-atom (b) force
fields. Error bars (standard errors) are of the size of symbols. For the
sake of comparison, the experimental data®””° is also presented.
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the all-atom general-purpose force field performs in the high-
temperature domain as good as united-atom models. As seen
in Fig. 2(a), the all-atom force fields systematically underesti-
mate the density of eicosane melt. The best agreement with
experimental values is observed for OPLS-AA, L-OPLS-AA, and
CHARMMS36 force fields. The GAFF force field gives the density
that is around 15% smaller that the experimental value. GAFF2,
the most recent modification of GAFF, improves the situation to
some extent but still gives too low values of density, see Fig. 2(a).
In turn, the simulation data in the low-temperature domain
scatters considerably for all the considered force fields. United-
atom force fields TraPPE, NERD and PYS (and - to some extent -
the all-atom force-field GAFF) provide the best agreement with
experimental curves, see Fig. 2.

Experimentally, the transition from liquid to crystalline state
is accompanied by an abrupt change in the temperature
dependence of the n-eicosane density,*”° see Fig. 2. Remark-
ably, most force fields (GAFF, GAFF2, CHARMM36, OPLS-AA,
TraPPE, NERD, and OPLS-UA) are able to reproduce such
a transition. In turn, L-OPLS-AA and PYS force fields demon-
strate a much smoother transition to the crystalline state over
a wider temperature range of 30-40 K. Nevertheless, crystalli-
zation of n-eicosane does take place for L-OPLS-AA and PYS
samples, despite the lack of an abrupt transition. Finally, we
found that n-eicosane samples described through the GROMOS
force field do not crystallize over an extended temperatures
range (200-450 K), see Fig. 2(b). It should be noted that recently
the GROMOS force field was successfully used to model the
initial stages of crystallization in polyimide and polyetherimide
nanocomposite materials.”>”* The lack of crystallization which
is observed in our study for GROMOS eicosane samples could
be due to excessively high cooling rates employed (see below). A
difference in the chemical structure of the polymers also could
play role.

An abrupt change in the temperature dependence of the
eicosane density can be used to evaluate the temperature of the
phase transition, i.e. the crystallization temperature T.. Exper-
imentally, it is known that the value of T, for n-eicosane is
approximately 310 K.**77° In Table 1 we presented the values of
crystallization temperature, which were estimated from cooling-
rate simulations in different force fields. The crystallization
temperature was defined as a temperature in the middle of the
interval of the change in the density curves, see Fig. 2.

Remarkably, the crystallization of n-eicosane samples occurs
at smaller temperatures for united-atom models compared to
all-atom ones, see Table 1. In other words, an explicit treatment
of hydrogen atoms in n-eicosane chains seems to facilitate
nucleation of a crystal structure of upon cooling.

As far as a comparison with experiment is concerned, it is
not straightforward due to an enormous difference in cooling
rates employed in simulations and experiments. As mentioned
in section “Methods”, the cooling in atomic-scale simulations is
several orders of magnitude faster than in experiment. Earlier
cooling-rate simulations of polyethylene samples showed that
the liquid-to-crystal transition shifted to higher temperatures
when the cooling rate decreased.**”* This is most likely due to
the fact that a slower cooling provides more time for the crystal

This journal is © The Royal Society of Chemistry 2019


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9ra07325f

Open Access Article. Published on 27 November 2019. Downloaded on 1/16/2026 5:32:14 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

View Article Online

RSC Advances

Table 1 The crystallization temperature (T.), the coefficient of volumetric thermal expansion (CTE) measured in the temperature interval 400—
450 K, the radius of gyration (Rg), and the end-to-end distance H of n-eicosane chains for different force fields

