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ABSTRACT: We describe the one-pot syntheses of an azobenzene-
and pyridine-functionalized benzoxazine monomer (PAPBZ) and a
main chain-type polybenzoxazine (BAPBZ) through Mannich con-
densations of a diamino- and azobenzene-containing pyridine derivative
(azo-pyridine-2NH2), paraformaldehyde, and either phenol or bi-
sphenol in a mixture of toluene and EtOH. Fourier transform infrared
(FTIR) and nuclear magnetic resonance (NMR) spectroscopy
confirmed the chemical structures of the benzoxazine monomer and
polymer. The thermal curing behavior and stability of these
benzoxazines were monitored using differential scanning calorimetry,
FTIR spectroscopy, and thermogravimetric analysis; the PAPBZ
monomer underwent complete ring-opening polymerization to form
its polybenzoxazine, while the BAPBZ polymer also underwent thermal
curing to give a high-density cross-linked polybenzoxazine. Because of
the photoresponsive azobenzene units in the benzoxazine monomer and in the main chain of the polybenzoxazine, these
materials exhibited photoresponsivity through reversible photoinduced trans-to-cis isomerization under UV irradiation. The
degrees of isomerization of PAPBZ and BAPBZ were 19.3 and 13.9%, respectively. In addition, we used these materials to
fabricate surface relief gratings exhibiting interference patterns with tunable long-range order. Accordingly, such azobenzene-
and pyridine-functionalized benzoxazines appear to have applicability within optical devices and optical storage media.

KEYWORDS: azobenzene, pyridine, benzoxazine, trans-to-cis, surface relief gratings

■ INTRODUCTION

Because of their ability to undergo trans-to-cis photo-
isomerization, azobenzene chromophores have been used
widely as building blocks in various stimuli (photo)-responsive
supramolecular compounds.1−4 Hartley et al. discovered the
photoisomerization of the azo chromophore, which experi-
ences photoinduced trans-to-cis isomerization under irradi-
ation with a UV lamp and cis-to-trans isomerization upon
being left in the dark or heating.1 The photoresponsive nature
of azobenzene chromophores can result in remarkable changes
in visual color, dipole moment, and molecular orientation.5

Significant examples of the use of azobenzene compounds in
photochemical switching applications include light-triggered
nanocarriers, photoactuators, host/guest systems, species
displaying photocontrolled supramolecular chirality, micro-
patterning, photoregulated liquid crystal polymers, and
optically switchable electronic devices.6−18 Furthermore, azo-
containing supramolecular polymeric materials have also been
synthesized and considered as suitable candidates for polar-

ization holography and data storage.19−27 Unfortunately,
because of typically low glass transition temperatures, azo-
containing compounds and polymers have tended to exhibit
poor thermal stability, which has restricted their applicability in
photoresponsive systems.28 Therefore, the challenge remains
to design azo-containing polymers displaying high degrees of
thermal stability. Recently, we reported the preparation of a
thymine- and azo-functionalized conjugated polymer (PTCAz-
T) through a combination of a click reaction and Suzuki
coupling polymerization. The resultant polymer exhibited a
high degree of thermal stability due to a large number of strong
T···T hydrogen bonds that restricted its molecular motion and
constricted its free volume.29 In addition, we also reported a
supramolecular complex PVB-DAP/azo-T featuring hydrogen
bonding between the polymer PVB-DAP and the thymine-
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functionalized azobenzene derivative azo-T.30 Surface relief
gratings (SRGs) prepared from the conjugated polymer
PTCAz-T and the PVB-DAP/azo-T complex displayed
interference patterns with long-range order, suggesting that
they might have possible applications in optical storage media.
Recently, Yu et al. reported the synthesis of mesomorphic
organogel through the self-assembly of oleic acid and
azopyridine-containing polymer. Holographic gratings of the
resultant organogel were examined and exhibited multiple
switching behaviors, which were created by manipulation of
the three external stimuli.31

Burke et al. reported the first synthesis of a benzoxazine,
through the reaction of a p-substituted phenol with form-
aldehyde and an N,N-dimethylolamine.32 Since then, many
kinds of benzoxazines have been synthesized, mainly through
one-pot Mannich condensations of a wide variety of primary
aromatic/aliphatic amines, formaldehyde/paraformaldehyde,
and phenol derivatives.33−35 In addition, various methods
have been reported for the incorporation of benzoxazine
groups into the skeletons of polymers, including main-chain,
side-chain, chain-end, dendrimer, and hyperbranched

types.36−45 Self-cross-linked polymerization of benzoxazine
monomers can occur readily through thermal ring opening,
without any catalyst, in a process that results in thermosetting
polymers having three-dimensional structures, namely, poly-
benzoxazines.46,47 Polybenzoxazines have attracted wide-
ranging industrial and academic interest because of their low
surface energies, low water absorption, excellent electrical
properties, high thermal and mechanical stabilities, and low
dielectric constants.48−55 In addition, the highly flexible
molecular designs of benzoxazine monomers and their
attractive physical and mechanical properties have led to
benzoxazine-containing materials receiving much attention for
their use in various applications.52−54,56 Pyridine is a six-
membered aromatic heterocycle featuring a lone pair of
electrons localized on the nitrogen atom. The incorporation of
pyridyl groups into polymers often improves their thermal
stability because of the aromaticity and molecular symmetry of
these moieties.57−60 The construction of pyridine-containing
polymers typically occurs using pyridine-containing diamines,
which can generally be prepared using the Chichibabin
reaction or its modification.61−63 For example, pyridine-

