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bonds†

Ryo Kudo,a Sadaki Samitsu b and Hideharu Mori *a

Four amino acid-bearing acrylamides, N-acryloyl-L-threonine (AThrOH), N-acryloyl-L-glutamic acid

(AGluOH), N-acryloyl-L-phenylalanine (APheOH), and N-acryloyl-L, L-diphenylalanine (APhePheOH), were

selected for copolymerization with n-butyl acrylate (nBA) to develop amino acid–based self-healable

copolymers. A series of copolymers comprising amino acid-bearing acrylamides and nBA with tunable

comonomer compositions and molecular weights were synthesized by free radical and reversible

addition–fragmentation chain-transfer copolymerization. Self-healing and mechanical properties

originated from the noncovalent bonds between the carboxyl, hydroxyl, and amide groups, and p–p

stacking interactions among the amino acid residues in the side chains were evaluated. Among these

copolymers, P(nBA-co-AGluOH) with suitable comonomer compositions and molecular weights (nBA :

AGluOH = 82 : 18, Mn = 18 300, Mw/Mn = 2.58) exhibited good mechanical properties (modulus of

toughness = 17.3 MJ m−3) and self-healing under ambient conditions. The multiple noncovalent bonds

of P(nBA-co-AGluOH)s were also efficient in improving the optical properties with an enhanced

refractive index and good transparency.
Introduction

Self-healing materials that can heal damages have emerged as
promising materials for sustainable societies and numerous
industrial applications.1–4 In addition to extrinsic self-healing
materials utilizing a healing agent,5,6 a variety of intrinsic self-
healing materials have been developed, which relied mainly
on covalent dynamic bonds (e.g., urea bond,7,8 trithiocarbonate
unit,9 disulde bond,10,11 Diels–Alder reaction,12–14 and trans-
esterication15,16) and noncovalent reversible interactions (e.g.,
hydrogen bonds,17–19 ionic interactions,20 p–p interactions,21–23

and metal–ligand coordination24–26). The incorporation of such
self-healing units into polymeric materials with sophisticated
designs is crucial for achieving desirable self-healing proper-
ties, mechanical properties, and targeted functions. For
instance, various supramolecular hydrogels showing essential
functions, e.g., self-healing, stimuli-responsive, biocompatible,
antibacterial, antioxidant, and tissue-adhesive functions, have
been developed for biomedical and clinical applications.27,28

The capability to utilize conventional and industrially
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tion (ESI) available. See DOI:

57
applicable processes that can be extended to future large-scale
production is desirable.

Self-healing can be found in living organisms, which origi-
nated from physical and chemical changes in response to
environmental change.4 Peptides and amino acids, which are
constitution units for proteins, have attracted considerable
attention as bio-mimics and critical units for self-healing
polymers and gels, demonstrating various advantages, such as
nontoxicity, biodegradability, and hydrophilicity.29 These
systems can be governed by abundant units, such as hydrogen
bonds, electrostatic and hydrophobic interactions, leading to
supramolecular self-assembly (e.g., b-sheets). Because amino
acids with the general form RCH(NH2)COOH have an amino
group, a carboxyl group, and other functional groups depending
on the structure of the R group, their derivatives have been
intensively employed as constituent units for various self-
healing materials. For example, various self-healable hydro-
gels and shape memory polymer networks have been developed
utilizing amino acid derivatives and polymers, such as chitosan/
acryloyl-phenylalanine,30 poly(aspartic acid),31 poly(g-glutamic
acid),32,33 poly(L-glutamic acid)/ureido-pyrimidinone,34 acryloyl-
6-aminocaproic acid,35 N-acryloyl glycinamide,36 N-acryloyl gly-
cinamide/N-acryloyl serine methyl ester37 and N-acryloyl
alanine.38 These hydrogels and polymer networks mainly relied
on chemical crosslinking, occasionally combined with physical
crosslinking originating from amino acid-derived hydrogen
bonds. Interestingly, N-acryloyl glycinamide was found to form
supramolecular hydrogels directly via physical crosslinking
© 2024 The Author(s). Published by the Royal Society of Chemistry
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owing to dual amide motifs.36 In addition, side-chain type (e.g.,
triblock and multiblock copolymers with N-acryloyl-L-phenylal-
anine39) and main-chain type (e.g., multiblock copolymers with
oligopeptides,40 polydimethylsiloxane with L-phenylalanine
unit41) polymers have been explored, which have amino acid/
peptide units that act as physical crosslinking motifs in the
side chain and main chain. Furthermore, low-molecular-weight
amino acid/peptide derivatives (e.g., phenylalanine,42 nucleo-
tripeptides43) have been employed as self-healing gelators.44

