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Abstract: Thermally stable films were obtained from a water-based polyurethane (PU) dispersion
with small (0.1–1.5 wt.%) additions of graphene oxide (GO). The films were studied through elemental
analysis, X-ray photoelectron spectroscopy, differential thermogravimetry, and Raman spectroscopy.
It was found that the introduction of GO into a PU matrix was accompanied by a partial reduction in
graphene oxide nanosheet and an increase in the concentration of defects in GO structure. It has been
also established that the [C/N]at ratio in the near-surface layer of PU/GO composite films grows
with an increase in the content of graphene oxide in the composite films.
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1. Introduction

Polyurethanes (PUs) are used for manufacturing sealing products, protective abrasion-
resistant coatings, elastic molds of decorative elements, paints and varnishes, sealants,
machine parts and machine tools, and various rubber products for both household and
industrial use [1]. PU is distinguished from other polymeric materials by its high mechan-
ical strength, wide range of elasticity, and excellent impact–viscosity characteristics. In
addition, the properties of PU are quite easy to control by changing the chemical structure
of isocyanate and polyol through the introduction of fillers [2,3]. In principle, polymer
composite materials with small additions of graphene-like materials demonstrate a sig-
nificant improvement in mechanical and physicochemical properties and performance
characteristics, which usually cannot be achieved using pure polymers [4–7].

In our previous studies, we described a method for obtaining aqueous mixtures of
PU with a GO suspension that was stable over time [8]. We obtained mixtures with a GO
content of 0.1–2.0 wt.%, which were used to obtain nanocomposite PU/GO films. The
nanocomposites demonstrated higher thermal stability and increased mechanical strength
compared to the original polymer. It has been established that the introduction of 2 wt.%
graphene oxide increases the Young’s modulus of films almost six times.

In addition to enhancing thermal stability and improving mechanical properties, GO
additives are used in composite adsorbents for water purification from dyes [9,10], oils and
organic solvents [11,12]. Graphene materials are also used in various sensors [13–17] and
in low-frequency energy converters [18].

Interestingly, we did not find the effect of graphene oxide additives on the IR spectrum
of composites [8]. Moreover, the same results were obtained earlier [19]. Thus, a paradoxical
situation arose where there was no direct information regarding the state of the additive
that significantly affected the mechanical properties of the studied samples. In the present
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study, our goal was to study the Raman spectra of the designated composites given that
Raman spectroscopy is a well-known and highly informative method for studying carbon
materials, including graphene-like ones [20–22]. Another goal of this study was to study the
effect of the GO addition on the surface segregation of mobile PU segments in the PU/GO
composite by using X-ray photoelectron spectroscopy. As is known from the literature,
PU is characterized by a significant difference in the composition of near-surface and bulk
grains [23–28].

2. Materials and Methods

Aliphatic polyurethane dispersion Bayhydrol® UH 340/1 (manufacturer: COVESTRO,
Leverkusen, Germany) was used as a source of PU. This material is used as a binder in the
formulation of highly elastic waterborne compounds for wood, metal, and plastic, along
with being used as a combined binder to improve the elasticity and flexibility of coatings.

Graphite oxide was obtained by the modified Hummers’ method according to the
procedure described in [29]. Pencil graphite grade GK-1 was used as a raw material, and the
particle size for this brand of graphite did not exceed 30 microns. When graphite is oxidized,
the particle size along the basal plane does not increase. Therefore, a GO suspension of
a given concentration was prepared through the ultrasonic treatment of a graphite oxide
suspension followed by centrifugation at 3000× g to remove large nonseparated particles.

The composite PU/GO films were prepared as follows: The calculated volume of
the GO suspension was added dropwise to the PU dispersion with stirring. After the
introduction of GO, the stirring was continued for 10 min. Then, the mixture was poured
into a mold, which was a glass plate, and edged in order to prevent the mixture from
spreading. Afterward, the mold was preliminarily leveled on a bar level to obtain a
film without a significant thickness deviation. After the mixture had dried, the film was
separated from the mold, and the necessary tests were carried out.

The elemental analysis of the samples preliminarily degassed in an argon flow at a
temperature of 80 ◦C for 30 min was performed using a Vario Micro cube CHNS analyzer
(Elementar GmbH, Hanau, Germany).

Thermogravimetric analysis (TG) of the samples was performed using an STA 449 F3
Jupiter instrument (Netzsch Geratebau GmbH, Selb, Germany). In order to calibrate the
balance, the chamber of the instrument was evacuated (10−2 bar) and filled with grade
6.0 He gas (99.9999%). After that, two empty corundum (Al2O3) crucibles were placed on
the holder in the working chamber of the device, and the baseline was recorded. Then, a
sample was placed in one of the empty crucibles, and the instrument chamber was once
again evacuated and filled with He. The measurements were carried out in the temperature
range of 20–400 ◦C and at a rate of 10 ◦C/min in a He flow of 50 mL/min.

