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Hydrophobic copolymer hydrogels hold great promise for various functional applications; however, the
influence of monomer distribution and the resulting network structures on hydrogel properties remains
largely unexplored. Here, hydrophobic hydrogels were synthesized through free-radical copolymerization
using equimolar cationic and fluorous monomers. By employing precursor solutions with different
solvent qualities, hydrogels with diverse copolymer network phase behaviors, varying from homogeneous
networks to phase-separated structures, were obtained. The hydrophilicity disparity between monomers,
coupled with their distribution in networks, dictates the hydrogel properties. Statistical copolymer hydro-
gels demonstrated swelling behaviors in both water and organic solvents, whereas phase-separated

Received 6th March 2024,
Accepted 2nd May 2024

DOI: 10.1039/d4py00256¢

hydrogels exhibited anti-swelling behaviors. Moreover, statistical copolymer hydrogels equilibrated in
saltwater showed superior mechanical strength and fracture energy compared to the phase-separated
hydrogels. These findings underscore the pivotal role of monomer distribution in controlling copolymer
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Introduction

Hydrophobic hydrogels present a progressively important
branch within the extensive domain of hydrogel materials.'
At the center of this evolution lies the development of hydro-
phobization, which significantly expands the properties and
applications of hydrogels. Hydrophobization is a process that
involves the incorporation of hydrophobic species into the gel
network, which assume roles as integral components of the
structure or immobilized entities.* ™ This integration can give
rise to hydrophobic domains within the matrix of hydrogels.
Thus, it not only bolsters the solubilization capacity for hydro-
phobic drugs but also profoundly influences the overall charac-
teristics of the hydrogels.'*™*° The effects of hydrophobization
extend to swelling behaviour, mechanical properties, and even
the emergence of shape-memory characteristics.?*”
Moreover, hydrophobization enables hydrogel adhesion to a
large array of surfaces, including hydrophilic substrates that
traditional hydrogels fail to adhere to because of their highly
swollen network structure.?®>?
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hydrogel properties, providing a promising avenue for the design of hydrogel materials.

A common approach to hydrophobization involves the one-
step copolymerization of hydrophilic and hydrophobic mono-
mers. While this approach is simple and efficient, it hinges on
a comprehensive understanding of the interplay between
hydrophilic and hydrophobic components during the polymer-
ization process.>**® Their distribution and arrangement
within the polymer strand determine the hydrophilicity or
hydrophobicity of the material at the molecular level, thereby
dictating its overall interactions with water and other sub-
stances. For example, fine-tuned sequences endow hydrogels
with enhanced underwater adhesion and superior mechanical
strength.>® Furthermore, the phase separation between hydro-
philic and hydrophobic components within the hydrogel,
leading to the formation of distinct microdomains, also affects
the hydrogel’s macroscopic properties. Nevertheless, the effect
of the copolymerization process on the overall properties of
hydrophobic hydrogels remains largely unexplored.

Solvent properties play an important role in free radical
copolymerization.**™** The difference in interactions between
reactant monomers and solvent molecules would induce local
concentration variations, consequently leading to sequence
changes in the resulting copolymers. Harnessing this effect
presents an effective path to fabricate hydrogels with the same
monomer compositions but different distributions and overall
network structures.’

In this investigation, we synthesized hydrophobic gels
through free-radical copolymerization, utilizing precursor solu-
tions that transitioned from homogeneous to heterogeneous

This journal is © The Royal Society of Chemistry 2024
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Fig. 1 Schematic illustration of design strategy to synthesize hydro-
phobic copolymer hydrogels with different monomer distributions and
network structures by tuning the solvent condition in reaction solutions.
(a) Hydrogel fabrication by using free-radical copolymerization and
solvent exchange processes. (b) Illustrations of local monomer distri-
butions in precursor solutions with different solvents (upper row) and
the resultant network structures in hydrogels (lower row). DMSO:
dimethyl sulfoxide; ACN: acetonitrile; ATAC: 2-(acryloyloxy)ethyl tri-
methyl ammonium chloride; 4F: 2,2,3,3-tetrafluoropropyl acrylate. For
simplicity, solvents, initiators, and crosslinkers are omitted in the
illustration.