n-Butyl acrylate (nBA) is one of the most widely utilized
monomers for producing rubbers and elastomers owing to the
low glass transition temperature (Tg) of the resulting poly(nBA).
Hence, it has been widely employed as a exible component for
self-healing elastomers, gels, and networks. For instance,
carboxylic acid-containing monomers (e.g., acrylic acid45,46 and
acrylic acid/vinylimidazole47) and hydroxyl group-containing
monomers (e.g., dopamine acrylamide48,49 and N-(hydrox-
ymethyl)acrylamide50) have been copolymerized with nBA to
form self-healable polymers. Their healing and physical prop-
erties were mainly governed by noncovalent interactions (e.g.,
hydrogen bonds, ionic interactions, and metal coordination)
from the functional units and the exibility from nBA units. The
hydrophobic association of n-butyl groups of nBA units in
copolymer chains has been occasionally utilized to form
a physical hydrogel, depending on the environment (e.g., in
aqueous solution).51 A variety of functional monomers, such as
(2-acetoacetoxy)ethyl methacrylate,52 epoxy- and urea-
containing methacrylates,53 1-vinylimidazole,54 2,2,2-tri-
uoroethyl methacrylate,55 have also been utilized for nBA-
based self-healable polymeric materials. Other attractive
features of nBA-containing copolymers include excellent
biocompatibility, stability, and good adhesion; therefore, nBA
has been utilized in biocompatible gels,56–58 networks,59,60 and
copolymers.61,62

Here, we described a straightforward and efficient approach
for developing self-healing copolymers by incorporating amino
acid units into nBA-based elastomers via free-radical copoly-
merization (Fig. 1). Four acrylamides bearing different amino
acids, N-acryloyl-L-threonine (AThrOH),63,64 N-acryloyl-L-
Fig. 1 (a) Synthesis and (b) postulated healing process of amino acid–
based random copolymers.

© 2024 The Author(s). Published by the Royal Society of Chemistry
glutamic acid (AGluOH),65,66 N-acryloyl-L-phenylalanine
(APheOH)67 and N-acryloyl-L,L-diphenylalanine (APhePheOH)68

were selected attempting to tune intra- and intermolecular
noncovalent interactions (e.g., hydrogen bonds, electrostatic
interactions, and p–p stacking) and their exibilities. AThrOH
has a hydroxyl group and a carboxyl group, AGluOH has two
carboxyl groups, and APheOH has a carboxyl group and a phenyl
group, in addition to an amide group in each monomer unit.
APhePheOH contains two amide groups, two phenyl group, and
one carboxyl groups. The core of our strategy is the selection of
suitable amino acid-bearing acrylamides, which can act as self-
healing sites via noncovalent interactions, combined with nBA,
which can contribute to tuning the exibility. By exploiting this
unique combination of naturally originating hydrophilic
building blocks derived from amino acids and nonionic nBA as
a hydrophobic unit, we demonstrated tunable physical, optical,
and self-healing properties. The unique intrinsic features of the
copolymers, e.g., good transparency, tunable refractive indexes
and soness, can be applied for ophthalmic optics in future
applications. The introduction of chirality originated from
amino acid units is another attractive feature of the copolymers,
which can extend to advanced materials, such as aggregation-
induced circular dichroism and circularly polarized lumines-
cence materials.69–71

