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Brownian Molecular Dynamics Simulation on Self-Assembly Behavior of Diblock
Copolymers: Influence of Chain Conformation
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Brownian molecular dynamic simulations are applied on the self-assembly behavior of AB-type diblock
copolymers. The influence of chain conformation of core-forming A-block changing from rigid to flexible on
the aggregation structure formed by AB copolymers is investigated. It is found that at a high rigid fraction
fr of A-block, a disk structure can be formed at a high aggregation interaction ey of A-bead pairs because
of the tendency of orientational packing of rigid portion within the aggregate core. Transitions of aggregation
structure from disk to string, further to small aggregates, and to unimers are observed with decreasing eaa.
The packing of A-blocks becomes more random at relatively lower values of fg, resulting in the formation of
spherical structure. The region of string becomes narrower while the regions of the small aggregates and
sphere become wider as decreasing fr. Meanwhile, the onsets of string, disk, and sphere formation move to
higher exs. The phase diagrams for the influences of rigid potion location within the A-block and the chain
rigidity of the A-block are mapped. The comparison of simulation results with existing experimental
observations is also presented. Our simulation results tend to bridge a gap of different micellization behaviors
between rod—coil block copolymers and coil—coil block copolymers and extend to investigate chain
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conformation influence on phase diagram.

Introduction

The phase behavior and morphology of block copolymers
consisting of coil—coil blocks or rod—coil blocks in solution
as well as in melt have received much attention in both
experimental' ~'? and theoretical viewpoints.!*~* For the am-
phiphilic coil—coil diblock copolymers, many aggregation
structures are observed in solution, such as sphere, cylinder,
vesicle, and tubule. The self-assembly process of such blocks
is mainly driven by an unfavorable mixing enthalpy and a small
mixing entropy. However, for the rod—coil block copolymer,
the difference in chain rigidity between rod and coil blocks is
expected to greatly affect the self-assembly behavior because
of the tendency of orientational packing of the rigid segments,
which thus affects the nature of thermodynamically stable
supramolecular structures.

Jenekhe and Chen studied the self-assembled aggregates of
poly(phenylquinoline)-b-polystyrene rod—coil block copolymers
in solution.!? The morphologies of hollow spherical, vesicular,
cylindrical, and lamellar aggregates were observed by changing
the solvent composition. Kallitsis et al. reported that poly(2-
hydroxyethyl methacrylate)-b-polystyrene rod—coil copolymers
can form island, stringlike, and honeycomb-like structures.’
These rod—coil molecular architectures impart the rod blocks
into ordered structures because of the large difference in stiffness
between rod and coil blocks. Unfortunately, all of these rigid
segments have only restricted conformational freedom, and thus
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retain their rodlike character under virtually all circumstances.
It is interesting to manipulate the aggregation structures of the
diblock copolymers induced by the conformational changes.

There is limited work regarding the self-assembly behavior
of block copolymers containing a chain conformation change-
able molecule, such as polypeptide. It is well-known that
polypeptide can take a high-order a-helix conformation as a
rodlike segment in neutral solvent, which can be converted into
arandom coil conformation under certain conditions.?' "> Babin
et al. reported that polyisoprene-b-poly(L-lysine) copolymers in
water can form a large micelle as the corona-forming poly(L-
lysine) block taking a coil conformation. It was found that the
aggregate size decreases as the polypeptide undergoes confor-
mation transition into an a-helix.?® Ding et al. studied the effect
of chain conformation change on the self-assembly behavior
of poly(y-benzyl L-glutamate)-block-poly(ethylene glycol) (PBLG-
b-PEG) in ethanol medium. They found that the conformation
of the PBLG chain transforms from a-helix to random coil
within the core, by introducing trifluoroacetic acid, which results
in a change of the micelle structure from rod to sphere.?’

