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Construction of micelles and hollow spheres
via the self-assembly behavior

of poly(styrene-alt-pHPMI) copolymers with

poly(4-vinylpyridine) derivatives mediated by
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This study describes the preparation of hydrogen bonding connected micelles, consisting of a poly-
(styrene-alt-(para-hydroxyphenylmaleimide)) [poly(S-alt-pHPMI)] core and a poly(4-vinylpyridine) (P4VP)
derivative shell in a selective solvent. The aim was to modify hydrogen bonding interaction sites at the
core/shell interface by synthesizing P4VP derivatives in three different sequences, namely, P4VP
homopolymers, PS-co-P4VP random copolymers, and block copolymers. TEM images showed the
successful self-assembly of poly(S-alt-pHPMI)/PS-co-P4VP inter-polymer complexes into spherical
structures. To dissolve the core structures, 1,4-dibromobutane was used as a cross-linking agent to
tighten the PS-co-P4VP shell. The morphologies, particle sizes, hydrogen bonding, cross-linking
reaction, and core dissolution were confirmed by TEM, DLS, FTIR, and AFM analyses. Poly(S-alt-pHPMI)/
PS41-r-P4VPsg hydrogen bonding connected micelles, cross-linked micelles, and hollow spheres were
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larger and more irregular than poly(S-alt-pHPMI)/P4VP inter-polymer complexes due to the random
copolymer architecture and the decrease in intermolecular hydrogen bonds. However, poly(S-alt-
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Introduction

Polymeric micelles have been extensively studied due to their
potential in various applications such as drug delivery, sensing,
and serving as charge carriers. As a result, researchers have
investigated and developed various types of polymeric micelles
to further enhance their potential uses.'® The common strat-
egy is using block copolymers, which act as amphiphilic
surfactants that can self-assemble in a selective solvent to form
micelle structures containing an insoluble core and a soluble
shell. For example, a PS-b-PAVP self-assembly forms lamellae,
double gyroids, and cylinders in bulk-state or spherical micelles
in DMF with a PS core and a P4VP corona.” ' However, this
strategy to form desirable micelle structures is restricted by the
molecular weight of block copolymers, leading to a complicated
synthesis process.'?* Furthermore, the covalent bond interaction
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pHPMI)/PSgg-b-P4VP3, resulted in rod- or worm-like structures after core dissolution.

at the core and shell interface made the core structure hard
to remove to obtain further hollow spheres, for instance, via
chemical degradation or calcination.'>'®

To overcome these limitations, an alternative method has
been developed to create desirable micelle structures in a more
convenient way. Noncovalently connected micelles (NCCMs)
are formed by a strategy of inter-polymer complexation, which
involves a specific interacting driving force to form micelles,
especially hydrogen bonding to physically interact at the core/
shell interface. Committed to obtain more regular aggregates,
the content of hydrogen bonded donors and the interaction
sites at the core/shell interface should be designed. Guo and
Jiang proposed a block-copolymer-free strategy, using solvent/
precipitant mixtures to form self-assembly micelle structures."”
The general principle is utilizing polymer A and B with homo-
genous or randomly repeating units, which contain hydrogen
bonded donor/acceptor pairs to form a complementary inter-
action with each other. Selected solvents are C and D; C is good
for polymer A but a non-solvent for polymer B, and D is good for
both polymers A and B. When a B/D solution is dropped into a
A/C solution, B chains aggregate, and then they are surrounded
by A chains due to the A/B hydrogen bonding interaction.
Hence, micelle-like structures are formed with an insoluble B

This journal is © The Royal Society of Chemistry 2023


https://orcid.org/0000-0002-4306-7171
http://crossmark.crossref.org/dialog/?doi=10.1039/d3sm00595j&domain=pdf&date_stamp=2023-06-14
https://doi.org/10.1039/d3sm00595j
https://doi.org/10.1039/d3sm00595j
https://rsc.li/soft-matter-journal
https://doi.org/10.1039/d3sm00595j
https://pubs.rsc.org/en/journals/journal/SM
https://pubs.rsc.org/en/journals/journal/SM?issueid=SM019025

Published on 31 May 2023. Downloaded by National Sun Y at Sen University on 6/1/2026 4:17:40 AM.