Results and discussion
Copolymer synthesis

Amino acid–based random copolymers were initially synthe-
sized by free radical copolymerization of nBA and acrylamides
bearing different amino acids (AThrOH, AGluOH, APheOH, and
APhePheOH) with AIBN under the appropriate conditions
(Table S1 and Scheme S1†). The chemical structure and como-
nomer composition were veried via proton nuclear magnetic
resonance (1H NMR) spectroscopy (Fig. S1–S6†), and the
molecular weight and dispersity were veried by size exclusion
chromatography (SEC) measurement of the methylated sample
(Fig. S7–S10†). For instance, the copolymerization of nBA and
AThrOH was performed with various comonomer feed ratios
[nBA]0/[AThrOH]0 = 50 : 150, 100 : 100, 150 : 50, 175 : 25 at
a constant monomer-to-initiator ratio [nBA + AThrOH]0/[AIBN]0
= 200 : 1 in ethanol at 60 °C for 24 h. Targeted P(nBA-co-
AThrOH)s with various tunable comonomer compositions
(AThrOH content = 10–65 mol%, as determined by 1H NMR,
Fig. S4†) with similar molecular weights (Mn,SEC = 18 400–30
800, Mw/Mn = 2.57–3.17, Fig. S8†) were obtained in good poly-
mer yields of 81–90%, aer the reprecipitation from hexane.
Similarly, P(nBA-co-AGluOH)s with tunable AGluOH contents
(8–49 mol%) with reasonable molecular weights and polymer
yields (Mn,SEC = 15 100–29 400, Mw/Mn = 2.06–2.60, yield = 74–
98%), as illustrated in Fig. S7.† The nBA content in P(nBA-co-
AGluOH)s (51–92%) is higher than the feed ratio ([nBA]0/
[AGluOH]0 = 50 : 150–175 : 25), indicating a preferable insertion
of nBA during the copolymerization. For the synthesis of P(nBA-
co-APheOH) and P(nBA-co-APhePheOH), the copolymerization
was conducted at [AIBN]/[nBA]/[amino acid-bearing monomer]
at 1/150/50 at 60 °C in DMF, affording the copolymers with
RSC Adv., 2024, 14, 7850–7857 | 7851
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targeted molecular weights and comonomer compositions
(Mn,SEC = 27 200–46 400,Mw/Mn = 2.51–2.83, nBA content= 86–
88 mol%, and yield = 68–73%).

All copolymers bearing different amino acids (AThrOH,
AGluOH, APheOH, and APhePheOH) were dissolved in DMF
and DMSO (Tables S2–S4†). Owing to the amphiphilic nature,
these copolymers were soluble in specic solvents (e.g., THF,
chloroform, methanol, and basic water), dependent on the
nature of the amino acid units and composition. For instance,
P(nBA-co-AGluOH) with 82 mol% nBA content was soluble in
THF an methanol, while insoluble in neutral water. These
copolymers exhibited no detectable swelling and degradation
(Fig. S11†), owing to the linear (Fig. 1) chain structures con-
sisted of carbon–carbon backbone without cross-linking/
network formation. Note that the threonine- and glutamic
acid-based homopolymers (PAThrOH63 and PAGluOH65) were
soluble in water, independent of the pH value. In contrast, the
phenylalanine- and diphenylalanine-based homopolymers
(PAPheOH67 and PAPhePheOH68) were only soluble in basic
water (pH > 12) but insoluble in acidic and neutral water, owing
to pH-dependent degree of the ionization.

