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The preparation of graphene oxide (GO)-based composite Langmuir films play important roles in the
application of self-assembly nanomaterials. In this work, beta-cyclodextrin-modified graphene oxide
(GO-CD) and the azobenzene-modified PAA derivative (abbreviated as PAA-Azo) have been designed
and synthesized. The interfacial assemblies and host—guest interactions of GO-CD material with used
two azobenzene compounds (N-Azo and PAA-Azo) in the obtained Langmuir and Langmuir—Blodgett
(LB) films were investigated. All the spreading films from different subphases were transferred onto solid
substrates and their nanoscale morphologies as well as self-assembled characteristics were investigated
by some methods including atomic force microscopy, UV-vis spectra, Raman spectra, etc. The obtained
results indicated that there existed host—guest interaction between beta-CD segments with azobenzene
groups. Besides, in the obtained GO-CD/N-Azo films, there also appeared J-aggregate of N-Azo
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Accepted 10th August 2017 molecules on GO sheet surface. However, there were only host—guest interactions without any
aggregates of azobenzene segment in the GO-CD/PAA-Azo composite films. Hence, the presently

DOI: 10.1039/c7ra07109d obtained GO-CD/azobenzene composite Langmuir films provide new clues to develop GO-based self-
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1. Introduction

Graphene oxide (GO)-based composites have been shown to be
particularly attractive over recent years, owing to their special
electronic, mechanical, and thermal properties."” In recent
years, more attention has been devoted to reasonable design
and targeted synthesis of various functionalized GO-based
nanocomposites, demonstrating better processability and
adaptation for nanomaterial applications.*® The functionalized
modification of GO materials with organic groups are needed
for the purposes of good dispersion and variable applications.”®
For example, porphyrin, dopamine, isocyanate derivatives,
long-chain alkylamine or tetrathiafulvalene, have been used to
decorate GO to obtain a well dispersed state in solvents for
designed properties.’*** Compared with the above used small
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assembled films as well as nanomaterials towards nano-device and sensor applications.

molecules, some polymers, such as poly(2-(dimethylamino)
ethyl methacrylate) and poly(vinyl alcohol), can be also
employed to modify GO via different chemical reactions to
enhance the properties of GO-based composites in obvious
domains."'® However, some problems still appears, such as
incomplete adsorption of organic molecules, aggregation
between GO sheets, and undesired side effects. On the other
hand, host-guest chemistry of cyclodextrin has drawn impor-
tant development in recent years owing to easy modification,
high selectivity and yields."”*° For example, Li and coworkers
have achieved numerous works about design and application of
beta-CD functionalized carbon materials in guest enrichment or
sensors.”**® It is reported that the a host-guest reaction has
been displayed to functionalize GO with cyclodextrin-based [2]
rotaxane array for the development of GO-based photoswitches
and cyclodextrin functionalized graphene-gold nanoparticle
hybrids for electrochemical thrombin aptasensor.*** There-
fore, it seems an interesting challenge to directly prepare
GO-based composites with special host-guest reaction in a self-
assembled systems.

On the other hand, Langmuir and Langmuir-Blodgett (LB)
techniques can be regarded as effective techniques to synthe-
size interfacial thin films.*** Since the initial reports from
Huang's group about GO self-assembly process in Langmuir
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films,***° several studies show the preparation of GO monolayer
or GO-based composite films via LB assembly method.*~*” Up to
now, the inclusion complex formation of azobenzene-
containing compounds and beta-cyclodextrin (beta-CD)/alpha-
cyclodextrin at the air/water interface was investigated and
characterized.”®** It can be interesting that a combination of
GO-based composites self-assembly films involved in host-
guest interactions via beta-CD and azobenzene segments by
Langmuir technique should be particularly advantageous due
to excellent molecular recognition, moderate self-assembled
nanostructures, and designed self-assembly models. Thus,
aqueous solutions of two soluble azobenzene-containing
compounds (abbreviated as N-Azo and PAA-Azo) as subphase
solutions have been designed and chosen for the preparation of
composite films.