monomer phases (Fig. 1). This approach resulted in gels with
identical monomer compositions but diverse network struc-
tures arising from phase separation. Specifically, cationic and
fluorous monomers with equimolar ratio were chosen for
copolymerization. In a homogeneous precursor solution, the
two monomers underwent ideal copolymerization, forming
statistical copolymer networks. The introduction of a poor
solvent for the cationic monomer induced heterogeneity,
leading to networks with phase-separated structures. By
solvent exchange process, hydrogels were obtained. We system-
atically examined the swelling behaviour and mechanical pro-
perties of these hydrogels to elucidate the structure-property
relationship. These findings are expected to have implications
for the development of design principles that facilitate the fab-
rication of copolymer hydrogels with tailored properties for
various functional applications.

Experimental
Materials

2-(Acryloyloxy)ethyl trimethyl ammonium chloride (ATAC,
79.4% in water), 2,2,3,3-tetrafluoropropyl acrylate (4F) were
provided by Osaka Organic Chemical Co., Ltd, Japan. N,N-
Methylenebis(acrylamide) (MBAA), 2-oxoglutaric acid, NacCl,
dimethyl sulfoxide (DMSO), and acetonitrile (ACN) were pur-
chased from Wako Pure Chemical Industries, Ltd. All chemi-
cals were used as purchased without further purification.
Millipore deionized water was used in the experiments.

This journal is © The Royal Society of Chemistry 2024
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Copolymerization kinetics in different solvents

To analyse the free-radical copolymerization kinetics of cat-
ionic and fluorous monomers, we utilized "H-NMR spec-
troscopy (Agilent 500 MHz). The reaction solution, which com-
prised monomers at a total concentration of 1.0 M with
varying monomer ratios, and 2-oxoglutaric acid (UV initiator,
2.5 mM), was polymerized in glass vials under UV light
(3.9 mW cm™?) in a glove box. DMSO, ACN, and their mixtures
were employed as solvents. For mixtures, the solvent was
denoted as DxAy, where x and y are the weight percentage of
DMSO and ACN, respectively. For example, the notation
D70A30 represents a solution prepared by combining 70 wt%
DMSO and 30 wt% ACN.

Before polymerization, the reaction solution was pre-pack-
aged into small vials, with each vial containing 200 pL of the
solution. At different reaction times, we sampled one vial from
the glove box and immediately exposed it to air to quench the
reaction. Then, DMSO-d, solvent was added to the sample to
obtain a fully dissolved solution for NMR measurement. To
determine the concentration of remaining monomers, we com-
pared the integration of the double bond protons of the
residual monomer to the integration of methylene protons of
both residual monomer and formed copolymer.

In the monomer conversion measurement, the maximum
polymerization time was set to 30 minutes. Because white pre-
cipitations showed up along with the copolymerization in the
precursor solutions containing ACN, the determination of
monomer conversion was performed till the precipitate
became hardly soluble in DMSO-de for NMR measurements.

Hydrogel synthesis

To fabricate the gels, we utilized the free radical copolymeriza-
tion of cationic and fluorous monomers in the presence of a
chemical crosslinker, using DMSO, ACN, and their mixtures as
the organic solvent. We dissolved the monomers (ATAC and 4F
at a total concentration of 2.4 M with an equimolar ratio),
chemical crosslinker (MBAA, 2.4 mM), and UV initiator (2-oxo-
glutaric acid, 6 mM) in the solvent. We then poured the result-
ing mixture into a reaction cell consisting of a pair of glass
plates with a 1 mm spacing and irradiated it with 365 nm UV
light at an intensity of 4 mW cm™ for 11 hours in a glovebox.
The NMR measurement revealed that the total monomer con-
version (including both ATAC and 4F) was greater than 99% in
all systems after 11 hours of UV exposure. To fabricate the
homopolymer hydrogel P(ATAC), we dissolved the ATAC
monomer (2.4 M), the chemical crosslinker (MBAA, 2.4 mM),
and the UV initiator (2-oxoglutaric acid, 6 mM) in water.
Subsequently, the resulting solution was poured into a reac-
tion cell and exposed to UV irradiation within a glovebox for
11 hours.

