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ABSTRACT: Linear amphiphilic multiblock copolymer PPMPEs,
obtained through a stepwise method, and linear amphiphilic random
copolymer PPMPEs-1, obtained through a one-pot method, were
synthesized using poly(propylene glycol) diglycidyl ether (PPGDGE),
poly(ethylene glycol) diglycidyl ether (PEGDGE), and monoethanol-
amine (MEA) as the main raw materials. The structures of PPMPEs
and PPMPEs-1 were characterized by FT-IR, 'H NMR, and gel
permeation chromatography, which proved that the copolymers were
synthesized with different components. Transmittance of the copolymer
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was tested by UV—vis. By changing the ratio of PEGDGE content and P(PGD-MEA) . P(EGD-MEA) -
the concentration of the copolymer aqueous solution, the phase 8 A i
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behaviors of PPMPEs and PPMPEs-1 were compared and studied in By f T ﬂ;v?ﬁ
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depth. It mainly highlighted the advantages of the stepwise method

compared to the one-pot method. The transmittance of the polymer solutions could be improved by lowering the pH value in the
acidic solution or increasing the pH value in the alkaline solution. Moreover, as the reaction degree of the PPMPEs hydrophobic
chain segment increased, the transmittance decreased.

1. INTRODUCTION

The amphiphilic copolymer, one of the most explored
copolymers, has attracted a great amount of interest in terms
of its design diversity for intelligent materials and its
application in various fields in recent years."” Intelligent
materials that spring up like mushrooms have been gaining

solutions. Macromolecules show changes in molecular size,
secondary structure, solubility, or degree of intramolecular
cross-linking.

Based on the unique linear structure and hydrophilic or
hydrophobic properties, researchers have paid great attention
to the research and application of the linear amphiphilic

much interest owing to their controllable polymerization and
flexible synthetic methods. This kind of intelligent material,
including temperature-sensitive, pH-sensitive, and biosensitive
polymers, has been extensively explored for its application in a
large number of fields, such as temperature-sensitive hydro-
gels,g’_11 controllable drug loading and release,">™'® material
separation,'” functional nanomaterial preparation,"*™* and
biological simulation.”'™** Meanwhile, other fields have
initially shown the broad application prospects of this
polymer.”*~%¢

The amphiphilic copolymer with an external stimuli shows a
corresponding response behavior in different physical states.
Due to the Brownian motion of solvent molecules, which is
required for the process of replacing solvent molecules by a
macromolecular segment, and the lowest energy of the
polymer, the temperature”” and acid—base responsive behavior
of macromolecules™ are most easily observed in polymer
solutions. Physical or chemical external stimuli mainly affect
secondary forces, including electrostatic interactions, hydro-
phobic interactions, and hydrogen bond simple chemical
reactions such as acid—base reactions in polymer reaction

© 2022 The Authors. Published by
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copolymer.””*® However, the research on the relationship
among synthesis, structure, and properties remains largely
unexplored. In particular, the effect of electrostatic interaction
and hydrogen bonding on the phase behavior of the linear
amphiphilic copolymer in aqueous solution has hardly been
paid attention to. There is also very little applied research on
the phase transition and adjustment conditions of the
subsequent gelation. Shi’s research group developed a synthesis
route for amphiphilic network (APCN) gels, which were first
synthesized by ring-opening polymerization of the macro-
molecular monomer and then formed APCN gels by a
macromolecular monomer and a single chain. The gel has the
characteristics of temperature sensitivity and amphiphilicity.”'
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Our research group prepared an amphiphilic random
copolymer by a one-pot method, which could undergo
phase-transition behavior in an aqueous solution.”” However,
the phase-transition temperature of the random copolymer
solution was too high, which was not conducive to the gelation
research in subsequent experiments. On the basis of the above
discussion, we synthesized hydrophilic and hydrophobic
prepolymers by a stepwise method and prepared amphiphilic
multiblock copolymers with a more regular block arrangement.
The effects of hydrogen bonds and electrostatic interactions
under alkaline and acidic conditions were emphatically
discussed to prove the amphiphilic multiblock polymer
properties. The mechanism of phase-transition regulation, the
critical transparent-opaque phase transition behavior in
polymer aqueous solution, and the effect of the state of the
polymer segment on its aqueous solution phase transition
behavior also have been further explored and given detailed
elaboration. The amphiphilic polymers have a certain impact
on the acid—base response amphiphilic system, which is
expected to be used in drug delivery systems’** and catalyst
carriers™ and modify photovoltaic devices* in the future.