Paper

(a) Poly(S-alt-pHPMI1)/THF

Drop into ]
o ;o

(b) PS-co-

1

PS-r-

View Article Online

Soft Matter

(c) Hydrogen Bonded
Connected Micelles

3

PS-b-

Scheme 1 Formation of hydrogen bonded connected micelles from poly(S-alt-pHPMI)/P4VP derivative complex (c) from (a) poly(S-alt-pHPMI) in a THF
solution and dropped into (b) a PS-co-P4VP copolymer in nitromethane via intermolecular interaction between OH units of poly(S-alt-pHPMI)

copolymers and pyridine units of P4VP derivatives.

core and a soluble A shell (Scheme 1). For example, Jiang et al.
reported that a PS(OH)/chloroform solution was dropped into a
P4AVP/nitromethane solution, and PS(OH) and P4VP form self-
assembly micelle structures containing a hydrogen bonding
interface with the insoluble PS(OH) core and soluble P4VP
shell. Furthermore, as the hydrogen bonded donors increase,
the shape of particles change from spherical micelles to rod-
like cluster networks, as the hydrogen bonding interaction sites
at the core/shell interface increase.'®

For the purpose of pursuing regular micelle structures, we
chose poly(S-alt-pHPMI) as the polymeric micelle core, as the
styrene repeating units in the alternating sequence could dilute
hydrogen bonding donors effectively."® Besides, our previous
report has showed that the intermolecular hydrogen bonding
interactions of poly(S-alt-pHPMI)/P4VP binary blends were weak
compared to poly(S-alt-pHPMI)/PVP binary blends.'*" Thus, we
also selected homopolymer P4VP as a polymeric micelle corona,
except to obtain sphere-like micelle structures. Subsequently, we
synthesized a random copolymer, PS,;-7-P4VPs,, via free radical
polymerization and a block copolymer, PSgg-b-P4VP3,, via anio-
nic living polymerization.>” Our aim was to reduce the hydrogen
bonded acceptor gradually by designing different sequences of
polymeric micelle shells, which interact with poly(S-alt-pHPMI)
to adjust the hydrogen bonding interaction sites at the core/shell
interface. Furthermore, we utilized 1,4-dibromobutane as a
crosslinking agent to stabilize hollow spheres created by elimi-
nating the core by a simple solvent dissolution method.'®
We confirmed the chemical structures of all PS-co-P4VP random
copolymers by "H NMR spectroscopy and thermal analysis using

This journal is © The Royal Society of Chemistry 2023

DSC and TGA. The morphologies of micelles, micelles with cross-
linked shells, and hollow spheres were examined by transmission
electron microscopy (TEM). We also used FTIR spectroscopy to
identify the difference in micelles, micelles with cross-linked
shells, and hollow spheres and then discussed their hydrogen
bonding interactions.

Experimental section

Materials

Styrene (99%), nitromethane (98%), and 1,4-dibromobutane
(98%) were purchased from Alfa Aesar. 4-Vinylpyridine (95%),
tetrahydrofuran (THF), methanol (MeOH), diethyl ether (Et,0),
and hexane were obtained from Acros Organics. Azobisisobu-
tyronitrile (AIBN) was recrystallized from MeOH and purchased
from SHOWA. N,N-Dimethylformamide (DMF) was acquired
from J. T. Baker. Prior to the polymerization, the monomers
and solvents were dried with CaH, overnight and distilled
under vacuum. In addition, a poly(S-alt-pHPMI) alternating
copolymer,'® a PAVP homopolymer,* and a PSeg-b-P4VP3, diblock
copolymer® have been synthesized previously in our previous
works.