Computer simulation has played an important role in inves-
tigating material properties and its physics.?® Many simulation
studies on the self-assembly behavior of amphiphilic coil—coil
diblock copolymers were performed by applying various
computational techniques such as Monte Carlo (MC),*~3*
molecular dynamics (MD),**73? and dissipative particle dynam-
ics (DPD) simulations.**™* The self-assembly behavior of
amphiphilic rod—coil copolymers by computer approaching was
also reported.**# Horsch et al. found that rodlike particles
connected to a flexible tether at a concentrated concentration
can self-assemble into spherical micelles with bce order, long
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micelles with nematic order, a racemic mixture of hexagonally
ordered chiral cylinders, and a smectic C lamellar phase.**

All of these copolymers applied in the computer simulation
have only restricted conformation. There are few works reported
on computer simulations for the effect of chain conformation
on the phase-separation behavior. Cui et al. reported the
aggregation of rod-flexible ABA and BAB triblock (A was rod
block and repulsive with block B) copolymers in a thin film as
a function of varying the rigidity of the rod block by MC
simulation.*” The ABA triblock copolymer film was likely to
form a lamella structure with the increasing rigidity of block
A, while the aggregation of BAB triblock copolymers tended
to change from lamellar to cylinder structure with the increasing
rigidity of block A. Song et al. studied the rigidity effect on
phase behavior of symmetric ABA triblock copolymers contain-
ing a semiflexible midblock in melts by lattice MC simulation.*®
A lamellar structure was formed as the situation for fully flexible
chains. It was revealed that the increase in midblock rigidity
results in the increase in bridge chain fraction. However, no
systematic work has been reported on computer simulation of
micellization behavior of diblock copolymer containing a
conformation changeable core-forming block thus far, to our
knowledge. It is interesting to investigate the self-assembly
behavior of such amphiphilic diblock copolymers with focused
attention on influence of chain conformation transition, where
the conformational rigidity of the insoluble block is varied along
its chain.

In our previous work, we carried out Brownian dynamic
simulations on the micellization behavior of amphiphilic
rod—coil copolymers.* It was revealed that such copolymers
in solution can form a novel twisted string in addition to a disk
structure. Changes of chain length and segregation intensity of
rod—rod pairs can change the aggregation structures and shift
the phase diagrams. We will extend this rod—coil copolymer
model to investigate the influence of chain conformation of
rod—block (core-forming block) on the micellization behavior
in solution in this work. The main purpose is to bridge a gap of
different micellization behaviors between rod—coil copolymers
and coil—coil copolymers.

In this work, we perform Brownian molecular dynamic
simulations based on our previous model, on the self-assembly
behavior of amphiphilic AB diblock copolymers. The influence
of chain conformation of core-forming A-block changing from
rigid (rod) to flexible (coil) on the aggregation structure is
investigated. Structural transitions of aggregates are found as
changing the chain rigid fraction of A-block and Lennard-Jones
interaction of A-bead pairs. Diagrams for the regions of
thermodynamic stability of disk, string, sphere, and small
aggregates are constructed. The influences of rigid potion
location within the A-block and the chain rigidity of the A-block
on the self-assembly behavior are also presented. Some simula-
tion results are compared with existing experimental observations.

Method of Simulation

The simulations are performed by using the simulator, coarse-
grained molecular dynamics program (COGNAC) of OCTA.
The simulator was developed by Doi’s group, which is public
on a Web site.* COGNAC uses the reduced unit system for
setting data. To convert it to real units, a set of unit parameters
is given in our previous article.*

Molecular Model and Simulation Conditions. To construct
AB-type diblock copolymer molecules and their assembly, the
potentials that should be given are the bonding potential, Uy,
and the nonbonding potential, U;;. The former can construct a
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Figure 1. Layouts of AgBy diblock copolymer with various rigid
fraction f; of the A8 block. The blue beads are the hydrophobic A-block
and the green beads are hydrophilic B-block. The fi values for the
rigid portion within the A-block (shown in red rectangles) are presented
below the copolymer schemes.

desired molecule from atoms, while the latter describes inter-
molecular interactions. An AB-type diblock copolymer molecule
is represented by a linear chain consisting of several beads
connected by a bond stretching potential Upoa(7). In this work,
an A-block with eight beads and a B-block with nine beads,
coded as AgBy, are constructed. An illustration of this copolymer
molecule model is shown in Figure 1. The blue beads are the
hydrophobic A-block with variable chain conformation (i.e., rod
or coil), and the green beads are the hydrophilic B-block with
a flexible form. To realize an A-block with a rigid form, an
angle bending potential Uyygie(6) is introduced. The B-block has
no angle bending potential constraint and represents a flexible
chain, as shown in Figure 1. Therefore, U, is a combination
of Upona(r) and Uyngie(0). The setting values for Upona(r) are the
same as those in ref 45.