Scheme 1. Synthesis of the Monomer PAPBZ and the Polymer BAPBZ from Azo-pyridine-2NH2
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containing polyamides and polyimides prepared using
pyridine-containing diamines have exhibited good solubility
in polar aprotic solvents, high thermal stability, good flexibility,
good mechanical properties, and high dielectric con-
stants.57−59,64 Recently, pyridine-containing polybenzoxazines
have also been reported. Lin et al. prepared a polybenzoxazine
featuring pyridine units in its main chain through the Mannich
reaction of bisphenol, 4-phenyl-2,6-bis(4-aminophenyl)-
pyridine (PNPP), and paraformaldehyde;36 this polymer
exhibited its fluorescence emission at 570 nm upon
protonation with HCl, as well as good thermal stability (5%
decomposition temperature of up to 414 °C) and a low surface
energy (up to 19.6 mJ m−2). They also reported the synthesis
of another pyridine-containing polybenzoxazine through the
Mannich reaction of phenol, PNPP, and paraformaldehyde.
This polybenzoxazine also exhibited good thermal stability (5%
decomposition temperature: 396 °C; chair yield: 38%).65

From these findings, especially the high thermal stability of
polybenzoxazines and pyridine-containing polymers, we were
encouraged to examine the combination of a pyridine moiety
and a photoresponsive azobenzene moiety within a benzox-
azine monomer and a main-chain polybenzoxazine. In this
present study, we prepared a new class of azobenzene- and
pyridine-functionalized benzoxazines and polybenzoxazines
through one-pot Mannich condensations of azo-pyridine-
2NH2, paraformaldehyde, and either phenol or bisphenol
(Scheme 1). To the best of our knowledge, this paper is the
first to describe the incorporation of azobenzene units into
thermally stable pyridine-functionalized benzoxazine deriva-
tives and into the main chains of polybenzoxazines, providing
new derivatives with tunable thermal properties. We used
FTIR and NMR spectroscopy to confirm the chemical
structures of the azobenzene- and pyridine-functionalized
benzoxazine monomers and their resulting polybenzoxazines.
We also used differential scanning calorimetry (DSC) and

thermogravimetric analysis (TGA) to investigate the thermal
curing behavior and thermal stability of these benzoxazine
monomers and their polymers. In addition, we examined the
trans-to-cis photoisomerizations of these new materials under
UV irradiation and applied them accordingly in the preparation
of SRGs.

■ EXPERIMENTAL SECTION
Materials. 4-Phenylazophenol (98%), 1,6-dibromohexane (97%),

potassium carbonate (K2CO3), hydrazine hydrate (98%), and
bisphenol A (97%) were used as received from Alfa Aesar. Phenol
(99%) and paraformaldehyde (96%) were purchased from Sigma−
Aldrich. Palladium on carbon (Pd/C, 10 wt %), 1,4-dioxane, N,N-
dimethylformamide (DMF), acetone, and EtOH were obtained from
Acros and used as received. The synthesis of 2,6-bis(4-nitrophenyl)-4-
(4-((6-(4-(phenyldiazenyl) phenoxy)hexyl)oxy) phenyl)pyridine
(azo-pyridine-2NO2) is described in the Supporting Information.

4,4′-(4-(4-((6-(4-(Phenyldiazenyl)phenoxy)hexyl)oxy)-
phenyl)pyridine-2,6-diyl)dianiline (Azo-pyridine-2NH2). A sol-
ution of azo-pyridine-2NO2 (1.00 g, 0.144 mmol) and Pd/C (10 wt
%, 60 mg) in EtOH (80 mL) was placed in a 100 mL flask and stirred
under a N2 atmosphere at 90 °C. Hydrazine hydrate (3 mL) was
added portionwise to the mixture, which was then stirred at 90 °C for
48 h. The mixture was filtered while hot and washed with EtOH. After
cooling, the precipitate was filtered off and washed with EtOH. The
precipitate was dried overnight at 50 °C under vacuum to give a
yellow powder. Yield: 82%; FTIR (KBr, cm−1): 3452 (amino group),
3363 (amino group), 3039 (aromatic CH), 2935 (aliphatic CH),
2858 (aliphatic CH), 1620 (phenyl ring), 1599 (NH stretching),
1512 (phenyl ring), 1438 (NN stretching). 1H NMR (DMSO-d6,
600 MHz, ppm): δ = 7.98 (d, J = 7.8 Hz, 4H), 7.88 (d, J = 10.8 Hz,
4H), 7.82 (d, J = 9.6 Hz, 2H), 7.75 (s, 2H), 7.56 (t, J = 10.8 Hz, 2H),
7.32 (t, J = 9 Hz, 1H), 7.12 (d, J = 10.8 Hz, 2H), 7.05 (d, J = 10.2 Hz,
2H), 6.66 (d, J = 7.8 Hz, 4H), 5.40 (s, 2H, NH2), 4.09 (t, J = 7.2 Hz,
4H, OCH2), 1.78 (t, J = 5.4 Hz, 4H), 1.51 (t, J = 5.4 Hz, 4H). 13C
NMR (DMSO-d6, 125 MHz, ppm): δ = 161.52 (aromatic CO),
159.34 (aromatic CO), 156.47 (pyridine CN), 152.01 (aromatic
NNC), 149.79 (aromatic CNH2), 148.07 (aromatic CNN),

