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scaling and corrosion-resistant properties

Binbin Sun,†a Qian Liu,†b Yuxin Gao,a Liang Han,b Rui Zhang,a

Chenxi Zhangc and Xilai Jia *b

Anti-scaling technology for pipelines has always been a focus of oilfield industrial production. Compared

with traditional metal pipes, polyethylene (PE) pipes have unique advantages in terms of corrosion

resistance, surface friction resistance, and service life. In this paper, aiming at an enhancement of anti-

scaling and corrosion-resistant properties, as well as increased mechanical properties, PE nanocomposites

have been prepared by the introduction of modified carbon nanotubes (m-CNTs) into the PE matrix. To

improve the interface compatibility of the composites, the CNTs were treated with reactive tetrabutyl

titanate after nitric acid oxidation, which brings about uniform dispersion of the CNTs and intimate

interface interaction. As the m-CNT fraction increases, the PE crystallinity displays a slight increase.

Polarized microscopy shows that the scaling on the surface of the composite material is obviously reduced

compared with pure PE, because the surface free energy of the composite material decreases. Moreover,

due to the good dispersion, the composites show enhanced mechanical properties. That is, by adding 1.10

wt% CNTs, the tensile stress and impact toughness of the composites are 20.76 MPa and 37.89 kJ m−2,

respectively, increases of 15.0% and 11.9% compared with pure PE. This paper supports the idea that the

crystallinity of the PE matrix can be improved by adding CNTs, thereby increasing the corrosion resistance

and anti-scaling properties. This work can provide inspiration for using the methods of scale inhibition and

corrosion resistance in polymer nanocomposites.

Keywords: Carbon nanotube; Nanocomposite; Polyethylene; Anti-scaling; Corrosion-resistant.

1 Introduction

Pipeline scaling is a common problem in the petroleum
industry.1–4 Scale in the pipeline can narrow the area of the
cross-section of the conduits and increase the resistance to
fluid transport.5,6 Therefore, it is desirable to pay more
attention to anti-scaling technology. The formation of scale is
mainly due to the precipitation of inorganic salts such as
calcium carbonate, calcium sulfate and magnesium
hydroxide.2,7 By preparing or coating materials with low
surface free energy on the surface of metal pipelines, the
difficulty of adhesion of scale to the surface is increased.8

Due to their low surface free energy and very convenient

processing technology, various kinds of polymeric materials
have been widely used in coating the inside of the pipelines
and they show unique advantages in self-cleaning and anti-
corrosion.9–11 However, the mechanical strength and
hardness of most polymers are poor due to their intrinsic
properties, which limits their broader application in
pipelines.12 Therefore, the addition of various fillers to a
polymer to improve its mechanical and functional properties
and broaden its application range has been a research
hotspot.13–19

Among the vast number of polymers, polyethene (PE) has
been widely used in pipelines in the petroleum industry due
to its low cost, facile processability, and moisture resistance.
It can be high-crystalline, low-crystalline or amorphous.20 The
modulus and strength of many of these materials are
relatively low, which means that, besides electrical
conductivity, other properties such as mechanical properties
can also be significantly enhanced after adding
nanofillers.21–28 In the harsh fluid environment in oilfield
industrial production, PE pipe materials are easily eroded
mainly from amorphous cracks to the whole, which leads to
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frequent replacement. If a facile and simple method can be
used to increase the the crystallinity of the PE matrix, the
corrosion resistance of the pipes is expected to be improved.