The Raman spectra were obtained on a Bruker Senterra micro-Raman instrument. The
laser excitation wavelength was 532 nm, the power at the measurement point was 1 mW
for PU and 0.1 mW for the composites with GO; the beam diameter was ~2 µm. For all
samples, 4 spectra at different points were taken (no difference between these points was
found); acquisition time was 2 × 30 s.

XPS spectra were obtained using a Specs PHOIBOS 150 MCD9 electronic spectrometer
for chemical analysis. When recording spectra, the vacuum in the spectrometer chamber,
which is an X-ray tube with a magnesium anode (Mg Kα radiation 1253.6 eV), did not
exceed 2 × 10–10 Torr, and the source power was 225 W. A low-resolution survey spectrum
was recorded in the range of 0–1000 eV, and the spectra were recorded in the constant
transmission energy mode (i.e., 40 eV for the survey spectrum and 10 eV for individual
lines). The overview spectrum was recorded with a step of 1 eV, while the spectra of
individual lines were recorded with a step of 0.05 eV.
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3. Results
3.1. Elemental Analysis

Table 1 presents the results of the elemental composition of the studied samples. All
the samples of the composite were close in composition to the composition of the matrix.
As graphene oxide is made up of the same elements as PU, a small addition of graphene
oxide had practically no effect on the composition of the composite, which was determined
by the aforementioned method.

Table 1. Elemental analysis of PU/GO composites.

Sample Content, wt.%
C H N S O *

PU 58.03 8.74 2.99 0.29 29.96
PU/0.1GO 57.35 8.77 2.92 0.11 30.86
PU/0.5GO 57.76 8.74 2.96 0.37 30.18
PU/1.0GO 58.14 8.84 3.07 0.41 29.55
PU/1.5GO 57.89 8.77 2.94 0.19 30.21

GO 45.28 2.72 0.00 2.30 49.70
* Oxygen content was estimated by the formula [O] = 100—∑i [Ci], where [Ci] is the content of the i-th element

3.2. XPS Spectra

The results obtained after analyzing the composition of the samples by using the
XPS method (Table 2) differ from those obtained by elemental analysis. First, silicon’s
presence in the studied samples should attract attention. According to the literature, silicon
is often derived from dimethylsiloxane-based contaminants [25,30], and the introduction of
GO slightly reduces the surface content of silicon. However, the most striking difference
between the composition of the near-surface layers and the volume can be seen in Table 3,
which presents the C/O and C/N ratios for the samples under study. It can be observed
that the surface C/O ratio was almost two times higher than the volume ratio for both the
initial PU and the composites. In principle, surface segregation in PUs is a well-known
phenomenon (for example, see [23–28,31–34]). In the case of our study, the surface C/N
ratio changed symbatically with the change in the GO concentration, while the volume ratio
remained almost constant (Figure 1). Moreover, since nitrogen is bound to urethane and
urea bonds (i.e., hard segments), the elemental composition data demonstrated a significant
increase in the nitrogen concentration from the surface to the volume, which suggests that
the content of urethane and urea near the surface is much less than in bulk. Thus, our
findings are consistent with the data obtained by [23–28,34].

Table 2. XPS-derived content (in atomic units) and temperature of maximum degradation rate Tmax

(in oC) for PU and PU/GO composites.

Sample Content, at.% Tmax,
C O N S Si ◦C

PU 75.87 16.71 1.97 0.11 5.34 340.5
PU/0.1GO 76.31 16.35 1.92 0.13 5.29 348.0
PU/0.5GO 76.55 16.51 1.73 0.15 5.06 366.4
PU/1.0GO 76.14 16.98 1.58 0.14 5.15 363.6
PU/1.5GO 77.29 16.42 1.50 0.09 4.71 358.1

GO 73.23 24.28 >0.30 2.19 - -

Table 3. Atomic ratios for PU and PU/GO composites according to Elemental analysis and XPS.

Sample Atomic Ratios Elemental XPS
C/O C/N C/O C/N

PU 2.58 22.7 4.54 38.5
PU/0.1GO 2.47 23.0 4.67 39.8
PU/0.5GO 2.54 22.8 4.64 44.2
PU/1.0GO 2.62 22.2 4.48 48.1
PU/1.5GO 2.55 23.0 4.70 51.5
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Figure 1. Dependence of the surface and volume ratio [C/N]at on the content of graphene oxide in
the PU/GO composite (* content of graphene oxide multiplied by 10).

The XPS spectra of high-energy resolution from PU and PU/GO films can be seen
in Figure 2. The decomposition of the spectra was carried out following the algorithm
proposed in [35]. The assignment, position, and relative intensities of individual peaks
(within a separate spectrum) are provided in Table 4. It can be observed that in the N1s
spectrum, along with isocyanate groups (peak at 399.9 eV), a peak with a binding energy
of 401.3 eV appeared in the composite, which could be attributed to oxidized nitrogen.
In [25], nitrogen with such a binding energy was designated as C–NH3

+. In principle, it is
known that graphene oxide interacts with isocyanates [36]. Moreover, it was established by
the XPS method that this is a very complex interaction. Thus, the intensity of the peak at
286.55 eV in the spectrum of C1s GO sharply decreased after treatment with isocyanate,
while, on the contrary, the intensity of the peak at 287.1 eV increased. This change might
have been due to the formation of a carbamate ester instead of hydroxyl, which reduces
the number of hydroxyl groups and, accordingly, increases the number of carboxyl groups.
In general, the C1s spectrum of graphene oxide treated with isocyanate indicates a partial
reduction in graphene oxide because of treatment [37]. Therefore, the data obtained in our
study are in full agreement with this scheme, i.e., the sum of the intensities of the peaks
at 286.0 and 286.6 eV was higher in the spectrum of the composite (36.68%) than in the
spectrum of the original PU (35.34%).