In this article, we report the preparation of stable GO-CD
composite Langmuir films by interfacial host-guest interac-
tions with azobenzene compounds in subphase solutions in
a facile and effective manner. We discover that self-assembly
and host-guest interactions between beta-CD groups modified
GO sheets and soluble azobenzene-containing small molecules
or polymeric molecules are responsible for formation of present
composite films. Also, the as-prepared Langmuir films can be
easily transferred onto solid substrates via Langmuir-Blodgett
(LB) assembly technique and characterized by morphological
and spectral methods. Thus, the present GO-based composite
Langmuir films will provide significant potential applications in
nano-device and biosensor design.

2. Materials and methods
2.1 Materials

The experimental used materials, beta-cyclodextrin (98%,
abbreviated as beta-CD), ethylenediamine (99.5%), chloroacetic
acid, 4-aminoazobenzene (abbreviated as N-Azo), and
poly(acrylic acid) (abbreviated as PAA, M.W. ~ 450 000) were
purchased from Aladdin Reagent (Shanghai, China), Alfa Aesar
(Tianjin, China) Chemicals as well as TCI Shanghai Chemicals,
and used without further purification. Graphite powder
(325 mesh, 99%) was obtained from Alfa Aesar Chemicals
(Shanghai, China).  N-(3-Dimethylaminopropyl)-N'-ethyl-
carbodiimide hydrochloride (EDC-HClI) and N-hydroxy-
succinimide (NHS) were obtained from Sigma-Aldrich without
any purification. Other reagents were purchased from Beijing
Chemicals and used without any purification. All used water
was purified in a double-stage Millipore Milli-Q Plus purifica-
tion system. Firstly, graphene oxide (GO) was synthesized from
graphite powder by a modified Hummers method.*® Then, the
carboxyl-modified GO (GO-COOH) was synthesized according to
the reported literature,>** and lyophilized at a temperature of
—50 °C. Amine-modified beta-CD derivative (abbreviated as
NH,-beta-CD) were synthesized according to the literature
reports,”®” and the molecular structure (Fig. S1t) and purity
was confirmed by "H NMR and *C NMR (Fig. S2 and S37) as
well as MS (Fig. S4t). Beta-CD functionalization on GO-COOH
was finished following analogous dehydration reaction proce-
dure described in the literatures,*®* and modified in similar
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procedure. By filtration and dialysis process, the resulting beta-
CD-modified GO solid (GO-CD) was obtained by freeze-drying.
The azobenzene-modified PAA derivative (abbreviated as
PAA-Azo) was prepared as described in the following dehydra-
tion reaction. The 100 mL aqueous PAA solution (10 mg mL™")
was mixed with NHS (3.4 g) and EDC-HCI (5.7 g) into a round-
flask under ice-bath. After stirring vigorously for 2 h, N-Azo
(137 mg, ca. 5 mol% of acrylic acid unit) was added to the
mixture and left stirring overnight under ice-bath and next
3 days at room temperature. After that the solid was dispersed
with water and dialyzed in water for 4-5 days with dialysis
tubing (MWCO 12 400). After dialysis, PAA-Azo powder was
obtained by freeze-drying. The characteristic molecular struc-
ture was confirmed by XRD and IR spectra (Fig. S9 and S107) as
well as elemental analysis (yield 78%, found: C, 48.21; H, 6.15;
N, 6.52; calculated PAA, (C3H,0,),, C, 50.00; H, 5.59; O, 44.40).