Force field T, K CTE x 107, K" Ryynm (T=250K) Ry, nm (T=450K) H,nm (T=250K) H,nm (T=450K)
GAFF 330 £1 17.4 £ 0.1 0.75 £ 0.01 0.60 £ 0.01 2.43 £ 0.01 1.70 & 0.01
GAFF2 365 £ 2 14.3 £ 0.1 0.75 + 0.01 0.62 %+ 0.01 2.43 £ 0.01 1.82 £ 0.01
OPLS-AA 365+ 1 14.7 £ 0.1 0.74 + 0.01 0.62 %+ 0.01 2.42 £ 0.01 1.80 & 0.01
L-OPLS-AA 265 £ 3 12.3 £ 0.1 0.72 %+ 0.01 0.57 £ 0.01 2.29 £ 0.01 1.63 £ 0.01
CHARMM36 320 +1 12.4 4+ 0.1 0.74 £ 0.01 0.59 =+ 0.01 2.39 £ 0.01 1.69 & 0.01
GROMOS — 8.5+ 0.1 0.56 + 0.01 0.54 + 0.01 1.59 £ 0.01 1.52 £ 0.01
NERD 270 £1 11.6 £ 0.1 0.74 + 0.01 0.58 £ 0.01 2.41 £ 0.01 1.64 £ 0.01
OPLS-UA 310 £1 7.6 £0.1 0.73 £ 0.01 0.57 £ 0.01 2.38 £ 0.01 1.63 £ 0.01
PYS 270 £10 9.0 £0.1 0.72 %+ 0.01 0.55 + 0.01 2.34 £ 0.01 1.57 £ 0.01
TraPPE 280 £ 1 9.6 £ 0.1 0.74 + 0.01 0.58 + 0.01 2.41 £ 0.01 1.65 % 0.01
Experiment 310 ref. 4 8.8-8.9 ref. 67 and 70 — — 2.43 ref. 76 —

structure nucleation to happen. Assuming similar behavior for
n-eicosane samples considered in our study, one can expect that
the slowing down of cooling in simulations also shifts the
simulated crystallization temperatures to higher values. This
implies that most united-atom models (except OPLS-UA) show
a better agreement with experiment as compared to their all-
atom counter-parts. In the case of the GROMOS force field it
is possible that at a given cooling rate the crystallization occurs
at temperatures lower than 200 K. For all-atom models we can
expect that the deviation of the crystallization temperature from
experimental values will increase, if the cooling rate becomes
more and more realistic. Nevertheless, among all-atom force
fields the best agreement with experiment is achieved with L-
OPLS-AA, CHARMM36, and GAFF force fields.

It has to be emphasized that the crystallization temperatures
presented in Table 1 were evaluated from the cooling-rate
simulations. In principle, the transition temperature could
also be studied through heating-rate simulations, starting from
crystalline samples. Since the rates of cooling and heating in
simulations exceed considerably the experimental rates,
a precise relation between simulated temperatures of crystalli-
zation and melting is non-trivial. Indeed, as shown in ref. 75 for
n-alkane samples described within the NERD force field,
a hysteresis is observed upon heating and cooling the samples
in simulations, leading to a difference in the melting and
crystallization temperatures. Such a hysteresis as well as the
impact of the rate of cooling and heating on the transition
temperature are to be a subject of a separate simulation study.

We also estimated the coefficient of volumetric thermal
expansion (CTE) of n-eicosane, which characterizes the ability of
a sample to expand with temperature:*®

1 (dV
CVT = - <d7>P (1)

where V, is the volume of a sample before the thermal expan-
sion and (dV/dT)p is a derivative at constant pressure. In prac-
tice, the CTE can be calculated directly from the slope of the
temperature dependence of the mass density. Since the agree-
ment between computational results and experimental data for
the density of n-eicosane samples in the crystalline phase was
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shown to be relatively poor (see Fig. 2), it is reasonable to limit
the CTE calculations to a high-temperature domain only.

In Table 1 we present the CTE values calculated for n-eico-
sane samples in the temperature interval from 400 K to 450 K. A
good agreement of computational results with experimental
data is observed for most united-atom models (except NERD).
On the other hand, all-atom force fields considerably over-
estimate the experimental value of CTE. This conclusion can
also be drawn from the fact that the slopes of p(7)-curves for all-
atom models in the high-temperature domain deviate notice-
ably from what was observed in experiment, see Fig. 2. Among
all-atom models, the best match with experiment is seen for
CHARMM36 and L-OPLS-AA systems, whose values of CTE
exceed the experimental value by around 30%, see Table 1.