For the rigid A-block, the angle bending potential, Uyngie(0),
is given by a cosine harmonic function of the angle 6 defined
by the three chemically connected beads.

Uppael0) = %ka(cos 6 — cos 6,)° (1

where k, is the angle spring constant, and 6, is the equilibrium
angle. The larger the value of k,, the more rigid the molecule
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chain.* To realize an A-block with a rigid form, the equilibrium
angle 6, is set to a value of 0.1° (essentially zero). The
magnitude of the constant k, is set to be 10 000 in most cases.

The interaction energy Uj; is given by the standard Lennard-
Jones 12:6 potential Uj; acting between any pair of beads i
and j:

o..\12 o..\0 o..\12 0..\0
de; (—U) — (—U) - —CU + —: s r<r
U. = Tij T T T v

0, r>

ij
2

where 7§ is the cutoff distance, r; = Ir, — 7, with 7, and 7,
being the locations of the i-th and j-th beads, respectively.
The amphiphilicity in this model is realized using a method
mentioned by Bourov and Bhattacharya.’!? They introduced
an attractive cutoff for the A—A interaction (r4a = 2.5) and a
repulsive cutoff distance for the A—B and B—B interactions
(s = 2", rp = 2'"®). Such selections of 7§ drive the A-blocks
to form the core of micelles. The diameter o of an LJ bead is
kept at unity for any pairs of species. The pairwise interaction
eaa between A-beads is chosen to be variable, while the other
interactions are all set to be unity (i.e., eap = egp = 1.0).

In this work, we focus on the influence of the chain
conformation of the A-block on the self-assembly behavior
of AB copolymers. The AB copolymers with various chain
conformations of the A-block, changing from rigid to flexi-
ble, are illustrated in Figure 1. The fractions (fg) of the rigid
conformation of A-blocks are also presented, which is realized
by the angle bending potential. Here fi is given by (n — 1)/(m
— 1), where n is the number of beads in the rigid form within
the A-block (shown in red rectangles in Figure 1) and m is the
total number of the beads of the A-block.

All the simulations were carried out on a cubic cell (60 x
60 x 60) using a dynamic algorithm with temperature control-
ling method (NVT ensemble). The Brownian dynamics, devel-
oped by Grest and Kremer,”® was employed in this work. The
effect of solvent molecules was implicitly treated by the noise
term.>* Periodic boundary conditions were imposed to minimize
the effect of finite system size. A regular body-centered-cubic
(BCC) packing lamellar mode for 100 AgBy copolymers was
applied to generate the initial structures of molecules, and the
structure was relaxed by stochastic dynamic simulation using
an integration time step Ar = 0.004. The lengths of simulation
runs were 3 x 10° time steps (i.e., 12 000 time units), which
ensured that the simulated system reached equilibrium. All
calculations were performed at a temperature 7 = 3.0.

Results

In this section, only one type of copolymer with a fixed length
of AgBy is described. We present the results of the Brownian
molecular dynamics simulation regarding the micellization
behavior of AB block copolymers and the dependence of
aggregation structures on chain conformation of the core-
forming A-block.