2.2 Procedure of LB films preparation

The interfacial preparation and LB films transfer were finished
via KSV-NIMA Mini-trough LB system. The trough was carefully
cleaned with chloroform and ethanol, and then filled with DI
pure water, aqueous N-Azo solution (50 mg L™ %), or PAA-Azo
solution (25 mg L), respectively. After sonication 20 min,
GO-CD dispersed solution (0.500 mg mL™') with different
spread solvents was dropwise spread onto the water surface
using a glass syringe. Surface pressure was monitored using
a tensiometer attached to a Wilhelmy plate. The film was
compressed by barriers at a speed of 10 cm® min™" at room
temperature. The prepared GO-CD monolayer was transferred
to solid substrates at suitable pressure points by vertically
pulling method with speed of 2 mm min . Fresh cleaved mica,
glass plates, quartz, and CaF, were used as the substrates to
transfer monolayer or multilayer for next morphological and
spectral characterizations. Quartz and glass plates were treated
with 1:1:5 NH,OH : H,0, : H,O (by volume) and washed
repeatedly with deionized water before use.

2.3 Characterization

The morphology of composite Langmuir films were character-
ized using a field-emission scanning electron microscope (SEM)
(S-480011, Hitachi, Japan) as well as a transmission electron
microscope (TEM) (HT7700, Hitachi High-Technologies
Corporation, Japan). Atomic force microscopy (AFM) pictures
were measured with a Nanoscope model Multimode 8 Scanning
Probe Microscope (Veeco Instrument, USA) with silicon canti-
lever probes using the tapping mode. UV-vis spectra were
recorded with a Shimadzu UV-2550 system (Shimadzu Corpo-
ration, Japan). FT-IR spectra were obtained using a Fourier
infrared spectroscopy (Thermo Nicolet Corporation) by the
conventional KBr disk tablet method or composite films on
CaF, plates. Raman spectroscopy was measured by a Horiba
Jobin Yvon Xplora PLUS confocal Raman microscope equipped
with a motorized sample stage. The intensity of a Raman peak
was extracted from the maximum value after baseline subtrac-
tion over corresponding spectral range. X-ray photoelectron
spectroscopy (XPS) was measured by the Thermo Scientific
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ESCALab 250Xi using 200 W monochromated Al Ka radiation.
Both survey scans and individual high-resolution scans for
N(1s), O(1s) and C(1s) peaks were recorded. X-ray diffraction
study was carried out by using an X-ray diffractometer (SMART
LAB, Rigaku) equipped with a conventional Cu Ko X-ray radia-
tion (A = 1.54 A) source and a Bragg diffraction setup. Circular
dichroism (CD) spectra of the transferred LB films were recor-
ded on a JASCO J-810 CD spectrometer. In the process of
measuring CD spectra, the multilayer film was placed perpen-
dicular to the light path and rotated within the film plane to
avoid polarization-dependent reflections and eliminate the
possible angle dependence of the CD signals.®** Elemental
analysis was carried out with a Flash EA Carlo-Erba-1106
Thermo-Quest. "H NMR and *C NMR spectra were obtained
on an ARX400 (Bruker, Fillanden, Switzerland) NMR spec-
trometer in D,O or d-DMSO with TMS as an internal standard.
MALDI-TOF mass spectra (MS) were determined with BIFLEXIII
in methanol solution. A UV lamp with wavelength of 365 nm
(LUYOR-3405, 20 mW cm ™2, LUYOR Corporation) was utilized
to irradiate the obtained solutions and LB films to induce the
photoisomerization reactions.