2. RESULTS AND DISCUSSION

2.1. Characterization of PPMPEs. The infrared spectra
characteristics for the raw materials PPGDGE, PEGDGE,
MEA, prepolymer P(PGD-MEA), P(EGD-MEA), and polymer
PPMPEs in the range of S00—4000 cm™" are shown in Figure
1. In the FT-IR spectrum of ethanolamine, with a typical peak
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Figure 1. FTIR spectra of PPGDGE, PEGDGE, MEA, P(PGD-
MEA), P(EGD-MEA), and PPMPEs.

of 3400 cm™ for the primary amino group, was observed. The
peaks at ~2874 cm™' could be ascribed to the stretching
vibration of the methylene group of PEGDGE. The peaks at
~2973 cm™! results from the methyl group of PPGDGE. In
addition, the characteristic absorption peaks of the epoxy
groups appeared at about ~930 cm™'. Prepolymers P(EGD-
MEA) and P(PGD-MEA) and polymer PPMPEs showed a
characteristic peak of OH™ around ~3420 cm™'. The
absorption peak of the epoxy groups for PPGDGE and
PEGDGE disappeared. P(PGD-MEA) and PPMPEs showed
the same methyl characteristic peaks as the PPGDGE at ~2975
cm™'. At the same time, an obvious absorption peak for —O—
at 1109 cm™" still existed. Based on the infrared spectroscopy

analysis, the PPMPEs had been proven to be prepared
successfully.

As shown in Figure 2, the signal peak of the tertiary carbon
proton H, connecting with a hydroxyl group appeared at 3.81
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Figure 2. '"H NMR spectrum of PPMPEs in CDCl,.

ppm, and that of the secondary carbon proton Hy connecting
with an ether bond appeared at 3.58 ppm. The signal peak of
the secondary carbon proton and the tertiary carbon proton,
which could form an ether bond, appeared at 3.42 and 3.38
ppm, respectively. The positions of the signal peaks for Hy, H,,
and Hy involving the formation of ether bonds were different
due to the different surrounding environments. The signals at
2.57 and 2.67 ppm consisted of the protons of two types of
secondary carbons close to tertiary amino groups, respectively,
and the methyl proton signal peak of PPGDGE was observed
at 1.14 ppm.

The chemical environments at H, and H,, were similar, and
the touch positions were close, resulting in a larger peak area
for Hy,. Its peak area ratio to H, was 2:1, which was consistent
with the Hy/Hy area ratio of 4:1. These results indicated that
this method could be used to calculate the ratio of the two. At
the same time, the calculated ratio was the same as the feeding
ratio. The feeding molar ratio of hydrophobic groups and
hydrophilic groups in this sample was 2:1, revealing that the
monomer possessed a high reactivity. The molecular weight of
PPMPEs132 measured by GPC was 20245 g/mol, and the “m”
and “n” values can be calculated to be 26.08 and 13.04.

Table 1 lists the average molecular weight of the PPMPEs
samples with different proportions of PPGDGE, PEGDGE,

Table 1. M,, M,,, and PDI of PPMPEs

samples M, (g/mol) M,, (g/mol) PDI
PPMPEs110 16228 22346 1.44
PPMPEs231 18176 23189 1.32
PPMPEs121 19776 24255 1.18
PPMPEs132 2024S 22562 1.32
PPMPEs011 16462 24256 1.53

and MEA. It can be seen that the molecular weight of PPMPEs
with different ratios is about 2.3 X 10* g/mol.

The graphic data based on molecular weight displacement
and different proportions of polymer are shown in Figure 3.
These results prove the successful synthesis of PPMPEs.

2.2. Phase Behavior of PPMPEs Solution. To express
the degree of transmission, the rate of the projected luminous
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Figure 3. The GPC curves for PPMPEs.

flux to the incident luminous flux was defined as the
transmittance. The transmittance of the deionized water was
defined as 100%, and then the transmittance of the other
solution was measured. The PPMPEs produced by the
stepwise method showed a uniform distribution of the chain
segment in the low-temperature solution to make the solution
transparent. After heating up, the chain segment in the solution
was entangled and solution became opaque, resulting in phase-
transition behavior.