We conclude this subsection with the results for the size, the
shape and conformations of n-eicosane chains both in liquid
and crystalline states. To characterize the changes in the chain
size upon cooling, we calculated the radius of gyration R, and
the end-to-end distance H of n-eicosane chains. In Fig. 3(a) we
present the end-to-end distance H as a function of temperature
for all force fields considered (for all-atom models only carbon
atoms were taken into account for calculating H). The temper-
ature dependence of H follows closely the pattern observed for
density (see Fig. 2): one has an abrupt increase in the end-to-end
distance of eicosane chains upon cooling, which is a signature
of the transition from liquid to crystalline state. In terms of the
end-to-end distance, this corresponds to a transition from
a coiled chain conformation to a more elongated state. The only
exception is the GROMOS force field which does not show the
transition from liquid to crystalline phase in the temperature
range from 450 K to 200 K. Interestingly, at high temperatures
the values of H scatter considerably for the systems described
with different force fields, while the end-to-end distances in the
crystalline state turn out to be rather similar for all models, see
Fig. 3(a). What is more, the end-to-end distance for eicosane
chains in the crystalline state was found to be close to that of an
alkane chain in the all-trans conformation, see Table 1. The
latter can be calculated as nl cos(6/2), where [ (the C-C bond
length) and 6 (the tetrahedral angle between neighboring
bonds) are defined from experiment.”®

RSC Adv., 2019, 9, 38834-38847 | 38839


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9ra07325f

Open Access Article. Published on 27 November 2019. Downloaded on 1/16/2026 5:32:14 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances
2.6
2.4
2.2
e
C
~2.0
I
1.8
1.6
' ' ' ' —II—GAFF '
|-e— GAFF2
0.60F \—&—OPLS-AA |
-¥— L-OPLS-AA | ]
|-6— CHARMM36
045} —€—GROMOS |
—»— NERD
“ -8— OPLS-UA
—%— PYS
“ 030} o TRAPPE
0.15F E
0.00 E

350 400 450

T, K

250 300

Fraction of gauche conformers

450

0.0 e e x
300 350

T,K

Fig. 3 The end-to-end distance H (a), the relative anisotropy «? (b) of
n-eicosane chains and the average fraction of gauche conformers (c)
as a function of temperature in different force fields. A dashed orange
line corresponds to the end-to-end distance of an eicosane chain in
the all-trans conformation.”®

400

In line with the results for the end-to-end distance, similar
conclusions can also be drawn for the radius of gyration R, of
eicosane chains. In Table 1 we present the average values of R,
in liquid (T = 450 K) and crystalline (T = 250 K) states for all
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force fields considered. Again, one can witness a systematic
increase of the chain size upon the phase transition for all
models except the GROMOS force field.
To study the shape of eicosane chains in bulk samples, we
considered the relative shape anisotropy «> that was calculated as:”
. b* + (3/4)c?