Table 4. Contributions of individual chemical moieties in the high-resolution C1s, N1s and O1s
spectra of PU and PU/1.5GO.

Moiety Binding Energy [eV] PU/1.5GO [at%] PU [at%]

C1s

C=C 284.2 1.9 1.31
C–C 285.0 56.15 55.73

CC–OH, –NH2 286.0 7.11 6.93
C–O–C 286.6 29.57 28.41

C=O 287.8 2.27 4.87
C=NH–(O)–NH 289.3 1.54 1.57
C=NH–(O)–O 290.6 1.47 1.3

N1s C=NH–(O)– 399.9 90.8 100
C–NH3

+ 401.3 9.2 -

O1s
O=C 530.8 2.5 3.84
O–C 532.5 85.89 86.43
H2O 534.2 11.61 9.74
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Figure 2. High-energy resolution XPS spectra C1s, O1s, and N1s for pure PU (A) and PU/1.5GO
composite (B).

3.3. DTG Curves

The TG curves were presented in ref [8], and it was noted that the introduction of GO
increased the thermal stability of films based on PU. However, no quantitative estimates
of this increase were given. Provided below are DTG curves for a pure PU film and a
composite film with a GO content of 1.0 wt.% (Figure 3). It can be observed from Figure 3
that the temperature of the maximum composite degradation rate (Tmax) significantly
exceeded that of a pure PU film. Moreover, the numerical values of Tmax for the studied
samples are presented in Table 2. It was found that the Tmax of all the studied composites
was more significant than that of pure PU. However, instead of the expected monotonic
dependence of this parameter on the GO content, a dependence with a maximum can be
observed, which we cannot yet explain. Comparison of our data on the effect of additives
on the thermal stability of polyurethane with data from other authors shows that graphene
oxide is a very effective small additive (Table 5). Thus, the addition of only 0.1% GO
increases Tmax by 7.5 ◦C, which exceeds this value for other additives.

Table 5. Comparison of the effect of nanofillers in polyurethane composites.

Polyurethane
Matrix Nanofiller Content,

wt.%
Processing

Method
Thermal
Stability Highlights Ref.

TPU RGO 0.1 solution Increased 6 ◦C 410% toughness 8% hardness [38]
TPU OMMT 1.0 in situ Increased 10 ◦C Tm increased [39]
TPU MWCNT 2.0 melt Increased 13 ◦C Increased modulus [40]
PU f-GNP 1.5 solution Increased 30 ◦C Enhanced shape memory [41]
PU GNS 2.0 in situ Increased 40 ◦C 202% storage modulus [42]
PU GO 1 solution Increased 21 ◦C elongation at break 64.5%, [43]
PU GO 0.1 solution Increased 7.5 ◦C Tm increased, increase concentration

of defects in structure nanosheets Present workPU GO 0.5 solution Increased 26 ◦C

Abbreviations: TPU—thermoplastic polyurethane; OMMT—organically modified montmorillonite; Tm—melting
temperature; PU—polyurethane; MWCNT—multiwall carbon nanotube; f-GNP—functionalized graphene
nanoplatelets; GO—graphene oxide; RGO—reduced graphene oxide; GNS—graphene nano-sheets.
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3.4. Raman Spectra

The Raman spectra of GO and rGO are well known (for example, see [44–47]). At the
same time, the information regarding the Raman spectra obtained by different authors
differs somewhat. In our study, we followed the authors of [48], according to whom the
Raman spectra of rGO obtained upon excitation with radiation at a wavelength of 532 nm
can be used to obtain data on the oxygen content of crystallinity as well as the degree of
disorder in it. Figure 4 shows the Raman spectrum of graphene oxide used in this work.
Table 5 shows the position, relative intensities, and half-widths of individual peaks in this
spectrum, as well as similar parameters of the spectrum of graphene oxide (for the sake of
comparison), which was reduced (i.e., treated with hydrazine vapor). It can be observed
from Table 5 that after reduction, the main peaks (D and G) narrowed and the ID/IG - ratio
increased. Similar changes in the Raman spectra of reduced GO were previously observed
in [49].
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Figure 5 presents the Raman spectra of the polymer and its composites with GO. In
the case of the spectrum of pure PU with the range of 50–3500 cm−1, there were practically
no intense peaks. Moreover, the introduction of 1% graphene oxide led to the appearance
of peaks characteristic of graphite-like structures in the spectrum. Furthermore, when 1.5%
graphene oxide was introduced, the peaks characteristic of the polymer practically does
not appear in the spectrum. The results of the decomposition of the PU/GO spectra in
the region of 750–2000 cm−1 are also shown in Table 6, which shows that, as in the case of
restoration, the main peaks (i.e., D and G) in the spectra of the composites had a smaller
half-width compared to that in the initial graphene oxide. Additionally, the ID/IG ratio in
the spectra of the composite increased, and this increase was much higher than the increase
in the reduction in GO. Consequently, new defects appeared in the graphene-like structure
of GO. Such defects can be chemical bonds with the PU matrix.
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Table 6. The positions (Pos), full widths at half maximum (FWHM), and intensities (Int) of the peaks
in the Raman spectra of the samples under study.