2.2.1. Effect of PPMPEs Concentration on Phase Behavior.
The samples of PMPPEs132 and PMPPEs132-1 were tested at
pH = 7 and with a temperature at 50% transmittance that acted
as the phase-transition temperature. The effect of the
concentrations of PPMPEs and PPMPEs-1 on the phase-
transition behavior is organized in Figure 4 with the stepwise
and one-pot methods.

Figure 4ab shows the effect of the concentration of the
copolymers, PPMPEs132 and PPMPEs132-1, on transmittance
under the stepwise method and the one-pot method. The
transmittance rises with the concentration of PPMPEs132 or
with PPMPEs132-1 decreasing from 25 wt % to 5 wt %. The
transmittance of the stepwise method was much lower than
that of the one-pot method. The molecular chains would be
reduced due to the lower concentrations of PPMPEs132 and
PPMPEs132-1. Therefore, molecular association force was
weakened, leading to the increase of transmittance. The
relative uniform chain segment was produced by the stepwise
method, which leads to a lower transmittance. The chain
segment of PPMPEs132-1 was disorganized through the one-
pot method.

Figure 4c shows the effect of the concentration of
PPMPEs132 on the transition temperature under the stepwise
method. When the concentration increased from 5 wt % to 25
wt %, the transition temperature gradually decreased from 34
to 22 °C. Figure 4d expresses the difference between the
transition temperature and the concentration of the stepwise
method and the one-pot method. As the concentration of
PPMPEs132 and PPMPEs132-1 increases, the number of
macromolecules in the solution increases and the intermo-
lecular association force increases, which increases the
possibility of intermolecular polymerization®” and leads to
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Figure 4. Phase transition behavior of different concentrations of PPMPEs: (a) effect of PMPPEs132 concentration on transmittance under the
stepwise method; (b) effect of PMPPEs132-1 concentration on transmittance under the one-pot method; (c) effect of PMPPEs132 concentration
on the phase-transition temperature under the stepwise method; (d) effect of the concentration on the phase-transition temperature under one-pot

and stepwise methods.
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the reduction of the phase-transition temperature. It was also
observed that the transition temperature of PPMPEs132 was
about 50 °C lower than that of PPMPEs132-1. It confirmed
that the copolymer with a uniform chain segment was more
prone to phase transition at a low temperature.
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2.2.2. Effect of PEGDGE Content on Phase Behavior. The
molecular chains of PPMPEs, including a hydrophilic
PEGDGE segment and a hydrophobic PPGDGE segment,
could make the polymer amphiphilic and affect the phase-
transition behavior of the polymer. Therefore, the content of
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Figure 7. (2) The effect of the degree of hydrophobic segment reaction on transmittance when the molar ratio was PPGDGE/PEGDGE/MEA =
1:2:3. (b) The effect of the degree of hydrophobic segment reaction on transmittance when the molar ratio was PPGDGE/PEGDGE/MEA =

1:2.5:3.5.

PEGDGE affected the phase-transition behavior. The phase-
transition behavior of the polymer with different PEGDGE
content is worth discussing. The phase-transition temperature
is at 50% transmittance, pH = 7, and 20 wt % concentration of
PPMPEs aqueous solution.

We investigated the effect of PEGDGE% on transmittance
under the stepwise and one-pot methods through regulating
the PEGDGE% = n(PEGDGE)/[n(PEGDGE) +
n(PPGDGE)] X 100% ratios that were 0%, 16.7%, 33.3%,
50%, 66.7%, 83.3%, and 100%. The transmittance for PPMPEs
made by the stepwise method and PPMPEs-1 made by the
one-pot method would gradually increase with the PEGDGE
content addition in Figure Sa,b. In addition, the PPMPEs and
PPMPEs-1 had the same transmittance when only two raw
materials (PEGDGE and MEA or PPGDGE and MEA)
participated in the synthesis and the PEGDGE content was 0%
or 100%. Both the transmittance of Figure Sa and b increased
with the increase of PEGDGE content. It was because
intramolecular and intermolecular associations were more
difficult with increasing PEGDGE content, resulting in a higher
transmittance. Interestingly, the transmittance for the stepwise
method was lower than that of the one-pot method. It was
because the one-pot method of the chain segment was chaotic
and less prone to phase-transition behavior.