R
1 (2)
b= Ry~ 5 (jo + Rg,},z)
¢=Ry’ = Ry

where b is the asphericity, c is the acylindricity, and (Rgx, Rgy, Ry,7)
are main components of the gyration tensor (note that eqn (2) is
valid under condition Ry, > Ry, > R, ;). As seen from Fig. 3(b), the
relative shape anisotropy is practically zero in the high-
temperature domain (before the phase transition takes place),
implying a spherical symmetry of eicosane chains in the liquid
state. Similar to the chain size, the relative shape anisotropy
demonstrates a sharp increase upon the phase transition. It
should be noted that «* is a rather noisy characteristic in the
crystalline phase, so that for the sake of clarity we chose not to
show the error bars in Fig. 3(b). In the crystalline phase the value of
the relative shape anisotropy is in the range between 0.13 and 0.67
for different force fields, highlighting thereby a strong tendency to
the elongated conformations of eicosane chains. Again, the above
conclusions regarding changes in the shape are not applicable to
the GROMOS force field as the corresponding bulk sample does
not crystallize within the temperature range from 200 to 450 K.
To characterize conformational changes of n-eicosane
chains upon cooling, in Fig. 3(c) we present the average fraction
of gauche conformers as a function of temperature for different
force fields. In the liquid state the fraction of gauche
conformers is relatively high and varies in the range from 0.25
to 0.4, depending on a force field. Cooling gradually reduces the
fraction of gauche conformers up to the crystallization
temperature, where n-eicosane chains undergo an abrupt tran-
sition to elongated conformations (this is not applicable to
GROMOS samples which do not crystallize). As a result, the
average fraction of gauche conformers at very low temperatures
becomes practically zero with the exception of the L-OPLS-AA
force field for which this fraction does not drop below 0.05,
see Fig. 3(c). We also analyzed the fraction of gauche
conformers along the hydrocarbon chain at different tempera-
tures, see Fig. S2 and S3.f It turns out that the above conclu-
sions hold for monomers in the middle of the backbone.
However, a small fraction of end monomers is always in the
gauche conformation,*® even at very low temperatures. In
addition, we calculated the probability distribution of dihedral
angles for different force fields at T = 450 K (see Fig. S47) and
did not find any clear correlations between the probability of the
gauche-trans transition and the crystallization temperatures.

3.2. Structural and dynamic properties of n-eicosane in the
liquid state

To characterize the structure of n-eicosane in the liquid state, in
this subsection we focus on the static structure factor S(k). In

This journal is © The Royal Society of Chemistry 2019
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addition to a comparison of the outcome of different force
fields, this physical quantity allows one to link the results of
computer simulations with experimental data.”®”® Experimen-
tally, the static structure factor can be measured by means of X-
ray diffraction.”” The structure factor S(k) is linked to the Fourier
transform of the pair correlation function g(r) as:”

47;;)0 Lx r(g(r) — 1) sin(kr)dr (3)

S(k)y=1+

and therefore can readily be calculated from MD simulation
trajectories.

The most relevant X-ray diffraction study®® of n-eicosane melt
was performed at T = 315 K (we recall that the transition
temperature for eicosane**” is around 310 K). In simulations the
crystallization temperature was found to scatter considerably
for different models, see Table 1. The highest transition
temperature (365 K) was observed for GAFF2 and OPLS-AA force
fields. Therefore, for calculating S(k) we chose to set the
temperature of an eicosane sample to 400 K, ensuring thereby
that all our systems are in the liquid phase.

In Fig. 4 we present the static structure factor calculated for
all the force fields at hand. First, it is seen that all computa-
tional models provide S(k)-curves of a very similar shape. What
is more, one can distinguish three peaks in all calculated static
structure factors; the positions of these peaks (k= 13, 28, and 50
nm ') are found to be the same for all force fields. The
geometrical interpretation of the peaks can be given® in terms
of the corresponding maxima of the pair correlation function
g(r) at r = 27/k. The first peak is well defined and located at k =
13 nm™~' (or r = 0.48 nm), which corresponds to either two
neighboring carbon atoms of different eicosane chains or two
methylene groups of the same chain, which are separated by
three CH, groups.* Two other S(k)-peaks are considerably
wider. The one that spans the interval 24-32 nm ™" (or 7 = 0.20-
0.26 nm) can be related to two CH, groups of a chain, which are

100 /pr—m——————————4——7—
--- OPLS ]
W PYS CHARMM36| ]
= = TRAPPE |[7 =~ GAFF
e GAFF2
: o =NERD = L LoPLS AR
5 - = = GROMOS OPLSAA
®© 10 r
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=
m - o=

.
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10 20

30 140
k, nm’
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Fig. 4 Static structure factor S(k) of n-eicosane at T = 400 K in
different force fields. The experimental S(k)-curve at T = 315 K is
shown by a solid black line.®°
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separated by another methylene group. Finally, the widest
maximum in the interval 43-57 nm™" (or 7 = 0.11-0.15 nm)
corresponds to two neighboring carbon atoms of an n-eicosane
chain, which are covalently bonded. Remarkably, the positions
of the three peaks are in good agreement with experimental
measurements® of the structure factor S(k), see Fig. 4. There-
fore, one can conclude that all the considered force fields
provide a very similar description of the structure of n-eicosane
in the liquid state and are able to reproduce closely the exper-
imental data.