On the other hand, pipeline scaling has always been a
serious problem. The water of oil injection wells is rich in
various minerals.29–31 When the temperature, pressure and
pH value change, scale is easily formed and it becomes a
challenging task to remove the complex scale. In order to
improve the anti-scaling performance and durability of
coating materials based on PE polymers, nanocomposite
materials have been made by introducing various kinds of
nanofiller in an appropriate proportion. At present,
researchers are committed to preparing polymer composites
with both mechanical properties and scale inhibition
performance. By adding various fillers into the polymer
matrix, the defects of poor rigidity, hardness, and impact
resistance of the polymer matrix have been proved to be
improved in many studies.21,32–34 For instance, due to their
reduction ability and barrier performance, graphene and
some other two-dimensional nanosheets have been
introduced to polymers as an effective anticorrosion coating,
which can bring about enhanced mechanical strength and
anti-scaling.35–38 Among nanofillers, CNTs have a specific
one-dimensional structure in comparison with other
dimensional nanofillers. Moreover, compared to graphene,
the dispersion of CNTs has been scaled up, and the reduction
in its price makes it possible for CNTs to be added into PE
nanocomposites on a large scale.35,39–41 Due to their
outstanding properties, especially high electrical conductivity
and mechanical strength, it is found that the addition of
such a 1D nanofiller can bring about an obvious
enhancement in the mechanical properties and electrical
conductivity of the nanocomposites.42–49 Despite a lot of
literature on CNT/PE nanocomposites being reported, there
are almost no reports concerned with the effect of carbon
nanotubes on the anti-scaling and corrosion resistance of PE
nanocomposites.11,14,15,50–55 Besides, CNTs can be
functionalized and dispersed in some polymers for coating
applications,56 like typical CNT-filled epoxy-based
nanocomposites.57 Such a nanocomposite coating can bring
about improved anti-corrosion ability in comparison with
pure epoxy coating. However, the coating layer may
encounter problems of peeling.

In this work, we report PE nanocomposites with excellent
anti-scaling performance, which are fabricated by
incorporating CNTs. To improve the interface compatibility
of the composites, the CNTs were treated by nitric acid
oxidation followed by reactive tetrabutyl titanate. Unlike
previous modification methods, this paper provides a strategy
which can also effectively disperse the CNTs with high aspect
ratios in the PE matrix, resulting in intimate interfacial
interactions. More importantly, this work reveals that the
crystallization of PE can be increased by increasing the
fraction of CNTs, leading to higher PE crystallinity and better
corrosion resistance. Moreover, due to the good dispersion,
the composites show enhanced mechanical properties. This

is superior to many CNT–polymer nanocomposites that may
show decreased mechanical strength due to the addition of a
high content of nanofillers.58 The work here provides a
simple yet effective method for research into scale inhibition
and corrosion resistance.

2 Results and discussion

Fig. 1a shows the preparation steps for the m-CNTs. Due to
the existence of defects, the surface of the CNTs can be
oxidized with nitric acid to produce reactive groups like –OH
and –COOH. After that, the surface of the CNTs is reacted
with tetrabutyl titanate molecules. Fig. 1b compares optical
photographs of the original CNTs and m-CNTs in ethanol,
with a weight fraction of 0.2 wt%. After standing for two
hours, the primary CNTs become agglomerated and
precipitate to the bottom, while the m-CNTs can still retain a
uniform dispersion, indicating that the dispersion of CNTs
after modification has been obviously improved. This is
expected to improve the interfacial bonding of the CNTs with
polyethylene due to the grafted alkyl groups. Fig. 1c shows
the SEM image of the m-CNTs. After treatment with HNO3

for 1 hour and reactive tetrabutyl titanate, the aggregated
state of the CNTs had been broken, and the CNTs still
maintained a large aspect ratio. Fig. 1d and e display the
TEM images of the m-CNTs. A small amount of coating layer
has been attached to the surface of the CNTs treated with
tetrabutyl titanate, which may be the groups of –Ti–O–CH2–

CH3 and partial TiO2. The element distribution mapping also
showed that Ti and O were evenly encapsulated around
carbon.59 This is consistent with the surface modifications of
the CNTs, as illustrated in the experiments.

According to a comparison of the Raman shifts of the
CNTs during the modification steps (Fig. 2f), the ratio of the
D peak to the G peak (ID/IG) of untreated CNTs is about 0.96,
while those of the oxidized CNTs and m-CNTs are 0.84 and
0.67, respectively. This indicates that the acidification and
grafting treatments cause no great damage to the nanotubes,
and this functionalization method shows no great damage to
the structural integrity of the nanotubes. Good retention of
the structural integrity of the carbon nanotubes is beneficial
to maintaining their good mechanical and thermal
conductivity.