Sample Peak Pos, cm–1 FWHM, cm–1 Int, % ID/IG

GO

D* 1114.2 178 3.2
D 1348.5 134 60.3

D” 1520.0 123 4.8 2.09
G 1587.1 78 28.8
D’ 1613.3 32 3.0

rGO

D* 1144.2 220 5.2
D 1347.9 80 60.1

D” 1522.2 140 9.7 2.68
G 1584.0 55 22.4
D’ 1617.1 27 2.7

PU/1.0GO

D* 1100.5 180 5.6
D 1338.7 111 55.0

D” 1500.0 187 21.0 7.24
G 1580.0 71 7.6
D’ 1605.9 56 10.8

PU/1.5GO

D* 1150.0 144 2.3
D 1346.6 118 45.8

D” 1520.0 221 30.2 3.69
G 1580.0 72 12.4
D’ 1602.8 56 9.4
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4. Discussion

As it was previously reported [8], introducing a small amount of GO (i.e., up to 2
wt.%) effectively strengthened the PU matrix. Moreover, the Young’s modulus increased
symbatically with the increasing concentration of the additive, reaching a value of 42.95
MPa, which was almost six times higher than that of the initial PU. In the literature, this
behavior is logically associated with physical crosslinking between the rigid domains
of the PU matrix and the functional groups on the GO nanosheet surface due to the
formation of hydrogen bonds [50–54]. However, IR spectroscopy, which is one of the most
effective methods for studying hydrogen bonds, turned out to be insensitive in our case [8].
Nevertheless, as is evident in this work, the study of composites by the Raman method
made it possible to establish that GO nanosheets embedded in a PU matrix are partially
reduced due to the chemical interaction with the functional groups of the matrix. Such an
interaction may result in the appearance of such groups as C–NH3

+, which XPS detected.

5. Conclusions

The PU/GO films with a GO content of 0.1–1.5 wt.% were studied with the help of
elemental analysis, X-ray photoelectron spectroscopy, differential thermogravimetry, and
Raman spectroscopy. From this study, the following conclusions can be drawn:

1. The comparison between the data on the volume and the surface elemental composi-
tion reveals a significant increase in the nitrogen concentration from the surface to
the volume, which suggests that the content of urethane and urea near the surface is
much less than in the bulk.

2. It has been established that the [C/N]at ratio in the near-surface layer of PU/GO
composite films grows symbatically with an increase in the content of graphene oxide
in the composite.

3. In the N1s spectrum of the composite, along with the peak from the isocyanate groups
(399.9 eV), another peak appeared with a binding energy of 401.3 eV, which can be
attributed to oxidized nitrogen.

4. The peak intensity in the C1s spectrum underwent a slight decrease due to the
hydroxyl and peroxide groups in the composite compared to the initial PU.

5. The temperatures of the maximum degradation rate Tmax of all the studied composites
were higher than that of pure PU. The value can increase by more than 26 ◦C with the
introduction of only 0.5 wt.% GO.

6. The change in the Raman spectra indicates that the formation of the composite is
accompanied by a partial reduction in GO nanosheet and an increase in the concentra-
tion of defects in its structure.

Author Contributions: Investigation, formal analysis, writing—original draft, S.A.B.; Investigation,
formal analysis, Y.V.B., Investigation, visualization, formal analysis, writing—review and editing,
E.N.K.; Investigation, formal analysis, E.V.D.; Investigation, formal analysis, S.S.K.; Investigation,
formal analysis, V.I.K.; Review and editing, data curation, A.M.; Review and editing, project adminis-
tration, Y.M.S. All authors have read and agreed to the published version of the manuscript.

Funding: This work was supported by the Ministry of Science and Higher Education of the Russian
Federation in the frame of state tasks (state registration Nos AAAA-A19–119032690060−9, AAAA-
A19-119061890019-5 and 075-01304-23-00).

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: The data supporting reported results can be obtained on request from
the authors.

Conflicts of Interest: The authors declare no conflict of interest.