Scheme 2. Holographic Setup (a) in the Recording Procedure, (b) in the Reading Procedure, and (c) in Our Study and (d)
Appearance of Diffraction Beams with Various Diffraction Orders
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146.03 (aromatic CNN), 130.79 (aromatic C), 130.49 (aromatic
C), 129.38 (aromatic CH), 129.10−112.08 (aromatic CH), 67.96
(OCH2), 28.62 (CH2), 25.29 (CH2).
3,3′-((4-(4-((6-(4-(Phenyldiazenyl)phenoxy)hexyl)oxy)-

phenyl)pyridine-2,6-diyl)bis(4,1-phenyl-ene))bis(3,4-dihydro-
2H-benzo[e][1,3]oxazine) (Phenol-azo-pyridine BZ, PAPBZ). A
solution of azo-pyridine-2NH2 (0.750 g, 1.18 mmol) and phenol
(0.334 g, 3.55 mmol) in toluene/EtOH (2:1, 10 mL) was added
portionwise to a solution of paraformaldehyde (0.213 g, 7.10 mmol)
in toluene/EtOH (2:1, 30 mL) in a 50 mL flask. The mixture was
stirred overnight under N2 at 90 °C. After cooling and rotary
evaporation, the residue was dried at 50 °C under vacuum for 24 h to
give an orange gel, which was purified through column chromatog-
raphy [eluent: tetrahydrofuran (THF)/hexane, 1:1]. Yield 70%; FTIR
(KBr, cm−1): 3037 (aromatic CH), 2925 (aliphatic CH), 2854
(aliphatic CH), 1606 (phenyl ring), 1510 (phenyl ring), 1429 (NN
stretching), 1233 (benzoxazine), 928 (benzoxazine). 1H NMR
(DMSO-d6, 600 MHz, ppm): δ = 8.14−6.74 (m, aromatic CH),
5.52 (s, 4H, OCH2N), 4.73 (s, 4H, CH2N), 4.04 (t, J = 7.8 Hz, 4H,
OCH2), 1.74 (t, J = 3.6 Hz, 4H), 1.50 (t, J = 3.6 Hz, 4H). 13C NMR
(DMSO-d6, 125 MHz, ppm): δ = 161.50−139.18 (aromatic C),
129.35−114.99 (aromatic CH), 78.17 (OCH2N), 67.93 (OCH2),
67.51 (CH2N), 67.01 (OCH2), 28.54 (CH2), 25.12 (CH2).
Poly(4-(2-(3-(4-(6-phenyl-4-(4-((6-(4-(phenyldiazenyl)-

phenoxy)hexyl)oxy)phenyl)pyrid-2-yl)phenyl)-3,4-dihydro-
2H-benzo[e][1,3]oxazin-6-yl)propan-2-yl)3,4-dihydro-2H-
benzo[e][1,3]oxazine (Bisphenol-azo-pyridine BZ, BAPBZ). A
solution of azo-pyridine-2NH2 (0.750 g, 1.18 mmol) and bisphenol A
(0.270 g, 1.18 mmol) in toluene/EtOH (1:1, 10 mL) was added
portionwise to a solution of paraformaldehyde (0.143 g, 4.80 mmol)
in toluene/EtOH (1:1, 30 mL). The mixture was stirred overnight
under N2 at 90 °C. After cooling and rotary evaporation, the residue
was dried at 50 °C under vacuum for 24 h to give a yellow solid,

which was purified through column chromatography (eluent: THF/
hexane, 1:1). Yield 75%; FTIR (KBr, cm−1): 3041 (aromatic CH),
2931 (aliphatic CH), 2858 (aliphatic CH), 1606 (phenyl ring), 1510
(phenyl ring), 1431 (NN stretching), 1233 (benzoxazine), 928
(benzoxazine). 1H NMR (CDCl3, 600 MHz, ppm): δ = 8.03−6.74
(m, aromatic CH), 5.36 (br d, OCH2N), 4.75 (br d, CH2N), 4.07 (t, J
= 7.2 Hz, 4H, OCH2), 1.60 (m, CH3), 1.25 (m, 4H), 1.11 (s, 4H).
13C NMR (CDCl3, 125 MHz, ppm): δ = 161.58−142.69 (aromatic
C), 130.29−114.66 (aromatic CH), 78.66 (OCH2N), 68.12 (CH2N),
67.91 (OCH2), 41.67 (OCH2), 31.03 (CH3), 29.09 (CH2), 25.82
(CH2).

Photocontrollable Thin Films. A glass test piece having a length
and width of 2.5 cm × 2.5 cm and a thickness of 1 mm was cleaned
ultrasonically through sequential immersion in THF, acetone, and a
neutral detergent. After drying this substrate, a small amount of the
sample solution was coated onto its surface through drop-coating; the
substrate was placed on a hot plate and heated at 40 °C until the
solvent had completely evaporated, providing a homogeneous thin
film.