Synthesis of PS,;--PAVP5, random copolymers

To synthesize the PS,;--P4VP5o random copolymer, a free
radical copolymerization method was used. First, recrystallized
AIBN (5 wt%) was placed in a 100 mL two-necked round-bottom
flask, followed by the addition of dry THF (30 mL) to dissolve
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the solid. Once the solution became clear, styrene (0.63 g,
6.02 mmol) and 4-vinylpyridine (0.63 g, 6.00 mmol) were added
separately to the flask. The mixture was then reacted under N,
at 70 °C and stirred for 24 hours.

The reaction was terminated by exposing the solution to air
for 1 hour, and then the solution was concentrated under
reduced pressure until turbid. The final copolymers were dropped
into cold Et,O, and the resulting precipitates were purified twice
with THF/cold Et,0. The white solid obtained was then dried
under vacuum for 5 days. Yield: 0.221 g; FTIR (KBr, cm™):
3024 (aromatic C-H stretching), 2928 (alkanes C-H stretching),
1598 (rings of styrene and pyridine), 993 (pyridine rings C-H
bending); "H NMR (500 MHz, chloroform-d, §, ppm): 1.28-2.07
(3H, CH,CH), 6.12-7.23 (7H, C—CH in styrene and pyridine
rings), 8.04-8.55 (2H, N—CH in pyridine); thermal decomposi-
tion temperatures (Tgs and T4,0) were 313 and 346 °C; number-
average molecular weight M,: 30400 g mol™", polydispersity
index (PDI): 1.201.

Preparation of hydrogen bonding connected micelles

For the preparation of the micelle solution, PAVP, PS,;-7-P4VPs,,
and PSgg-h-P4VP3, (1.82 mg each) were dissolved in nitromethane
(9 mL) in three separate vial bottles (Scheme 1(b)). Next, 1 mL of
a poly(S-alt-pHPMI)/THF solution (4 mg mL™ ') (Scheme 1(a))
was slowly added to each vial over a period of approximately
5 minutes. The addition of the poly(S-alt-pHPMI)/THF solution
caused the appearance of the solution to change from color-
less to canary yellow, indicating the formation of micelles
(Scheme 1(c)). The resulting mixture was stirred at ambient

(a) PAVP homopolymer shell Poly(S-alt-pHPMI) &
Cross-linked shell

\_\l

PS-r-

(g) PS-6-P4VP copolymer shell

PS-b-P4

Hydrogen bonding connected micelles

Scheme 2
or rod-like structure after dissolution in the DMF solution from poly(S-alt-pH
(g—i) PSgg-b-P4VP3, copolymer complexes, respectively.
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temperature overnight and kept for 3 days before use for
further measurements.

Micelles of cross-linked shell

To crosslink the hydrogen bonding connected micelles
(Scheme 2(a)), 1,4-dibromobutane was added to each of the
three micelle solutions. The molar ratio of bromide units in
1,4-dibromobutane to pyridine units in the copolymer was 2: 1.

The resulting mixture was slightly stirred at 60 °C for two
days to facilitate the crosslinking process, as shown in
Scheme 2(b).

Formation of hollow spheres

After the crosslinking process, the micelle solution with a cross-
linked shell was mixed with an equal volume of DMF. The
resulting mixture was slightly stirred at ambient temperature
for 20 hours and then kept for 5 days to ensure that the core of
the micelles was thoroughly washed with DMF, as shown in
Scheme 2(c).