Fig. 3a shows that the typical diffraction peaks of the CNT
filler are located at 25.8° and 43.2°, corresponding to the
(002) and (100) crystal planes, respectively. The results
support the crystal structure of the carbon nanotubes still
remaining after modification. Moreover, close to the (002)
peak of the CNTs, a small peak at around 26.2° can be
observed which should be ascribed to the (101) peak of TiO2.
This indicates that a small fraction of tetrabutyl titanate
might be converted to TiO2 on the CNTs during the
modification. The XRD characterization of PE before and
after the introduction of the CNTs are compared in Fig. 3a.
PE shows obvious peaks at 21.5° and 23.9°, which are
characteristic diffraction peaks of (110) and (200) crystal
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planes, respectively, which proves that it contains a partially
crystalline structure. The results show that the characteristic
peak of PE is still maintained after adding the m-CNTs, but
the peak of the nanotubes is not obvious, which may be
because they are well dispersed in the PE matrix. Fig. 3b

compares nanocomposites with different contents of
m-CNTs. It should be pointed out that the addition of the
m-CNT nanofiller does not change the crystallization
characteristics. With the increase in carbon nanotube filler
content, the peak position of the polyethylene remains

Fig. 1 (a) Schematic diagram of surface modification steps with CNTs to make PE nanocomposites. (b) Comparison of optical photographs of the
original CNTs and m-CNTs in ethanol. (c) SEM and (d and e) TEM images of the m-CNTs. (f) Elemental mapping of the m-CNTs.

Fig. 2 (a–c) XPS Ti2p spectra of the m-CNTs. (d) TGA curves of the acidified CNTs and m-CNTs. (e) FTIR and (f) Raman shifts of the different CNT
samples.
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unchanged, only with the half peak width of the (110) crystal
plane becoming narrowed, which may support a slight
enhancement in crystallization.

As shown in the XRD results, PE is a partially crystalline
polymer. Fig. 4a shows the DSC melting curves of the
nanocomposites. The melting peak temperature of the
samples shows a little increase with increasing m-CNT
content. Also, the enthalpy values of the nanocomposites
have increased. The calculated melting enthalpies are 138.55
J g−1, 140.29 J g−1, 141.71 J g−1 and 149.25 J g−1, respectively,
for pure polyethylene, and 0.58 wt%, 0.84 wt% and 1.10 wt%
CNT/PE nanocomposites. The results support the idea that
the degree of crystallinity of PE can be enhanced by the
introduction of CNTs.

Fig. 5a shows the stress–strain curves for pure PE and the
nanocomposites. Compared with pure PE, the elongation at
break of the composites shows no obvious decrease, while
the yield stress of the composites with 0.58 wt%, 0.84 wt%
and 1.10 wt% m-CNTs is increased to 18.40 MPa, 19.42 MPa
and 20.76 MPa, respectively (Fig. 5b). The yield stress has
increased by 1.94%, 7.59% and 15.02%, respectively. Fig. 5c
further compares the Young's modulus of PE and the
nanocomposites. The Young's modulus of the composite has
increased from 128.42 MPa to 137.21 MPa, 142.15 MPa and
147.54 MPa, respectively (Fig. 5c), consistent with the
enhanced mechanical strength. The increased mechanical

properties support the finding that the m-CNTs have been
uniformly dispersed into the PE matrix and bond well with it.
The modified carbon nanotubes can play an effective role in
stress transfer in the PE matrix.

The strengthening effect of the CNTs on PE not only
increases the yield stress, but also enhances the toughness of
PE. Fig. 5d shows a comparison of the impact toughness of
the nanocomposites. According to the test results, the impact
toughness of pure PE is 33.85 kJ m−2, and that of the
nanocomposites with 0.58 wt%, 0.84 wt% and 1.096 wt%
CNTs is improved to 34.93 kJ m−2, 36.28 kJ m−2 and 37.89 kJ
m−2, respectively, in which the impact toughness of the 1.10
wt% nanocomposite has increased by 11.94%. It can be seen
that with an increase in carbon nanotube content in the PE
matrix, the comprehensive mechanical properties show a
rising trend on the whole. The impact toughness of the
nanocomposites convincingly shows that the m-CNTs interact
well with the PE matrix, and the stress is transferred to the
carbon nanotube bundle through the matrix. The CNTs in
the matrix play a bridging role to disperse the load stress,
delay tear stress leading to destruction of the composites,
and improve the impact toughness of the composites.

