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Abstract: In this study, a continuous fiber laser (1064 nm wavelength, 30 W/cm2 ) is used to irradiate
multi-walled carbon nanotubes (MWCNTs) on different substrate surfaces. Effects of substrates on
nano-welding of MWCNTs are investigated by scanning electron microscope (SEM). For MWCNTs
on silica, after 3 s irradiation, nanoscale welding with good quality can be achieved due to breaking
C–C bonds and formation of new graphene layers. While welding junctions can be formed until 10 s
for the MWCNTs on silicon, the difference of irradiation time to achieve welding is attributed to the
difference of thermal conductivity for silica and silicon. As the irradiation time is prolonged up to
12.5 s, most of the MWCNTs are welded to a silicon substrate, which leads to their frameworks of
tube walls on the silicon surface. This is because the accumulation of absorbed energy makes the
temperature rise. Then chemical reactions among silicon, carbon and nitrogen occur. New chemical
bonds of Si–N and Si–C achieve the welding between the MWCNTs and silicon. Vibration modes
of Si3 N4 appear at peaks of 363 cm´1 and 663 cm´1 . There are vibration modes of SiC at peaks of
618 cm´1 , 779 cm´1 and 973 cm´1 . The experimental observation proves chemical reactions and the
formation of Si3 N4 and SiC by laser irradiation.
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1. Introduction
The discovery of carbon nanotubes (CNTs) in 1991 [1] has attracted tremendous attention. Due to
their superior electrical, mechanical, and thermal properties [2,3], CNTs are unique building blocks for
many novel functional materials, which gives CNTs enormous commercial potential in applications
including energy storage [4] and biotechnology [5]. In order to expand their applications, it is necessary
to achieve nanoscopic welding which is one of the promising ways to rearrange, assemble and integrate
CNTs for nanoscale systems and nanodevices [6]. In the past decade, some approaches have been
proposed, including mechanical manipulation with the atomic force microscope [7], electron beam
irradiation [8], ion irradiation [9], heat welding [10–13] and welding by laser irradiation [14–17].
However, the nanoscale welding, including CNTs-CNTs and CNTs-substrates, is still under discussion,
and requires more investigation to achieve reliable junctions.
In this study, a continuous fiber laser is used to irradiate MWCNTs on different substrate (silicon
and silica) surfaces. The effects of substrates on the welding of MWCNTs are studied. We investigate
the joining of MWCNTs and the welding between MWCNTs and silicon. The experiments demonstrate
that: (1) substrates strongly affect the welding process of MWCNTs; (2) more irradiation time is
needed to weld MWCNTs on a silicon surface due its higher thermal conductivity; (3) by prolonging
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laser irradiation time, the chemical reaction products Si3 N4 and SiC are created during the welding
processing between MWCNTs and silicon. New chemical bonds of Si–N and Si–C make the welding
between MWCNTs and silicon successful.
2. Results and Discussion
The SEM image of a raw MWCNT sample is shown in Figure 1. Smooth, straight and uniform
tube walls of MWCNTs are observed, which almost have no structural defects. MWCNTs have high
aspect (length/diameter) ratios.

Figure 1. scanning electron microscope (SEM) image of raw multi-walled carbon nanotube
(MWCNT) samples.

2.1. Effects of Substrates
Figure 2 shows SEM images of crossed MWCNTs after 1064 nm laser irradiation on the substrates
of silica and silicon: (a) 3 s irradiation on silica; (b) 6 s irradiation on silica; (c) 6 s irradiation on silicon;
and (d) 8 s irradiation on silicon. As shown in Figure 2a, after 3 s irradiation, nanoscale welded joints
with good quality are created due to the absorption of laser energy. The energy is absorbed by electrons
of MWCNTs and then transformed to the atoms of MWCNTs. The collision of phonon with a carbon
atom results in the formation of radiation defects such as vacancies and interstitials in the walls of
MWCNTs. Due to the moderate temperature, the mobility of irradiation defects leads to C–C bond
breaks in various layers of MWCNTs [18]. Then new chemical bonds are formed in the contact interface
of both welding carbon tubes, which leads to the formation of new graphene layers. New graphene
layers between crossed nanotubes make the nanoscale welding successful. When the irradiation time
is prolonged up to 6 s, the morphology of MWCNTs changes a lot, and structures with lower aspect
ratio are formed. Crossed MWCNTs are still welded together, as shown in Figure 2b, because pairs of
heptagons, pentagons and holes are formed [19].
As compared with the cases shown in Figure 2a,b, after 6 or 8 s irradiation, MWCNTs on the
surface of silicon substrate appear the same and are not welded yet. One observation is the tendency of
MWCNTs to bend and curve. The difference of MWCNTs on silica and silicon substrates is attributed
to various thermal conductivities. The thermal conductivity of silicon is about 140.0 W¨ m´1 ¨ K´1 [20],
while the coefficient of silica is about 1.0 W¨ m´1 ¨ K´1 [21]. Due to the higher thermal conductivity
of silicon, it is not easy to accumulate the absorbed energy on the surface of MWCNTs. Hence, more
irradiation time is needed for the nanoscale welding of MWCNTs on silicon.