SRGs. Thin films of PAPBZ and BAPBZ were prepared as
described above. Polarized green light (wavelength: 532 nm;
intensity: 20 mW cm−2) was generated from a diode-pumped solid-
state laser. The scattered laser light was collimated and then passed
through a polarized beam splitter. An incident angle of 8° for the
reference beam was maintained in air, as outlined in Scheme 2. A
transverse-electric polarized (TEP) He−Ne laser beam (wavelength:
623 nm) was applied to probe the grating.

■ RESULTS AND DISCUSSION
Preparation of the PAPBZ Monomer and the BAPBZ

Polymer. For this study, our objective was to incorporate azo-
dye units into pyridine-based benzoxazine moieties and into

Figure 1. 1H NMR spectra of (a) azo-hexyl-Br, (b) pyridine-OH-2NO2, and (c) azo-pyridine-2NO2.
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the main chains of pyridine-based polybenzoxazines and then
to examine their photocontrollable behavior through photo-
induced trans-to-cis isomerization. The preparation of the
PAPBZ monomer and the BAPBZ polymer occurred in two
stages: the synthesis of the starting diamino precursor azo-
pyridine-2NH2 and then its use in the preparation of the
desired azo monomers and polymers. We prepared the azo-
pyridine-2NH2 precursor in three steps (Scheme 1). First, a
Chichibabin reaction of 4-nitroacetophenone, 4-hydroxyben-
zaldehyde, and ammonium acetate in acetic acid under
microwave conditions afforded pyridine-OH-2NO2 in good
yield. Second, azo-pyridine-2NO2 was produced through O-
alkylation of pyridine-OH-2NO2 with azo-hexyl-Br in dry
EtOH in the presence of t-BuOH at 80 °C for 24 h. Azo-hexyl-
Br itself was synthesized through O-alkylation of 4-phenyl-
azophenol with 1,6-dibromohexane in acetone in the presence
of K2CO3 at 80 °C overnight. Finally, the catalytic reduction of
azo-pyridine-2NO2 mediated by hydrazine hydrate in dry
EtOH in the presence of 10% Pd/C at 90 °C for 48 h afforded
azo-pyridine-2NH2 in excellent yield. Subsequently, the
monomer PAPBZ was synthesized through the one-pot
Mannich reaction of azo-pyridine-2NH2, paraformaldehyde,
and phenol in toluene and EtOH (2:1) at 90 °C overnight; the
polymer BAPBZ was also prepared through the one-pot
Mannich reaction of azo-pyridine-2NH2, paraformaldehyde,
and bisphenol A in toluene and EtOH (1:1) at 90 °C
overnight.
The chemical structures of azo-hexyl-Br, pyridine-OH-

2NO2, and azo-pyridine-2NO2 were confirmed through FTIR

and NMR spectroscopic analyses. The FTIR spectrum of azo-
hexyl-Br (Figure S1) exhibited strong aliphatic signals in the
range of 2939−2862 cm−1, a sharp signal at 1462 cm−1

corresponding to the azo (NN) group, and a signal at
1257 cm−1 corresponding to the stretching vibration of the C−
N unit. The spectrum of pyridine-OH-2NO2 (Figure S2)
featured four signals: at 3469 cm−1 for the OH unit, at 3076
cm−1 for the stretching of the aromatic C−H unit, at 1516
cm−1 for the nitro (NO2) groups, and at 1346 cm

−1 for the C−
N groups. The FTIR spectrum of azo-pyridine-2NO2 (Figure
S3) exhibited a signal for stretching of the aromatic unit at
3070 cm−1, signals for stretching of the aliphatic units in the
range of 2937−2858 cm−1, and signals at 1519, 1440, and 1338
cm−1 representing the nitro (NO2), azo (NN), and C−N
groups, respectively. Figure 1 presents the 1H NMR spectra of
azo-hexyl-Br, pyridine-OH-2NO2, and azo-pyridine-2NO2. The
1H NMR spectrum of azo-hexyl-Br (Figure 1a) exhibited
signals at 4.05, 3.44, 1.91, and 1.54 ppm representing the
OCH2, CH2Br, 2CH2, and 2CH2 units, as well as signals in the
range of 7.91−7.01 ppm for the aromatic protons. The 1H
NMR spectrum of pyridine-OH-2NO2 (Figure 1b) was
characterized by signals for the OH group and its aromatic
protons at 10.07 and 8.59−6.95 ppm, respectively. The
spectrum of azo-pyridine-2NO2 (Figure 1c) featured signals
for its aromatic protons from 8.62 to 6.84 ppm, as well as
signals for its aliphatic protons from 4.11 to 1.54 ppm. 13C
NMR spectroscopy confirmed the chemical structures of azo-
hexyl-Br, pyridine-OH-2NO2, and azo-pyridine-2NO2.