Swelling measurement

To prepare the samples, the 1 mm thick as-prepared organogel
(with polymer content of gel ~41 vol%) was cut into disk
shapes with a diameter of 10 mm. Due to the stickiness of the
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as-prepared organogels, the margin of samples may appear
irregular caused by peeling from the cutter. These samples
were then immersed in various solutions, including organic
solvents and salt solutions, to replace the solvent in the gel
network. The solutions were changed every 12 hours for at
least a week until the samples reached equilibrium. The swell-
ing ratio Q was calculated as the ratio of the sample volume at
swelling equilibrium V to that in the as-prepared state V,, Q =
VIVy. As the swelling is isotropic, we measured the thickness of
the gel in its as-prepared state as d, and at equilibrium swell-
ing as d. We then calculated the swelling ratio using the
relationship Q = (d/d,)*.

Mechanical test

Mechanical tests were conducted on hydrogel samples that
had been equilibrated either in deionized water or a 0.7 M
NaCl aqueous solution. To prepare the samples, the organogel
was first immersed in an excess amount of either deionized or
salt water to remove the solvent and residual chemicals. The
deionized or salt water was changed every 12 hours for at least
one week until the samples reached equilibrium. The hydro-
gels were then stored in either deionized or salt water until the
mechanical tests were performed.

For the wuniaxial tensile stress-strain measurements,
samples were cut into a dumbbell shape with the standard
JIS-K6251-7 size (gauge length: 12 mm, width: 2 mm). The
measurements were conducted using a universal testing
machine (UTM, INSTRON 5965) at a steady velocity of 100 mm
min~" in air. The Young’s modulus (E) was calculated from the
slope of the stress—strain curve over 4-8% of the strain. The
nominal tensile stress was calculated from the tensile force
divided by the cross-sectional area of the virgin sample, and
the tensile strain was calculated from the displacement of the
cross-head of the testing machine divided by the initial gauge
length.

For the tearing test, samples were cut into a trouser shape
(width: 20 mm, length: 60 mm, notch length: 20 mm). The
rate of extension was fixed at 100 mm min™", and the fracture
energy (I') was calculated from the average loading force (Faye)
using the equation I" = 2F,,./d, where d = 1.3-1.5 mm is the
sample thickness.*?

For the pure shear test, two different samples, one with a
single edge notch and one without a notch, were employed to
measure the fracture energy (I).** The samples were cut into a
rectangular shape with a width of 12 mm and a length of
50 mm. Then, the samples were clamped along their long
edges at a height (H) of 10 mm. A notch (15 mm) was inten-
tionally introduced into one of the samples, which was then
gradually extended to a critical stretch value (4.) at which the
crack began to propagate. The rate of extension was fixed at
100 mm min~"'. Subsequently, an unnotched sample was
stretched to the same stretch value (4.), with nominal stress (o)
recorded as a function of the stretch (). Based on the stress-
stretch curve, the fracture energy of the gel can be calculated
asI'=H [;° odA.
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Results and discussion

Fabrication of gels under different solvent conditions

In DMSO, both ATAC and 4F monomers are completely dis-
solved, yielding a transparent true solution (Fig. S1f). With an
increased proportion of ACN (a poor solvent for ATAC) in the
precursor solution, the solubility of ATAC decreases, leading to
a liquid-liquid phase separation of ATAC. The formation of
emulsions, with separated domains rich in ATAC, causes the
precursor solution to gradually turn translucent (Fig. S1t). We
note that the emulsion state of the solution is relatively stable
for hours and independent of the mixing condition. For con-
sistency, both the characterization and the initiation of copoly-
merization were conducted within 10 minutes after preparing
the precursor solutions in the experiment.

By utilizing the solvent condition difference in the copoly-
merization, we proceeded to fabricate gels via one-pot free-
radical copolymerization of equimolar ATAC and 4F monomers
at a high total monomer concentration (2.4 M) with a small
amount of chemical crosslinkers (MBAA 2.4 mM, ie.,
0.1 mol% in comparison with the monomers) in above sol-
vents. The initiator and crosslinker are soluble in all solvents.
The effect of their distributions in the precursor solution on
network structures and properties of gels is neglected in the
discussion.