The relationship between transition temperature and
PEGDGE content is shown in Figure Sc. With the addition
of PEGDGE content, the transition temperature of PPMPEs
increased. When the PEGDGE content was 0%, the lowest
transition temperature was 15.9 °C. When the PEGDGE
content was 83.3%, the highest transition temperature was 23.6
°C. These results showed the content of PEGDGE had an
important effect on the phase-transition behavior, proving the
hydrophilicity of PPMPEs and the transition temperature
increased with increasing PEGDGE content. Figure 5d shows
the corresponding relationship between PEGDGE% and
transition temperature under the stepwise method and the
one-pot method. With the increasing content of PEGDGE, the
transition temperature of PPMPEs and PPMPEs-1 increased,
but the transition temperature of the stepwise method was
lower than that of the one-pot method. This was also because
the reaction was more complete under the stepwise system and
the lengths of the hydrophilic and hydrophobic segments were
more uniform.

2.2.3. Effect of the pH Value of PPMPEs Aqueous Solution
on Phase Behavior. HCl and NaOH were added into the

PPMPEs aqueous solution to adjust the pH. As the PPMPEs
synthesized by the stepwise method were long blocks, the
corresponding chain segment was relatively regular. The
transmittance change of PPMPEs231 in the acidic solution is
displayed in Figure 6a. The transmittance was lowest at pH =
6.5. The transmittance was increased with more H*. HCI
protonated the primary amino group on the PPMPEs
molecular chains, which increased the positive charge and
repelled each other, inhibited association, and raised the
transmittance. Figure 6b showed the transmittance change of
PPMPEs231 in the alkaline solution. The transmittance was
lowest at pH = 8.5. It could be seen that the more OH™ in the
solution, the higher the transmittance. It was because the
nonprotonated primary amino group itself was negatively
charged, it would electrostatically repel the OH™ in the sodium
hydroxide, which also inhibited the association and increased
the transmittance.

The transmittance changes of PPMPEs132 in the acidic
solution (Figure 6¢) or in the alkaline solution (Figure 6d).
The transmittance would be also increased with the more H*
or OH™, which was the same as the transmittance change trend
of PPMPEs231. It was further proved that the transmittance of
PPMPEs increased with the more H* or OH™. Meanwhile, it
was also confirmed that with the increase of PEGDGE content,
the transmittance also increased by 10 °C, which was also
consistent with the test results in Figure S.

2.2.4. Effect of the Degree of Reaction of the Hydro-
phobic Segment on the Phase Behavior. The concentration
of the aqueous solution was set to 20 wt % and the pH = 7
under the stepwise method. Different contents of MEA reacted
with different contents of PPGDGE and PEGDGE, which
synthesized hydrophilic and hydrophobic segments of different
lengths. The transmittance decreased to 0% with increasing the
temperature, shown in Figure 7a. The transmittance decreased
before 68 °C in Figure 7b, where samples “g”, “h”, and “i”
decreased to 0%. However, sample “e” increased after 68 °C.
Sample “f” increased after 80 °C. As can be seen from Tables 2
and 3, MEA-a has more than PPGDGE in the synthetic
hydrophobic segment, which caused the epoxy ring opening at
both ends of the hydrophobic prepolymer to produce the
product shown in Scheme 1.

According to the eq 1, the relation between the degree of
polymerization, ¥, and the degree of reaction, p, follows:*®

https://doi.org/10.1021/acsomega.2c00734
ACS Omega 2022, 7, 19319-19327


https://pubs.acs.org/doi/10.1021/acsomega.2c00734?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c00734?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c00734?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c00734?fig=fig7&ref=pdf
http://pubs.acs.org/journal/acsodf?ref=pdf
https://doi.org/10.1021/acsomega.2c00734?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Omega

http://pubs.acs.org/journal/acsodf

Table 2. PPMPEs of Different Proportions by the Stepwise
Method (PPGDGE/PEGDGE/MEA = 1:2:3)

molar ratio

samples PPGDGE MEA-a PEGDGE MEA-b
a 1 2.5 2 0.5
b 1 2 2 1
c 1 1.5 2 1.5
d 1 1 2 2