Fig. 2 shows attenuated total reection Fourier transform
infrared (ATR FT-IR) spectra of the copolymers with different
amino acid units. Characteristic absorption bands due to the
carbonyl (1730 cm−1) and C–H stretching vibrations (2775–
3020 cm−1) are clearly observed for all copolymers. ATR FT-IR
spectra of the copolymers reveal characteristic broad absorp-
tion at 3100–3420 cm−1 (Fig. 2b), corresponding to an amide
hydrogen bonded N–H.72,73 Among four copolymers, P(nBA-co-
AGluOH) and P(nBA-co-AGluOH) exhibit remarkable broad
absorbance in the region below 3400 cm−1, suggesting the
presence of multiple hydrogen bonds. In all copolymers, char-
acteristic absorption of the amide I is detected at approximately
1650 cm−1, which reects the secondary structure.40 In addition
to the clear peak attributed to ester carbonyl band at 1730 cm−1,
a broad shoulder absorbance is detected at approximately
1700 cm−1, depending on the copolymer. Similar tendency was
Fig. 2 (a) ATR FT-IR spectra of amino acid-based copolymers (nBA
content = approximately 80 mol%) and magnification in the region of
(b) N–H band and (c) carbonyl band.

7852 | RSC Adv., 2024, 14, 7850–7857
observed for ATR FT-IR spectra of the homopolymers
(PAThrOH, PAGluOH, PAPheOH, and PAPhePheOH, Fig. S12†).
These results suggest the present of different intramolecular (or
intermolecular) interactions, originated from the nature of
amino acids, which may affect the thermal, mechanical, and
self-healing properties of the copolymers.
Thermal and mechanical properties

The thermal properties of the P(nBA-co-AGluOH)s with different
nBA contents (52–92 mol%) were investigated by thermogravi-
metric analysis (TGA) and differential scanning calorimetry
(DSC). As illustrated in Fig. 3a, all P(nBA-co-AGluOH)s exhibited
high thermal stability (5% mass loss temperature Td5> 250 °C
under nitrogen conditions), and the Td5 value increased with
increasing nBA content, e.g., Td5 = 280 °C for the copolymer
with highest nBA content (92 mol%). The glass transition
temperature (Tg) value of P(nBA-co-AGluOH)s decreased from
55.1 °C to −20.5 °C when the nBA content increased from 51 to
92 mol% (Fig. 3b). The same trends were seen for P(nBA-co-
AThrOH)s, which revealed an increase in the Td5 value from 187
to 213 °C and a decrease in the Tg value from 134.1 to −37.8 °C
with increasing nBA content from 35 to 90 mol% (Fig. S13 and
Table S5†).

The dog bone-shaped species were prepared from P(nBA-co-
AGluOH)s having different comonomer compositions utilizing
a Teon mold at 100–120 °C by hot-press for 1–3 min (Table
S6†), followed by cooling at an ambient condition, for tensile
test. P(nBA-co-AGluOH) with 92 mol% nBA was viscous with
uid properties, making it difficult to maintain the molded
shape (Fig. 3c). In contrast, rubbery samples were obtained
from P(nBA-co-AGluOH) with 82 mol% nBA content, which has
substantial mechanical properties and exibility and was bent
and twisted without breaking (Fig. 3d). A further decrease in the
nBA content (e.g., less than 70 mol%) led to the formation of
glassy and fragile samples broken by shearing a small amount
Fig. 3 (a) TGA traces (b) DSC traces of P(nBA-co-AGluOH)s (nBA
content = 51–92 mol%) and (c–e) appearance of P(nBA-co-AGluOH)
(nBA content = 51–92 mol%).

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 (a) TGA traces (b) DSC traces of amino acid-based copolymers
(nBA content = approximately 80 mol%) and (c and d) stress–strain
curves of the random copolymers (nBA content = approximately
80 mol%) in (c) 0–1100% strain and (d) 0–10% strain.
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of stress (Fig. 3e), implying that a higher AGluOH content led to
higher noncovalent interactions and lower nBA, which caused
the copolymer to behave as a brittle plastic. Hence, as expected,
the comonomer composition signicantly inuenced the
thermal and mechanical properties of P(nBA-co-AGluOH)s. This
implied that the noncovalent interactions of the amino acid
units (e.g., hydrogen bonds and electrostatic interactions
derived from the AGluOH unit in this case) were crucial factors
in manipulating the intermolecular interactions between the
copolymer chains.