Nanomaterials 2016, 6, 36

3 of 7

Figure 2. SEM images of crossed MWCNTs after 1064 nm laser irradiation on different substrates:
(a) 3 s, silica; (b) 6 s, silica; (c) 6 s, silicon; and (d) 8 s, silicon.

2.2. Nanowelding between Carbon Nanotubes
In order to investigate the welding of MWCNTs on the silicon substrate, the irradiation time
is prolonged up to 10 s. Figure 3 shows SEM images of Figure 3a raw MWCNTs; Figure 3b crossed
MWCNTs after 10 s laser irradiation; Figure 3c,d parallel MWCNTs after 10 s laser irradiation. The only
difference between Figures 3a and 3b is the brightness change, which is hard to observe the quality of
welding. Hence, we focus on the investigation of parallel MWCNTs. From Figure 3c,d, it is found that
the joints are created by laser irradiation. The nanoscale welded joint (as shown in Figure 3c,d is similar
to the welding case after 3 s laser irradiation on silica. Hence, the nanoscale welding is attributed to
the absorption of laser energy. The absorbed energy leads to C–C bonds breaking in various layers
of MWCNTs. The formation of new chemical bonds leads to the formation of new graphene layers
between crossed nanotubes, which makes the nanoscale welding successful.

Figure 3. SEM images of (a) raw MWCNT samples and (b) crossed MWCNTs after 10 s laser irradiation,
(c,d) parallel MWCNTs after 10 s laser irradiation.
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2.3. Nanowelding between Carbon Nanotubes and Silicon
In this study, the welding between MWCNTs and the silicon substrate is also investigated by
SEM. Figure 4a shows the SEM image of dispersed raw MWCNT samples on the silicon surface, which
is evenly dispersed by 0.1% Triton X-100 (SPI Supplies, West Chester, PA, USA). The SEM image of
MWCNTs after 12.5 s irradiation is shown in Figure 4b. It is found that most of the MWCNT samples
on silicon welded to the substrate after laser irradiation and the frameworks of the MWCNT tube
walls are visible on the silicon surface. The magnification of the white rectangle in Figure 4b is shown
in Figure 4c. The frameworks of tube walls on the silicon surface are clear. Some structures with
lower aspect ratios are formed on the silicon surface. The connection section between MWCNTs and
silicon (white rectangle in Figure 4c) is magnified, as shown in Figure 4d. It is found that the nanoscale
welding between MWCNTs and silicon can be achieved by adjusting the irradiation time, which is
important for applications.

Figure 4. SEM images of MWCNTs samples: (a) raw MWCNTs on silicon surface; (b) MWCNTs
after 12.5 s laser irradiation; (c) the magnified SEM image of white rectangle in Figure 4b; and (d) the
magnified SEM image of white rectangle in Figure 4c.

