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Efficient and Reversible Electron 
Doping of Semiconductor-Enriched 
Single-Walled Carbon Nanotubes 
by Using Decamethylcobaltocene
Jian-Long Xu1,2, Rui-Xuan Dai1, Yan Xin3, Yi-Lin Sun1, Xian Li1, Yang-Xin Yu3, Lan Xiang4,  
Dan Xie1, Sui-Dong Wang2 & Tian-Ling Ren1

Single-walled carbon nanotubes (SWCNTs) offer great potential for field-effect transistors and 
integrated circuit applications due to their extraordinary electrical properties. To date, as-made SWCNT 
transistors are usually p-type in air, and it still remains challenging for realizing n-type devices. Herein, 
we present efficient and reversible electron doping of semiconductor-enriched single-walled carbon 
nanotubes (s-SWCNTs) by firstly utilizing decamethylcobaltocene (DMC) deposited by a simple spin-
coating process at room temperature as an electron donor. A n-type transistor behavior with high 
on current, large Ion/Ioff ratio and excellent uniformity is obtained by surface charge transfer from the 
electron donor DMC to acceptor s-SWCNTs, which is further corroborated by the Raman spectra and 
the ab initio simulation results. The DMC dopant molecules could be reversibly removed by immersion 
in N, N-Dimethylformamide solvent, indicating its reversibility and providing another way to control 
the carrier concentration effectively as well as selective removal of surface dopants on demand. 
Furthermore, the n-type behaviors including threshold voltage, on current, field-effect mobility, 
contact resistances, etc. are well controllable by adjusting the surface doping concentration. This work 
paves the way to explore and obtain high-performance n-type nanotubes for future complementary 
CMOS circuit and system applications.

Single-walled carbon nanotubes (SWCNTs) are promising for post-silicon nanoelectronics especially for 
field-effect transistor applications on rigid and flexible substrates due to their extraordinary properties includ-
ing high mobility, low costs, high transparency, excellent robustness and one-dimensional structure that can 
provide excellent performances at scaled transistor channel lengths both at the device and system level1–6. To 
obtain the most performance benefits from scaled carbon nanotube field-effect transistors (CNFETs), circuits 
and systems made from carbon nanotubes must be fulfilled via the complementary logic types utilizing both p- 
and n-type transistors rather than unipolar ones because unipolar logic circuits usually sustain high steady-state 
currents and thus resulting in significant steady-state power consumption during operation6, 7. However, n-type 
doping of semiconductor-enriched SWCNTs (s-SWCNTs) has still remained challenging since the as-fabricated 
CNFETs are usually p-type in ambient due to the electron withdrawal effects by the absorbed oxygen on nano-
tube surface8. In this regard, surface charge transfer is a widely adopted and effective n-type doping technique 
through directly depositing electron donor materials onto nanotubes9. In this approach, by the choice of surface 
absorbed species with proper reduction potentials, the electron donation from dopants to nanotubes and thus 
n-doping effects of dopants on nanotubes can be induced. Notably, in comparison with conventional substi-
tutional doping methods, the surface charge transfer method does not induce any structural defects in the 
lattices10. A range of electron donating molecules such as dihydronicotinamide adenine dinucleotide (NADH), 
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benzyl viologens (BV), poly (ethylene imine) (PEI), hydrazine, etc. have been shown to be highly effective in 
donating electrons to nanotubes for n-type doping, which can be easily deposited by simple solution processing 
methods11–15. Moreover, to achieve robust digital circuits with high immunity against the effects of electronic 
noise in the electronic systems, it is important and necessary to control the threshold voltage of transistors 
because the threshold voltage determines the input voltage at which the circuit switches between two logic 
states7. If the threshold voltage cannot be exactly controlled during the fabrication process, the circuit might 
not work reliably due to the electrical noise that is always present in the electronic system7, 16–18. However, it still 
remains challenging for CNFET devices while there are only few works reported about tuning the threshold 
voltage of n-type CNFETs19.

Here we demonstrate the efficient and reversible n-type doping of s-SWCNTs by adopting decamethyl-
cobaltocene (DMC) as an efficient surface charge transfer electron donor. DMC doping was previously 
reported to be applied as efficient surface charge transfer electron dopants for organic host semiconductors 
and novel 2-dimensional (2D) materials including pentacene, copper phthalocyanine (CuPc), fullerenes and 
graphene due to its extremely low solid-state ionization energy (IE) of 3.3 eV and twelve π electrons induced 
strong adhesion with doped material surface, demonstrating its stable electron donating characteristics and 
thus n-doping effects on them20–24. The surface charge transfer based n-doping effects is much more pre-
ferred compared with the chemically modified methods25–28, where the charge transfer process occurring 
in undoped semiconductors always needs complicated synthesis process. In this paper, we demonstrate 
the n-doping effects of DMC molecules on s-SWCNTs by a simple solution process. N-type CNFETs with 
high-performance transistor behaviors and excellent uniformity are obtained, which also show high stabil-
ity, demonstrated by time-dependent electrical measurements. Electron transfer from DMC to s-SWCNTs 
generates an electron transfer complex, allowing for extensive charge transport characterization and prac-
tical CMOS circuits applications. A surface charge transfer model was proposed to be responsible for the 
above n-doping behaviors, confirmed by Raman spectroscopy and the ab initio simulations. Furthermore, the 
n-type transistor behaviors including threshold voltage, on current, field-effect mobility, contact resistances, 
etc. are well controllable by adjusting the DMC concentration. This work provides us a novel and effective 
way for fabricating high-performance n-type CNFETs, making them promising for future CMOS circuit and 
system applications.