Nanomaterials 2023, 13, 553 9 of 11

References
1. Akindoyo, J.O.; Beg, M.D.H.; Ghazali, S.; Islam, M.R.; Jeyaratnam, N.; Yuvaraj, A.R. Polyurethane Types, Synthesis and

Applications—A Review. RSC Adv. 2016, 6, 114453–114482. [CrossRef]
2. Tian, S. Recent Advances in Functional Polyurethane and Its Application in Leather Manufacture: A Review. Polymers 2020,

12, 1996. [CrossRef] [PubMed]
3. Alizadegan, F.; Mirabedini, S.M.; Pazokifard, S.; Goharshenas Moghadam, S.; Farnood, R. Improving Self-Healing Performance of

Polyurethane Coatings Using PU Microcapsules Containing Bulky-IPDI-BA and Nano-Clay. Prog. Org. Coat. 2018, 123, 350–361.
[CrossRef]

4. Itapu, B.; Jayatissa, A. A Review in Graphene/Polymer Composites. Chem. Sci. Int. J. 2018, 23, 1–16. [CrossRef]
5. Sreenivasulu, B.; Ramji, B.R.; Nagaral, M. A Review on Graphene Reinforced Polymer Matrix Composites. Mater. Today Proc.

2018, 5, 2419–2428. [CrossRef]
6. Al Faruque, M.A.; Syduzzaman, M.; Sarkar, J.; Bilisik, K.; Naebe, M. A Review on the Production Methods and Applications of

Graphene-Based Materials. Nanomaterials 2021, 11, 2414. [CrossRef]
7. Razaq, A.; Bibi, F.; Zheng, X.; Papadakis, R.; Jafri, S.H.M.; Li, H. Review on Graphene-, Graphene Oxide-, Reduced Graphene

Oxide-Based Flexible Composites: From Fabrication to Applications. Materials 2022, 15, 1012. [CrossRef]
8. Baskakov, S.A.; Baskakova, Y.V.; Dvoretskaya, E.V.; Krasnikova, S.S.; Lesnichaya, V.A.; Shulga, Y.M.; Gutsev, G.L. Mechanical and

Water Absorption Properties of Waterborne Polyurethane/Graphene Oxide Composites. Materials 2022, 16, 178. [CrossRef]
9. Li, Y.; Du, Q.; Liu, T.; Peng, X.; Wang, J.; Sun, J.; Wang, Y.; Wu, S.; Wang, Z.; Xia, Y.; et al. Comparative study of methylene blue

dye adsorption onto activated carbon, graphene oxide, and carbon nanotubes. Chem. Eng. Res. Des. 2013, 91, 361–368. [CrossRef]
10. Cheng, Z.; Liao, J.; He, B.; Zhang, F.; Zhang, F.; Huang, X.; Zhou, L. One-Step Fabrication of Graphene Oxide Enhanced Magnetic

Composite Gel for Highly Efficient Dye Adsorption and Catalysis. ACS Sustain. Chem. Eng. 2015, 3, 1677–1685. [CrossRef]
11. Dong, X.C.; Chen, J.; Ma, Y.W.; Wang, J.; Chan-Park, M.B.; Liu, X.M.; Wang, L.H.; Huang, W.; Chen, P. Superhydrophobic and

superoleophilic hybrid foam of graphene and carbon nanotube for selective removal of oils or organic solvents from the surface
of water. Chem. Commun. 2012, 48, 10660–10662. [CrossRef]

12. Baskakov, S.A.; Baskakova, Y.V.; Krasnikova, S.S.; Kabachkov, E.N.; Kapustyanskaya, M.A.; Dremova, N.N.; Milovich, F.O.;
Shulga, Y.M.; Wang, X.; Li, Z. Sorption and Other Properties of Polytetrafluoroethylene/Cellulose Composite Aerogels. Polym.
Eng. Sci. 2023, 63, 305–313. [CrossRef]

13. Liu, Y.; Dong, X.; Chen, P. Biological and chemical sensors based on graphene materials. Chem. Soc. Rev. 2012, 41, 2283–2307.
[CrossRef]

14. Deng, X.; Tang, H.; Jiang, J. Recent progress in graphene-material-based optical sensors. Anal. Bioanal. Chem. 2014, 406, 6903–6916.
[CrossRef] [PubMed]

15. Zhang, Z.; Cai, R.; Long, F.; Wang, J. Development and application of tetrabromobisphenol A imprinted electrochemical sensor
based on graphene/carbon nanotubes three-dimensional nanocomposites modified carbon electrode. Talanta 2015, 134, 435–442.
[CrossRef]

16. Shangguan, Q.; Chen, Z.; Yang, H.; Cheng, S.; Yang, W.; Yi, Z.; Wu, X.; Wang, S.; Yi, Y.; Wu, P. Design of Ultra-Narrow Band
Graphene Refractive Index Sensor. Sensors 2022, 22, 6483. [CrossRef] [PubMed]

17. Shangguan, Q.; Zhao, Y.; Song, Z.; Wang, J.; Yang, H.; Cheng, J.; Liu, C.; Cheng, S.; Yang, W.; Yi, Z. High sensitivity active
adjustable graphene absorber for refractive index sensing applications. Diam. Relat. Mater. 2022, 128, 109273. [CrossRef]