In this study, we also investigate the mechanisms of nanoscale welding between MWCNTs
and silicon. Due to the higher thermal conductivity coefficient of silicon substrate, the absorbed
energy is conducted from MWCNTs to silicon, which leads to more irradiation time being required
to achieve nanoscale welding. With the prolonging of the irradiation time, the thermal effects lead
to the temperature rising. At certain temperatures, a compound combination reaction occurs among
the silicon (substrate), carbon nanotubes and nitrogen (shielding gas) [22–24]. When the temperature
reaches 1200 ˝ C, the combination reaction between silicon and nitrogen occurs and the combined
product (Si3 N4 ) is created, as shown in the chemical reaction (1). As the temperature rises up to
1400 ˝ C, the chemical reaction between Si3 N4 and C can create SiC and N2 . With the temperature rising
up to 1800 ˝ C, the combination reaction between Si and C occurs, which creates the combined product
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(SiC). These chemical reactions are proved by Raman spectra. Raman spectra of MWCNTs before
irradiation and after 12.5 s irradiation are shown in Figure 5. It is found that the vibration modes of
Si3 N4 appear at peaks of 363 cm´1 , and 663 cm´1 [25]. There are vibration modes of SiC at peaks of
618 cm´1 , 779 cm´1 and 973 cm´1 [26]. From Figure 5, it is proved that Si3 N4 and SiC are created by
laser irradiation. New chemical bonds of Si–N and Si–C make the welding between MWCNTs and
substrates successful. The basic reactions involved in the formation of the Si3 N4 and SiC are given by:
Nanomaterials 2016, 6, 0000
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4. Conclusions
4. Conclusions
In this study, a continuous fiber laser (1064 nm wavelength, 30 W/cm22) is used to irradiate
In this study, a continuous fiber laser (1064 nm wavelength, 30 W/cm ) is used to irradiate
MWCNTs on different substrate surfaces. It is found that substrates have significant effects on the
MWCNTs on different substrate surfaces. It is found that substrates have significant effects on the
welding process. For the MWCNTs on the silica substrate, due to breaking C–C bonds and new
welding process. For the MWCNTs on the silica substrate, due to breaking C–C bonds and new
graphene layers, junctions with good quality are formed after 3 s irradiation. Carbon tube walls with
graphene layers, junctions with good quality are formed after 3 s irradiation. Carbon tube walls with
some defects are observed after 6 s irradiation. For the MWCNTs on the silicon substrate, the welding
some defects are observed after 6 s irradiation. For the MWCNTs on the silicon substrate, the welding
junctions can be formed until 10 s. This is attributed to the difference of thermal conductivity between
junctions can be formed until 10 s. This is attributed to the difference of thermal conductivity between
silica and silicon. As the irradiation time is prolonged up to 12.5 s, most of the MWCNTs just keep
silica and silicon. As the irradiation time is prolonged up to 12.5 s, most of the MWCNTs just keep
their frameworks of tube walls on the surface of the silicon, which makes the nano-welding between
their frameworks of tube walls on the surface of the silicon, which makes the nano-welding between
MWCNTs and silicon successful. Due to the accumulation of absorbed energy, the temperature keeps
MWCNTs and silicon successful. Due to the accumulation of absorbed energy, the temperature keeps
rising during the welding process, which leads to chemical reactions among the silicon, carbon and
rising during the welding process, which leads to chemical reactions among the silicon, carbon and
nitrogen. The chemical reactions (new chemical bonds of Si–N and Si–C) make nanoscale welding
nitrogen. The chemical reactions (new chemical bonds of Si–N and Si–C) make nanoscale welding
between MWCNTs and silicon successful. After the chemical reactions, the products of Si3N4 and SiC
between MWCNTs and silicon successful. After the chemical reactions, the products of Si3 N4 and SiC
−1 and 663 cm−1 and vibration modes
are created. Vibration modes of Si3N4 appear at peaks of 363 cm
are created. Vibration modes of Si3 N4 appear at peaks of 363 cm´1 and 663 cm´1 and vibration modes
−1, 779 cm−1 and 973 cm−1, which proves the formation of Si3N4 and
of SiC appear at peaks of 618 cm
of SiC appear at peaks of 618 cm´1 , 779 cm´1 and 973 cm´1 , which proves the formation of Si3 N4 and
SiC. The welding between MWCNTs and silicon substrates is very important for nanotechnology.
SiC. The welding between MWCNTs and silicon substrates is very important for nanotechnology.
Acknowledgments:
This research
researchwas
wasfinancially
financially
supported
by Municipal
Science
and Technology
Acknowledgments: This
supported
by Municipal
Science
and Technology
ProjectProject
(Grant
(Grant
No. D151100001615001&Z141100002814011),
and Postdoctoral
China Postdoctoral
Foundation.
No. D151100001615001&Z141100002814011),
and China
ScienceScience
Foundation.
Yanping Yuan performed the experiments and
Author Contributions: Jimin Chen designed the experiments. Yanping
wrote the
wrote
the manuscript.
manuscript.
Conflicts of Interest: The authors declare no conflict of interest.
Conflicts of Interest: The authors declare no conflict of interest.