The thermal and physical properties of the four copolymers
bearing different amino acids (AThrOH, AGluOH, APheOH, and
APhePheOH) were compared, and the results are summarized in
Table 1. Copolymers with similar molecular weights and como-
nomer compositions (Mn,SEC = 18 300–46400, and nBA content =
80–88 mol%) were selected to clarify the effects of noncovalent
interactions derived from the amino acid unit. When the aromatic
amino acid units were incorporated into the side chains, thermally
stable copolymers were obtained (Td5 = 309 and 288 °C for the
copolymers with APheOH and APhePheOH), which were higher
than those with aliphatic amino acid units (Td5 = 200 and 270 °C
for the copolymers with AThrOH and AGluOH), as illustrated in
Fig. 4a. The Tg values of the copolymers with AThrOH, AGluOH,
and APhePheOH units ranged between 27.3–16.5 °C. In contrast,
a lower Tg value (−5.1 °C) was seen for P(nBA-co-APheOH), as
depicted in Fig. 4b. Slightly lowerTg (16.5 °C) of P(nBA-co-AGluOH),
compared to those of P(nBA-co-AThrOH) and P(nBA-co-APhe-
PheOH) (27.3 and 21.5 °C) may be attributed to the presence of
exible alkyl chain in AGluOHunit. These copolymers possess easy
processability that are moldable at a certain temperature, which
can be tuned by selecting the nature of the amino acid units and
their composition.

The mechanical properties of four amino acid-based copol-
ymers were evaluated by tensile stress–strain tests at room
temperature (approximately 23–26 °C, Fig. 4c, d and Table 1).
Young's moduli of the copolymers with AThrOH, AGluOH, and
APhePheOH units ranged between 97–148 MPa. In contrast,
a lower value (5.1 MPa) was observed for P(nBA-co-APheOH),
demonstrating the highest strain of more than 900% without
fracture. P(nBA-co-AThrOH) exhibited the highest maximum
strength (11.0 MPa), whereas failure owing to brittleness was
Table 1 Characteristics of amino acid–based copolymers (nBA content

Copolymer Mn
a (SEC) n :mb Td5

c (°C) Tg
d (°C)

You
mo

P(nBA-co-AThrOH) 18 400 80 :
20

200 27.3 148

P(nBA-co-AGluOH) 18 300 82 :
18

270 16.5 97

P(nBA-co-APheOH) 46 400 88 :
12

309 −5.1 5.1

P(nBA-co-
APhePheOH)

27 200 86 :
14

288 21.5 109

a This was evaluated by SEC. b 1H NMR (Table S1). c 5 wt% loss temperatur
(<5%). f Estimated by area under stress–strain until fracture point.

© 2024 The Author(s). Published by the Royal Society of Chemistry
detected when the rupture strain reached 8.8%. Among the four
copolymers, P(nBA-co-AGluOH) exhibited a good balance of
moderate Young's modulus (97 MPa) and the highest modulus
of toughness (17.3 MJ m−3) and was therefore utilized for the
self-healing test.
Self-healing properties

Fig. 5a illustrates a preliminary demonstration of the self-
healing capability of P(nBA-co-AGluOH) with 82% nBA
content. A dog bone-shaped specimen prepared by hot press at
100 °C for 1 min can pull without breaking and then return to
the original shape, implying stretchable and good mechanical
properties. The specimens were cut into two pieces and
manually pressed. The fractured surfaces of P(nBA-co-AGluOH)
were rejoined aer being pressed together with the cut samples
for approximately 30 s under ambient conditions (approxi-
mately 25 °C). Similarly, the fractured surfaces of P(nBA-co-
AThrOH) were rejoined by pressing at 40 °C for 30 min
= approximately 80 mol%)

ng's
duluse (MPa)

Maximum
strength (MPa)

Maximum
strain (%)