Results
Characterization of As-Fabricated P-type CNFETs. The effects of DMC on the electrical properties 
of nanotubes were firstly examined by fabricating back-gated CNFETs based on random nanotube networks (as 
shown in Fig. 1a). The detailed fabrication process can be seen in the Methods section. Figure 1b presents the 
AFM image of the obtained nanotube network on SiO2/Si substrates, from which a densely packed nanotube 
network suitable for TFT applications can be clearly seen. The channel region was defined by photolithography 
and then oxygen plasma etching to remove the extra nanotubes. Finally, the wafers were annealed in argon atmos-
phere for 30 min at 200 °C to remove the residual resist scum which may affect the following doping process. The 
fabricated 4-in. wafer composed of CNFETs with ranging channel widths and lengths is shown in Figure S1 and 
Fig. 1c presents the optical microscopy of a back-gated CNFET device with the channel length (20 μm) and width 

Figure 1. Structural and electrical characterization of back-gated CNFET devices before DMC n-doping.  
(a) The cross-sectional view of a back-gated CNFET device. (b) AFM image of the deposited carbon nanotube 
network on SiO2/Si substrates. (c) the optical image of a representative CNFET device. (d) Transfer Ids-Vgs and 
(e) output Ids-Vds curves of a back-gated CNFET device which show p-channel transistor behaviors due to 
oxygen doping.
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(100 μm). Figure 1c shows the transfer curves (Ids-Vgs) of the as-made CNFET device (W/L = 100 μm/20 μm) 
before any doping process at Vds = −5 V, confirming its excellent p-channel transistor behaviors with large on cur-
rent (~20 μA) and high on/off current ratio (~105). The p-channel characteristics can be attributed to the electron 
withdrawal effects by the absorbed oxygen on nanotubes in air ambient consistent with the reported results4, 6.  
Moreover, Fig. 1d presents the corresponding output characteristics (Ids-Vds) from which excellent saturation 
properties with less electrical noise and linear characteristics at lower Vds values can also be clearly observed.

Efficient Electron Doping Effects of DMC on s-SWCNTs. To n-dope s-SWCNTs, a DMC solution 
where DMC powders were dissolved in N, N-Dimethylformamide (DMF) solvent with a concentration of 5.0 wt. 
% was directly spin-coated onto nanotube network surface at room temperature to form a uniform doping layer. 
Figure 2a shows the DMC molecule structure and a schematic of a CNFET device chemically doped with DMC. 
As shown in Fig. 2a, a DMC molecule consists of a cobalt atom sandwiched between two methyl-substituted 
cyclopentadienyl groups and 19 valence electrons, and thus it has an extremely low solid-state IE of 3.3 eV, mak-
ing it an optimal choice for an electron donor20–24, 29. For probing the doping effects, a wide range of doped 
CNFET devices were tested, where the prepared samples after doping process were kept in ambient air without 
any passivation process before, during and after electrical characterization. All the fabricated CNFET devices 
exhibit clear polar conversion from p-type to n-type charge transport characteristics after DMC layer deposi-
tion (the electrical transistor behaviors of all samples are recorded and counted in Fig. 2d–f) and our simple 
spin-coating procedure is very efficient for n-doping of nanotubes, as indicated by the transfer and output curves 
shown in Figs. 2b and 2c. The n-doping level is nondegenerate and still at a controllable level to allow for the 
excellent gate modulation effects on the nanotube channel with a high on/off current ratio of 5 × 104, as presented 
in the transfer curves (Ids-Vgs) of doped samples shown in Fig. 2b. Figure 2c presents the corresponding output 
curves (Ids-Vds) of the same device from which minimal electrical noise with excellent saturation and less elec-
trical noise suitable for logic device applications can be clearly seen. Moreover, the linear behaviors of the doped 
device at low Vds values indicate the efficient electron injection at the metal contact region, which is facilitated by 
DMC induced n-doping effects on nanotubes. The air-stability properties of our doped n-type devices were also 
studied by measuring the transfer curves of the same device immediately after the doping treatment as well as 
after exposure to air for 1, 2, 3, 4 and 5 weeks under a high humidity (40~80%) with no encapsulation (Figure S2). 
After exposure to air at such a high humidity for 5 weeks, the doped CNFET device still exhibits n-type transistor 
behaviors with little on current decrease and original p-type behaviors gradually appearing. However, the on/off 
current ratio almost keeps constant and the field-effect electron mobility first decreases and then almost remains 
constant after exposure in air for 3 weeks, as shown in the inset figure of Figure S2. It indicates its relatively good 
air-stability with slow property degradation in air, however, the stability still needs to be improved by adopting 
a capping layer such as CYTOP, PMMA, etc. in future. Moreover, the device-to-device uniformity of the DMC 
doping technique is very critical for exploring its possible practical applications. The transistor characteristics of 
35 doped CNFET devices in one wafer were measured and their transistor parameters such as threshold voltage, 
on/off current ratio, on current etc. are extracted and counted for further analyses. Figs 2(d)–(f) present the his-
tograms of extracted Vth, Ion/Ioff, Ion (at Vgs = 20 V, Vds = 5 V) for our measured 35 doped CNFET devices, clearly 