References
References
1.
1.
2.
2.
3.
3.
4.
4.

5.
5.
6.
6.
7.

Iijima, S. Helical microtubules of graphitic carbon. Nature 1991, 354, 56–58. [CrossRef]
Iijima, S. Helical microtubules of graphitic carbon. Nature 1991, 354, 56–58.
Liu, Z.; Kong, X. Dendritic carbon architectures formed by nanotube core-directed diffusion-limited
Liu, Z.; Kong, X. Dendritic carbon architectures formed by nanotube core-directed diffusion-limited
aggregation of nanoparticles. Phys. Chem. Chem. Phys. 2010, 12, 9470–9475. [CrossRef] [PubMed]
aggregation of nanoparticles. Phys. Chem. Chem. Phys. 2010, 12, 9470–9475.
Baughman, R.H.; Zakhidov, A.A.; de Heer, W.A. Carbon nanotubes—The route toward applications. Science
Baughman, R.H.; Zakhidov, A.A.; de Heer, W.A. Carbon nanotubes—The route toward applications.
2002, 297, 787–792. [CrossRef] [PubMed]
Science 2002, 297, 787–792.
Evanoff, K.; Khan, J.; Balandin, A.A.; Magasinski, A.; Ready, W.J.; Fuller, T.F.; Yushin, G. Towards Ultrathick
Evanoff, K.; Khan, J.; Balandin, A.A.; Magasinski, A.; Ready, W.J.; Fuller, T.F.; Yushin, G. Towards Ultrathick
Battery Electrodes: Aligned Carbon Nanotube—Enabled Architecture. Adv. Mater. 2012, 24, 533–537.
Battery Electrodes: Aligned Carbon Nanotube—Enabled Architecture. Adv. Mater. 2012, 24, 533–537.
[CrossRef] [PubMed]
De Volder, M.F.L.; Tawfick, S.H.; Baughman, R.H.; Hart, A.J. Carbon Nanotubes: Present and Future
De Volder, M.F.L.; Tawfick, S.H.; Baughman, R.H.; Hart, A.J. Carbon Nanotubes: Present and Future
Commercial Applications. Science 2013, 339, 535–539.
Commercial Applications. Science 2013, 339, 535–539. [CrossRef] [PubMed]
Guo, J.Y.; Xu, C.X.; Hu, A.M.; Shi, Z.L.; Sheng, F.Y.; Dai, J.; Li, Z.H. Welding of gold nanowires with
Guo, J.Y.; Xu, C.X.; Hu, A.M.; Shi, Z.L.; Sheng, F.Y.; Dai, J.; Li, Z.H. Welding of gold nanowires with different
different joining procedures. J. Nanopart. Res. 2012, 14, 1–12.
joining procedures. J. Nanopart. Res. 2012, 14, 1–12. [CrossRef]
Postma, H.W.C.; Jonge, M.; Yao, Z.; Dekker, C. Electrical transport through carbon nanotube junctions
created by mechanical manipulation. Phys. Rev. B 2010, 62, R10653–R10656.

Nanomaterials 2016, 6, 36

7.
8.
9.
10.
11.
12.
13.
14.
15.
16.
17.
18.
19.
20.
21.

22.
23.
24.
25.
26.