Results and discussion
Characterizations of PS-co-P4VP copolymers

In this study, we aimed to investigate how the composition
and sequence distribution of P4VP affect the self-assembled
structures when interacting with a poly(S-alt-pHPMI) alternat-
ing copolymer via hydrogen bonding. To do so, we synthesized
two copolymers: a PS,;--P4VPs9 random copolymer and a
PSeg-b-PAVP;, diblock copolymer via free radical polymerization

(b) (c)

Core dissolution
DMF

(&

(e)

Hollow or Rod-like structures

Cross-linked micelles

(a, d and g) Hydrogen bonding connected micelles, (b, e and h) crosslinked micelles with 1,4-dibromobutane, and (c, f and i) hollow sphere-

PMI) with (a—c) P4VP homopolymers, (d—f) PS41-r-P4VPse copolymers, and
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Fig.1 (a) FTIR spectra, (b) IH NMR spectra (chloroform-d), * (DMSO-de), (c) DSC, and (d) TGA thermal analyses of pure PS homopolymers,
PSgg-b-P4VPs3, copolymers, and PS4;-r-P4VPsg copolymers and pure P4VP homopolymers.

and anionic living polymerization, respectively. The compositions
and chemical structures of these two copolymers were confirmed
by FTIR and NMR analyses. The FTIR spectra (Fig. 1(a)) showed
that despite having different sequence distributions, both
copolymers had similar profiles because the vibrations of the
aromatic rings, pyridine rings, and polymer backbone were
identical. However, to distinguish the composition differences
of these copolymers, we identified some specific peaks. For
instance, we observed that the pyridine units in both PS-co-P4VP
copolymers exhibited C-N stretching vibrations at 1416 cm ™" and
1222 ¢cm™ ', which were absent in pure PS.**** Additionally, the
absorption bands at 993 em ' were due to C-H bending in
pyridine rings, and this information was critical to discuss the
hydrogen bond interactions.>> >’

In addition, the "H NMR spectra (Fig. 1(b)) showed signals
at 6.08-6.77 and 6.78-7.22 ppm, which represented protons in
the aromatic and pyridine rings, respectively. Moreover, the
signals at 8.03-8.49 ppm (peak a) corresponded to two protons
in pyridine rings that were located nearby the nitrogen
atoms.*®?° By integrating these three peaks, we confirmed the
repeat unit ratio of the copolymers. The styrene/4-vinylpyridine
ratio of PS,;--P4VPs, was approximately 41.4:58.6, while that
of PSgg-b-P4VP;, was 67.9:32.1, which were the ratios used in

This journal is © The Royal Society of Chemistry 2023

this study. The thermal properties of pure PS, pure P4VP, and
the two PS-co-P4VP copolymers were analyzed by DSC, as shown
in Fig. 1(c). The glass transition temperatures (T,) of pure PS
and P4VP were found to be 95 °C and 131 °C, respectively,
which were consistent with previous studies.***" Notably, the
PSg5-b-P4VP;, diblock copolymer exhibited two Ty at around
105 and 135 °C, which were similar to those of the PS and P4VP
segments, respectively. This result was attributed to the micro-
phase separation in the diblock copolymer.®” In contrast,
the PS,;-7-P4VP;, random copolymer displayed only one Ty,
indicating that the random sequence distribution provided
better miscibility.*® Additionally, the TGA results of the two
homopolymers and copolymers are presented in Fig. 1(d). The
data suggested that pure PS had better thermal stability than
P4VP, which is consistent with previous studies. The two
copolymers were found to be located between the two homo-
polymers, as expected, indicating that their thermal stability
was intermediate.

Preparation and morphology of poly(S-alt-pHPMI)/PS-co-PAVP
hydrogen bonding connected micelles

In this study, we selected poly(S-alt-pHPMI) alternating copolymers
and PS-co-P4VP copolymers with random and block sequences as