Six gels were prepared in solvents varied from DMSO to
DMSO/ACN mixtures and then ACN, which were labelled
accordingly from Gel-1 to Gel-6 (Fig. 2). The appearance of the
as-prepared organogels varies across this series. Gel-1, pre-
pared in DMSO, is transparent, indicating that a randomly dis-
tributed sequence prevents ATAC aggregation—worth noting
that a neat ATAC gel fabricated in DMSO is opaque. This
observed phenomenon is similar to our previous studies,
where gels with a statistical distribution of cationic and aro-
matic monomers exhibited transparency in their cosolvent.>?®
From Gel-2 to Gel-6, the as-prepared organogels turn from

Gel-1
(DMSO)

Gel-2
(D70A30)

Gel-3
(DB0A40)

Gel-4
(D50A50)

Gel-5
(D40AB0)

Gel-6
(ACN)

Water

NaCl aq.
0.154 M

Fig. 2 Photographic images of as-prepare organogels and hydrogels
equilibrated in deionized water, 0.154 M NaCl, and 0.7 M NaCl solution,
respectively. Six gels fabricated in different solvents are labelled accord-
ingly from Gel-1 to Gel-6.

This journal is © The Royal Society of Chemistry 2024
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translucent to opaque, reflecting the precipitation of ATAC-rich
phase in the poor solvent.

Hydrogels were prepared by submerging the organogels in a
large volume of deionized or salt water for a sufficient time to
reach swelling equilibrium. The monomer distribution differ-
ence also affects the appearance of the hydrogels, for which
the aggregation of hydrophobic 4F monomers causes the
transparency change while ATAC is soluble.

To better understand the monomer distributions within the
networks, we examined the copolymerization kinetics of cat-
ionic and fluorous monomers in different solvents without
adding the crosslinker. Fig. 3a—f plots the corresponding tem-
poral evolution of monomer conversion in different systems
with an equimolar ratio of two monomers at a total concen-
tration of 1.0 M. In DMSO, the conversion curves of ATAC and
4F in DMSO almost completely overlapped with each other,
suggesting that the two monomers were incorporated into the
copolymer at the same rate (Fig. 3a). The discrepancy between
the two monomer conversion curves emerged when incorpor-
ating ACN in the solution. With increasing the fraction of ACN,
the increase in density inhomogeneity caused the monomer
conversion curves to separate from each other with the reac-
tion rate of ATAC being greater than that of 4F (Fig. 3b-f). The
acceleration of the polymerization kinetics of ATAC in the poor
solvent could be understood by the high local concentration of
ATAC due to phase separation. At large ACN fractions, white
precipitations showed up in the precursor solution within
minutes from the beginning of the copolymerization (upon
exposure to UV light), indicating the formation of non-soluble
copolymers rich in consecutive ATAC segments (Fig. S27).

Utilizing the conversion data, Fig. 3g illustrates the cumu-
lative ATAC composition in the copolymers plotted against the
total monomer conversion. In the case of DMSO, the curve
remains flat, indicating a consistent monomer composition in
copolymers. In contrast, for other solvents, the curves initiate
with a high ATAC composition exceeding 0.5, gradually
decreasing to 0.5 with ongoing monomer conversion, indicat-
ing the obvious composition shift during copolymerization.

To gain insight into the monomer sequence from copoly-
merization, we varied ATAC mole fraction in feed, farac, in
systems of different reaction solvents and measured ATAC
mole fraction in copolymers, Farac, at low monomer conver-
sion (<10%). The results are shown in Fig. 3h. One finds that
in DMSO, Farac and farac were always identical, while in
mixing solvents, Farac Was always larger than firac, consistent
with the results in Fig. 3g. In the mixed solvents, in which
phase separation of ATAC occurred, both Fyrac and fyrac are
average of the entire system.

