This article was downloaded by:

On: 21 January 2011

Access details: Access Details: Free Access

Publisher Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

International Journal of Polymer Analysis and Characterization
Publication details, including instructions for authors and subscription information:

http://www.informaworld.com/smpp/title~content=t713646643

INTERNATIONAL

JOURNAL OF Properties of Heteropolymer Linear Brushes
POLYMER ANALYSIS Piotr Romiszowski®; Andrzej Sikorski®
AND CHARACTERIZATION

2 Department of Chemistry, University of Warsaw, Warsaw, Poland

To cite this Article Romiszowski, Piotr and Sikorski, Andrzej(2007) 'Properties of Heteropolymer Linear Brushes',
International Journal of Polymer Analysis and Characterization, 12: 1, 57 — 64

To link to this Article: DOI: 10.1080/10236660601060102
URL: http://dx.doi.org/10.1080/10236660601060102

PLEASE SCROLL DOWN FOR ARTICLE

Full terns and conditions of use: http://wwinformworld.conlterns-and-conditions-of-access. pdf

This article may be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, |loan or sub-licensing, systematic supply or
distribution in any formto anyone is expressly forbidden.

The publisher does not give any warranty express or inplied or make any representation that the contents
will be conplete or accurate or up to date. The accuracy of any instructions, formul ae and drug doses
shoul d be independently verified with primary sources. The publisher shall not be liable for any |oss,
actions, clainms, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.



http://www.informaworld.com/smpp/title~content=t713646643
http://dx.doi.org/10.1080/10236660601060102
http://www.informaworld.com/terms-and-conditions-of-access.pdf

16: 00 21 January 2011

Downl oaded At:

Taylor & Francis

Taylor & Francis Group

Copyright © Taylor & Francis Group, LLC
ISSN: 1023-666X print
DOI: 10.1080/10236660601060102

International Journal of Polymer Anal. Charact., 12: 57-64, 2007 e

Properties of Heteropolymer Linear Brushes

Piotr Romiszowski and Andrzej Sikorski
Department of Chemistry, University of Warsaw, Warsaw, Poland

Abstract: We studied a simplified model of a polymer brush. It consisted of linear
chains, which were restricted to a simple cubic lattice. Chain macromolecules con-
sisted of a sequence of two different kinds of segments were arranged in a specific
sequence. The chains were grafted to an impenetrable surface, i.e., they were term-
inally attached to the surface with one end. The number of chains was varied from
low to high grafting density. The model system was studied at different solvent
qualities from good to poor solvent. The properties of this model system were
studied by means of Monte Carlo simulation. The sampling Metropolis-type
algorithm was based on local changes of chain’s conformations. The structure
of the brush film was analyzed and the roughness of the surface was determined.
The distribution of both types of segments was given for different grafting
densities.

Keywords: Adsorbed linear polymer; Monte Carlo simulation; Polymer brush;
Polymer film

INTRODUCTION

Recently, experimental and theoretical efforts have been made to deter-
mine the structure and to understand the properties of heteropolymer
and polypeptide chains in solution and at interfaces. The interfaces of
such polymer systems are even of greater interest because of the impor-
tance of their industrial and biomedical applications, such as lubrication,
adhesion, and stabilization of colloids.!"!
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Experimental techniques of synthesizing and studying polymer
brushes were recently reviewed.”) Computer simulations of polymer
brushes consisting of grafted linear chains were also extensively studied
theoretically.®! A series of theoretical articles concerning grafted block
copolymers were published recently by the group of A. C. Balazs. They
performed Monte Carlo simulations of brushes with attractive ends,
i.e., diblock copolymers showing the possibility of forming clusters as
well as the morphology of diblock polymer brushes.” They also studied
triblock brushes using the scaling analysis, and self-consistent field (SCF)
theory presented also the morphology of the brush surface. Stadler and
Schmid!® carried out simulation of the off-lattice model of amphiphilic
chains on surfaces, finding surprisingly many ordered phases of the
formed monolayer. Drefahl et al.l’) studied properties of amphiphilic
monolayer chains on nanorough surfaces by means of the Monte Carlo
method. They showed the influence of the surface roughness on the struc-
ture of the formed layer. Romiszowski and Sikorski® developed lattice
models of grafted polypeptides and they found by means of the Monte
Carlo simulations that the structure of the brush is mainly determined
by the sequence of amino acid residues.

In this article, we present simulation results of the system of linear
heteropolymer brushes grafted on a flat surface. We describe the model
of the brush and the simulation by the Monte Carlo method. The results
show the influence of grafting density on the structure of the film.