Figure 2. Structural and electrical characterization of back-gated CNFETs after DMC n-doping. (a) The 
schematic of the CNFET device coated with a DMC layer and the molecular structure of DMC with cobalt atom 
(blue), carbon atoms (gray) and hydrogen atoms (white). (b) Transfer curves and (c) output characteristics of a 
doped CNFET device after 5.0 wt.% with W/L = 100 μm/20 μm. Distribution of (d) Ion current at Vgs = 20 V and 
Vds = 5 V, (e) threshold voltage and (f) Ion/Ioff current ratio of 35 n-type doped CNFET devices.
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demonstrating the uniform device-to-device distribution of our DMC n-doping technique for CNFET devices. 
Thus, the obtained device-to-device uniformity of doped CNFET devices is yet sufficient for the applications of 
this n-doping method in practical circuit and system applications such as displays, sensors, wearable electronics, 
etc.30, 31.

Controllable Transistor Behaviors of n-type CNFETs by DMC doping. N-type electron donor DMC 
layer spin-coating is the most crucial step in this doping technique. In our n-doping process, the DMC/DMF 
solution was directly spin-coated onto the CNT channel region and thus the n-doping extent mainly depends 
on the amounts of DMC molecules deposited onto the CNT channel surface. Therefore, to further examine the 
n-doping effects of DMC surface functionalization on the electrical transport behaviors of CNFET devices, DMC/
DMF solutions with different DMC concentrations ranging from 0.5 to 5.0 wt.% were spin-coated onto the chan-
nel surface and their electrical characteristics were then measured and analyzed. Figure 3a shows the transfer 
characteristics of the CNFETs (W/L = 100 μm/20 μm) after spin-coating DMC/DMF solutions with different 
concentrations at Vds = 5 V measured in air ambient and at RT. The drain voltage applied between the drain and 
source electrodes was fixed at 5 V for all samples during all electrical measurements. When the DMC concen-
tration is 0.5 wt.%, the p-type behaviors almost disappear and the doped device convert from original p-type to 
n-type behaviors, proving that DMC has an excellent doping level on carbon nanotubes even at such a low con-
centration. A progressively heavier n-doping can be observed with increasing doping concentrations, reflected 
by an increasing Ion at VGS = 20 V and diminishing current at VGS = −20 V, as shown in Fig. 3b. Moreover, the 
n-doping level is still nondegenerate and the gate control over the channel conduction is still large when the DMC 
concentration increases to a high doping concentration (5 wt.%), displaying the large doping tenability via DMC 
concentration. Figure 3c presents the extracted threshold voltage (Vth) value versus doping concentration, from 
which it can be seen that the threshold voltage of doped CNFET devices was negatively shifted upon the increase 
of doping concentration. In our doped devices, when DMC is spin-coated onto the carbon nanotube surface, 
surface charge transfer occurs between DMC dopants and carbon nanotube channel layer and depletion layers 
of electrons and holes are present on either side of the heterojunction due to higher work function of carbon 
nanotubes than that of DMC. As a result, a surface dipole builds up and is spatially confined to the first molec-
ular layers of DMC dopants and doped CNTs, resulting in the upward shift of the vacuum level and Fermi level 

Figure 3. (a) The transfer curves (Ids-Vgs) of the a CNFET device on a logarithmic scale after spin-coating 
DMC/DMF solutions with different concentrations ranging from 0.5 to 5.0 wt.% at Vds = 5 V. Inset shows the 
transfer curves on a linear scale. (b) The drain current value (Ids) at Vgs = 20 V and −20 V as a function of DMC 
concentration. (c) Threshold voltage value of the doped CNFET device as a function of DMC concentration. 
(d) The schematic energy band diagrams of the Au-SWCNT heterojunction exhibiting the electron barrier 
height and region width reduced by increasing DMC concentrations. (e) The ON/OFF current ratio (Ion/Ioff) at 
Vds = 5 V and the field-effect electron mobility ratio (μFE ratio = μFE−DMC/μFE-DMC=0.5wt.%) as a function of DMC 
concentrations. (f) Contact resistance extracted by using the gated transmission line method as a function of 
DMC concentrations.
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in CNTs32, 33. When the doping concentration increases, more electrons will transfer from DMC to s-SWCNTs, 
leading to larger upward shift of the vacuum level and Fermi level and thus stronger n-doping effects. The larger 
upward shift of Fermi level will cause a smaller Schottky barrier width for electron injection with increase of 
doping concentration at Au/s-SWCNT interfaces, as shown in band diagrams (Fig. 3d). It provides an excellent 
and convenient way to obtain the n-type CNFET devices with the desired threshold voltage value by adjusting the 
doping concentration for carbon nanotube based CMOS circuits and electronic systems.