Soft Matter, 2023,19, 4706-4716 | 4709
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complementary polymer pairs to form micelles because of
their hydrogen bonding interaction. However, the precipitate
of inter-polymer complexation in the solution is usually irregular
unless a selective solvent is used to form micelles that contained
a hydrogen bonding interface in the middle of the core/shell. We
found that THF was a suitable solvent for both types of polymers,
while nitromethane was only suitable for PS-co-PAVP copolymers.
To prepare hydrogen bonding connected micelles, a selec-
tive solvent consisting of THF/nitromethane (v/v, 1/9) was used.
The resulting micelles contained a poly(S-alt-pHPMI) core and a
PS-co-P4VP shell. When the solution of poly(S-alt-pHPMI)/THF
was added to PS-co-P4VP/nitromethane, the mixture changed
from colorless to canary yellow, as shown in the inset picture in

View Article Online
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Fig. 2(a). This change in color indicated that the core of poly-
(S-alt-pHPMI) was successfully stabilized by PS-co-PAVP connected
to a hydrogen bonding interface due to hydroxyl groups and
pyridine rings, as shown in Scheme 1(c).

Poly(S-alt-pHPMI)/P4AVP hydrogen bonding connected micelles

Fig. 2 presents TEM images and DLS analysis results of the
poly(S-alt-pHPMI)/P4VP hydrogen bonding connected micelles.
The TEM images showed that the morphologies of poly(S-alt-
pHPMI)/PAVP micelles were spherical, with a diameter of
approximately 100 nm, as shown in Fig. 2(a) and 2(b). However,
the density of the pure P4VP shell was too low to observe the
core/shell structure clearly, as shown in Scheme 2(a). In order

(c)

50 100 150 200 250 300

()

Intensity (a.u.)

50 100 150 200 250 300

()

50 100 150 200 250 300
Particle Size (nm)

Fig. 2 (aandb) TEM images and (c) DLS analysis results of hydrogen bonding connected micelles, (d and e) TEM images and (f) DLS analysis results of the
cross-linked micelles with 1,4-dibromobutane, and (g and h) TEM images and (i) DLS analysis of the hollow spheres after dissolution in the DMF solution
from the poly(S-alt-pHPMI)/P4VP inter-polymer complex (all TEM images show staining with I,).
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to obtain hollow spheres, we used 1,4-dibromobutane as a
cross-linker to tighten the shell structure. The TEM images in
Fig. 2(d)—(e) show that the morphologies of poly(S-alt-pHPMI)/
P4VP micelles with cross-linked shells still maintained a sphe-
rical shape, but the size of the spheres was smaller than that
of the hydrogen bonding connected micelles, as shown in
Scheme 2(b). Additionally, DLS measurements showed that
the particle size of the poly(S-alt-pHPMI)/P4VP micelles chan-
ged from approximately 77 nm to 52 nm after the shell was
cross-linked with 1,4-dibromobutane, as shown in Fig. 2(c) and
2(f). This result indicates that the P4VP shell was successfully
tightened by the cross-linker. Finally, we used DMF to wash the
poly(S-alt-pHPMI) core, and the TEM images in Fig. 2(g) and (h)
showed a clear contrast between the shell and the center of the
spheres. Furthermore, DLS measurements showed that the
particle size of the resulting hollow spheres increased signifi-
cantly to approximately 175 nm, as shown in Fig. 2(i). This
result suggests that DMF acted as a dilute solution, causing the
shell to swell, as shown in Scheme 2(c).'® Similar profiles and
particle sizes of the poly(S-alt-pHPMI)/P4VP micelles, micelles
with cross-linked shells, and hollow spheres were also obtained
by AFM, as shown in Fig. S1 (ESIt).

The FTIR spectra in Fig. 3 were used to confirm whether the
P4VP shell had successfully formed hydrogen bonds with the
poly(S-alt-pHPMI) core, whether the shell was cross-linked with
1,4-dibromobutane, and whether the poly(S-alt-pHPMI) alter-
nating copolymer was removed by DMF washing. First, the FTIR
absorption spectrum of the poly(S-alt-pHPMI)/PAVP hydrogen