Evolution of Micelle Structure with Changing Rigid
Fraction of A-Block. To visualize changes in micelle structure
and molecular packing with changing rigid fraction fz as well
as the aggregation strength e, of A-blocks, typical snapshots
of AgBg copolymer systems with various simulation conditions
are presented. Figure 2 illustrates the various micelle structures
obtained with a fully rigid A-block (i.e., rigid fraction fr = 1.0).
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Here the A-block is blue and the B-block is green. In the case
of the stronger interaction of exp = 2.4 (snapshot (i) in Figure
2a), the aggregated rod blocks tend to align in parallel in the
core of the micelle. Snapshot (ii) in Figure 2a shows that the
geometric structure of this micelle core is of a circlelike form
viewed from the direction along the rod (A-block) alignment
axis. A similar disk (disklike) micelle structure can be found at
eaa = 2.2. At the intermediate segregation strengths (1.8 < eaa
< 2.2), a string (cylinder-like) structure is observed. A typical
snapshot for exn = 2.0 is shown in Figure 2b. Snapshot (i)
illustrates an unusual molecule packing of A-blocks. In each
section of the string micelle, the A-block tends to align along
an orientation vector, and this vector gradually rotates along
the long-center-axis of the string. That is, the micelle is a twisted
string. With a further decrease in the segregation strength, the
twisted string micelle is broken into small aggregates coexisting
with some single copolymers (unimers), as can be seen in the
snapshot of eaa = 1.7 in Figure 2c. We call these broken
micelles “small aggregates”. With a further decrease in €xa,
more and more unimers come out of the small aggregates. When
eana 18 lower than a certain value (critical micelle interaction,
CMI), no aggregates remain, and at exa < 1.6, only free unimers
are found, distributed randomly in the system (snapshot not
included).

Figure 3 presents typical snapshots of the AgBy copolymer
system with fgr = 0.71. As can be seen in Figure 3a, the rigid
portions of A-blocks align in parallel within the core, and a
disk micelle is formed for values of exn = 2.3. At the
intermediate segregation strength 2.0 < exs < 2.3, a long string
micelle is observed (typical snapshots with s = 2.1 are shown
in Figure 3b). However, the A-blocks pack with less order within
the core as compared to Figure 2b with a fully rigid A-block,
fk = 1.0. Upon further decreasing €aa, the string is broken into
small aggregates and dissociates into unimers.

Snapshots in Figure 4 illustrate the consequences of a
further decrease of fz to 0.43. A disklike structure can be
seen in Figure 4a (eaa = 3.0), where rigid portions of
A-blocks still tend to align in parallel and show some order
within the core. With a decrease in ey to 2.7, a spherical
structure formed by the AB blocks can be observed, where
the A-blocks pack randomly within the core surrounded by
B blocks, as shown in Figure 4b.

A phase diagram of rigid fraction fr of A-block versus
segregation strength exs for the solution of AB blocks is
presented in Figure 5. This diagram illustrates the influence of
chain conformation of the A-block, from rigid rod to flexible
coil, on the self-assembly behavior. The regions of disk, string,
sphere, small aggregates, and unimers are indicated. As can be
seen from Figure 5, the AB copolymers form a disk micelle at
high LJ interaction of exa with high rigid fraction fr of the
A-block (for example, fr = 1.0). A transition from disk to string
micelle is found when €4 is decreased, and then the string
micelle is broken into a small aggregates region. With a further
decrease in €aa, the system transforms into unimers. Figure 5
also shows that with decreasing fz to 0.57, the region of string
micelles becomes narrower, while the region of small aggregates
becomes wider. The onsets of string and disk formation move
to higher e55. With a further decrease in fg, the region of string
micelles disappears and a spherical micelle region appears. The
region of spherical structures becomes wider, and the onset of
such a structure moves to high exa.

The influence of rigid fraction fz of A-block on the CMI can
also be observed in Figure 5. An increase of CMI with
decreasing fr is found. This result confirms that the driving
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(©)eas= 1.7
Figure 2. Snapshots of the AsBo copolymer system with fx = 1.0 at different e55 values: (a) eaa = 2.4, (b) ean = 1.9, and (c) ean = 1.7.

(b) 44 =2.1 (i: top view perpendicular to the string axis; ii: side view along the string axis)

Figure 3. Snapshots of the AgBy copolymer system with fr = 0.71 at different 55 values: (a) eaa = 2.7 and (b) exp = 2.1.

forces controlling the self-assembly formation of AB blocks
containing rigid portions are expected to be primarily similar
to flexible block copolymers.