3. Results and discussion

The obtained beta-CD-functionalized GO-CD material can act
as building blocks to prepare Langmuir films via interfacial
host-guest interactions with azobenzene-containing molecules
by standard Langmuir self-assembly technique. For this, the
prepared GO precursor, the intermediates GO-COOH and
NH,-beta-CD, and the targeted building block GO-CD were
synthesized and characterized by many methods. Firstly, the
SEM and TEM images of the obtained GO (Fig. S5a and bt) show
well-dispersed ultrathin GO sheet with micrometer scale size. In
addition, after modification with beta-CD groups, the SEM
images of as-prepared GO-CD powder (Fig. S5c¢ and df)
demonstrate aggregated state of GO sheet due to possible
hydrogen bonding between modified CD segments. And XRD
curves of the as-prepared materials show the disappearance of
Bragg peaks at 26 value of 11.3° owing to the (001) diffraction
peak and presence of new broad peak at 26 value of 19.8° for
GO-CD (Fig. S61). Moreover, the FT-IR spectra of the as-
prepared GO-CD powder and original materials were
measured and shown in Fig. S7.7 It can be easily observed that
the characteristic peak of GO sheet appeared at 3424 cm™ ' can
be attributed to the -OH vibration stretching, while other
obvious bands demonstrated carboxyl group at 1724 cm™’,
epoxy group at 1226 cm™ ', and alkoxy group at 1050 cm ™",
respectively.®*” In addition, vibrational peaks of NH,-beta-CD
at 2927 cm ' can be assigned to C-H vibration stretching,
with other peaks at 946 and 756 cm™ " for pyranose ring in CD
components. Simultaneously, characteristic peaks corresponding
to amide-carbonyl (NH-CO) stretching vibration at 1650 cm™ ",
C-N stretching vibration at 1384 cm™* suggest that the GO-COOH
material was modified with NH,-beta-CD via amide bond. Thus,
the obtained FT-IR data indicate successful modification of beta-
CD groups in GO sheet and possible 3D structural composite
formation due to chemical functionalization.”® The elemental
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analysis data (Table 1) of as-prepared GO-modified materials
demonstrate obvious increment of hydrogen composition and
appearance of nitrogen component with value of 3.91 wt% for
obtained GO-CD material. The comparison of XPS data and
elemental analysis data show similar calculated N/C ratios, which
is almost in agreement with the above obtained results. Thus, we
characterized the interfacial phase behaviors and the transferred
GO-CD composite LB films by means of morphological and
spectral methods.

For the interfacial self-assembly, firstly, we investigated the
surface pressure-area isotherms of as-obtained Langmuir films
at room temperature. The optimization of used different
spreading solvents and volumes for present GO-CD Langmuir
film on pure water surface was demonstrated in Fig. S11.} It
indicates that the optimized spread condition (methanol/
chloroform 3:2 (v/v), 300 pL) seem suitable for material
dispersion on surface and used in next interfacial character-
ization process. It can be easily observed from Fig. 1 that the
isotherm of GO-CD spread on pure water surface with opti-
mized solvent ratio and spread volume show slow increment of
pressure at trough area of 125 cm” until reaching 27 mN m ™" at
compression end of 21 cm? For the GO-CD film on N-Azo
subphase, the isotherm show obvious increment of surface
pressure from initial compression step and the final pressure
reached above 25 mN m ™. In addition, for the GO-CD/PAA-Azo
composite Langmuir film, a little increment appear for the
initial pressure point at 136 cm? and final pressure of 28 mN m ™"
compared the film from pure water surface. The obvious change
in all isotherms suggested the occurrence of interfacial interac-
tion between beta-CD groups in GO-CD building blocks and
N-Azo/PAA-Azo molecules in subphase solutions and formation
of composite Langmuir films.

The nanoscale morphologies of monolayer GO-CD Lang-
muir films were investigated by AFM (Fig. 2). The morphological
difference is obviously observed. The overlapped GO sheet is
representing the GO-CD Langmuir films with the height
distribution of 1.1 £ 0.2 nm (Fig. 2a), while dispersed packed
films with little wrinkles dominate rather than dispersed GO
sheets in the case of composite films from N-Azo subphase with
the height distribution of 1.6 + 0.3 nm (Fig. 2b). As for the
morphology of GO-CD/PAA composite film, messy reticular
nanoscale aggregates appear in Fig. 2c. In addition, SEM and
TEM images of GO-CD composite LB films from N-Azo and
PAA-Azo subphase were also characterized. The SEM images in
Fig. 3b and d clearly demonstrate distinct dispersed or cross-
linked aggregate states after interaction with different
azobenzene-containing molecules. The TEM images in Fig. 3e
and f also verify the formation of large aggregation in the ob-
tained films. The difference of morphology and height between