By fitting the F-f curves to the Mayo-Lewis equation (dotted
lines in Fig. 3h), we estimated the reactivity ratios (r) for ATAC
and 4F (Table S1}). In DMSO, the two types of monomers
exhibit similar reactivity ratios of ~1, i.e., a typical feature of
ideal copolymerization, which results in a statistical distri-
bution of the two monomers in the chain sequence.>*> This
observed phenomenon aligns with our previous studies, where
ideal copolymerization of cationic and aromatic monomers

This journal is © The Royal Society of Chemistry 2024
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Fig. 3 (a—g) Monomer conversion of cationic ATAC and fluorous 4F as
a function of time in solutions with equimolar ratio and total concen-
tration of 1.0 M of the two monomers. The solvent compositions as
noted: (a) 100% DMSO, (b) 70% DMSO + 30% ACN, (c) 60% DMSO +
40% ACN, (d) 50% DMSO + 50% ACN, (e) 40% DMSO + 60% ACN, and (f)
100% ACN. (g) Cumulative ATAC mole fraction in copolymers against the
total monomer conversion for equimolar systems (1.0 M in total) deter-
mined by *H NMR. The dashed lines are a guide to the eyes. (h) ATAC
mole fraction in copolymers, Farac, as a function of ATAC mole fraction
in feed, fatac, in systems of different reaction solvents. The dashed lines
are fitted curves by using the Mayo—Lewis equation.

with the same double bond was identified in their cosolvent.’
However, upon the introduction of ACN into the precursor
solution, copolymerization occurred in a heterogeneous
system with obvious phase separation. In such cases, although
reactivity ratios can be calculated by fitting from experimental
data (Table S17), they represent apparent values, which origi-
nated from a combination of two local reaction phases, thus
they should not be suitable for sequence analysis.
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Swelling behavior of hydrogels

Given that cationic ATAC is hydrophilic and responsive to the
ionic strength of the medium while 4F is hydrophobic, the
monomer distributions within the polymer strand play a
crucial role in the hydrophilicity or hydrophobicity of the
network, thereby dictating its overall interactions with water
and organic solvent and subsequently determining the phase
separations of the network. Therefore, the swelling behaviours
of gels in water, saltwater, and organic solvents with different
dielectric constants were studied.

Swelling behaviour in water. The dissociation of charged
groups in deionized water generates high osmotic pressure,
resulting in a pronounced swelling tendency of the network.
By contrast, the hydrophobic 4F exhibits a strong tendency to
precipitate in water. Consequently, the swelling ratio of hydro-
gels and their appearance in water are governed by the inter-
play between osmotic ionic pressure (leading to swelling) and
the hydrophobicity/elasticity of the polymer (leading to deswel-
ling). This competition is contingent on the monomer distri-
bution within the network. As illustrated in Fig. 4a, the swell-
ing ratio Q in deionized water decreases by more than one
order of magnitude from Gel-1 to Gel-6, accompanied by a
gradual transition in the appearance of the gels from transpar-
ent to opaque (Fig. 2). This indicates the formation of hydro-
phobic domains in networks with larger 4F-rich phases. In
Gel-1, the charged groups in the statistical sequence distri-
bution efficiently prevent nearby 4F from aggregation, estab-
lishing ionic osmotic pressure as the dominant factor in swell-

a b
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O 0.7 MNaCl o
102 102{° ° 8
[e] o o ° 8
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%
Fig. 4 (a) Comparisons of swelling ratio Q for different gels in water

and 0.7 M NaCl solution. (b) Volume swelling ratio Q of equilibrated
hydrogels (equimolar in ATAC and 4F) with respect to the as-prepared
organogels as functions of NaCl salt concentration C in the aqueous
solution. A control study of homo-polycationic P(ATAC) hydrogel is
shown for comparison. (c) Laser microscopy images of the fresh cut
cross-section of hydrogels equilibrated in 0.7 M NaCl solution.
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ing behaviour. As the proportion of ACN increases in the pre-
cursor solution, the size of the 4F-rich phase also increases
after polymerization, leading to the enlargement of aggrega-
tion domains. This is reflected in the decrease in swelling ratio
and transparency of the gels.