OH
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Fig. 3 FTIR spectra of (a) hydrogen bonding connected micelles,
(b) cross-linked micelles with 1,4-dibromobutane, and (c) the hollow spheres
after dissolution in the DMF solution from the poly(S-alt-pHPMI)/P4VP
inter-polymer complex.
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bonding connected micelles in Fig. 3(a) showed a band at
993 ecm ', which is characteristic of the free pyridine units in
pure P4VP. After the addition of poly(S-alt-pHPMI) alternating
copolymers, we observed the hydrogen-bonded pyridine ring
at 1005 cm™ ', which has been widely discussed in previous
studies.'>?® This result indicates that hydrogen bonding
occurred between the P4VP shell and the poly(S-alt-pHPMI)
core, as expected. Second, the intensity of absorption peaks at
2926 cm™ ' (C-H stretching) increased, indicating that the PAVP
shell was crosslinked with 1,4-dibromobutane to produce
the [-(Py)CH-CH,-CH(Py)-] backbone,**® while the intensity
of absorption peaks at 1005 cm ™" decreased, indicating that
the hydrogen-bonded pyridine rings on the P4VP shell were
replaced with crosslinked pyridine rings (Fig. 3(b)). Finally,
after adding DMF, the peaks at 1712 cm™ ' (symmetric C—=0
stretching of maleimide units in poly(S-alt-pHPMI)) disappeared
(Fig. 3(c)).">?° A new peak at 1665 cm™ " (C=N" stretching)
appeared, suggesting that the poly(S-alt-pHPMI) core was thor-
oughly washed with DMF to form hollow spheres.’” The reason
for the poly(S-alt-pHPMI) core being thoroughly washed out by
DMF is the stronger intermolecular hydrogen bonding inter-
action between the hydroxyl groups in DMF and the maleimide
units in poly(S-alt-pHPMI) compared to the hydrogen bonding
interaction between the hydroxyl groups and pyridine units.
This phenomenon has been extensively discussed in previous
studies.?®

Poly(S-alt-pHPMI)/PS 4;-r-P4VP54 hydrogen bonding connected
micelles

To investigate how the composition of P4VP affects the self-
assembled structures when interacting with the poly(S-alt-pHPMI)
alternating copolymer via hydrogen bonding, we prepared
poly(S-alt-pHPMI)/PS,,-1-PAVP5, hydrogen bonding connected
micelles and analyzed them by TEM and DLS. The TEM images
showed that the morphologies of these micelles were not as
spherical as the poly(S-alt-pHPMI)/PAVP micelles (Fig. 4(a) and (b)).
This suggests that the amount of intermolecular hydrogen
bonding in this case is not enough to form regular spherical
structures, as shown in Scheme 2(d). Subsequently, we also
selected 1,4-dibromobutane to crosslink the shell structure.
As shown in TEM results in Fig. 4(d) and (e), the morphologies
of poly(S-alt-pHPMI)/PS,;-7-P4VPs, micelles of cross-linked
shell still remained similar, as shown in Scheme 2(e). However,
it should be noted that the size of the micelles with cross-linked
shells was smaller than that of the original size of the micelles
without cross-linking, indicating that 1,4-dibromobutane cross-
links the shell structure. This is likely due to the formation of
multiple cross-links between neighboring PAVP chains, leading
to the formation of smaller structures, which is consistent with
the DLS measurement showing that the particle size changes
from 290 nm to 80 nm (Fig. 4(c) and (f)), which revealed that the
PS,,-1-P4VPs, shell was also successfully fixed by 1,4-dibromo-
butane. Compared to Fig. 2(c) and 2(f), the particle size of
poly(S-alt-pHPMI)/PS,,-1-PAVP5, hydrogen bonding connected
micelles was larger than that of poly(S-alt-pHPMI)/PAVP micelles
and poly(S-alt-pHPMI)/PAVP micelles with cross-linked shells.