In contrast to coil—coil diblock copolymers, the driving force
for self-assembly of copolymers containing a rigid portion

originates not only from the separation of rigid and flexible
components, but also from the tendency of rodlike segments to
form an ordered structure. Changing the rigid fraction of
A-blocks and the aggregation intensity of A-block pairs affects
the packing of A-blocks and can lead to various assembly
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(b) €44 =2.7 (i,ii: views from random directions)

Figure 4. Snapshots of AgBy copolymer system with fr = 0.43 at different e55 values: (a) eaa = 3.0 and (b) exp = 2.7.
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Figure 5. Simulation phase diagram for AgBy diblock copolymers

plotted in fr vs exa. Regions of disk (@), string (O), small aggregate
(a), sphere (O), and unimer (3%) are shown.

structures. Here we describe the alignment of the rigid portion
of A-blocks within the core.*® This alignment is characterized
by the vector product, u;*u, of the normalized vector of the
i-th rigid portion of the A-block, u;, and the normalized vector
of the orientation direction, u,. The product represents the angle,
1;, between i-th rigid portion and the orientation direction of
all of rigid portions, expressed as:

cos(y,) = u;*uy, 3)

The alignment of rigid segments in the core can be described
as a function of position of the rod block along the axis of the
aggregation structure. Typical results for cos(y) for the align-
ment of rigid portions within the A-blocks are shown in Figure
6. As can be seen in Figure 6a for exs = 2.4 and fr = 1.0, most
of the absolute values of cos(y) are close to 1.0, which suggests
that the A-blocks align in parallel to each other to form a disklike
structure as illustrated in Figure 2a. With the decrease in x4 to
1.9, illustrated in Figure 6b, the absolute values of cos(y)
gradually change between 0 and 1.0 along the string axis. Such
a periodic change of cos(7) indicates that the alignment of the
rigid A-blocks twists as they pack to form the core of a string
micelle. Hence, a twisted string is found. The example shown
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Figure 6. Vector product cos(y) for the rigid portion alignment of

A-blocks as a function of position along the string axis: (a) fr = 1.0,
EaN — 24, (b) fR = 10, EaN — 19, and (C)fR = 071, EAA — 2.0.

in Figure 6¢ is for fr = 0.71 and exa = 2.0. The tendency of a
gradual change of cos(1) and a more fluctuating value of cos(v)
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Figure 7. Layouts of AgBy diblock copolymer at fr = 0.71 with various
rigid portion locations (shown in red rectangles) in A-block: (a) P1,
(b) P2, and (c) P3.

can be found as compared to Figure 6b with a decreasing rigid
fraction fg. This result suggests that the rigid portions of
A-blocks still tend to pack in a twisted alignment in the core of
the string, but with a more random packing. Meanwhile, as can
also be seen in Figure 6, the region of positions for cos(y) is
enlarged from panel a to panel ¢ in Figure 6, which suggests
that the structure of micelle has changed with the variation in
fr and epa.

Effect of Rigid Portion Location. On the basis of the
Zimm—Bragg theory, the helix-to-coil transition of a polypeptide
chain can take place at any position among the chain, where
the rod portions are alternately joined by random coil portions.>?*
The liquid crystalline phase behavior can be manipulated by
the helix fraction. Even for a fixed rigid fraction, the difference
in rigid portion locations can modify the phase behaviors.?*

In this simulation, the influence of the rigid portion location
within the A-blocks on the micellization behavior of AB diblock
copolymers was also examined. Figure 7 illustrates the layouts
of the AgBy diblock copolymer at a fixed rigid fraction fg of
0.71 with various rigid portion locations in the A-block. To make
the rigid portion location clear, we define a location point as
illustrated in the red scale in Figure 7. We define the bead, which
is at the end of the AB block copolymer, in the A-block as the
first bead. If this bead is one atom within the rigid conformation,
we call it position one, coded as P1. If the first bead is flexible
but the second bead is within the rigid conformation, we call it
position two, coded as P2, and so on. For the AgBy diblock
copolymer with fg = 0.71, there are three different locations of
the rigid portion within the A-block, as illustrated in Figure 7.
The effect of the rigid portion location on the phase behavior
is shown in Figure 8. One can see that when the rigid portion
in the A-block is close to the B-block, the regions of string and
small aggregates become wider. Meanwhile, the onsets of string
and disk formation move to higher €5 . Simultaneously no effect
on the CMI can be found for the various locations of the rigid
portion in the A-block.