Table 1 Elemental analysis data of as-prepared GO-based materials

Sample C [wt%] H [wt%] N [wt%]
GO 44.30 + 0.02 2.01 + 0.08 —
GO-COOH 44.70 £ 0.06 2.10 £+ 0.07 —

GO-CD 42.84 + 0.06 4.79 £ 0.05 3.91 £ 0.01

RSC Adv., 2017, 7, 41043-41051 | 41045
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Fig. 1 Surface pressure—area isotherms of Langmuir films of as-
prepared GO-CD solution (methanol/chloroform v/v 3:2, 300 pL,
0.5 mg mL™Y) spread on pure water surface, N-Azo, and PAA-Azo
subphases at room temperature.

the GO-CD Langmuir films from different subphase solutions
can be mainly owing to the introduction of N-Azo or PAA-Azo
molecules in the composite Langmuir film after host-guest
interaction.

Azobenzene compounds have characteristic UV-vis absorp-
tion. We utilized the UV-vis spectra to investigate the obtained
azobenzene derivatives and the multilayer LB films deposited
on solid substrates. Fig. 4 shows the UV-vis spectra of the
multilayer GO-CD/N-Azo and GO-CD/PAA-Azo composite LB
films. At the same time, as shown in Fig. S8, the GO aqueous
dispersed solution displays a peak at 226 nm which is due to the
m-1* transition of aromatic C=C bonds and a shoulder at
290-300 nm which corresponds to the n—-t* transition of the
C=O0 bonds.”*”* Thus, the UV-vis spectrum of the GO-CD
solution showed strong absorption peak at 282 nm, which could
be reasonably ascribed to the charge transfer band of GO sheet
with beta-CD segment. In addition, the obtained UV-vis

Fig. 2 AFM images with section analysis of monolayer Langmuir films
of GO-CD spread on different subphases transferred at 15 mN m™:
(a), pure water surface; (b), N-Azo subphase; (c), PAA-Azo subphase.

41046 | RSC Aadv., 2017, 7, 41043-41051

View Article Online

Paper

Fig. 3 SEM of 10-layered LB films and TEM images of monolayer LB
films of GO-CD from N-Azo subphase (a, b and e) and PAA-Azo
subphase (c, d and f) transferred at 15 mN m™1.

spectrum of aqueous N-Azo solution showed two strong
absorption peaks at 230 and 376 nm and a weak one at 442 nm.
The former band can be ascribed to the localized absorption of
the aromatic rings, while the peak at 376 nm and the weak peak
at 442 nm can be assigned to the m-m* transition of trans
isomers and n-m* transition of the cis-isomers, respectively.”
When the GO-CD film was deposited from N-Azo subphase,
a great change in the absorption spectra was observed. The
charge transfer band at 282 nm disappeared completely, which
suggested the decrement of charge transfer between GO sheet
with beta-CD segment as well as possible production of host-
guest interaction between beta-CD segment and azobenzene
part. Simultaneously, the red shift of the maximum absorption
of azo group (from 376 nm to 393 nm) indicated the possible
formation of J-aggregate of conjugated azobenzene segment in
the composite films compared with monomers in the N-Azo
solution. In addition, for the GO-CD/PAA-Azo composite films
shown in Fig. 4b, the characteristic band appears at the position
of 344 nm with the same value of PAA-Azo solution. This sug-
gested most of azobenzene segment kept monomers state in the
GO-CD/PAA-Azo composite films. In addition, the UV-vis
spectra of aqueous mixed solutions of GO/GO-CD with

o

~———GO-CD solution
~—N-Azo solution
15 —— GO-CD/N-Azo films

~——— GO-CD solution
—— PAA-Az0 solution
—— GO-CD/PAA-Azo films
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Absorbance (a.u.)
5

°
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Fig. 4 UV-vis spectra of GO-CD solution and multilayer LB films of
GO-CD/N-Azo and GO-CD/PAA-Azo transferred at 15 mN m™,
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azobenzene compounds were also measured and shown in
Fig. S12 and S13.} No shift appeared for the mixed system of GO
and N-Azo, indicating the adsorption process of N-Azo on GO
surface in monodispersed state. However, for the mixed meth-
anol solutions of GO-CD with N-Azo, the characteristic peak
shifted from 376 to 384 nm, suggesting formation of weak
J-aggregate. While for the case of mixed solution of GO-CD with
PAA-Azo, no obvious shift was observed.