Modulus of toughnessf

(MJ m−3)

11.0 8.8 0.54

5.2 385 17.30

0.40 997 3.95

5.0 350 14.08

e. d Glass transition temperature. e Calculated from stress at slight strain

RSC Adv., 2024, 14, 7850–7857 | 7853
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Fig. 5 (a) Photos of original, stretched, and recovered P(nBA-co-
AGluOH) sample and preliminary healing test. Stress–strain curves of
(b and c) P(nBA-co-AGluOH) after healing in (b) 0–500% strain and (c)
0–50% strain, and (d) P(nBA-co-AThrOH) after healing and (e) sche-
matics of healing process of P(nBA-co-AGluOH).

Fig. 6 (a) SEC, (b) TGA, and (c) DSC traces, and (d) stress–strain curves
of P(nBA-co-AGluOH)s (Mn = 9500–21 500) and (e and f) appearance
of P(nBA-co-AGluOH)s (Mn = 9500, 15 900).

RSC Advances Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

6 
M

ar
ch

 2
02

4.
 D

ow
nl

oa
de

d 
on

 7
/2

8/
20

25
 1

0:
14

:3
0 

A
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n-

N
on

C
om

m
er

ci
al

 3
.0

 U
np

or
te

d 
L

ic
en

ce
.

View Article Online
(Fig. S14†), suggesting that the copolymer with AThrOH
demonstrated self-healable property. Still, the self-healable
property was less than that with AGluOH. In contrast, P(nBA-
co-APheOH) and P(nBA-co-APhePheOH) having aromatic amino
acids exhibited no healing capability, even if the healing
temperature increased up to 50–60 °C (Fig. S15 and Table S7†),
which may be due to the interference of the hydrogen bonds by
bulky aromatic units in APheOH and APhePheOH. Further
studies were required to determine optimal comonomer
compositions and sequences of these aromatic amino acid-
based copolymers. Nevertheless, these results suggest that
a suitable selection of the amino acid unit and its composition
with nBA units are essential for achieving reasonable self-
healing and mechanical properties of the nBA/amino acid–
based copolymers by tuning suitable noncovalent interactions.

The self-healing efficiencies of P(nBA-co-AGluOH) and P(nBA-
co-AThrOH) were evaluated by comparing maximal strength of
the pristine specimen and healed ones treated at 40 °C for
different compression time (Fig. 5 and Table S8†). Both copol-
ymer samples demonstrated improved self-healing capabilities
with increasing compression time. Notably, P(nBA-co-AGluOH)
recovered 90% of the maximum strength of the pristine sample
aer 30 min compression (Fig. 5b and c). In contrast, P(nBA-co-
AThrOH) recovered approximately 10%, even aer 3 h (Fig. 5d).
These results suggest that intermolecular hydrogen bonds
between two carboxylic acids in the AGluOH unit, in addition to
carboxylic acid/amide and amide/amide hydrogen bonds, are
essential for achieving reasonable self-healing ability (Fig. 5e).
Obviously, self-healing properties are affected by molecular
mobility of the copolymer chain. Therefore, each copolymer
having different Tg values possess suitable healing temperature.
In this study, the self-healing behaviors of the copolymers
7854 | RSC Adv., 2024, 14, 7850–7857
having different animo acid units were compared at 40 °C,
which are higher than those of Tg values of the copolymers
(−5.1–27.3 °C). Further studies on the amino acid–based
copolymers, such as the inuence on the healing temperature
on the healing properties and temperature-dependent rheo-
logical behavior, will be reported separately.