18. Kochervinskii, V.V.; Baskakov, S.A.; Malyshkina, I.A.; Kiselev, D.A.; Ilina, T.S.; Rybin, M.G.; Bedin, S.A.; Chubunova, E.V.;
Shulga, Y.M. The application of organic graphene-based electrodes for studies of electrophysical properties of polymer dielectrics
and ferroelectrics. Ferroelectrics 2022, 600, 59–72. [CrossRef]

19. Wu, G.; Xu, X.; He, X.; Yan, Y. Preparation and Characterization of Graphene Oxide-Modified Sapium Sebiferum Oil-Based
Polyurethane Composites with Improved Thermal and Mechanical Properties. Polymers 2018, 10, 133. [CrossRef]

20. Calizo, I.; Balandin, A.A.; Bao, W.; Miao, F.; Lau, C.N. Temperature Dependence of the Raman Spectra of Graphene and Graphene
Multilayers. Nano Lett. 2007, 7, 2645–2649. [CrossRef]

21. Kudin, K.N.; Ozbas, B.; Schniepp, H.C.; Prud’homme, R.K.; Aksay, I.A.; Car, R. Raman Spectra of Graphite Oxide and Functional-
ized Graphene Sheets. Nano Lett. 2008, 8, 36–41. [CrossRef] [PubMed]

22. Korepanov, V.I.; Kabachkov, E.N.; Baskakov, S.A.; Shul’ga, Y.M. Raman Spectra of Composite Aerogels of Polytetrafluoroethylene
and Graphene Oxide. Russ. J. Phys. Chem. A 2020, 94, 2250–2254. [CrossRef]

23. Wen, J.; Somorjai, G.; Lim, F.; Ward, R. XPS Study of Surface Composition of a Segmented Polyurethane Block Copolymer
Modified by PDMS End Groups and Its Blends with Phenoxy. Macromolecules 1997, 30, 7206–7213. [CrossRef]

24. Chattopadhyay, D.K.; Sreedhar, B.; Raju, K.V.S.N. Effect of Chain Extender on Phase Mixing and Coating Properties of
Polyurethane Ureas. Ind. Eng. Chem. Res. 2005, 44, 1772–1779. [CrossRef]

25. Mishra, A.K.; Chattopadhyay, D.K.; Sreedhar, B.; Raju, K.V.S.N. FT-IR and XPS Studies of Polyurethane-Urea-Imide Coatings.
Prog. Org. Coat. 2006, 55, 231–243. [CrossRef]

26. Ghermezcheshme, H.; Makki, H.; Mohseni, M.; Ebrahimi, M. Hydrophilic Dangling Chain Interfacial Segregation in Polyurethane
Networks at Aqueous Interfaces and Its Underlying Mechanisms: Molecular Dynamics Simulations. Phys. Chem. Chem. Phys.
2020, 22, 26351–26363. [CrossRef]

http://doi.org/10.1039/C6RA14525F
http://doi.org/10.3390/polym12091996
http://www.ncbi.nlm.nih.gov/pubmed/32887324
http://doi.org/10.1016/j.porgcoat.2018.07.024
http://doi.org/10.9734/CSJI/2018/41031
http://doi.org/10.1016/j.matpr.2017.11.021
http://doi.org/10.3390/nano11092414
http://doi.org/10.3390/ma15031012
http://doi.org/10.3390/ma16010178
http://doi.org/10.1016/j.cherd.2012.07.007
http://doi.org/10.1021/acssuschemeng.5b00383
http://doi.org/10.1039/c2cc35844a
http://doi.org/10.1002/pen.26206
http://doi.org/10.1039/C1CS15270J
http://doi.org/10.1007/s00216-014-7895-4
http://www.ncbi.nlm.nih.gov/pubmed/24880874
http://doi.org/10.1016/j.talanta.2014.11.040
http://doi.org/10.3390/s22176483
http://www.ncbi.nlm.nih.gov/pubmed/36080942
http://doi.org/10.1016/j.diamond.2022.109273
http://doi.org/10.1080/00150193.2022.2115798
http://doi.org/10.3390/polym10020133
http://doi.org/10.1021/nl071033g
http://doi.org/10.1021/nl071822y
http://www.ncbi.nlm.nih.gov/pubmed/18154315
http://doi.org/10.1134/S0036024420110163
http://doi.org/10.1021/ma961442r
http://doi.org/10.1021/ie0492348
http://doi.org/10.1016/j.porgcoat.2005.11.007
http://doi.org/10.1039/D0CP04244G


Nanomaterials 2023, 13, 553 10 of 11

27. Rapone, I.; Taresco, V.; Lisio, V.D.; Piozzi, A.; Francolini, I. Silver- and Zinc-Decorated Polyurethane Ionomers with Tunable
Hard/Soft Phase Segregation. Int. J. Mol. Sci. 2021, 22, 6134. [CrossRef]

28. Su, X.; Yang, M.; Hao, D.; Guo, X.; Jiang, L. Marine Antifouling Coatings with Surface Topographies Triggered by Phase
Segregation. J. Colloid Interface Sci. 2021, 598, 104–112. [CrossRef] [PubMed]

29. William, S.; Hummers, J.R.; Offeman, R.E. Others Preparation of Graphitic Oxide. J. Am. Chem. Soc. 1958, 80, 1339.
30. Liu, C.; Wu, J.; Zhou, X.; Zhou, X.; Wu, Z.; Qu, J. Synthesis and Properties of Poly(dimethylsiloxane)-Based Non-isocyanate

Polyurethanes Coatings with Good Anti-Smudge Properties. Prog. Org. Coat. 2022, 163, 106690. [CrossRef]
31. Vaidya, A.; Chaudhury, M.K. Synthesis and Surface Properties of Environmentally Responsive Segmented Polyurethanes.