In order to further confirm the interaction between GO-CD
building blocks and azobenzene-containing molecules in the
subphases, the FT-IR spectra of the obtained LB films were also
measured. Obvious changes were observed for the IR spectra of
prepared composite LB films after interacting with N-Azo and
PAA-Azo molecules (Fig. 5a). In comparison with the multilayer
LB films of GO-CD from water surface, the spectra of composite
films show obvious intensity for bands at 3239 cm™ ' (N-H
stretching and hydrogen bonding), 2923 and 2849 cm ' (C-H
modes of methylene moieties), 1718 cm™' (C=O0 stretching),
and 1636 cm ™' (amide C=0 stretching). In addition, the bands
at 1454 and 1414 cm™ ' can be assigned to the azobenzene
groups, while the additional peaks at 1154, 1082 and 1031 cm ™"
can be assigned to the vibrations from beta-CD skeletons. At the
same time, in comparison with the IR spectra of N-Azo and as-
synthesized PAA-Azo material in Fig. S10,T the obvious changes
for the LB films indicated the successful composition of two
azobenzene-containing molecules with GO-CD materials in the
organized self-assembly films.

It is well established that Raman spectroscopy has been
widely used to investigate GO-based composite materials. The
measurements for present as-obtained composite LB films of
GO-CD from N-Azo and PAA-Azo subphase were performed.
Three characteristic bands of graphene sheets in Raman spectra
appear in Fig. 5b. One band at 1597 cm ™" can be owing to the G
band originating from the first-order scattering of the E,,
phonons of the sp>-hybridized carbon atoms. Another band at

o
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Fig.5 IR spectra (a) and Raman spectra (b) of the multilayer LB films of

GO-CD from water surface, N-Azo and PAA-Azo subphase trans-
ferred at 15 mN m~. Pictures (c and d) indicate the D/G ratio and 2D/G
ratio analysis in Raman spectra.
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1351 ecm™ ! can be assigned to the D band, which comes from
a breathing mode of k-point phonons of A;, symmetry of the
defects involved in the sp®-hybridized carbon bonds such as
hydroxyl and/or epoxide bonds.”®”® In addition to the G and D
bands, a broad peak at 2690 cm™"' (i.e., 2D band) was also
observed. The intensity of 2D band is correlated to the stacking
mode of graphene sheets. It was well-known that the D/G peak
intensity ratio could be utilized as a measurement of the sp>
domain size of graphene sheets containing sp® and sp? bonds
due to the origination of G and D bands.”””® For present system
in Fig. 5¢, the D/G ratio shifted from 1.18 for GO-CD LB films
from water surface to 0.92 and 0.89 for the obtained GO-CD/
N-Azo and GO-CD/PAA-Azo composite LB films. The obvious
change confirmed the successful reaction of N-Azo molecules
and polymeric PAA-Azo molecules with azobenzene groups in
the formation process of composite films. Furthermore, the
2D/G intensity ratios for the single and bilayer GO sheets were
found in the range of 1.53-1.68 and 0.82-0.89, respectively.”*°
Previous studies have also reported that the 2D/G intensity
ratios for single-, double-, triple-, and multi- (>4) layer graphene
sheets are 1.6, 0.8, 0.30 and 0.07, respectively. Fig. 5d shows that
the 2D/G ratios of the obtained LB films prepared in this study
have values between 0.096 and 0.175, further suggesting the
multilayer nature in present GO-CD LB films.