Figure 2. 13C NMR spectra of (a) azo-hexyl-Br, (b) pyridine-OH-2NO2, and (c) azo-pyridine-2NO2.
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Figure 2a presents the 13C NMR spectrum of azo-hexyl-Br,
revealing signals at 68.11 and 33.73 ppm for its OCH2 and
CH2Br units, respectively; signals for its other aliphatic carbon
nuclei in the range of 32.64−25.26 ppm; and signals for its
aromatic carbon nuclei in the range of 161.78−114.73 ppm.
The 13C NMR spectrum of pyridine-OH-2NO2 (Figure 2b)
exhibited signals at 159.38, 154.73, 150.30, and 148.13 ppm for
its COH, pyridine CN, pyridine C, and C−NO2 carbon
nuclei, respectively, in addition to signals for its other aromatic
carbon nuclei in the range of 150.30−116.22 ppm. The 13C
NMR spectrum of azo-pyridine-2NO2 (Figure 2c) possessed
four characteristic signals at 151.99, 147.93, 146.02, and 144.55
ppm for its NN−C, pyridine CN, C−NN, and C−NO2
carbon nuclei, respectively; signals for its aromatic and
aliphatic carbon nuclei appeared in the ranges of 130.78−
114.27 and 67.93−25.24 ppm, respectively.
We used FTIR spectroscopy and 1H and 13C NMR

spectroscopy to confirm the chemical structures of the diamino
precursor azo-pyridine-2NH2, the monomer PAPBZ, and the
polymer BAPBZ; we also used gel permeation chromatography
(GPC) to characterize this polymer. Figure 3 presents the
FTIR spectra of azo-pyridine-2NH2, the PAPBZ monomer,
and the BAPBZ polymer. The spectrum of azo-pyridine-2NH2
(Figure S4a) featured signals at 3452 and 3363 cm−1 for
symmetric and asymmetric NH2 stretching; at 2935 and 2858
cm−1 for aliphatic stretching; and at 1599 and 1438 cm−1 for
the stretching vibrations of the N−H and azo NN units. The
spectra of the PAPBZ monomer and the BAPBZ polymer

(Figure S4b,c) featured signals at 2925−2854 and 2931−2858
cm−1 for the stretching of aliphatic groups, in addition to
signals at 1429 and 1431 cm−1 representing their respective azo
(NN) groups. Benzoxazine formation for both the monomer
and polymer was confirmed by the presence of signals for
asymmetric oxazine and trisubstituted benzene units at 928
and 1510 cm−1 for PAPBZ and at 924 and 1510 cm−1 for
BAPBZ. Moreover, benzoxazine formation was also evidenced
by the appearance of signals for asymmetric Ar−O−C
stretching at 1233 cm−1 for PAPBZ and at 1233 cm−1 for
BAPBZ.
Figure 3a presents the 1H NMR spectrum of azo-pyridine-

2NH2, featuring a strong signal at 5.40 ppm for the two amino
(NH2) protons, as well as signals for the aromatic and aliphatic
protons at 7.98−6.66 and 4.09−1.51 ppm, respectively.
Benzoxazine formation in PAPBZ and BAPBZ was confirmed
using 1H NMR spectroscopy, as outlined in Figure 3b,c. The
characteristic signals at 5.52 (OCH2N) and 4.73 (ArCH2N)
ppm for PAPBZ and at 5.52 (OCH2N) and 4.73 (ArCH2N)
ppm for BAPBZ revealed the presence of benzoxazine rings.
No signal characteristic of a NCH2Ar unit was evident near
4.00 ppm, as would have been produced through ring opening
of the benzoxazine units. The close integration ratio (1:1) of
the signals at 5.52 and 4.73 ppm for PAPBZ and of the signals
at 5.52 and 4.73 ppm for BAPBZ confirmed the high purity of
our synthesized samples.
Figure 4a presents the 13C NMR spectrum of azo-pyridine-

2NH2, featuring signals at 156.47 and 149.79 ppm for the

Figure 3. 1H NMR spectra of (a) azo-pyridine-2NH2, (b) the monomer PAPBZ, and (c) the polymer BAPBZ.
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pyridine CN and aromatic C−NH2 carbon nuclei,
respectively, as well as signals for the aliphatic carbon nuclei
at 67.96, 28.62, and 25.29 ppm. As observed in Figure 4b,c, the
signals for the carbon nuclei of the OCH2N and ArCH2N
moieties of the benzoxazine units appeared at 78.17 and 67.93
ppm for PAPBZ and at 78.66 and 68.12 ppm for BAPBZ; the
signals of the other aliphatic and aromatic carbon nuclei
appeared at their expected chemical shifts. All of these
spectroscopic data confirmed the preparation of the target
benzoxazine monomer and polymer containing azo and
pyridine moieties. Furthermore, we applied GPC analysis to
estimate the molecular weight of the polymer BAPBZ; its
number-average molecular weight (Mn) was 1590 g mol−1, and
its polydispersity index (PDI) was 1.23.
Ring-Opening Polymerization (ROP) of the PAPBZ

Monomer and the BAPBZ Polymer. To investigate the
thermal ROP and curing behavior of these pyridine-based
benzoxazine derivatives containing azo units, we used DSC and
FTIR spectroscopy to monitor the thermal changes of the
monomer PAPBZ and the polymer BAPBZ. Figure 5a presents
the DSC thermograms of the PAPBZ monomer at various
curing stages. The DSC thermogram of the noncured PAPBZ
monomer featured two exothermic peaksone at 236 °C with
a polymerization heat of 165.9 J g−1 and another at 310 °C
with a polymerization heat of 96.8 J g−1. We attribute the
appearance of two exothermic peaks to the self-catalytic
behavior of the pyridine moiety, which contributed to decrease
the polymerization temperature from 310 to 236 °C.