We also examined the influence of various locations of rigid
segments for lower values of f. Figure 9 illustrates the layouts
of the AgBy diblock copolymer at fg = 0.57 with various rigid
portion locations in the A-block. Four different cases are
presented. The effect of the rigid portion location on the phase
behavior for fr = 0.57 is shown in Figure 10. As the rigid
portion in A-block moves forward toward the B-block (from
P1 to P2), the regions of string and small aggregates become
wider. As the location of the rigid portion moves further to P3
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Figure 8. Simulation phase diagram for AgBy diblock copolymers at
Jfrk = 0.71 with various rigid portion locations in A-block. Regions of
disk (@), string (O), small aggregate (A), and unimer () are shown.

and P4, the string aggregates disappear, and spherical aggregates
appear. The onsets of string, sphere, and disk formation move
to higher ex5. Meanwhile, no effect on the CMI can be detected

Effect of Chain Rigidity. As mentioned in Method of
Simulation, the rigid portion of the A-block can be realized by
combining the bond potential and an angle potential. The
magnitude of the angle spring constant k, can change the block
conformation from rigid to flexible. The higher the k,, the more
rigid the A-block. Figure 11 shows the dependence of the end-
to-end distance of the A-block on k,. With increasing angle
spring constant k,, the end-to-end distance of A8 block initially
increases and then tends to level off. This result suggests that
larger k, values induce greater rigidity of the A-block (i.e., the
conformation of A-block changes from flexible to more rigid).

The influence of k, on the self-assembly behavior of AB
blocks was also examined. Figure 12 shows the phase diagram
plotted as angle spring constant &, vs €. Regions of disk, string,
sphere, small aggregates, and unimers are found. As can be
observed in Figure 12, AB block copolymers can form a disk
micelle at high 5 with a high value of k, (for example, k, =
10 000). A transition from disk to string micelle is found when
eaa 1s decreased, and then the string micelle is broken into small
aggregates. With a further decrease in €54, the system evolves
into a unimers region. As can be seen in Figure 12, with
decreasing k, (i.e., decreasing the chain rigidity of the A-block),
the string region becomes narrower, while the region of small
aggregates becomes wider. The onsets of string and disk
formation move to higher ex. At sufficient low values of k,,
where the A-block shows more flexibility, the string region
disappears and spherical structures appear. Simultaneously, a
slight increase of the CMI is found with decreasing k,. Such a
phase behavior induced by the decrease of k, corresponds to
that of decreasing the rigid fraction fr of A-block as illustrated
in Figure 5.

Discussion

Amphiphilic AB copolymers can form micelles with A-blocks
as the hydrophobic inner core and B-blocks as the hydrophilic
corona. Changes in the chain conformation of the A-block from
rigid rod to flexible coil can affect the packing of A-blocks in
the micelle core. The rigid portions of A-blocks tend to align
as they pack in order to minimize the enthalpy, while the flexible
portions favor randomly packing to maximize the entropy. The
different packing manner of A-blocks with various chain
conformations within the core can further affect the aggregation
structure.

If the rigid portion of A-blocks is large enough, the rigidity
of A-blocks may allow them to assemble with high orientational
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Figure 9. Layouts of AgBy diblock copolymer at fr = 0.57 with various rigid portion locations (shown in red rectangles) in A-block: (a) P1, (b)

P2, (c) P3, and (d) P4.
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Figure 11. Dependence of end-to-end distance of A8 block on k,.

order in the core. It is reasonable for A-blocks to align parallel
to each other to form a disklike structure when the LJ interaction
energy eaa of A-beads is high enough. However, such a structure
induces a higher density of B-blocks in the micelle corona and
at the A—B block interface. As eax 1s decreased, the attraction
of A-blocks is decreased. Meanwhile, the repulsion of B-blocks
becomes dominant to relieve the coil stretching. Here a string
micelle is formed because of the combination of enthalpic (or
energetic) interaction of the A-blocks and the conformational
entropy of the B-blocks and the flexible portions of the A-blocks.
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Figure 12. Simulation phase diagram for AgBy diblock copolymers
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(a), sphere (O), and unimer (%) are shown.