Fig. 6a shows that the cross-section of PE is a wave-shaped
layered crystal. After adding different m-CNTs into the PE
matrix, the PE crystals become much smaller, as shown in
Fig. 6b–d. Meanwhile, with an increase in nanotube filler, the

Fig. 3 (a) XRD patterns of the CNT/PE nanocomposite, PE and CNT. (b) XRD patterns of the nanocomposites with increasing CNT content.

Fig. 4 Comparison of (a) DSC melting curves and (b) enthalpy values of the nanocomposites with increasing m-CNT content.
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layered crystal structure of the PE matrix becomes smaller.
This supports the idea that the added m-CNTs can act as
grain refiners to toughen the PE, consistent with the increase
in mechanical strength of the nanocomposites. Moreover, the
fracture surface of the CNT/PE nanocomposites is rough,
with no CNTs observed being pulled out of the PE matrix,

and there is no obvious phenomenon of large particle
agglomeration. The results indicate that the CNTs hinder the
cracking of the PE matrix.

Fig. 7 and 8 compare the fouling formation on pure PE
and the 1.10 wt% CNT/PE nanocomposite. During this
observation period, polarized microscopy shows that the

Fig. 5 (a) Stress–strain curves; (b) yield stress; (c) Young's modulus; and (d) impact toughness of PE and CNT/PE nanocomposites.

Fig. 6 Cross-sectional SEM images of the materials: (a) PE; (b) 0.58 wt%; (c) 0.84 wt%; (d) 1.10 wt% CNT/PE nanocomposites.
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Fig. 7 (a–e) Surface morphology (left) of a pure PE sample soaked in oilfield water for 10, 17, 24, 31 and 38 days, respectively, and the 3D
topography (right) after flattening.
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Fig. 8 (a–e) Surface morphology (left) and 3D morphology (right) of the 1.10 wt% CNT/PE nanocomposite after being soaked in oilfield water for
10, 17, 24, 31 and 38 days, respectively.
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CNT/PE nanocomposite displays less scale and fewer
corrosion hole defects on the surface for the same time
soaking in oilfield water. The results indicate that adding a
certain amount of CNTs to PE can effectively inhibit the
formation of scale and enhance the corrosion resistance of
the PE matrix. The reason why the scaling on the surface of
the composite material may be reduced should be related to
the surface free energy of the nanocomposite material
decreasing when the CNTs are added.

Fig. 9 shows that the surface contact angle of pure PE is
90.8°, indicating that PE is a hydrophobic material. After
adding CNTs into the PE matrix, the surface contact angle of
all the nanocomposite materials has increased a little. The
surface contact angles become 93.2°, 93.4°, and 93.8° for the
0.58 wt%, 0.84 wt%, and 1.10 wt% CNT/PE nanocomposites,
respectively. The results support the idea that the
hydrophobic property of PE has been enhanced with the
increase in CNTs. The surface energy of polyethylene is 35.5
mJ m−2. It can be calculated that the surface energy of the
composite material with 1.10 wt% CNTs is 29.65 mJ m−2,
which is 16.47% lower than that of pure PE. Therefore, it
becomes more difficult for impurities in water to be adsorbed
on the surface of the material, avoiding the accumulation of
dirt, which can bring about better anti-scaling performance.

To further confirm the anti-corrosion property, PE and
CNT/PE nanocomposites of the same size were soaked in a
concentrated sulfuric acid–hydrochloric acid (1 : 1 in volume)
corrosive solution (80 °C, 5 min). After that, the mass loss of
the samples was calculated and is shown in Fig. 10.
Compared with pure PE, the mass loss of all the
nanocomposite materials is less after corrosion in an acidic
environment, which indicates that the addition of CNTs plays
a reinforcing role in the PE matrix, consistent with the results
for increased crystallinity.