J. Colloid Interface Sci. 2002, 249, 235–245. [CrossRef] [PubMed]
32. Røn, T.; Javakhishvili, I.; Jeong, S.; Jankova, K.; Lee, S. Low Friction Thermoplastic Polyurethane Coatings Imparted by Surface

Segregation of Amphiphilic Block Copolymers. Colloid Interface Sci. Commun. 2021, 44, 100477. [CrossRef]
33. Wang, W.; Bai, X.; Sun, S.; Gao, Y.; Li, F.; Hu, S. Polysiloxane-Based Polyurethanes with High Strength and Recyclability. Int. J.

Mol. Sci. 2022, 23, 12613. [CrossRef]
34. Wang, G.B.; Labow, R.S.; Santerre, J.P. Probing the Surface Chemistry of a Hydrated Segmented Polyurethane and a Comparison

with Its Dry Surface Chemical Structure. Macromolecules 2000, 33, 7321–7327. [CrossRef]
35. Ederer, J.; Janoš, P.; Ecorchard, P.; Tolasz, J.; Štengl, V.; Beneš, H.; Perchacz, M.; Pop-Georgievski, O. Determination of Amino

Groups on Functionalized Graphene Oxide for Polyurethane Nanomaterials: XPS Quantitation vs. Functional Speciation.
RSC Adv. 2017, 7, 12464–12473. [CrossRef]

36. Stankovich, S.; Piner, R.D.; Nguyen, S.T.; Ruoff, R.S. Synthesis and Exfoliation of Isocyanate-Treated Graphene Oxide
Nanoplatelets. Carbon 2006, 44, 3342–3347. [CrossRef]

37. Zhao, H.; Wu, L.; Zhou, Z.; Zhang, L.; Chen, H. Improving the Antifouling Property of Polysulfone Ultrafiltration Membrane by
Incorporation of Isocyanate-Treated Graphene Oxide. Phys. Chem. Chem. Phys. 2013, 15, 9084–9092. [CrossRef]

38. Bera, M.; Maji, P.K. Effect of structural disparity of graphene-based materials on thermo-mechanical and surface properties of
thermoplastic polyurethane nanocomposites. Polymer 2017, 119, 118–133. [CrossRef]

39. Strankowski, M.; Strankowska, J.; Gazda, M.; Piszczyk, Ł.; Nowaczyk, G.; Jurga, S. Thermoplastic polyurethane/(organically
modified montmorillonite) nanocomposites produced by in situ polymerization. Express Polym. Lett. 2012, 6, 610–619. [CrossRef]

40. Benedito, A.; Buezas, I.; Gimenez, E.; Galindo, B.; Ortega, A. Dispersion and Characterization of Thermoplastic Polyurethane/Multiwalled
Carbon Nanotubes by Melt Mixing. J. Appl. Polym. Sci. 2011, 122, 3744–3750. [CrossRef]

41. Yadav, S.K.; Cho, J.W. Functionalized graphene nanoplatelets for enhanced mechanical and thermal properties of polyurethane
nanocomposites. Appl. Surf. Sci. 2013, 266, 360–367. [CrossRef]

42. Wang, X.; Hu, Y.; Song, L.; Yang, H.; Xing, W.; Lu, H. In situ polymerization of graphene nanosheets and polyurethane with
enhanced mechanical and thermal properties. J. Mater. Chem. 2011, 21, 4222. [CrossRef]

43. Jing, Q.; Liu, W.; Pan, Y.; Silberschmidt, V.V.; Li, L.; Dong, Z. Chemical functionalization of graphene oxide for improving
mechanical and thermal properties of polyurethane composites. Mater. Des. 2015, 85, 808–814. [CrossRef]

44. Cançado, L.G.; Jorio, A.; Martins Ferreira, E.H.; Stavale, F.; Achete, C.A.; Capaz, R.B.; Moutinho, M.V.O.; Lombardo, A.;
Kulmala, T.S.; Ferrari, A.C. Quantifying defects in graphene via raman spectroscopy at different excitation energies. Nano Lett.
2011, 11, 3190–3196. [CrossRef]

45. Casero, E.; Alonso, C.; Vázquez, L.; Petit-Domínguez, M.D.; Parra-Alfambra, A.M.; de la Fuente, M.; Merino, P.; Álvarez-García, S.;
de Andrés, A.; Pariente, F.; et al. Comparative Response of Biosensing Platforms Based on Synthesized Graphene Oxide and
Electrochemically Reduced Graphene. Electroanalysis 2013, 25, 154–165. [CrossRef]