The shear viscosity 7 is another important characteristic of
an eicosane sample in the liquid state, which can also be linked
to experimental data. In equilibrium MD simulations the shear
viscosity can be calculated according to the Green-Kubo
approach by integrating the autocorrelation function Sycr(t) of
the non-diagonal components of the pressure tensor:*>*

. |2
n= tlirg kB_T JO SACF([)dl (4)

To calculate the shear viscosity from eqn (4), here we used
a time decomposition method proposed recently by Zhang
et al.*® This method implies a large number of short indepen-
dent simulation runs to improve the reliability of the viscosity
calculation. Correspondingly, for each force field we prepared
99 initial configurations of an n-eicosane sample at 7= 450 K on
the basis of three 100 ns trajectories of cooling-rate simulations
(33 configurations were extracted from each trajectory). For
each initial configuration we performed a 5 ns-long MD simu-
lation that was used then for calculating the shear viscosity. A
special care has been taken to ensure that 99 simulation runs
provided an accurate measurement of the viscosity (data not
shown).

In Table 2 we list the calculated values of the shear viscosity
for each force field along with the experimental value®*
measured at T = 453 K. It is seen that most united-atom models
(except OPLS-UA) underestimate the shear viscosity. The closest
match to the experimental data is observed for PYS and GRO-
MOS force fields, whose viscosities are 10% and 14% smaller
than what was measured in experiment.** In turn, the largest
deviation from the experimental value of viscosity is seen for
OPLS-UA (33%) and NERD (46%) force fields, see Table 2.

In turn, all-atom force fields are found to suit much better for
describing the shear viscosity of eicosane in the liquid state as
compared to the united-atom counter-parts: GAFF2,
CHARMM36 and L-OPLS-AA force fields demonstrate an excel-
lent agreement with experimental data, see Table 2. Two other
all-atom force fields (GAFF and OPLS-AA) show considerable
deviations (around 30%) from the experimental value for the
shear viscosity of eicosane melt (Table 2).

As far as the dynamics of n-eicosane chains in the liquid state
is concerned, it can be characterized by the diffusion coefficient
of a chain. For diffusion in three-dimensional space the diffu-
sion coefficient D can be extracted from the mean-squared
displacement (MSD) via the Einstein relation:

D = limMSD(1)/61 5)

RSC Adv., 2019, 9, 38834-38847 | 38841
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Table 2 The shear viscosity, the diffusion coefficient and the mass density for n-eicosane samples in the liquid state simulated with different
force fields at T = 450 K. The errors are calculated as standard errors of the mean over three independent MD trajectories

Force field 7, mPa s D,10° em?*s! p, kg m™3
GAFF 0.42 + 0.04 2.9 4+ 0.2 592.3 + 0.1
GAFF2 0.59 £ 0.01 2.1+0.1 633.5 + 0.1
OPLS-AA 0.83 £ 0.07 1.6 £ 0.1 668.2 + 0.1
L-OPLS-AA 0.64 £ 0.08 2.2 £ 0.2 656.4 %+ 0.1
CHARMM36 0.60 + 0.04 2.140.2 658.1 + 0.1
GROMOS 0.51 £ 0.01 2.5+ 0.1 700.9 + 0.1
NERD 0.32 £ 0.01 3.6 £0.1 661.0 + 0.1
OPLS-UA 0.79 £ 0.02 1.8+ 0.1 753.1 + 0.1
PYS 0.53 £ 0.01 2.6 £0.1 698.8 £ 0.1
TraPPE 0.45 £ 0.04 2.9+ 0.1 693.7 + 0.1
Experiment 0.594 (T = 453 K)** 2.2 (T = 443 K)® 696.0 (T = 440 K)*’

where ¢ is the lag time, and the MSD is averaged over the
number of chains, simulation times, and independent
simulations.