Moreover, the electron field-effect mobility also increases with the increase of doping concentration, as shown 
in Fig. 3e. The electron field-effect mobility increases rapidly at low doping concentration, however, it increases 
much more slowly at higher doping concentrations. The slower gain is likely to originate from the aggregation 
of dopants for high doping concentration, which limits the contact between the DMC dopant and underlying 
s-SWCNTs and perturbs the morphology of nanotube networks and the tube-to-tube contacts19. Furthermore, 
as presented in Fig. 3e, the on/off current ratio of the doped samples almost remains constant at 5~6 × 104 for all 
doping concentrations. Therefore, DMC is confirmed to be an effective n-type dopant for carbon nanotubes with 
excellent gate control abilities, high on/off current ratio, large on current and accurate and continuous threshold 
voltage tuning of the n-type semiconducting behaviors by adjusting the doping concentration. In particular, as a 
result of the reduced electron injection barrier width, the contact resistance reduction is expected, confirmed by 
Fig. 3f where the contact resistance value is extracted from Fig. 3a by using the gated transmission line method34, 35.

Discussions
Reversible Doping Behaviors and Surface Charge Transfer Induced Electron Doping 
Mechanisms. From the above electrical characterizations, it can be seen that DMC is an effective electron 
donor for nanotubes and results in high-performance n-type s-SWCNTs and thus n-type CNFETs. The DMC 
molecule is composed of a cobalt atom sandwiched between two methyl-substituted cyclopentadienyl groups and 
owns 12 π electrons (6 from each substituted cyclopentadienyl ring)23, 24, resulting in strong π-π interactions and 
thus excellent adhesion effects between DMC molecule and s-SWCNTs24. Given the strong reduction nature of 
DMC, a surface charge transfer based n- doping model is proposed where the neutral molecule (DMC0) directly 
transfers electrons to the unoccupied π* states of carbon nanotubes (that is to say, to reduce the nanotubes) and 
eventually results in strong n-type doping effects due to its low reduction potentials compared to other accepted 
electron-donor organic and polymer donors, as illustrated in Figure 4a. This redox reaction may generate an elec-
tron transfer complex between DMC molecules and carbon nanotubes and thus cam be represented as: DMC0 +  
s-SWCNT0 → DMCδ+ + s-SWCNTδ−. The corresponding energy band diagram shown in Fig. 4b depicts the 
expected energy level offset between the conduction band of nanotubes and the reduction potential of DMC 
which shows the reduction of nanotubes by DMC molecules. It has been reported that the ionization energy 
(IE) and electron affinity (EA) of DMC is 3.30 eV and 2.06 eV, respectively, while the EA and Fermi level of sem-
iconducting carbon nanotubes is 4.06 eV and close to 4.56 eV, respectively20, 21. Due to this energy level offset, 
s-SWCNT acts as an electron-acceptor material, and the DMC molecule can readily transfer electrons to nano-
tubes as the above redox reaction, resulting in n-type semiconducting nanotubes. Raman spectroscopy was then 
used to confirm our above electron donating hypothesis of DMC induced n-doping effects. Figure 4c presents 
the Raman spectra of pristine no-doped and DMC doped nanotube networks on SiO2/Si substrates. It can be 
seen that almost no obvious D bands can be clearly observed in all samples and the G/D band intensity ratio and 
wavelength remain almost unchanged, indicating that no structural defects are introduced in nanotube networks 
after doping since the G/D band intensity ratio reflects the formation of defects36. Moreover, the doped s-SWCNT 
samples show a downshift of about 4.95 cm−1 in the G-peak compared with pristine nanotube sample, consistent 
with the spectrum of n-type nanotube networks by electron transfer6, suggesting the n-doping effects of DMC 
molecules on semiconducting nanotubes.

Uniquely, the n-type DMC dopants could be reversibly removed from the nanotube network surface by 
immersion the doped sample in DMF solvents. After immersion in DMF for a period of time and drying by N2 
flow, the n-type transistor behaviors arising from DMC doping effects weakened over immersion time with the 
p-type behaviors gradually recovering, and finally returned to the original p-type behaviors, as shown in Fig. 4d. 
Here, after immersion in DMF for 10 min, the device exhibits some ambipolar transistor behaviors where the 
p- and n-type transistor behaviors both exist. With the increase of immersion time in DMF, the n-type current 
level decreases and the p-type current level increases, and eventually after immersion in DMF for 16 hours, the 
device almost returns back to the original state and the transistor almost behaves the same p-type behaviors with 
that before any doping processes, where the hole concentration increases and electron concentration decreases 
with increasing immersion time in DMF and finally almost reached back to the original state. After that, the 
DMC solution was spin-coated onto the nanotube network surface again and the device can go back to n-type, 
also as shown in Fig. 4d. Therefore, the DMC n-doping process on nanotube networks is reversible as indicated 
in the electrical characterizations. As mentioned before, the DMC molecule and s-SWCNT form an electron 
transfer complex (as shown in Fig. 3a) where DMC directly transfers electrons to s-SWCNTs and thus n-doping 
effects of DMC on nanotubes are obtained. When the doped sample was immersed in DMF, the DMC dopant 
molecule desorbed form the nanotube surface and dissolved in DMF, and the doped n-type CNFET devices were 
finally converted back to the original p-type behaviors after immersion in DMF for enough time to remove all the 
dopant molecules. It indicated that the n-doping process is a reversible process, as shown in Fig. 4e.