Soft Matter, 2023,19, 4706-4716 | 4711
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Fig. 4 (a and b) TEM images and (c) DLS analysis of hydrogen bonding connected micelles, (d and e) TEM images and (f) DLS analysis of the cross-linked
micelles with 1,4-dibromobutane, and (g and h) TEM images and (i) DLS analysis of the hollow spheres after dissolution in DMF solution from
poly(S-alt-pHPMI)/PS4;-r-P4VPsg inter-polymer complex (all TEM images show staining with 1,).

This can be attributed to the fact that styrene units in the PAVP
shell of PS,;--P4VPso were present in a lower concentration
than that in pure P4VP, resulting in a decrease in the number of
hydrogen bonding interaction sites at the core/shell inter-
face that connect with hydroxyl units in poly(S-alt-pHPMI).
This decrease in hydrogen bonding interactions led to chain
aggregation of the inter-polymer complexation, resulting in an
increase in free volume.*® Furthermore, the random sequence
distribution of PS,;-7-P4VP5, also resulted in the interaction
sites being less uniform than that of pure P4VP. In addition,
DMF was again used to dissolve the poly(S-alt-pHPMI) core.
Fig. 4(g) and (h) show that the hollow spheres were also success-
fully produced. Additionally, DLS measurements indicated that

4712 | Soft Matter, 2023,19, 4706-4716

the particle size of the hollow spheres significantly increased to
315 nm (Fig. 4(i)), which once again suggested that DMF acted
as a dilute solution and caused swelling of the shell, as shown
in Scheme 2(f). AFM also showed similar morphologies and
particle sizes for poly(S-alt-pHPMI)/PS,;-r-P4VP5 hydrogen
bonding connected micelles, micelles of cross-linked shells,
and hollow spheres (Fig. S2, ESIT). Additionally, Fig. S3 (ESIY)
displays the FTIR spectra of poly(S-alt-pHPMI)/PS,;-r-P4VPs,
hydrogen bonding connected micelles, micelles of cross-
linked shells, and hollow spheres, which were similar to the
results of the poly(S-alt-pHPMI)/PAVP hydrogen bonding con-
nected micelle system. Therefore, we did not discuss the FTIR
analyses of this system in detail.

This journal is © The Royal Society of Chemistry 2023
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Poly(S-alt-pHPMI)/PSss-b-PAVP;, Micelles

Since pure PSgg-b-P4VP;, diblock polymers could self-assemble
micelles in solutions, we were also interested in investigating
the formation of micelles of poly(S-alt-pHPMI)/PSgg-b-PAVP;,
inter-polymer complexation mediated by hydrogen bonding
interaction. Fig. 5 shows the TEM images and DLS data for
poly(S-alt-pHPMI)/PSgs-b-PAVP;, micelles, and we can observe
that the morphologies of poly(S-alt-pHPMI)/PSeg-b-P4VP3, inter-
polymer complexation are still spherical. Additionally, the
particle size appeared to be more polydisperse and smaller
than that of poly(S-alt-pHPMI)/PS,,-r-PAVP5, micelles, as shown
in Fig. 5(a) and (b). Staining with I, and RuO, of poly(S-alt-
PHPMI)/PS¢q-b-PAVP;, cross-linked micelles also displayed a
similar spherical micelle structure. Since the PS block segment
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is insoluble in a nitromethane solution, it is assumed to be
located in the inner micelle structure. In addition, Fig. S4 (ESIT)
shows the DSC analysis results of poly(S-alt-pHPMI)/PS = 50/50
blend, indicating that two T, behaviors were observed; however,
the T, behavior of the PS domain shifted from 95 °C to 140 °C
and the poly(S-alt-pHPMI) domain from 259 °C shifted to
212 °C, indicating the partial miscibility of this mixture. However,
the P4VP block segment of the shell can dissolve in a nitro-
methane solution and can also form hydrogen bonding inter-
actions with a poly(S-alt-pHPMI) copolymer, as illustrated in
Scheme 2(g). After applying the 1,4-dibromobutane crosslinking
method to the poly(S-alt-pHPMI)/PSgs-b-PAVP;, system, the shell
structure transformed from the coronal spheres to patched
spheres (Fig. 5(d)). This was confirmed by staining the micelles
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Fig. 5 (a and b) TEM images and (c) DLS analysis results of hydrogen bonding connected micelles, (d and e) TEM images and (f) DLS analysis results of
the cross-linked micelles with 1,4-dibromobutane, and (g and h) TEM images and (i) DLS analysis results of the rod-like structures after dissolution in the
DMEF solution from the poly(S-alt-pHPMI)/PSgg-b-P4VPs; inter-polymer complex (TEM images in (a, b, d and g) show staining with I, and (e and h) show