MODEL AND SIMULATION ALGORITHM

The polymer brush was formed of linear chains that were terminally
attached (grafted) onto an impenetrable surface. In our simulations, we

Figure 1. Schematic representation of the multichain polymer brush formed by
tethered linear chains. The polymer segments of 4 and B type are depicted by the
darker and lighter circles respectively.
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attached the chains to a surface placed at the plane z = 0. Hence, along
the z-axis the chains were restricted in motion and thus the periodic
boundary conditions were imposed in x and y directions only. The Monte
Carlo box was 20 x 20 lattice units in directions parallel to the surface.
Each model chain was built of so-called statistical segments of two
kinds, which we denoted as 4 and B. We simulated the chains with
N/2 of A-type segments attached to the surface and the next N/2 seg-
ments of B-type on the top part of the chain. The idea of the model is
represented in Figure 1. Model polymers were built in a simple cubic lat-
tice, i.e., the positions of polymer segments were restricted to vectors of
the type [£1, 0, 0]. The potential of interactions between a pair of seg-
ments was defined as:

oo ford<l
Vi=<¢e ford=1I (1)
0 ford>1

where d is the distance between a pair residues, and / is the length of a
lattice unit. We assumed the following scheme of interactions: the 44
interactions were set as eaa = — 1 kT, while the 4-B and B-B interactions
were set as ¢4 = g = 0. This choice enabled us to study the effect of the
solvent quality on the properties of the brushes. According to the above
given potential definition, one can treat the A44AA...BBBBBB chain as
consisting of two parts: the grafted ‘lower’ part, which is sensitive to the
quality of the solvent, and the ‘“upper’ part, which is permanently
immersed in the good solvent.

The polymer brush was then simulated by the Monte Carlo method
in order to obtain the mean properties of the system. The algorithm used
was based on the local changes of chain conformations. We used a set of
such conformation micromodifications that was set for linear chain mod-
els on a simple cubic lattice: 2-bond move, 3-bond move, 3-bond crank-
shaft move, l-bond and 2-bond end reorientations.””! During the
simulation, the grafted end of the arm remained at the surface although
it could slide along it. One attempt of every micromodification per one
polymer segment defined a time unit. The acceptance of each micro-
modification was possible if the following three circumstances were
present: (1) chain connectivity was maintained, (2) excluded volume effect
was satisfied, (3) the Metropolis sampling algorithm enabled the change
of the conformation with the probability Py .pew = min[l,exp
(— AE/kT)], where AE is the difference between the energy of the
attempted ‘new’ conformation and the ‘old’ conformation that could
be replaced by a ‘new’ one.

The Monte Carlo simulation runs consisted of 10°-107 time units and
were performed 20 times starting from quite different conformations in
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order to preserve the proper sampling of the conformational space. The
initial configuration of a brush was prepared in the following way:
M points were selected at random on the grafting surface. Then, self-
avoiding walks started from these points until chain lengths reached
the proper value. During the propagation of chains the system was equi-
librated, i.e., it underwent a series of local micromodifications. After the
system was built the production run started.

RESULTS AND DISCUSSION

The simulations were performed for the total number of beads in one
chain N = 100. The brush was studied at good solvent conditions (an
athermal system) as well as for bad solvent conditions (below the theta
point). The latter conditions were realized at the temperatures 7% = 2.5
and 2.0. We defined the polymer grafting density ¢ as the ratio of number
of grafted chains M to the total number of lattice point on the surface K:
o = M/K, where K = 400. We simulated the system not only at different
solvent qualities but also for varying grafting densities from ¢ = 0.0075
to ¢ = 0.25. During the simulations the data were recorded for further
analysis-usually we used 3000 snapshots of the system with the time inter-
val 1000 time units. All the data presented here are the averages over the
total simulation trajectory.

The properties of the brush can be described by the analysis of the
film formed by the chains. One can analyze both the internal structure
of a film as well as the surface of the film, which consisted of the upper-
most beads of the system, as the z-coordinate is considered. Such surface
has its shape, which depends on the properties of the brush itself. The sur-
face is not smooth when it represents the uppermost elements of the
chains (i.e., the set of the largest values of the z-components of the chain’s
coordinates). During the simulation run the conformations of all chains
are modified, which causes the surface to change its shape too. In order to
characterize the property of the ‘mean’ surface we calculated the rough-
ness of such surfaces (for each snapshot separately and then the results
were averaged over the whole trajectory)-this parameter was defined as
the mean deviation from the mean z-coordinate: R, = (|z — (z)|). In
our calculations of R, we took into account all xxy (here
20 x 20 = 400) points on the grafting surface. Thus, the points of the
grafting surface that were not covered by the polymer chains also contrib-
uted to the value of the roughness parameter. Figure 2 presents the plot
of R, calculated from the whole trajectories as a function of the grafting
density o. One can observe that at low densities the roughness of the sur-
face increases with increasing grafting density. The maxima are observed
at densities close to o = 0.025 (10 grafted chains). Further increase of the
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Figure 2. Roughness of the polymer film surface R, as a function of the grafting
density ¢. The temperatures are given in the inset.

grafting density gradually reduces the roughness of the surface. The
increase of R, for low grafting densities we explain as the significant con-
tribution of the values of z-coordinate from flat surface to the formula
that calculates the roughness. For higher grafting densities this contri-
bution was not significant, however, the crowding of the system leads
to the lower values of the roughness. The roughness obtained for an
athermal system is greater than that for bad solvent. These results can
be illustrated by the snapshots of the polymer film surface taken for
two densities ¢ = 0.05 and 0.25. The snapshots show the examples of
the shape of the surface (Figure 3). The location of the surface along
the z-axis shows that for higher density of chains they form film that is
much thicker than that obtained for lower density. Also, the roughness
of the surface definitely diminishes as the chain density increases. This
confirms the results shown in Figure 2.