To further confirm it, besides electrical measurements, Raman spectroscopy is also adopted to examine the 
structural properties of nanotube networks after immersion in DMF. Fig. 4f presents the Raman spectra of nano-
tube networks on SiO2/Si substrates before doping, after DMC doping and after immersion in DMF for 16 hours, 
from which it can be clearly seen that immersion in DMF is not greatly detrimental to nanotube networks and 
can convert them back to the original states consisting of electrical and structural properties, confirmed by the 
above electrical and structural measurements and analyses. It is corresponding to the surface charge transfer 
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mechanisms. This reversible doping method shown above presents a unique feature of surface charge transfer 
doping mechanisms compared with conventional substitution doping process. Moreover, the dopants can be 
selectively removed by using proper solvents and controlling the immersion time in the solvents, which in princi-
ple presents one pathway towards patterned doping where only a section of the surface dopants can be wholly or 
partly selectively removed by using lithographic methods and thus forming planar structures such as p-n, p-n-p, 
n-p-n, p-n-n−, p-n-n++, etc. for optoelectronic device or other electronic device applications. In such devices, we 
can use the reversible doping method to modulate the n-type behaviors of doped carbon nanotubes in different 
channel regions according to the device function requirements of the optoelectronic devices.

Ab Initio DFT Simulations of DMC-SWCNT Complexes. Subsequently, ab initio density functional 
theory (DFT) simulations were performed to further investigate the n-doping effects of DMC molecules on 
s-SWCNTs. S-SWCNT with a diameter of 0.9402 nm is chosen as representative as shown in Fig. 5a. The simu-
lation box contains an individual carbon nanotube with a single DMC molecule attached to it through van der 

Figure 4. (a) The schematic illustration of our proposed DMC based surface charge doping process. (b) The 
energy band diagrams of s-SWCNT and DMC redox states showing the electron transfer process from higher 
electron energy level material (DMC) to lower materials (s-SWCNTs) which gives rise to n-type doping 
induced by surface charge transfer. (c) The Raman spectrum of pristine nanotube networks before any doping 
process and that after 5.0 wt. % DMC n-doping where the observed G-peak downshift indicates the effective 
n-type doping effects induced by surface charge transfer process. (d) Transfer characteristics of a CNFET 
device before any doping process, after DMC doping, after immersion in DMF for different periods of time 
and after re-doping process to depict the reversible properties of DMC n-type doping on nanotubes. (e) The 
schematic illustration of the desorption/adsorption process of DMC molecules from/onto the nanotube surface 
through immersion in DMF solvent or by spin-coating DMC/DMF solution, respectively. (f) Raman spectra of 
nanotubes before any doping process, after DMC doping and after immersion in DMF for 16 hours, indicating 
the reversibility of DMC doping process and almost no induced structural damage.
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waals (vdW) interactions. The ring of DMC parallels to the c axis of nanotube after the structure optimization, 
as shown in Fig. 5b. The band structures were calculated within the DMol3 package after the spin-unrestricted 
optimizations of both s-SWCNT and s-SWCNT-DMC systems37, 38. The generalized gradient-corrected 
Perdew-Burke-Ernzerhof (PBE-GGA) functional39, along with large Gaussian basis sets40, 41, is employed for 
the geometry optimization and property calculations. Here, PBE-GGA rather than BLYP functional is adopted 
because PBE-GGA is more suitable for long-range weak van der Waals (vdW) interactions over other GGAs 
while B3LYP and BLYP hybrid functional are usually used for chemical reactions40, 42. It is important to note 
that the investigation of DMC-CNT system requires careful treatment of the van der Waals (vdW) interac-
tions between them. A dispersion correction scheme proposed by Grimme (DFT-D2) was used to describe the 
electronic exchange and correlation effects as well as the dispersion interactions43, where the incorporation of 
DFT-D2 scheme further improves the accuracy in evaluating weak interactions. DFT-D2 is much more accurate 
than DFT-D scheme and this simple approach works very well and gives reasonable results while the computa-
tion of C6 coeffieicent from first principles on the basis of a large database of such coefficients calculated accu-
rately for any pair of atoms in the DFT-D3 scheme is usually complicated and time-consuming and the DFT-D3 
scheme is always used to calculate the corrected energy values in a DFT-D manner44, 45. The 3 × 3 × 1 k points 
are sampled in the Brillouin Zone (BZ). The density mesh cutoff is 540 eV and the maximum displacement and 
the maximum energy is 0.005 Å and 1E-6 Ha for the geometry optimizations, respectively. The band structures 
(BS) of s-SWCNTs before and after DMC doping are presented in Fig. 5c. In pristine s-SWCNTs before doping, 
the Fermi energy level (donated by the dashed line) is located closer to the top of valence band (EV) compared 
to the bottom of conduction band (EC), indicating its intrinsic p-type behaviors. After doping, the Fermi energy 
level shifts upwards and closer to EC, demonstrating its n-type behaviors and the effective N-doing effects of 
DMC molecules on s-SWCNTs, which is consistent with the experimental results shown in Fig. 2.