To investigate the composition and chemical state of present
prepared composite films, X-ray photoelectron spectroscopy
(XPS) measurements were performed. The survey data for the
obtained composite films show the characteristic C(1s), O(1s),
and N(1s) peaks (Fig. 6). The deconvolution of C(1s) peaks from
the multilayer LB films of GO-CD from pure water surface in
Fig. 7a demonstrate the peaks centered at positions of 286.5,
288.4, and 289.9 eV, which can be assigned to the C-O, C=0,
and C=0-0O oxygen-containing bonds, respectively.**> For
composite films GO-CD/N-Azo and GO-CD/PAA-Azo, the
deconvolution of C(1s) peaks (Fig. 7d and g) display the peaks
centered at positions of 284.8 and 285.4 eV attributed to C-C,
C=C & C-H as well as C-N bonds. This confirmed the

—— GO-CD films/pure water
——— GO-CD/N-Azo films
Cls Ols ——GO-CD/PAA-Azo films

o Nls M
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Fig. 6 Survey XPS spectra of the multilayer LB films of GO-CD from
different subphases transferred at 15 mN m~2.
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Fig.7 Deconvolution of XPS peaks of multilayer LB films of GO-CD from pure water surface (a—c), GO-CD/N-Azo (d-f), and GO-CD/PAA-Azo

(g—i) transferred at 15 mN m~.

successful hybrid of N-Azo and PAA-Azo molecules in composite
films. In addition, the deconvolution of O(1s) peaks from the LB
films from pure water surface in Fig. 7b demonstrate the peaks
centered at positions of 532.5 and 533.8 eV, which can be
assigned to the C=0 and C-O oxygen-containing bonds,
respectively. However, the area ratio assigned to C=0 bond in
O(1s) peak (Fig. 7h) from GO-CD/PAA-Azo composite films show
the value of 72% in comparison with the value of 16% in GO-CD
films from pure water surface, indicating the increment of
carboxyl groups and addition of PAA-Azo molecules in the ob-
tained composite LB films. Moreover, the deconvolution anal-
ysis of N(1s) peaks from the LB films of GO-CD from pure water
surface in Fig. 7c demonstrate the single peak centered at
positions of 401.6 eV assigned to the N" species from beta-CD
segments in GO-CD building blocks.® After interacting with
N-Azo or PAA-Azo, the deconvolution of N(1s) peaks (Fig. 7f and
i) show also the new peak at 400.5 eV assigned to the C-N bond,
which indicate the successful addition of azobenzene part in
composite films.

To investigate the photoresponsiveness of present
azobenzene-containing compounds, the aqueous solutions and
composite LB films were irradiated by a UV lamp with wavelength
of 365 nm, and the change of the configuration of the azobenzene
units was monitored by UV-vis spectroscopy. Fig. 8a and b shows
the UV-vis absorption spectra of the obtained aqueous solutions
of two azobenzene compounds upon UV irradiation in different

41048 | RSC Adv., 2017, 7, 41043-41051

time. As for the case of N-Azo solution, the w—7* transition band
of trans isomers with Ay, at 376 nm decreases slightly. After
irradiation for 10 min, the UV-vis spectra do not change any
more, indicating azobenzene groups reach to a trans-cis equi-
librium state. For the PAA-Azo solution, with time increment, the
7—m* transition band of trans isomers with A, at 344 nm
decreases remarkably and finally shift to 325 nm, at the same
time, the n—7t* transition band of cis isomers at around 438 nm
increases slightly. After irradiation for 5 min, the UV-vis spectra
do not change any more, indicating azobenzene groups reach to
a cis saturated state. In addition, the obtained GO-CD/N-Azo and
GO-CD/PAA-Azo composite LB films were investigated upon
irradiation with UV irradiation in different time. As shown in
Fig. 8¢, the obtained GO-CD/N-Azo composite LB films showed
slight decrement at 393 nm even upon UV irradiation for 30 min,
suggesting possible large spacial hindrance for ¢trans—cis photo-
isomerization due to the J-aggregates of azobenzene parts in LB
films. Moreover, Fig. 8d demonstrates the obvious spectral
change in GO-CD/PAA-Azo composite LB films with UV irradia-
tion in different time. The obtained spectral changes suggested
that there was no strong aggregation between azobenzene groups
in GO-CD/PAA-Azo composite LB films. The present results were
in well accordance with the above obtained results.
Considering the above results, the self-assembly modes and
stacking change of all prepared composite Langmuir films at
the air/water interface can be proposed, as schematically shown