Table 3. PPMPEs of Different Proportions by the Stepwise
Method (PPGDGE/PEGDGE/MEA = 1:2.5:3.5)

molar ratio

samples PPGDGE MEA-a PEGDGE MEA-b
e 1 3 2.8 0.5
f 1 2.5 2.5 1
g 1 2 2.8 LS
h 1 15 2.5 2
i 1 1 2.5 2.5
Scheme 1. Hydrophobic Segment Structure
HO
OH 2
(o] N
O
OH ' o
OH
. 1
X, =n=—
1-p (1)

where n is the number of structural units of the hydrophobic
segment and p is the fraction of the number of functional
groups involved in the reaction of ethanolamine to the number
of initial functional groups.

The ethanolamine involved in the reaction depends on the
content of PPGDGE. According to the formula, the reaction
degree p of the hydrophobic chain segment can be calculated,
and then the number of structural units n of the hydrophobic
chain segment can be calculated, and these are listed in Tables
4 and S.

Table 4. Degree of Reaction and the Number of Structural
Units in the Hydrophobic Segment (PPGDGE/PEGDGE/
MEA = 1:2:3)

samples a b c d
P 1/2.5 1/2 1/1.5 1/1
n 1.67 2 3 (<)

Table 5. Degree of Reaction and the Number of Structural
Units in the Hydrophobic Segment (PPGDGE/PEGDGE/
MEA = 1:2.5:3.5)

samples e f g h i
p 1/3 1/2.5 1/2 1/1.5 1/1
n 1.49 1.67 2 3 [<3]
It can be seen that samples “a”—“d” or “e”—"1", n, and p were

getting bigger and bigger. When the reaction system was used
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to synthesize the prepolymer, since PPGDGE in the synthetic
hydrophobic segment was less than MEA-a, there were no
epoxy groups in the system. When the content of PEGDGE
was more than that of MEA-b, there were unreacted epoxy
groups. As MEA-a decreased, its reaction degree p gradually
increased, and X, also gradually increased. As the degree of the
hydrophobic segment reaction increased, the transmittance of
the copolymer was decreased. The hydrophilic chain segment
of samples “e” and “f” were relatively short, and the chain
flexibility was poor. When a certain temperature was reached,
the chain segment broke, causing the transmittance to rise
again.

At the same time, comparing the data between Figure 7a and
b horizontally, the transmittance of Figure 7b was higher than
that of Figure 7a. It was because the PPGDGE was inputted as
the same, the PEGDGE content was increased, which made
the transmittance higher. It was also consistent with the test
results in Figure 5.

3. CONCLUSIONS

In this study, linear amphiphilic multiblock copolymer
PMPPEs and random copolymer PPMPEs-1 were synthesized
through the stepwise method and the one-pot method,
respectively, which were sensitive to changes in the environ-
ment. Increasing the concentration of the copolymer aqueous
solution could advance the phase-transition behavior, and the
phase-transition temperature of PPMPEs was 50 °C lower than
that of PPMPEs-1. Improving the PEGDGE content could
increase the phase-transition temperature with the increase of
PEGDGE content, and the phase-transition temperature of
PPMPEs was obviously lower than that of PPMPEs-1. It
proved that the stepwise method was more sufficient and the
length of the hydrophilic and hydrophobic segments were
more uniform. The transmittance was increased with the
increasing H" content in acidic solutions or increasing OH™
content in alkaline solutions. At the same time, the
transmittance of the hydrophobic segments decreased with
the increase of the reaction degree. The short hydrophilic
segments led to poor flexibility of their segments, and the
transmittance increased when it reached a certain temperature.