In conclusion, we demonstrate an efficient and reversible n-type doping of semiconductor-enriched 
single-walled carbon nanotube networks with excellent transistor and uniformity performances by spin-coating 
DMC, an effective charge transfer donor, directly onto the nanotube network film surface. Effective and control-
lable n-doping levels of DMC on nanotubes and thus n-type CNFET devices have been achieved. This n-doping 
phenomenon is proposed to originate from the surface electron charge transfer between the dopant DMC mol-
ecule and s-SWCNTs to form an electron transfer complex, confirmed by the Raman spectroscopy and ab initio 

Figure 5. (a) The top view of a single-walled carbon nanotube. (b) The schematic view of a SWCNT-DMC 
system with a DMC molecule aligned to SWCNT to simulate the n-doping effects of DMC. (c) The electronic 
band structure of SWCNT before and after DMC n-doping. After DMC layer coating on nnaotubes, the Fermi-
level moves away from the valence band and towards the conduction band indicating the effective n-doping 
effects of DMC on nanotubes.
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DFT calculations. The n-doped sample can convert back to the original state by immersing it into DMF and the 
recovered p-type behaviors can be well tuned by changing the immersion time in DMF, indicating the reversibil-
ity properties of DMC electron doping process. The n-doping levels such as on current, threshold voltage, on/off 
ratio, mobility, contact resistance etc. can be well controlled by adjusting the DMC concentrations. To be the most 
important, the threshold voltage of doped n-type CNFET devices can be modulated by adjusting the spin-coated 
DMC solution concentration where it shows an almost linear relationship versus DMC concentration, which is 
attributed to the increasing doping levels induced upward shift of the Fermi level and thus the reduced Schottky 
barrier width for the electron injection. This provides us a new route for high-performance obtained n-type 
carbon nanotube and thus n-type CNFET devices, making it a promising candidate for future carbon nanotube 
based electronic circuit and system applications.

Method
Materials. All the chemical materials were purchased and used without further purification after purchase. 
Poly-L-lysine (0.1% w/v in H2O) solution and decamethylcobaltocene were purchased from Sigma-Aldrich. N, 
N-Dimethylformamide (DMF) was purchased from Sinopharm Chemical Reagent Co., Ltd. (China). The 98% 
semiconductor-enriched suspension was supplied by NanoIntegris Inc. Deionized water used in these experi-
ments was obtained by using a Milli-Q water system.

Device Fabrication. Back-gated CNFET devices were fabricated on 4-in. heavily p-doped silicon substrates 
which also function as the back gate electrode with a thermally grown 90-nm thick SiO2 layer on the polished 
side as the gate dielectric. Photolithography was firstly adopted to pattern the source/drain (S/D) electrodes, fol-
lowed by e-beam evaporation of Cr/Au (10/50 nm) and the following lift-off process to form S/D electrodes. Then 
Poly-L-lysine solution was drop-cast onto the SiO2 surface for 5 min to functionalize the SiO2 surface for nano-
tube network film deposition, followed by immersing the substrate in 98% semiconductor-enriched SWCNT sus-
pension (NanoIntegris Inc.) for 1 hour and a following rinse with DI water and isopropanol to remove the excess 
solution. The channel region was defined also by photolithography and then oxygen plasma etching to remove 
the extra nanotubes. Finally, the wafers were annealed in argon atmosphere for 30 min at 200 °C to remove the 
residual resist scum which may affect the following doping process.

DMC n-doping process. DMC with different concentrations ranging from 0.5 wt.% to 5 wt.% was firstly 
totally dissolved into DMF without any residual at room temperature. Then, for n-type doping, DMC solution (dif-
ferent concentrations ranging from 0.5 wt.% to 5 wt.% in DMF) was directly spin-coated onto the wafers at room 
temperature in air ambient. After spin-coating, the sample was then annealed on a hotplate at 100 °C for 10 min.

Structural Characterization. In order to examine the surface morphologies of the as-prepared nanotube 
network films, the morphology of the SWCNT network films on SiO2/Si substrates were observed by atomic 
force microscopy (AFM, SPA 500, Seiko Instruments Inc.) with taping mode. All Raman spectra for undoped, 
DMC n-doped nanotubes and DMF washed nanotubes were excited with the 514.5 nm line of a He-Ne laser and 
recorded using a Renishaw Invia Raman Microscope.