staining with RuQy,).
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with I,, revealing that the PAVP segment was primarily located
at the shell region. Furthermore, RuO, staining also confirmed
the presence of spherical structures, as shown in Fig. 5(e),
indicating that the PS segment is located in both the shell and
core regions, as illustrated in Scheme 2(h). Finally, we added
the same volume of DMF to dissolve the poly(S-alt-pHPMI)
copolymer. Fig. 5(g) and (h) show the appearance of rod-like
or worm-like micelles. Additionally, DLS data showed that the
poly(S-alt-pHPMI)/PS¢g-b-PAVP;, inter-polymer complexation
exhibited a mono-modal distribution both before and after
cross-linking (Fig. 5(c) and (f)). However, after cross-linking
the poly(S-alt-pHPMI)/PSeg-b-PAVP;, micelle structures, the par-
ticle size increased. This could be attributed to the presence
of the free PS block segment expanding the micelle structure.
This is different from the pure PAVP homopolymer and PS,;-7-
P4VPs, random copolymer systems. Another possible reason for
the increase in particle size is the formation of different self-
assembled micelle structures, such as rods or worm-like struc-
tures, due to the presence of the block copolymer architecture.
As a result, a large number of rod-like micelles existed after
the removal of the poly(S-alt-pHPMI) copolymer by the DMF
solution, leading to two broader distributions of rod-like
micelles detected by DLS. The distribution included a relatively
small cross-section length of rod-like micelles at approximately
285 nm and another relatively large hydrodynamic diameter
due to the length of rod-like micelles at approximately 5 pm, as
shown in Fig. 5(i).>° Similarly, AFM and FTIR analyses (Fig. S5
and S6, ESIf) exhibit similar morphologies, particle sizes,
hydrogen bonding, crosslinking reaction, and the effect of
DMF washing on the removal of poly(S-alt-pHPMI) copolymers
for the PSgg-b-P4VP3, system.

Conclusion

We prepared hydrogen bonding connected micelles using a
P4VP-deriviate shell and a poly(S-alt-pHPMI) core in a selective
solvent. To adjust the hydrogen bonding interaction sites
at the core/shell interface, we synthesized three different
sequences of PS-co-P4VP copolymers, which mediated hydrogen-
bonded acceptors on the shell structures. The TEM images
confirmed that self-assembled spherical structures were
formed. We used 1,4-dibromobutane as a cross-linking agent
to stabilize the PS-co-PAVP shell and dissolve the poly(S-ait-
PpHPMI) core in DMF to obtain hollow spheres. TEM, DLS,
FTIR, and AFM analysis results confirmed the morphologies,
particle sizes, hydrogen bonding, crosslinking reaction, and
core dissolution. Compared to the poly(S-alt-pHPMI)/P4VP
complex, the poly(S-alt-pHPMI)/PS,,--P4VP5s, complex resulted
in larger and more irregular hydrogen bonding connected
micelles, cross-linked micelles, and hollow spheres due to the
random sequences and fewer intermolecular hydrogen bonds at
the core/shell interface. Additionally, the poly(S-alt-pHPMI)/PSqg-
b-P4AVP;, complex formed rod- or worm-like structures after
core dissolution due to the presence of the block copolymer
architecture.
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