In Table 2 we present the diffusion coefficients calculated for
all considered force fields. We also included the experimental
value of D, which was measured in n-eicosane melt at 7= 443 K
by the pulsed-gradient spin-echo NMR method.*® Note that
different experimental techniques can give the diffusion coef-
ficients that scatter considerably. For instance, the diffusion
coefficient of n-eicosane chains at 7= 423 K was found to be 1.1
x 107° in NMR experiments and 2.0 x 10~> cm”® s when the
time-of-flight quasielastic neutron scattering was used.®
Nevertheless, as one can see from Table 1, the diffusion coef-
ficients computed for all force fields are of the same order as the
experimental value.® In general, all-atom models provide
a closer match to the experimental data as compared to their
united-atom counter-parts. The best agreement with experi-
ment is achieved when L-OPLS-AA, CHARMM36 and GAFF2
force fields are used. In turn, the GAFF (OPLS-AA) force field
overestimates (underestimates) the experimental value of the
diffusion coefficient. Interestingly, most united-atom models
(except OPLS-UA) overestimate the diffusion coefficient, see
Table 2. This can be due to the implicit treatment of hydrogen
atoms in these force fields, which weakens inter-atomic cohe-
sive interactions and speeds up the dynamics.”” Among the
united-atom models, the best agreement with experiment is
seen for PYS and GROMOS force fields. As a concluding remark,
it has to be emphasized that the results for the shear viscosity
and diffusion are closely related to each other: the larger the
viscosity, the slower the diffusion.

3.3. Structure of the eicosane crystalline phase

Cooling n-eicosane to the temperatures close to the phase
transition temperature leads to crystallization of the n-eicosane
sample. Computationally, the crystalline phase is not easy to
characterize because it undergoes several transformations with
decreasing temperature. In particular, it is known that at
temperatures just below the melting point one can observe a so-
called rotator phase.®® In this phase the system demonstrates
a three-dimensional positional order but not an orientational
order, i.e. the chains are still able to rotate about their long axes.

38842 | RSC Adv., 2019, 9, 38834-38847

Further cooling leads to the appearance of the orientational
order of alkane chains. In the case of n-eicosane it is well
established that its crystalline phase at sufficiently low
temperatures has a triclinic crystal structure.***® To link our
computational findings with experiment, here we also focus on
the crystalline structure of n-eicosane samples at a low
temperature (250 K) that is well below the transition tempera-
ture of n-eicosane.

To characterize the crystal structure of eicosane, we used the
approach developed in ref. 91. It is based on the analysis of the
probability distribution P(6,,6,) of relative orientation angles 6,
and 6, for neighboring eicosane molecules, see Fig. 5 for the
definition of angles #; and 6,. In Fig. 6 we present the calculated
probability distribution P(64,6,) of orientation angles 6, and 6,
for all-atom models of n-eicosane. The outcome of all 5 force
fields demonstrates a common feature: the maxima of the
P(6,,0,)-distribution are well localized on the main diagonal as
well as on two sub-diagonals. The main diagonal of P(64,0,) runs
from (—2m,—27) to (2m,2m) and corresponds to the situation

Fig. 5 Definition of relative orientation angles ¢, and 6, for neigh-
boring monomers of two n-eicosane molecules in a crystal.*