As eaq 1s further decreased, the attractive interaction of A-blocks
does not have an enthalpy sufficient to form a long string, while
the B-blocks want more space to explore. As a result, the string
micelle is broken into small aggregates. The small aggregates
break again, and only unassociated AB copolymers (unimers)
exist in the system when the LJ interaction of A-bead pairs is
sufficiently low.

The balance of the tendency for orderly packing of the rigid
portions and random packing of the flexible portions of the
A-blocks can result in various micelle structures. When the rigid
conformation fraction of A-blocks is relatively low, the influence
of flexible conformation within A-blocks becomes dominant,
resulting in a more random packing of A-blocks within the core.
Such a packing induces a spherical micelle structure, even at a
high exa of the A-beads. With decreasing €44, the sphere breaks
into small aggregates and finally into unimers. The different
packing manner of A-blocks is the key to understanding the
influence of the variation of the rigid fraction or chain rigidity
on the micelle structure, as illustrated in Figures 5 and 12.

Some experimental evidence on the micellization behavior
of block copolymers is available in the literature to support our
simulation results. It is known that the spherical structures can
be formed by coil—coil block copolymers in a selective
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solvent.®? Lamellar structures formed by rod—coil copolymers
were also reported.!? These morphologies formed by coil—coil
copolymers and rod—coil copolymers coincide with our simula-
tion results, where the spherical structure and disk structure can
be formed by the A-block taking a flexible conformation or a
rigid rod conformation, respectively. Ding et al. reported a
variation in the structures formed by assembly of PBLG-b-PEG
in ethanol.”’ A structural transition from rods into small spheres
was induced by a conformation transition of the core-forming
PBLG blocks from a helix to a random coil. This type of
observation coincides with our simulation results as shown in
Figure 5, where the aggregation structure is broken from string
micelles into small aggregates with a decreasing rigid fraction
of A-blocks.

Wang et al. prepared an aminoazobenzene-containing block
copolymer PEO-bh-PCN.% They reported that PEO-b-PCN can
form uniform spherical aggregates when water is gradually
added into its THF solution. Upon irradiation with a linearly
polarized Ar" laser beam, the spherical aggregates become
elongated, which may be due to an increase of the chain rigidity
of PCN induced by the cis—trans transition of azobenzene
segments. Such an experiment carried out is not unlike the case
when the value of k, is increased in the present work. As can
be seen in Figure 12, a structural transition from sphere to string
can be found with an increase in k, (increasing the rigidity of
the A-block).

We would like to clarify that coil—coil copolymers as well
as rod—coil copolymers can form various aggregation structures
in a selective solvent, as observed in experiments. However,
only a limited range of structures are observed in the present
simulation. In experiments, vesicle formation by AB copolymers
is the most commonly observed class of aggregates with a
bilayer structure. The formation of vesicles containing a rigid
building block is a challenging topic in computer simulation.
We do not find the formation of this type of structure based on
our model and simulation conditions. This result may be due
to the initial structure employed in our simulations, where we
initially set the copolymers with a regular BCC packing lamellar
mode. Changes in the direction of copolymer molecules in these
aggregates hardly ever occur except at the edge of the ag-
gregates. We can only see changes in the shape viewing from
the direction of molecular axes and changes in aggregation
number. Further simulations on the formation of vesicles are
still undergoing.