Effect of molecular weight

P(nBA-co-AGluOH)s with different molecular weights and
approximately the same comonomer composition (nBA/AGluOH
molar ratio = approximately 8/2) were synthesized to evaluate
the effect of the molecular weight on the mechanical and self-
healing properties (Table S9†). RAFT copolymerization of nBA
and AGluOH utilizing a trithiocarbonate-type chain transfer agent
(CTA) at different monomer-to-CTA ratios ([nBA + AGluOH]/[CTA]
= 100–400) at a constant CTA-to-initiator and a comonomer feed
ratio ([CTA]0/[AIBN]0 = 2/1 and [nBA]/[AGluOH] = 3/1) produced
P(nBA-co-AGluOH)s with adjustable molecular weights (Mn =

9500–15 900). When RAFT copolymerization was conducted at
[nBA]/[AGluOH]/[CTA]/[AIBN] = 150/50/2/1–300/100/2/1, P(nBA-co-
AGluOH)s having relatively low disparities (Mw/Mn = 1.25–1.36)
were obtained, while further increase in the monomer-to-CTA
ratio led to the broadening disparity (Mw/Mn = 1.79), as depic-
ted in Fig. 6a. As comparisons, P(nBA-co-AGluOH)s having higher
molecular weights (Mn = 18 300–21 500,Mw/Mn = 2.58–2.73) with
(nBA/AGluOH = approximately 8/2 molar ratio) were prepared by
free radical copolymerization at different [nBA]/[AGluOH]/[AIBN]
ratios (150/50/1 and 300/100/1). P(nBA-co-AGluOH) samples of
different molecular weights were utilized to evaluate their thermal
and mechanical properties (Table S9† and Fig. 6).
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 7 (a) UV-vis transmittance spectra of P(nBA-co-AGluOH)s having
different AGluOH contents (49–8 mol%) and (b) photographs of
P(nBA-co-AGluOH)s films utilized for transmittance measurements,
(c) wavelength-dependent refractive indices determined by ellips-
ometry, and (d) CD spectra of P(nBA-co-AGluOH) in HFIP (0.03 g L−1)
and at the film state on a quartz plate.
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TGA results revealed that P(nBA-co-AGluOH)s displayed
similar thermal stabilities (Td5 = 268–273 °C), regardless of the
molecular weights. A substantial difference was observed in the
Tg values. For instance, the Tg values of P(nBA-co-AGluOH)s
synthesized by RAFT copolymerization decrease slightly from
0.8 to −6.0 °C with increasing the molecular weights. This
tendency may be due to the higher content of the end-groups
and the absence of low-molecular-weight products, which are
probably removed during the purication process, resulting in
lower polymer yield (e.g., 60% at [nBA]/[AGluOH]/[CTA]/[AIBN]
= 150/50/2/1). P(nBA-co-AGluOH)s prepared by free radical
copolymerization exhibited similar molecular weight-
dependent tendency, demonstrating the higher Tg value
(16.5 °C for Mn = 18 300) and lower one (−17.5 °C for Mn = 21
500). RAFT-synthesized P(nBA-co-AGluOH) with relatively high
molecular weights (Mn = 14 700 and 15 900) was obtained as
a rubbery sample with good stability and lm-forming ability.
Low-molecular-weight P(nBA-co-AGluOH) (Mn = 9500) afforded
a sample, but its mechanical properties were relatively poor
(Fig. 6e). The RAFT-synthesized P(nBA-co-AGluOH)s (nBA
content = approximately 80 mol%) with different molecular
weights demonstrated moderate Young's moduli in the range of
5.0–92 MPa. The strain of the RAFT-synthesized P(nBA-co-
AGluOH)s increased with increasing molecular weight. The
same tendency, where higher molecular weight led to higher
strain, was also observed for P(nBA-co-AGluOH) prepared by free
radical copolymerization. A substantial increase in the modulus
of toughness was observed for P(nBA-co-AGluOH)s designed by
RAFT and free-radical copolymerization. Interestingly, P(nBA-
co-AGluOH) having the highest molecular weight (Mn = 21 500,
Mw/Mn = 2.73), exhibited relatively high tensile strength (4.8
MPa) and modulus of toughness (22.28 MJ m−3), yet possessed
a strain at break of 634%. In contrast, P(nBA-co-AGluOH) having
lowest molecular-weight (Mn= 7800), which was prepared using
a dithiocarbamate-type CTA, afforded viscous product with uid
property, even if almost the same nBA content (82%, Table S10
and Fig. S16†). These results imply that the molecular weight
has a remarkable effect on the mechanical properties, particu-
larly the exibility and toughness.
Optical properties