4. EXPERIMENTAL SECTION

4.1. Materials and Characterization Instrument. Poly-
(propylene glycol) diglycidyl ether (PPGDGE) (the epoxide
value was 0.1701, provided by a hydrochloric acid—acetone
solution), poly(ethylene glycol) diglycidyl ether (PEGDGE)
(the epoxide value was 0.207S, provided by a hydrochloric
acid—acetone solution), and monoethanolamine (MEA) were

Table 6. Raw Material Compositions of PPMPEs by the
Stepwise Method

molar ratio

samples PPGDGE MEA-a PEGDGE MEA-b PEGDGE%"
PPMPEs110 1 1 0 0 0
PPMPEsS61 S S 1 1 16.7
PPMPEs231 2 2 1 1 33.3
PPMPEs121 1 1 1 1 50
PPMPEs132 1 1 2 2 66.7
PPMPEs165 1 1 N S 83.3
PPMPEs011 0 0 1 1 100

“PEGDGE% = nppepge/ (”PEGDGE + nPPGDGE) X 100%.
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Scheme 2. Reaction Scheme of Prepolymer P(PGD-MEA)
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Table 7. Raw Material Compositions of PPMPEs-1 by the
One-Pot Method

molar ratio
samples PPGDGE MEA PEGDGE PEGDGE%“
PPMPEs110 1 1 0 0
PPMPEs561-1 5 6 1 16.7
PPMPEs231-1 2 3 1 33.3
PPMPEs121-1 1 2 1 S0
PPMPEs132-1 1 3 2 66.7
PPMPEs165-1 1 6 S 83.3
PPMPEsO11 0 1 1 100

“PEGDGE% = fipggpgr/ (”PEGDGE + ”PPGDGE) % 100%.

used. The relative molecular weights of PPGDGE and
PEGDGE were calculated to be 588 and 482 g/mol,
respectively, by the epoxy value. Deionized water, purified by
Experimental Water System (Lab-UV-20), was used in relevant
experiments.

Fourier transform infrared (FT-IR) spectra were collected
on a Fourier Transformation iS10 IR absorption spectrometer.
'"H NMR spectra were recorded on Bruker AVANCE 400
MHz Hydrogen NMR instrument at 298 K. The molecular
weight and molecular weight distribution were collected on a
PL-GPC-220 gel permeation chromatography (GPC).

4.2. Synthesis of Polymer PMPPEs. 4.2.1. Stepwise
Method. The prepolymers P(PGD-MEA) and P(EGD-MEA)
were synthesized by the stepwise method. The raw materials
PPGDGE and MEA-a were added into the reaction flask in
different ratios based on Table 6. After the mixture was reacted
under 100 °C for 12 h, the prepolymer P(PGD-MEA) was
obtained (Scheme 2).

According to the reaction ratio of PEGDGE and MEA-b in
Table 1, the mixture was added into a flask to react for 12 h
under 100 °C. Then the prepolymer P(EGD-MEA) was
obtained (Scheme 3).

The prepolymers P(PGD-MEA) and P(EGD-MEA) were
reacted in a flask for 12 h at 100 °C. Then the final product
was dried in a vacuum drying oven to obtain the amphiphilic
multiblock polymer PPMPEs (Scheme 4).

4.2.2. One-Pot Method. The random copolymer PPMPEs-1
was synthesized according to a previous literature report in our
research group,”” and the preparation process is shown in
Scheme S. PPGDGE, PEGDGE, and MEA were added to the
reaction flask according to reaction ratios in Table 7, and the
mixture were reacted at 100 °C for 12 h. After the reaction
finished, the amphiphilic random polymer PPMPEs-1 was
obtained after drying in a vacuum drying oven for 12 h
(Scheme S).

4.3. Transparency Measurements. PPMPEs and
PPMPEs-1 of different proportions were dissolved in water,
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Figure 8. Schematic diagram for the phase transition behavior of PPMPEs aqueous solution.

and aqueous solutions of different concentrations were
prepared. After being fully mixed, they were placed in cuvettes
and then placed in a water bath at a preset temperature for 30
min. When measuring, a cuvette of distilled water was placed in
the sample cell of the UV-2450 spectrophotometer as a
reference sample, and another sample was placed in the cell to
be tested. The sample cell was connected to a temperature-
controlled water bath through a connecting tube to ensure that
the temperature was consistent with the preset temperature. In
the experiment, the transmittance with a wavelength of 600 nm
was selected to characterize the phase behavior of the
PMPPEs. In Figure 8, it can be observed that the multiblock
copolymer solution was transparent at low temperatures, and
the aggregation of the hydrophobic segments at a high
temperature made the solution appear opaque.
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