46. Dong, X.; Wang, K.; Zhao, C.; Qian, X.; Chen, S.; Li, Z.; Liu, H.; Dou, S. Direct Synthesis of RGO/Cu2O Composite Films on Cu
Foil for Supercapacitors. J. Alloys Compd. 2014, 586, 745–753. [CrossRef]

47. Dashairya, L.; Sharma, M.; Basu, S.; Saha, P. SnS2/RGO Based Nanocomposite for Efficient Photocatalytic Degradation of Toxic
Industrial Dyes under Visible-Light Irradiation. J. Alloys Compd. 2019, 774, 625–636. [CrossRef]

48. Claramunt, S.; Varea, A.; López-Díaz, D.; Velázquez, M.M.; Cornet, A.; Cirera, A. The Importance of Interbands on the
Interpretation of the Raman Spectrum of Graphene Oxide. J. Phys. Chem. C 2015, 119, 10123–10129. [CrossRef]

49. Krishnamoorthy, K.; Veerapandian, M.; Mohan, R.; Kim, S.-J. Investigation of Raman and Photoluminescence Studies of Reduced
Graphene Oxide Sheets. Appl. Phys. A Mater. Sci. Process. 2012, 106, 501–506. [CrossRef]

50. Akram, N.; Saeed, M.; Usman, M.; Mansha, A.; Anjum, F.; Zia, K.M.; Mahmood, I.; Mumtaz, N.; Gul Khan, W. Influence of
Graphene Oxide Contents on Mechanical Behavior of Polyurethane Composites Fabricated with Different Diisocyanates. Polymers
2021, 13, 444. [CrossRef]

51. Strankowski, M.; Korzeniewski, P.; Strankowska, J.; A. S., A.; Thomas, S. Morphology, Mechanical and Thermal Properties of
Thermoplastic Polyurethane Containing Reduced Graphene Oxide and Graphene Nanoplatelets. Materials 2018, 11, 82. [CrossRef]
[PubMed]

52. Tounici, A.; Martín-Martínez, J.M. Addition of Graphene Oxide in Different Stages of the Synthesis of Waterborne Polyurethane-
Urea Adhesives and Its Influence On Their Structure, Thermal, Viscoelastic and Adhesion Properties. Materials 2020, 13, 2899.
[CrossRef] [PubMed]

http://doi.org/10.3390/ijms22116134
http://doi.org/10.1016/j.jcis.2021.04.031
http://www.ncbi.nlm.nih.gov/pubmed/33895532
http://doi.org/10.1016/j.porgcoat.2021.106690
http://doi.org/10.1006/jcis.2002.8262
http://www.ncbi.nlm.nih.gov/pubmed/16290591
http://doi.org/10.1016/j.colcom.2021.100477
http://doi.org/10.3390/ijms232012613
http://doi.org/10.1021/ma990882q
http://doi.org/10.1039/C6RA28745J
http://doi.org/10.1016/j.carbon.2006.06.004
http://doi.org/10.1039/c3cp50955a
http://doi.org/10.1016/j.polymer.2017.05.019
http://doi.org/10.3144/expresspolymlett.2012.65
http://doi.org/10.1002/app.34788
http://doi.org/10.1016/j.apsusc.2012.12.028
http://doi.org/10.1039/c0jm03710a
http://doi.org/10.1016/j.matdes.2015.07.101
http://doi.org/10.1021/nl201432g
http://doi.org/10.1002/elan.201200480
http://doi.org/10.1016/j.jallcom.2013.10.078
http://doi.org/10.1016/j.jallcom.2018.10.008
http://doi.org/10.1021/acs.jpcc.5b01590
http://doi.org/10.1007/s00339-011-6720-6
http://doi.org/10.3390/polym13030444
http://doi.org/10.3390/ma11010082
http://www.ncbi.nlm.nih.gov/pubmed/29316638
http://doi.org/10.3390/ma13132899
http://www.ncbi.nlm.nih.gov/pubmed/32605195


Nanomaterials 2023, 13, 553 11 of 11

53. Han, X.; Gao, J.; Chen, Z.; Tang, X.; Zhao, Y.; Chen, T. Correlation between Microstructure and Properties of Graphene
Oxide/waterborne Polyurethane Composites Investigated by Positron Annihilation Spectroscopy. RSC Adv. 2020, 10, 32436–32442.
[CrossRef]

54. Prakash, R.; Maiti, P. The Effect of Chemical Tagging of Graphene Oxide in Thermoplastic Polyurethane on Gelation Behavior.
Polymer 2022, 253, 124999. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

http://doi.org/10.1039/D0RA05872F
http://doi.org/10.1016/j.polymer.2022.124999

	Introduction 
	Materials and Methods 
	Results 
	Elemental Analysis 
	XPS Spectra 
	DTG Curves 
	Raman Spectra 

	Discussion 
	Conclusions 
	References