Shibayama et al. prepared a pyridyl-containing benzoxazine
derivative (B-3py) through a Mannich reaction of 3-amino-
pyridine, paraformaldehyde, and bisphenol A; they found that
the exothermal peak accompanying the ROP of B-3py shifted
to lower temperature because the pyridyl unit acted as a basic
catalyst for the ROP.66 In addition, they reported that the
zwitterionic intermediate that formed upon ring opening of B-
3py was stabilized by the lone pair of electrons of the pyridyl
unit, thereby accelerating the ROP at lower temperature. Lin et
al. confirmed this catalytic behavior of the pyridyl unit;36,65

they prepared a pyridyl-containing benzoxazine and compared
its polymerization heat with that of a structurally similar
benzoxazine derivative, with the pyridyl ring replaced by a
benzene ring (phenyl-containing benzoxazine). They observed
that the polymerization heat of the pyridyl-containing
benzoxazine was lower than that of the phenyl-containing
benzoxazine, indicating the catalytic behavior of the pyridyl
unit. Our present results are consistent with these previous
reports and confirm the basic catalytic behavior of the pyridyl
group. We found that the enthalpies of the exotherms of
PAPBZ gradually decreased upon increasing the curing and
ring-opening temperatures, while the maximum exothermic
temperatures increased. Upon increasing the curing temper-
ature from 180 to 210 to 240 °C, the enthalpy decreased from
95.6 to 52.2 to 5.0 J g−1, and the maximum exothermic
temperature increased from 307 to 312 to 330 °C. The
exothermic peak of PAPBZ disappeared completely after
applying a curing temperature of 270 °C or higher, implying

Figure 4. 13C NMR spectra of (a) azo-pyridine-2NH2, (b) the monomer PAPBZ, and (c) the polymer BAPBZ.

ACS Applied Polymer Materials Article

DOI: 10.1021/acsapm.9b01079
ACS Appl. Polym. Mater. 2020, 2, 791−804

797

http://dx.doi.org/10.1021/acsapm.9b01079


that suitable temperatures for ring opening of the benzoxazine
unit and thermal polymerization of PAPBZ were above 240
°C. Figure 5b presents FTIR spectra of PAPBZ recorded
before and after various stages of curing; we monitored the
characteristic absorption signals for asymmetric C−O−C
stretching at 1233 cm−1 and for the oxazine ring at 928
cm−1. Progressive decreases in the adsorption intensities of
these peaks occurred upon increasing the curing temperature
from 180 to 240 °C. After curing at 240 °C, the signals at 1233
and 928 cm−1, characterizing the benzoxazine ring, had
disappeared, confirming that the temperature for thermal
ROP of PAPBZ was 240 °C or above. These findings were
consistent with those obtained through the DSC analyses.
Similarly, we also used DSC and FTIR to investigate the

thermal ring opening and cross-linking of the BAPBZ polymer.
Figure 6a presents DSC traces of the BAPBZ polymer after its
curing at various stages. The thermogram of the noncured
BAPBZ featured a single exothermic peak at 279 °C with a
polymerization heat of 227.9 J g−1. The exothermic enthalpies
of BAPBZ decreased progressively upon increasing the curing
temperature. Thermal curing of BAPBZ to produce its cross-
linked products at 180, 210, 240, and 270 °C resulted in
increases in the resulting maximum exothermic temperatures
to 281, 309, 345, and 358 °C, respectively, along with
decreases in the cross-linking heats to 160.9, 106.6, 45.0, and
28.9 J g−1, respectively. Applying a curing temperature of 300
°C resulted in complete disappearance of the exothermic peak,
indicating that the temperature required for the cross-linking
and ROP of the benzoxazine units of the polymer BAPBZ was
300 °C or above. We also performed FTIR spectral analyses

after various stages of curing to investigate the thermal cross-
linking polymerization and ROP of the BAPBZ polymer. As
displayed in Figure 6b, the absorption intensities of the signals
of the benzoxazine ringsfor its asymmetric C−O−C
stretching at 1233 cm−1 and for its oxazine ring at 924
cm−1decreased gradually upon increasing the curing
temperature from 180 to 270 °C. Total disappearance of
these signals occurred when the thermal curing temperature
was 300 °C. Thus, these spectral findings were consistent with
the DSC data and indicated that the optimal temperature for
ring opening of the benzoxazine units in the polymer BAPBZ
and for the formation of a high-density cross-linked polymer
was 300 °C.