On the other hand, it should be noted that the differences in
concentration and shape (chemical structure) of copolymer can
affect the packing manner of the segments of copolymers, which
further affect the aggregation structures. Meanwhile, changing
the composition of the copolymers can also play some role in
the formation of different aggregation structures. Figure 13
shows the influence of the block length on the micellization
behavior. Figure 13a shows the phase diagram plotted in B-block
length vs exa at a fixed A-bead number of 8 with fr = 0.71.
With increasing B-block length, the region of small aggregates
becomes wider, and the onsets of string and disk formation move
to higher exa. Figure 13b shows the phase diagram plotted in
A-block length vs ex5 with a fixed B-bead number of 9. Three
different A-bead numbers of 8, 10, and 12 are presented, where
fr values are about 0.57, 0.55, and 0.55, respectively. It is clearly
seen that at a similar rigid fraction, with increasing the core-
forming A-block length, the onsets of string and disk formation
move to lower exa. The region of small aggregates becomes
narrower. As can be also observed in Figure 13b, unlike the
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Figure 13. Simulation phase diagrams for diblock copolymers plotted
in block lengths vs exa: (a) B-block length vs exa and (b) A-block
length vs exa. Regions of disk (@), string (O), small aggregate (A),
and unimer () are shown.

influence of the B-block length, the CMI is dramatically
decreased with an increase in the A-block length.

We also present the effect of concentration on the phase
behavior (see Supporting Information). Changing cell size and
copolymer numbers will vary the copolymer concentration. It
is found that with decreasing the cell size and (or) increasing
the copolymer numbers, which results in the increase of
concentration, a slight increase of CMI can be found. However,
there is only a negligible change of the onsets of string and
disk formation. It should be kept in mind that this simulation
describes low copolymer concentrations. At higher concentra-
tions, more aggregation structures may be observed because the
interaction between micelles may become important. These types
of interactions are outside the scope of the present study.

In this simulation, an important point to bear in mind is that
the simulated block copolymer only consists of several beads.
This artificially can increase the importance of fluctuations
relative to really long copolymers. Unlike the small molecule
systems, long entangled chains have to move in specific ways,
which are limited by the fact that they are connected to other
chains and they cannot cut through each other.*® Such a situation
can play some role in the aggregation dynamics. The entangle-
ment of chains may affect the packing manner of core-forming
blocks as well as corona-forming blocks, which may further
result in various aggregation structures. However, it is not
possible to perform simulations for the time and distance scales
considered here for models containing long entangled copoly-
mers. In this article, we just want to show an insight of influence
of chain conformation transition on the aggregation behavior.
It is explicitly shown that, based on our model, the aggregation
structures and structure transitions can be modulated by tailoring
the chain conformation. The simulation result may carry out a
primary sense of micellization behavior between coil—coil
copolymers and rod—coil copolymers. On the other hand,
stimuli-responsive copolymeric aggregates have received much
attention because of their sensitivity to the environment, which
can be stimulated by pH, temperature, light, and so on.”’™>’
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Some supramolecular organizations of the copolymers can be
tuned by stimulating conformational changes in the hydrophobic
or (and) the hydrophilic block. In the current simulation, we
investigated the self-assembly behavior of diblock copolymers
containing a chain-conformation changeable core-forming block,
and the concomitant changes in the micelle structures may be
used to manipulate their properties.

Conclusions

A Brownian dynamics is used to simulate the influence of
chain conformation of core-forming A-block changing from
rigid to flexible on self-assembly behavior of AB diblock
copolymers. Because of the tendency of orientational packing
of A-blocks with a high rigid fraction, a disk structure can be
formed at a strong aggregation interaction between A-bead pairs.
Transitions of aggregation structure from disk to string, further
to small aggregates, and to unimers are observed with decreasing
interaction. With a decrease in the rigid fraction of the A-block,
the regions of these morphologies are shifted, and a spherical
structure with a random packing of the A-blocks within the core
appears. The phase diagrams for the influences of the rigid
potion location within the A-block and the chain rigidity of the
A-block are also constructed. It is found that even at a fixed
rigid fraction, the variation in the rigid portion location can
change the aggregation structure and modify the phase diagram.
The tendency of aggregation structure transitions induced by
decreasing the chain rigidity of A-block is similar to that by
decreasing the rigid fraction of A-block. Some simulation results
are in agreement with the existing experimental observations.
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