Swelling behaviour in saltwater. To explore the effect of the
osmotic pressure induced by the counter-ions of polyelectro-
Iytes, we studied the swelling behaviours of these gels in NaCl
solutions. Increasing in the ionic strength of the solution
leads to the decrease of ionic osmotic pressure, which lowers
the swelling tendency. Conversely, the attraction between
hydrophobic groups prevails. Accordingly, compared to the
hydrogels in water, the gel starts to turn opaque at Gel-3 in
high ionic strength medium (Fig. 2). This suggests that the
hydrophobic phase in Gel-3 form aggregates with a domain
size comparable to or larger than the wavelength of light,
while their formation can be suppressed by the high osmotic
pressure of the polyelectrolyte at low ionic strength.

Fig. 4b plots the swelling ratio Q of hydrogels with respect to
the as-prepared organogel states as a function of salt concen-
tration Cs. The differences between the swelling ratio Q curves
indicate the structural difference of the gel networks. At high
ionic strength (e.g., C; = 0.7 M), the electrostatic repulsion is
totally screened, and all six gels showed similar swelling ratios.
Laser microscopy was applied to probe the hydrogel mor-
phologies, and typical cross-section images of hydrogels equili-
brated in 0.7 M NaCl solution are shown in Fig. 4c. From the
images, Gel-1 and Gel-2 are mostly homogeneous. Heterogeneous
aggregate structures show up in Gel-3, while the aggregation size
and range increase from Gel-3 to Gel-6 with the large-scale phase
separation enhancing the gel opaqueness in Fig. 2.

Swelling behaviour in organic solvents. Next, we studied the
swelling ratios of Gel-1 and Gel-6 in different organic solvents
(Fig. 5). In solvents with low dielectric constant (&), namely,
ethyl acetate (EA), tetrahydrofuran (THF), and acetone (Ace),
Gel-1 shrinks in size compared to the as-prepared state while it
remains transparent in appearance, implying the absence of
large aggregates. By contrast, in solvents with high ¢, e.g,
ethanol (EtOH), ethylene glycol (EG), DMSO, N-methyl forma-
mide (NMF), and water, Gel-1 is highly swollen with its volume
expanding more than a hundred times.

In general, the swelling behaviour of Gel-1 (with statistical
sequence) is similar to that of the P(ATAC) hydrogel (Fig. S3t)
and hence can be understood by the polyelectrolyte effect.
Specifically, the shrinkage at low ¢ is attributed to the associ-
ation of charged strands with counter-anions such that the
strong ionic correlation condenses the gel.*® At high &, the dis-
sociation of the counterions produces high osmotic pressure
and induces significant swelling, which is counter-balanced by
the elasticity of the polymer network.

In contrast to Gel-1, Gel-6 presents a larger swelling ratio in
the solvents with low ¢ but a smaller swelling ratio in the sol-
vents with high e. This suggests that the large 4F-rich phase in
Gel-6 enlarges their contribution to the swelling behaviour (as
reflected in the case of neat 4F gel in Fig. S37), which is dic-
tated by the affinity of 4F with individual solvents.

This journal is © The Royal Society of Chemistry 2024
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Fig. 5 (a) Volume swelling ratio Q of Gel-1 and Gel-6 with respect to
their as-prepared states in different solvents. The values of the solvent
dielectric constant ¢ along with the molecular formula are shown below.
(b) Photographic images of the gels equilibrated in these solvents.

Mechanical properties of copolymer hydrogels

A uniaxial tensile test was conducted to examine the mechani-
cal properties of the prepared hydrogels in deionized and salt
water. When equilibrated in deionized water, Gel-1, Gel-2, and
Gel-3 displayed mechanical weakness and fragility due to the
highly swollen state (Fig. S41). By contrast, Gel-4, Gel-5, and
Gel-6 exhibited relatively larger strength with higher elastic
modulus. Specifically, Gel-1 showed Young’s modulus of
approximately 6 kPa, whereas Gel-6 reached up to 60 kPa.
When equilibrated in solution with high ionic strength that
screens the electrostatic interactions (0.7 M NaCl solution), the
mechanical performance of the hydrogels exhibited notable
differences from their counterpart in water, highlighting the
effects of deswelling and phase separation. Fig. 6a plots the
stress-strain curves obtained at a strain rate of 0.14 s™*, and
Fig. 6b presents extracted Young’s modulus, E, for the gels.
Gel-1 shows soft and stretchable characteristics, which has E ~
18 kPa. By increasing the phase separation domains from Gel-
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Fig. 6 (a) Tensile stress—strain curves of hydrogels equilibrated in 0.7 M
NaCl solution (obtained at a strain rate of 0.14 s™2). (b) Young's modulus
and polymer content of the hydrogels equilibrated in 0.7 M NaCl
solution.
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1 to Gel-6, E slightly decreases first and then undergoes a sig-
nificant increase. Meanwhile, the gels become increasingly
fragile. Particularly, Gel-6, exhibiting the strongest phase sep-
aration, has a Young’s modulus of around 100 kPa but can
only be elongated by 120% (with a maximum tensile strength
of approximately 150 kPa).