This journal is © The Royal Society of Chemistry 2019
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Fig. 6 The probability distribution P(61,6,) for the n-eicosane crystalline phase simulated with the use of all-atom models. For each force field the
results for one initial configuration is shown; the results for two other configurations are similar and presented in Fig. S5 and S6.1

when C-C vectors of monomers of neighboring eicosane chains
have the same orientation with respect to the vector R between
the two monomers, ie. 0; = 0,, see Fig. 6. This feature was
observed for monoclinic crystal structures of paraffins and
polyethylene.’>** In addition, for the n-eicosane crystal one can
distinguish maxima localized on two more sub-diagonals that
run from (—2m,0) to (0,27) and from (0,—27) to (27,0), see
Fig. 6. These sub-diagonals correspond to ¢, = 6, & 27 and are
not observed in monoclinic crystal structures. The appearance
of these sub-diagonals could indicate that some n-eicosane
chains are shifted by one methylene group with respect to the
monoclinic crystal structure, which is typical for triclinic crys-
tals.”® Such a shift of n-eicosane chains is equivalent to the
rotation of C-C bonds by 27 in the plane normal to the long axis
of the chains, leading thereby to the relation 6, = 6, + 27w
observed in Fig. 6. Therefore, all considered all-atom models

This journal is © The Royal Society of Chemistry 2019

reproduce qualitatively the triclinic crystal structure of eicosane
samples, which was indeed observed experimentally at low
temperatures.®*>*° It is also noteworthy that there are additional
maxima in the probability distribution P(f,,6,) outside the main
diagonal and sub-diagonals, especially for OPLS-AA, L-OPLS-AA,
and GAFF force fields, see Fig. 6. This could be due to the
presence of eicosane chains which could be still in the rotator
phase mentioned above.

We repeated the calculations of the probability distribution
P(6,,0,) of relative orientation angles #; and 6, also for united-
atom models (with the exception of GROMOS samples which
did not crystallize); the corresponding results are shown in
Fig. 7. It is seen that the overall picture (the triclinic crystal
structure) is similar to what was observed for all-atom force
fields, although the distribution maxima on the main diagonal
and sub-diagonals are rather indistinct. Such a difference

RSC Adv., 2019, 9, 38834-38847 | 38843
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Fig.7 The probability distribution P(61,6,) for the n-eicosane crystalline phase simulated with the use of united-atom models. For each force field
the results for one initial configuration is shown; the results for two other configurations are similar and presented in Fig. S7 and S8.1

between united-atom and all-atom models can indicate that
eicosane chains in united-atom crystals are more mobile. We
recall that all-atom force fields include small partial charges on
carbon and hydrogen atoms. The electrostatic interactions
between these partial charges, being absent in united-atom
models, could additionally stabilize the crystal structure of
eicosane samples.

To conclude, we note that the above analysis of the structure
of the crystalline phases was carried out at the same absolute
temperature of 250 K. However, the crystallization temperature
scatters considerably for different force fields: most all-atom
models are characterized by higher crystallization tempera-
tures compared to their united-atom counter-parts, see Table 1.
To eliminate the difference in the crystallization temperatures,
we repeated the analysis at a model-specific temperature which
was set 30-35 K lower than the crystallization temperature.
More specifically, the new analysis was done at T = 230 K (L-
OPLS-AA and PYS), 240 K (NERD), 250 K (TraPPE), 280 K
(OPLS-UA), 290 K (CHARMM36), 300 K (GAFF), and 330 K
(GAFF2 and OPLS-AA). The probability distributions P(6,,6,)
presented in Fig. S9-S14+t clearly show that the model-specific
temperatures do not have significant impact on the distribu-
tion patterns, supporting thereby the main conclusions of this
Subsection.

4. Conclusions

The main goal of our study was to evaluate the performance of
the state-of-the-art general-purpose force fields such as GAFF,
OPLS-AA, GROMOS and CHARMM in computer modeling of

38844 | RSC Adv., 2019, 9, 38834-38847

paraffins. To this end, we have carried out a critical assessment
of these computational models through their systematic
comparison with earlier alkane-specific force fields (TraPPE,
NERD, and PYS) as well as with available experimental data.
This allowed us to estimate the reliability of various theoretical
descriptions of n-alkane components to be used in simulations
of complex multicomponent systems such as e.g. paraffin-based
composite materials.