In addition to the mechanical and self-healing properties, inte-
gration with additional functions is desirable for future applica-
tions of self-healable materials (e.g., so robotics, sensors,
electronic devices).74,75 Here, we focused on achieving good optical
properties, including transparency and improved refractive index,
because the simultaneous achievement of a high refractive index
with good mechanical and self-healing properties remains a chal-
lenge. Based on the Lorentz–Lorenz equation, molar refraction
and molecular volume are crucial parameters to determine
refractive index.76Hydrogen bonds have been recently employed to
increase the refractive index via decreasing the free volume.77Here,
P(nBA-co-AGluOH)s having different AGluOH contents (49–
8 mol%) were employed to achieve good transparency and high
refractive indexes via tuning intermolecular hydrogen bonds. As
illustrated in Fig. 7, P(nBA-co-AGluOH)s demonstrated good lm-
© 2024 The Author(s). Published by the Royal Society of Chemistry
forming properties and good transparency in the visible region
(>90% at 400 nm), regardless of the comonomer composition. The
ellipsometry measurements of P(nBA-co-AGluOH)s indicated
typical wavelength-dependent refractive indices (Fig. 7c), which
increased from 1.4883 to 1.5089 with decreasing Abbe numbers
from 63.5–56.7 by increasing AGluOH content (Table S11†). These
values are comparable to those of poly(methyl methacrylate)
(refractive index = 1.49 and Abbe number = 58),78 and silicon and
acrylic intraocular lenses (refractive index = 1.41–1.55 and Abbe
number= 37–58).79 These results implied that the AGluOH having
hydrogen bonding ability can efficiently enhance the refractive
index, while maintaining good transparency.

Chiroptical properties of P(nBA-co-AGluOH) in solid and solu-
tion states were evaluated by circular dichroism (CD) measure-
ment. As shown in Fig. 7d, a positive CD peak at approximately
215 nm appeared in the lm state, whereas no remarkable peak
was detected in the hexauoroisopropanol (HFIP) solution,
showing aggregation-induced CD effect. The P(nBA-co-AGluOH)s
exhibited good transparency, tunable refractive index,
aggregation-induced CD effect, in addition to tunable exibility
and self-healing properties. This approach provides a practical
and efficient method for the preparation of self-healable polymers
with tunable properties by simple radical copolymerization of
amino acid-carrying monomers, which can open new avenues for
advanced optical materials, such as ophthalmic optics.

Conclusion

In summary, we developed a series of amino acid-bearing
acrylamide/nBA copolymers with good mechanical and self-
healing properties under ambient conditions by selecting suit-
able amino acid units, comonomer compositions, and molec-
ular weights. Combining noncovalent interactions (e.g.,
hydrogen bonds, electrostatic interactions, and p–p stacking)
from the amino acid motifs and exibility from nBA can be
RSC Adv., 2024, 14, 7850–7857 | 7855
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achieved by copolymerizing charged monomers with a neutral
monomer under suitable conditions. The nature of the amino
acids (AThrOH, AGluOH, APheOH, and APhePheOH) and
amino acid-bearing acrylamide/nBA content substantially
affected the thermal, mechanical, and self-healing properties.
The molecular weight of the copolymers is also a crucial factor
for manipulating the mechanical strength. The AGluOH
content in P(nBA-co-AGluOH) efficiently enhanced the refractive
indices while maintaining good transparency by tuning the
noncovalent interactions. This strategy is regarded as physical
and reversible crosslinking via noncovalent interactions derived
from naturally originating amino acid motifs, which can
contribute to the tuning of thermal, mechanical, and self-
healing properties, as well as optical properties involving
transparency and refractive index.
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