TGA of Phenol-azo-pyridine Bz and Bisphenol-azo-
pyridine Bz.We used TGA to investigate the thermal stability
of PAPBZ and BAPBZ. Figure 7a presents TGA thermograms
of PAPBZ prior to curing and after curing at various
temperatures. The 10% degradation temperature (Td10) and
char yield at 800 °C both increased upon increasing the curing
temperature. We attribute this thermal behavior to ROP of the
benzoxazine rings. The uncured PAPBZ provided a value of
Td10 of 339 °C, with a char yield at 800 °C of 45%. The values
of Td10 increased to 389, 400, 407, 426, and 443 °C (with char
yields of 46, 47, 50, 51, and 51%, respectively) when the curing
temperature increased to 180, 210, 240, 270, and 300 °C,
respectively. Interestingly, the derivative weight loss thermo-
gram (Figure 7b) of the noncured BAPBZ featured two stages
of weight loss: one in the range of 272−357 °C, which
corresponded to ROP of the benzoxazine rings, and another in
the range of 423−551 °C, which was presumably caused by

Figure 5. (a) DSC thermograms and (b) FTIR spectra of the monomer PAPBZ after each heating stage.
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decomposition of other units. The first weight loss stage,
corresponding to ROP of the benzoxazine rings, shifted to
higher temperature upon increasing the curing temperature.

The maximum temperature of the first weight loss stage (T1)
shifted to 305, 341, and 343 °C after curing at temperatures of
180, 210, and 240 °C, respectively (cf. a maximum

Figure 6. (a) DSC thermograms and (b) FTIR spectra of the polymer BAPBZ after each heating stage.

Figure 7. (a) TGA and (b) derivative weight loss thermograms of the monomer PAPBZ after each heating stage.
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temperature of 302 °C for the noncured PAPBZ). This weight
loss stage disappeared completely after thermal curing at a
temperature of 270 °C, indicating that the optimal temperature
for ROP of the benzoxazine ring was above 240 °C. These
findings were consistent with those obtained using DSC and
FTIR spectroscopy (Figure 5).
Figure 8 presents TGA thermograms of BAPBZ before and

after curing at various stages. Within Figure 8a, the value of
Td10 and the char yield increased upon increasing the curing
temperature; we attribute this behavior to the ring opening of
the benzoxazine rings and the cross-linking of the BAPBZ
polymer. The value of Td10 and the char yield of the noncured
BAPBZ were 169 °C and 31%, respectively. When the curing
temperature increased to 180, 210, 240, 270, and 300 °C, the
value of Td10 increased to 284, 322, 393, 414, and 429 °C,
respectively, and the char yield increased to 39, 40, 44, 45, and
50%, respectively. In addition, the derivative weight loss
thermogram of the noncured BAPBZ featured (Figure 8b) two
weight loss stages: one in the range of 223−332 °C,
corresponding to ROP of the benzoxazine rings and cross-
linking of the BAPBZ polymer, and the other in the range of
380−550 °C, which we attribute to decomposition of other
units. The maximum temperature of the first weight loss stage
shifted to higher temperature upon increasing the curing
temperature, appearing at 279, 337, 341, and 373 °C after
curing at 180, 210, 240, and 270 °C, respectively. This first
weight loss stage disappeared completely after thermal curing
at 300 °C, indicating that the optimal temperature for ring
opening of the benzoxazine rings and cross-linking of the
BAPBZ polymer was 300 °C. These TGA findings are
consistent with those obtained from the DSC and FTIR
spectroscopic analyses (Figure 6).
Photoresponsivity of the Azobenzene-Containing

Monomer PAPBZ and Polymer BAPBZ. Azobenzenes
typically undergo reversible trans-to-cis photoisomerizations

when irradiated with UV light.28,67 We investigated the
photoresponsivities of the monomer PAPBZ and the polymer
BAPBZ by measuring the UV−Vis spectra of their DMF
solutions before and after UV light irradiation at a wavelength
of 365 nm and then continued recording their spectra until the
photostationary states of the monomer and polymer had been
attained. Figure 9 reveals that the intensities of the UV
absorptions at 386 nm for PAPBZ (Figure 9c) and at 378 nm
for BAPBZ (Figure 9e), corresponding to π−π* transitions,
gradually decreased, while the intensities of the UV
absorptions at 439 nm for PAPBZ (Figure 9d) and at 440
nm for BAPBZ (Figure 9f), corresponding to n−π* transitions,
gradually increased upon their trans-to-cis isomerizations
under UV irradiation. The absorption at 280 nm for both
PAPBZ and BAPBZ corresponded to the π−π* transitions in
the conjugated system of triphenyl pyridine moieties. The trans
isomers of both PAPBZ and BAPBZ were transformed
completely into their cis isomers after 30 min of UV
irradiation; placing them in the dark for 24 h caused their
cis isomers to revert back to their original trans isomers. A slow
cis-to-trans photoisomerization and a rapid trans-to-cis photo-
isomerization are typical of azobenzene-containing com-
pounds.68 We calculated the degree of trans-to-cis photo-
isomerization (η) using the equation

η = − A A1 ( / )s 0

A0 and As are the intensities of the absorptions at a wavelength
of 439 nm for the photopristine and photostationary states,
respectively. The degrees of isomerization of PAPBZ and
BAPBZ were 19.3 and 13.9%, respectively. This is compared
with our previously reported azide- and azobenzene-function-
alized (PTCAz-N3) and thymine- and azobenzene-function-
alized (PTCAz-T) conjugated copolymers, which exhibited
degrees of isomerization of 26.3 and 26.7%.29 The relative low
of degree of isomerization of the synthesized PAPBZ and