The intriguing observation of a non-monotonic trend in E
is noteworthy, as we initially anticipated that an increase in
phase separation would lead to a monotonic trend in E. To
address this phenomenon, we measured the water content of
the hydrogels in 0.7 M NaCl solution (Fig. S5f) and Young’s
modulus of the as-prepared organogels (Fig. S61) in experi-
ments. Both measurements showed nonmonotonic beha-
viours, while the corresponding polymer content in the hydro-
gel decreased first from Gel-1 and then started to increase at
Gel-3, consistent with the behaviour of E (Fig. 6b).

The decrease of polymer content in Gel-2 and Gel-3
suggests that there might be more structural defects in their
network formation processes which caused the relative weak-
ness in mechanical properties. We attribute this feature to the
fact that ACN has a higher radical transfer ability than DMSO
(Fig. S7t). Thus, it is relatively harder for reactant monomers
to form a gel in ACN, which reduces the connectivity and frac-
tion of elastically effective strands of the formed networks that
decrease E. Nevertheless, such an effect can be offset by the
strong phase separation that significantly increases E (Fig. 6b).

Next, we proceeded to evaluate the fracture energy of the
hydrogels using a trouser-shape tearing test and a pure shear
test (Fig. 7), which quantifies the energy per unit area (J m™?)
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Fig. 7 Fracture energy of hydrogels equilibrated in 0.7 M NaCl solution.
(a) Tear force—distance curves of hydrogels. (b) Fracture energy deter-
mined by the tearing test. (c) Stress—stretch curves of hydrogels with
and without notch. (d) Fracture energy determined by the pure shear
test. Insets show the experimental setup.
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required to propagate a crack. Fig. 7a plots the tear force-dis-
tance curves of the gels. Gel-1 exhibits a remarkable loading
force and a high tearing fracture energy of ~110 ] m™>. Its tear
resistance ability is evident from the pronounced “zig-zag”
curve with substantial fluctuations. From Gel-1 to Gel-6, the
tear force initially decreases and then slightly increases.
Accordingly, the fracture energy from the tearing test follows
the same trend as Young’s modulus, with Gel-3 exhibiting the
lowest fracture energy among the hydrogels in Fig. 7b. A
similar behaviour is also observed for the fracture energy from
the pure shear test in Fig. 7d. These results indicate that Gel-1,
having a statistical strand sequence and disordered network
structure, performs the best in crack resistance, while the
hydrogels with phase-separated structures (e.g., Gel-6), altering
stress concentration and crack propagation, reduces crack
resistance.

Conclusions

In summary, this study revealed that the monomer distri-
bution and resulting network structures significantly impact
the properties of hydrogels. By manipulating precursor solu-
tions transitioning from homogeneous to heterogeneous
monomer phases, we successfully obtained hydrogels with
identical monomer compositions but diverse structures,
ranging from statistical copolymer networks to various phase-
separated configurations. The hydrophilicity disparity among
monomers, combined with distinct phase-separated network
structures, imparted unique properties to the resulting hydro-
gels. Statistical copolymer hydrogels exhibited hydrophobic
swelling behaviour, while phase-separated hydrogels demon-
strated anti-swelling characteristics. Notably, statistical copoly-
mer hydrogels equilibrated in saltwater exhibited superior
mechanical strength and fracture energy compared to their
phase-separated counterparts. Overall, this work not only
demonstrates a novel approach to control phase separate struc-
tures within hydrogels but also underscores the substantial
influence of monomer distribution on the network structures
and hydrogel properties, an aspect that has been relatively
underexplored in previous studies.
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