Electrical Characterization. All electrical characteristics of all fabricated CNFET devices in this paper 
were measured with an Agilent B1500A semiconductor parameter analyzer in ambient environment at room 
temperature.

The threshold voltage (VTH) was extracted by finding the x-intercept points of the tangential lines in the linear 
region of .IDS

0 5 versus VGS curves (Figure S3). The field-effect mobility (μFE) was calculated from the following 
equation:

μ = ⋅
∂
∂

L
WV C

I
V (1)FE

DS OX

DS

GS

where L and W are the length and width of the channel, VDS is the drain-source voltage and COV is the gate oxide 
capacitance per unit area.

In the linear regime, the overall device resistance (Ron) can be expressed as the sum of the channel resistance 
(rchL) and contact resistance (2RS/D) according to

μ
= + =

−
+R r L R L

W C V V
R2

( )
2

(2)
on ch S D

FE G GS TH
S D/ /

where μFE and VTH are the field-effect mobility and threshold voltage, respectively. Thus the contact resistance 
2RS/D can be extracted from the above section.

References
 1. Javey, A., Guo, J., Wang, Q., Lundstrom, M. & Dai, H. J. Ballistic Carbon Nanotube Field-Effect Transistors. Nature 424, 654–657 

(2003).
 2. Wang, H. L. et al. Scalable and Selective Dispersion of Semiconducting Arc-Discharged Carbon Nanotubes by Dithiafulvalence/

Thiophene Copolymers for Thin Film Transistors. ACS Nano 7, 2659–2668 (2013).
 3. Shahrjerdi, D. et al. High-Performance Air-Stable n-Type Carbon Nanotube Transistors with Erbium Contacts. ACS Nano 7, 

8303–8308 (2013).
 4. Ha, T. J. et al. Highly Uniform and Stable n-Type Carbon Nanotubes Transistors by Using Positively Charged Silicon Nitride Thin 

Films. Nano Lett. 15, 392–397 (2015).
 5. Wei, L., Oh, S. & Wong, H.-S. P. Technology Assessment Methodology for Complementary Logic Applications based on Energy-

Delay Optimization. IEEE Trans. Electron Devices 58, 2430–2439 (2011).

http://S3


www.nature.com/scientificreports/

9ScIeNTIFIc RepoRts | 7: 6751 | DOI:10.1038/s41598-017-05967-w

 6. Liyanage, L. S., Xu, X. Q., Pitner, G., Bao, Z. N. & Wong, H.-S. P. VLSI-Compatible Carbon Nanotube Doping Technique with Low 
Work-Function Metal Oxides. Nano Lett. 14, 1884–1890 (2013).

 7. Weste, N. H. E. & Harris, D. M. CMOS VLSI Design: A Systems and Circuits Perspective: Addison Wesley: Boston, MA, 2011.
 8. Franklin, A. D. et al. Sub-10 nm Carbon Nanotube Transistor. Nano Lett. 12, 758–762 (2012).
 9. Javey, A. & Kong, J. Carbon Nanotube Electronics: Springer: New York (2009).
 10. Kiriya, D., Tosun, M., Zhao, P. D., Kang, J. S. & Javey, A. Air-Stable Surface Charge Transfer Doping of MoS2 by Benzyl Viologen.  

J. Am. Chem. Soc. 136, 7853–7856 (2014).
 11. Kang, B. R. et al. Restorable Type Conversion of Carbon Nanotube Transistor Using Pyrolytically Controlled Antioxidizing 

Photosynthesis Coenzyme. Adv. Funct. Mater. 19, 2553–2559 (2009).
 12. Kim, S. M. et al. Reduction-Controlled Viologen in Bisolvent as an Environmentally Stable N-Type Dopant for Carbon Nanotubes. 

J. Am. Chem. Soc. 131, 327–331 (2009).
 13. Yasunishi, T., Kishimoto, S. & Ohno, Y. Effect of Ambient Air on N-type Carbon Nanotube Thin-Film Transistors Chemically Doped 

with Poly (ethylene imine). Jpn. J. Appl. Phys. 53, 05FD01 (2014).
 14. Zhou, C. W., Kong, J., Yenilmez, E. & Dai, H. J. Modulated Chemical Doping of Individual Carbon Nanotubes. Science 290, 

1552–1555 (2000).
 15. Dai, R. X. et al. Adjustable Hydrazine Modulation of Single-wall Carbon Nanotube Network Field Effect Transistors from P-Type to 

N-type. Nanotechnology 27, 445203 (2016).
 16. Vusser, S. D., Genoe, J. & Heremans, P. Influence of Transistor Parameters on the Noise Margin of Organic Digital Circuits. IEEE 

Trans. Electron Devices 53, 601–610 (2006).
 17. Bode, D. et al. Noiss-Margin Analysis for Organic Thin-Film Complementary Technology. IEEE Trans. Electron Devices. 57, 201–208 