For our purposes we focused on n-eicosane (C,,H,,), one of
the major components of paraffins, and selected 10 different
force fields, both all-atom and united-atom ones. The all-atom
force fields included GAFF, GAFF2, OPLS-AA, L-OPLS-AA, and
CHARMMS36. In turn, TraPPE, NERD, PYS, OPLS-UA, and
GROMOS were chosen as the united-atom force fields. For each
force field we calculated several thermal, structural and
dynamic characteristics of eicosane samples in a wide temper-
ature range.

Our results for the temperature dependence of the mass
density show that in the liquid state the united-atom alkane-
specific force fields TraPPE and PYS outperform most general-
purpose force fields, except the GROMOS force field which is
also a united-atom one. These three models show an excellent
agreement with experimental data for the density in the high-
temperature domain. Among all-atom force fields, the closest
match with experiment is observed for OPLS-AA, L-OPLS-AA,
and CHARMM36 force fields. We also calculated the coeffi-
cient of volumetric thermal expansion in the liquid state and
found that most united-atom models (TraPPE, PYS, OPLS-UA,
and GROMOS) are able to reproduce experimental data. In
turn, all-atom force fields overestimate systematically the

This journal is © The Royal Society of Chemistry 2019
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experimental value of CTE in the liquid state (minimal devia-
tion of 30% is witnessed for CHARMM36 and L-OPLS-AA
models).

Remarkably, most force fields (TraPPE, NERD, OPLS-UA,
GAFF, GAFF2, CHARMM36, and OPLS-AA) are able to repro-
duce an abrupt change in the temperature dependence of the n-
eicosane density upon cooling (the liquid-crystalline transi-
tion). Other two force fields (PYS and L-OPLS-AA) demonstrate
a smooth transition to the crystalline state over a wide
temperature range of tens of degrees. Finally, it turns out that
the n-eicosane sample described within the GROMOS force field
does not crystallize upon cooling from 450 K to 200 K at
a considered cooling rate. As far as the crystallization temper-
ature is concerned, it is noteworthy that most united-atom
models (except OPLS-UA) show a better agreement with exper-
iment as compared to all-atom force fields. The transition
temperatures measured for all-atom models are systematically
higher than those for their united-atom counter-parts most
likely due to the fact that explicit treatment of hydrogen atoms
facilitates the initial nucleation of a crystal structure upon
cooling.

Calculations of the static structure factor for n-eicosane in
the liquid state showed that all the considered force fields give
very similar results and are able to capture the experimentally
measured positions of main peaks of S(k) in the liquid state.

As far as the temperature dependence of the mass density at
low temperatures is concerned, the simulation data is found to
scatter considerably. Again, the best agreement with experi-
mental data is observed for alkane-specific models such as
TraPPE, NERD and PYS. On the other hand, the GAFF force field
performs better in this region as compared to the rest of the
general-purpose force fields.

For the shear viscosity the best performance was shown by
all-atom models (GAFF2, CHARMM36, and L-OPLS-AA). In turn,
almost all united-atom models underestimate the shear
viscosity of n-eicosane in the liquid state. The results for the
viscosity are closely related to the diffusion coefficients of n-
eicosane chains in the liquid state: the larger the viscosity, the
slower the diffusion. Therefore, it is not surprising that most
united-atom force fields give the diffusion coefficients that
exceed the experimental value. Among all-atom models, the best
agreement with experiment is observed for GAFF2,
CHARMMS36, and L-OPLS-AA force fields. Finally, we showed
that most computational models considered are able to repro-
duce qualitatively the experimentally observed triclinic crystal
structure of n-eicosane at low temperatures. The only exception
is the GROMOS force field that was not able to describe both the
crystallization process and the crystal structure of eicosane
samples within the considered temperature range (200-450 K)
at cooling rates currently accessible in atomic-scale
simulations.

All in all, the computational findings outlined above can be
used as a guide for making a rational choice of an appropriate
model for computer simulations of complex multicomponent
systems such as paraffin-based composite materials.

This journal is © The Royal Society of Chemistry 2019
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