7 of 7

Postma, H.W.C.; Jonge, M.; Yao, Z.; Dekker, C. Electrical transport through carbon nanotube junctions created
by mechanical manipulation. Phys. Rev. B 2010, 62, R10653–R10656. [CrossRef]
Jang, I.; Sinnott, S.B. Molecular dynamics simulation study of carbon nanotube welding under electron beam
irradiation. Nano Lett. 2004, 4, 109–114. [CrossRef]
Banhart, F. The formation of a connection between carbon nanotubes in an electron beam. Nano Lett. 2001, 1,
329–332. [CrossRef]
Yang, X.; Han, Z.; Li, Y.; Chen, D.; Zhang, P.; To, A. Heat welding of non- orthogonal X-junction of
single-walled carbon nanotubes. Phys. E 2012, 46, 30–32. [CrossRef]
Meng, F.; Shi, S.; Xu, D.; Yang, R. Size effect of X-shaped carbon nanotube junctions. Carbon 2006, 44,
1263–1266. [CrossRef]
Piper, N.; Fu, Y.; Tao, J.; Yang, X.; To, A. Vibration promotes heat welding of single-walled carbon nanotubes.
Chem. Phys. Lett. 2011, 502, 231–234. [CrossRef]
Meng, F.; Shi, S.; Xu, D.; Yang, R. Multiterminal junctions formed by heating ultrathin single-walled carbon
nanotubes. Phys. Rev. B 2004, 70. [CrossRef]
Hu, A.M.; Zhou, Y.; Duley, W.W. Femtosecond Laser-Induced Nanowelding: Fundamentals and Applications.
Open Surf. Sci. J. 2011, 3, 42–49. [CrossRef]
Hu, A.M.; Guo, J.; Alarif, H.; Patane, G.; Zhou, Y.; Compagnini, G.; Xu, C. Low Temperature sintering of Ag
nanoparticles for flexible electronics packaging. Appl. Phys. Lett. 2010, 97. [CrossRef]
Kim, S.J.; Jang, D.J. Laser-induced nanowelding of gold nanoparticels. Appl. Phys. Lett. 2005, 86. [CrossRef]
Hu, A.M.; Peng, P.; Alarifi, H.; Zhang, X.Y.; Guo, J.Y.; Zhou, Y.; Duley, W.W. Femtosecond laser welded
nanostructures and plasmonic devices. J. Laser Appl. 2012, 24. [CrossRef]
Kichambare, P.D.; Chen, L.C.; Wang, C.T.; Ma, K.J.; Wu, C.T.; Chen, K.H. Laser irradiation of carbon
nanotubes. Mater. Chem. Phys. 2001, 72, 218–222. [CrossRef]
Chico, L.; Crespi, V.H.; Benedict, L.X.; Louie, S.G.; Cohen, M.L. Pure Carbon Nanoscale Devices: Nanotube
Heterojunctions. Phys. Rev. Lett. 1996, 76. [CrossRef] [PubMed]
Fulkerson, W.; Moore, J.P.; Williams, R.K.; Graveb, R.S.; Mcelrqy, D.L. Thermal conductivity, electrical
resistivity, and seebeck coefficient of silicon from 100 to 1300 K. Phys. Rev. 1968, 167. [CrossRef]
Schafft, H.A.; Suehle, J.S.; Mirel, P.G.A. Thermal conductivity measurements of thin-film silicon dioxide.
In Proceedings of IEEE 1989 International Conference on Microelectronic Test Structures, Edinburgh, UK,
13–14 March 1989; IEEE: Piscataway, NJ, USA, 1989; Volume 2, pp. 121–125.
Chen, D.Y.; Zhang, B.L. Preparation and growth mechanism of β-Si3 N4 rod-like crystals by combustion
synthesis. Mater. Lett. 2002, 57, 399–402. [CrossRef]
Cai, H.; Tian, S.; Li, J.; Xu, J. Investigation on the combustion synthesis of Si3 N4 /SiC composite powders by
chemical stimulation. J. Chin. Ceram. Soc. 2003, 31, 316–319.
Li, J.; Li, K.; Wang, Y.; Yan, D.; Duan, G. Effect of SHS processing parameters on preparation of silicon nitride
powder. Bull. Chin. Ceram. Soc. 2007, 26, 252–255.
Xie, T.; Ye, M.; Wu, Y.; Zhang, L. Fourier transform infrared spectroscopy and Raman spectrum analyses of
monocrystalline α-Si3 N4 nanowires. J. Chin. Ceram. Soc. 2008, 36, 44–53.
Nakashima, S.; Harima, H. Raman investigation of SiC polytypes. Phys. Status Solidi 1997, 162, 39–63.
[CrossRef]
© 2016 by the authors; licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons by Attribution
(CC-BY) license (http://creativecommons.org/licenses/by/4.0/).