The structure of the brush is determined by the distribution of the
chain segments located at a given distance from the grafting surface,
i.e., along the direction perpendicular to the grafting surface. We made
this analysis in terms of the 4 and B blocks of the chain, taking into
account 4 and B beads respectively. In Figures 4 and 5, we present the
distribution curves of the chain elements located at a given z-coordinate
counted from the surface. The set of curves presents the results obtained
at 7" = 2.5 for varied densities of the system. Figures 4 and 5 present the
distributions for the 4 and B segments of the chains separately. One
can observe that for 4 beads their concentration changes from the
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Figure 3. Snapshots of the surfaces obtained for different grafting density
o = 0.05 (lower surface) and ¢ = 0.25 (upper surface).
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>

Figure 4. Distribution of A-type segments along the z-axis at the temperature
T = 2.5. The grafting densities are given in the inset.
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Figure 5. Distribution of B-type segments along the z-axis at the temperature
T = 2.5. The grafting densities are given in the inset.

asymmetric narrow to broad Gaussian distribution as ¢ increases. For
low densities (up to ¢ = 0.1), the 4 segments of the chain form a layer
not thicker than 15 lattice units with the density maximum at z~5. As
the grafting density increases one can observe the ‘tail’ on a curve reach-
ing up to z > 25 lattice units. This shows that despite attractive 4-4 inter-
actions, some chains stay upright due to the crowding effect.

The distribution curves of B beads are very close to Gaussian. The
increase of grafting density results in broader distribution than for low
values of ¢. The symmetry of the curves is caused by the absence of
B-B interactions that enables chains to behave as a pure statistical system.
From the distribution curves, one can easily see that the thickness of the
brush layer growths as the number of grafted chains increases. For low
grafting densities (¢ < 0.15), the B-type segments are immersed in the
lower part of the brush where A-segments prevail. As the number of
grafted chains increases one can observe that B-fragments of chains are
located mostly in the upper layer of the brush.

CONCLUSIONS

In this work, we determined some properties of a polymer brush formed
of linear heteropolymer chains. For this purpose, we designed the idea-
lized model of a system of grafted chains. The model chains were con-
structed as united atom objects consisting of two kinds of segments
and were located in a simple cubic lattice. The Monte Carlo method with
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Metropolis sampling was applied in order to study the system. The
roughness of the surface of the brush decreased as the grafting density
increased, excluding the case when we had a few chains only. The thick-
ness of the brush film also grew with the increase in the grafting density.
For grafting densities over 0.15 the segments of A-type remained mostly
in the lower layer of the brush, while the B-type segments occupied the
upper one.

REFERENCES

[1] Eisenriegler, E. (1993). Polymers Near Surfaces. Singapore: World Scientific.

[2] Zhao, B. and W. J. Brittain. (2000). Polymer brushes: Surface-immobilized
macromolecules. Prog. Polym. Sci. 25, 677-710.

[3] Binder, K. (2002). Scaling concepts for polymer brushes and their test with
computer simulation. Eur. Phys. J. E. 9, 293-298.

[4] Zhulina, E. B., C. Singh, and A. C. Balazs. (1996). Forming patterned films
with tethered diblock copolymers. Macromolecules 29, 6338-6348.

[5] Chern, S.-S., E. B. Zhulina, G. T. Pickett, and A. C. Balazs. (1998). Using
tethered triblock copolymers to mediate the interaction between substrates.
J. Chem. Phys. 108, 5981-5989.

[6] Stadler, C., H. Lange, and F. Schmid. (1999). Short grafted chains: Monte
carlo simulation of a model of monolayers of amphiphiles. Phys. Rev. E.
54, 4248-4257.

[7] Drefahl, A., O. Seidel, and H. J. Mogel. (1998). Nanosystem similarity:
Modeling and comparison of amphiphilic monolayers adsorbed on nano-
rough surfaces. J. Chem. Inf. Comp. Sci. 38, 1223-1231.

[8] Sikorski, A. and P. Romiszowski. (2004). Properties of grafted amphiphilic
chains: A computer simulation study. J. Chem. Inf. Comput. Sci. 44, 387-392.

[9] Sikorski A. and P. Romiszowski. (2002). Dynamics of grafted star-branched
polymers: A Monte Carlo study. Macromol. Symp. 181, 323-326.