This journal is © The Royal Society of Chemistry 2017
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Fig. 9 Schematic illustration of reasonable self-assembly models in GO-CD/N-Azo (a) and GO-CD/PAA-Azo (b) composite Langmuir films.

in Fig. 9, which was in well accordance with our initial proposal
to design this work. For the GO-CD/N-Azo composite Langmuir
film, because of the hydrophilic amine moieties and aromatic
azobenzene segments in N-Azo molecules, in the self-assembly
process on water surface, the adjacent N-Azo molecules can be
adsorbed on GO sheet surface and pack organized to overlap
each other to form the J-aggregate domains (Fig. 9a). At the
same time, some N-Azo molecules can penetrate into the beta-
CD cavity to form inclusion complex with dynamic equilib-
rium.** This deduction was verified from the surface pressure-
area isotherms, UV-vis spectra, and morphological character-
ization. As for GO-CD/PAA-Azo composite Langmuir film, the
situation is greatly different. Azobenzene segments were linked
with PAA long alkyl chains via amide bonds and well dispersed
in the composite film. Some azobenzene part can form inclu-
sion complex with beta-CD cavity, while others can be adsorbed
on GO sheet surface or embedded in the PAA chain kinking with
dispersed state (Fig. 9b). In this state, the limiting molecular
areas in isotherm become similar to that from pure water
surface and none of J-aggregate of azobenzene parts appeared.

This journal is © The Royal Society of Chemistry 2017

Thus GO sheet cross-linked morphologies with surface of messy
thread were observed. In addition, it should be noted that the
CD spectra of the transferred multilayer GO-CD/N-Azo and
GO-CD/PAA-Azo composite LB films have been measured, as
shown in Fig. S14.7 No obvious CD signals could be observed.
This result can be reasonably explained by the minor beta-CD
component in the synthesized GO-CD building blocks and
subsequent fewer formed beta-CD/azobenzene inclusion
complex in the composite films. The follow-up research work
can focus on the preparation of new GO-CD materials with
nanoscale GO sheet (multiple carboxyl group sites) or poly-beta-
CD segment (multiple CD cavities) to improve the inclusion
effect in the proposed LB films.

4. Conclusions

In summary, we have presented the design and characterization
of beta-cyclodextrin-modified graphene oxide composite Lang-
muir films with some azobenzene compounds. The synthesized
beta-cyclodextrin-modified graphene oxide GO-CD acts as

RSC Adv., 2017, 7, 41043-41051 | 41049
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either a host agent or a building block/amphiphile to form
spreading films on different subphases. Depending on the
different molecular structures of N-Azo and PAA-Azo molecules,
variable self-assembly processes in the obtained composite
films were achieved. When the building block GO-CD formed
composite Langmuir films on N-Azo subphase, both host-guest
interaction between beta-CD with azobenzene and J-aggregate
of N-Azo molecules on GO sheet surface appeared. When
GO-CD was spread on the subphase containing PAA-Azo, cross-
linked nanostructures with messy thread and inclusion
complex in composite films were obtained without any aggre-
gates of azobenzene segment. Owing to the specific properties
and self-assembled nanostructures in the obtained composite
films, the present research work can demonstrate great poten-
tials for the preparation of self-assembled nano-device films
and nanosensors materials.
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