Figure 8. (a) TGA and (b) derivative weight loss thermograms of the polymer BAPBZ after each heating stage.
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BAPBZ could be attributed to the high cross-linking and rigid
nature of polybenzoxazines, which restricted the conversion of
azobenzene from trans to cis.
Photoinduced SRGs Fabricated from the PAPBZ

Monomer and the BAPBZ Polymer. We deposited
transparent films of various thicknesses of the azobenzene-
containing monomer PAPBZ and polymer BAPBZ through
spin-coating onto glass substrates to fabricate SRGs, as
displayed in Scheme 2. Figure 10 presents the diffraction
efficiencies of these systems as well as atomic force microscopy
(AFM) images. The films of the azobenzene-containing
monomer PAPBZ and polymer BAPBZ exhibited obvious
spots after illumination with a polarized green laser, suggesting
that their refractive indices had changed. Strong second-order
diffraction spots appeared, observed with one-dimensional
diffraction, for the azobenzene-containing monomer PAPBZ
after grating formation, as displayed in Scheme 2d. The grating
spatial period of each sample tested in this study was
approximately 1.85 μm, with surface-modulation depths of
153 (Figure 10a) and 106 (Figure 10b) nm for the PAPBZ
films having thicknesses of 10 and 26.4 μm, respectively, and of
26.6 (Figure 10c) and 29.0 (Figure 10d) nm for the BAPBZ
films having thicknesses of 12.9 and 22.1 μm, respectively,
based on AFM images. As a result, the surfaces of the BAPBZ
polymer films (Figure 10c,d) were smoother than those of the

PAPBZ monomer films, indicating that the polymer chains
enhanced the film stability. Furthermore, this phenomenon
arose because the trans-to-cis isomerization became more
difficult for the high-molecular-weight BAPBZ polymer and,
thereby, required more energy to reach completion. In
addition, the long-range order of the alternative lamellar
morphology was evident, with the cis form of the azobenzene
units providing the dark lines of the valleys of the waves and
the trans form of the azobenzene units providing the bright
lines of the crests of the waves. We calculated the theoretical
grating spatial period length based on the typical Bragg
equation: 2d sin θ = nλ; the theoretical d-spacing period length
was 1.91 μm (calculated from θ = 8° from the incident angle
for the reference beam, n = 1, and λ = 532 nm from the
polarized green light), consistent with the values determined
from the AFM images (ca. 1.85 μm).
The diffraction efficiency increased upon increasing the

recording time for all of the azobenzene-containing com-
pounds and for their different thicknesses. The diffraction
efficiency of the monomer PAPBZ (13.2−20.5) after recording
for 180 min was higher than that for the polymer BAPBZ
(0.2−0.26) after recording for 270 min, indicating that the
high molecular weight of BAPBZ led to a lower rate of trans-
to-cis isomerization because of restricted molecular motion,
consistent with the results from Figure 9 based on UV

Figure 9. (a,b) UV−vis spectra of (a) the monomer PAPBZ and (b) the polymer BAPBZ before and after irradiation with a UV lamp at a
wavelength of 365 nm for various times (0−60 min) and after placing in the dark for 24 h. (c−f) Magnified regions of the spectra of the trans (c,e)
and cis (d,f) isomers of (c,d) PAPBZ and (e,f) BAPBZ.
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spectroscopic analysis. The diffraction efficiency for the
monomer PAPBZ was greater than the values that we had
obtained in previous studies by using noncovalent bonds to
attach azobenzene groups to polymer side chains. The flexible
alkyl side chains in this present case could enhance the surface
modulation depth under the trans-to-cis isomerization and,
thus, improve the diffraction efficiency.

■ CONCLUSIONS
We have prepared a new phenol-azo-pyridine benzoxazine
monomer and a new bisphenol-azo-pyridine benzoxazine
polymer through Mannich condensations of the precursor
azo-pyridine-2NH2, paraformaldehyde, and either phenol or
bisphenol in toluene and EtOH. These materials are the first to
incorporate azobenzene units into thermally stable pyridine-
functionalized benzoxazines and into the main chains of
polybenzoxazines. The phenol-azo-pyridine benzoxazine
monomer underwent ROP through thermal curing at a
temperature of 240 °C, providing a facile route to its
polybenzoxazine, while the bisphenol-azo-pyridine benzoxazine
polymer underwent cross-linking polymerization through
thermal curing at a temperature of 300 °C, providing a high-
density cross-linked polybenzoxazine. Because of the presence
of the azobenzene units in these materials, we studied the
photoresponsivities of the phenol-azo-pyridine benzoxazine

monomer and bisphenol-azo-pyridine benzoxazine polymer.
Under UV irradiation, the trans isomers of both the
benzoxazine monomer and polymer were converted com-
pletely into their cis isomers after 30 min, and their cis isomers
reverted back to their original trans isomers after storing in the
dark for 24 h. The degrees of isomerization of the phenol-azo-
pyridine benzoxazine monomer and the bisphenol-azo-pyridine
benzoxazine polymer were 19.3 and 13.9%, respectively.
Moreover, we fabricated SRGs from our synthesized
benzoxazine monomer and polymer; they displayed long-
range interface patterns, suggesting that these materials might
have promising applications in optical devices.
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