3 Conclusions

In summary, PE nanocomposites have been prepared by the
introduction of m-CNTs into the PE matrix, which provide

improved anti-scaling and corrosion-resistant properties, as
well as increased mechanical properties. For better interface
compatibility, the CNTs were treated with nitric acid
oxidation and reactive tetrabutyl titanate, to obtain a uniform
dispersion and intimate interface interaction. With an
increase in the m-CNT fraction, the crystallinity of PE
displays an increase and the surface free energy of the
composite materials decreases. As a result, the scaling on the
surface of the composite material is obviously reduced
compared with pure PE, and the nanocomposites become
more corrosion resistant. Moreover, due to the good
dispersion, the composites show enhanced mechanical
properties. That is, by adding 1.10 wt% m-CNTs, the tensile
stress and impact toughness of the composites are 20.76 MPa
and 37.89 kJ m−2, respectively, increases of 15.0% and 11.9%
compared with pure PE. This paper supports the idea that
the crystallinity of the PE matrix can be improved by adding
CNTs, thereby increasing its corrosion resistance and anti-
scaling properties. It has broad prospects in oilfield
production and other industrial applications.

4 Experimental section
4.1 Materials

The CNTs were prepared by chemical vapor deposition using
a fluidized bed reactor. They were multi-walled CNTs with
lengths of more than 10 microns and diameters of 7–11
nanometers. Polyethylene was provided by Petrochina Daqing
Chemical Research Center. Ethanol, nitric acid and tetrabutyl
titanate were analytically pure and were purchased from
Sinopharm Group Chemical Reagents Co., Ltd.

4.2 Modification of the CNTs

First, 200 g of the as-prepared CNT powder was mixed into
7% nitric acid solution. Then the mixture was stirred for 1
hour with a magnetic stirrer. After that, the nitric acid treated
CNTs were collected from the suction filter by washing with
ultrapure water until the filtrate became neutral. After drying
in an oven for 24 hours, we had CNTs oxidized by nitric acid.
Subsequently, 5 wt% tetrabutyl titanate–ethanol solution was

Fig. 9 Surface contact angle of PE and the nanocomposites: (a) PE
sample; (b–d) 0.58 wt%, 0.84 wt%, and 1.10 wt% CNT/PE
nanocomposites.

Fig. 10 Comparison of the mass loss of PE and the CNT/PE
nanocomposite after corrosion.
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prepared, and 100 g of the HNO3-oxided CNT was weighed
and mixed into 2.5 L of the prepared tetrabutyl titanate–
ethanol solution. Then the mixture was continuously stirred
for 1.5 hours with a magnetic stirrer. After that, the CNTs
were washed with ethanol and filtered with a suction filter
funnel. After drying for 12 hours in an oven, the tetrabutyl
titanate modified CNTs were obtained.

4.3 Melt extrusion-hot pressing of the nanocomposites

PE and the modified CNTs were mixed with an SJZ-45
experimental twin screw extruder at 210 °C. They were
extruded according to the three weight proportions of 200 :
1.16, 200 : 1.69 and 200 : 2.21. The corresponding
nanocomposites were PE/CNT pellets of 0.58 wt%, 0.84 wt%
and 1.10 wt%, respectively.

4.4 Characterization

SEM experiments were conducted on a JEOL-2010 at 3.0 kV.
TEM experiments were conducted on the JEM-2010 operated
at 120 kV. Raman spectra were performed on a HR800 inVia
with He–Ne laser excitation at 532 nm. The tensile properties
of the samples were analyzed with a universal tensile testing
machine MTS (SANS) CMT4502. The samples were dog-bone
shaped with tested length, width and thickness of 20 mm, 4
mm and 2 mm, respectively. The tensile speed was 10 mm
min−1. The impact toughness of the samples was analyzed
with a JB-25 pendulum impact tester, and the samples were
Charpy V-notch impact samples. Thermal analysis (TGA test,
Q5000 IR) was used to obtain the thermal properties of the
composites at a heating rate of 10 °C min−1 under nitrogen.
The crystallization properties of the composites were
obtained at room temperature with a heating rate of 10 °C
min−1 with a DSC6200 from SEIKO Instrument Company,
Japan. An XPS-Kratos-AXIS X-ray photoelectron spectrometer
manufactured by the Spike Company of Germany was used to
further study the surface structure of the CNTs. A white light
interference three-dimensional microscope (Contour GTK)
was used to analyze the dirt morphology and corrosion pits
on the sample surface. The wetting angle of the composite
surface was measured with an SL200B contact angle meter.
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