(2010).
 18. Zschieschang, U. et al. Mixed Self-Assembled Monolayer Gate Dielectrics for Continuous Threshold Voltage Control in Organic 

Transistors and Circuits. Adv. Mater. 22, 4489–4493 (2010).
 19. Wang, H. L. et al. Tuning the Threshold Voltage of Carbon Nanotube Transistors by N-type Molecular Doping for Robust and 

Flexible Complementary Circuits. Proc. Natl. Acad. Sci. USA 111, 4776–4781 (2014).
 20. Chan, C. K. & Kahn, A. N-doping of Pentacene by Decamethylcobaltocene. Appl. Phys. A 95, 7–13 (2009).
 21. Chan, C. K., Zhao, W., Barlow, S., Marder, S. & Kahn, A. Decamethylcobaltocene as an Efficient N-Dopant in Organic Electronic 

Materials and Devices. Org. Electron 9, 575–581 (2008).
 22. Cho, N. et al. N-Doping of Thermally Polymerizable Fullerenes as an Electron Transporting Layer for Inverted Polymer Solar Cells. 

J. Mater. Chem. 21, 6956–6961 (2011).
 23. Samuels, A. J. & Carey, J. D. Molecular Doping and Band-gap Opening of Bilayer Graphene. ACS Nano 7, 2790–2799 (2013).
 24. Xu, W. T. et al. Controllable n-Type Doping on CVD-Grown Single- and Double-Layer Graphene Mixture. Adv. Mater. 4, 1619–1623 

(2015).
 25. Jones, L. & Lin, L. An In Silico Study on the Isomers of Pentacene: The Case for Air-Stable and Alternative C22H14 Acenes for Organic 

Electronics. J. Phys. Chem. A 121, 2804–2813 (2017).
 26. Winkler, M. & Houk, K. N. Nitrogen-Rich Oligoacenes: Candidates for n-Channel Organic Semiconductors. J. Am. Chem. Soc. 129, 

1805–1815 (2007).
 27. Tang, Q. X., Li, H. X., Liu, Y. L. & Hu, W. P. High-Performance Air-Stable Transistors with an Asymmetrical Device Configuration 

Based on Organic Single-Crystalline Submicrometer/Nanometer Ribbons. J. Am. Chem. Soc. 128, 14634–14639 (2006).
 28. Qian, H. L., Negri, F., Wang, C. R. & Wang, Z. H. Fully Conjugated Tri(perylene bisimides): An Approach to the Construction of 

n-Type Graphene Nanoribbons. J. Am. Chem. Soc. 130, 17970–17976 (2008).
 29. Li, X. K. et al. Role of HF in Oxygen Removal from Carbon Nanotubes: Implications for High Performance Carbon Electronics. 

Nano Lett. 14, 6179–6184 (2014).
 30. Wang, C. et al. User-interactive Electronic Skin for Instantaneous Pressure Visualization. Nat. Mater. 12, 899–903 (2013).
 31. Takahashi, T. et al. Carbon Nanotube Active-Matrix Backplanes for Mechanically Flexible Visible Light and X-Ray Imagers. Nano 

Lett. 12, 5425–5430 (2013).
 32. Wang, H. B. & Yan, D. H. Organic Heterostructures in Organic Field-Effect Transistors. NPG Asia Mater. 2, 69 (2010).
 33. Kyndiah, A. et al. Charge Transfer and Percolation in C60/Pentacene Field-Effect Transistors. Adv. Electron. Mater. 1, 1400036 (2015).
 34. Zaumseil, J., Baldwin, K. W. & Rogers, J. A. Contact Resistance in Organic Transistors that Use Source and Drain Electrodes Formed 

by Soft Contact Lamination. J. Appl. Phys. 93, 6117 (2003).
 35. Jin, S. H. et al. Solution-Processed Single-Walled Carbon Nanotube Field-Effect Transistors and Boot-Shaped Inverters for 

Disintegratable Transient Electronics. Appl. Phys. Lett. 105, 013506 (2014).
 36. Fukumaru, T., Fujigaya, T. & Nakashima, N. Development of n-Type Cobaltocene-Encapsulated Carbon Nanotubes with 

Remarkable Thermoelectric Property. Sci. Rep. 5, 7951 (2014).
 37. Delley, B. Fast Calculation of Electrostatics in Crystals and Large Molecules. J. Phys. Chem. 100, 6107–6110 (1996).
 38. Delley, B. From Molecules to Solids with the DMol3 Approach. J. Chem. Phys. 113, 7756 (2000).
 39. Perdew, J. P., Burke, K. & Ernzerhof, M. Generalized Gradient Approximation Made Simple. Phys. Rev. Lett. 77, 3865 (1996).
 40. Demichelis, R. et al. Properties of Carbon Nanotubes: An ab Initio Study Using Large Gaussian Basis Sets and Various DFT 

Functionals. J. Phys. Chem. C 115, 8876–8885 (2011).
 41. Ge, L. et al. Modeling Spin Interactions in Carbon Peapods Using a Hybrid Functional Theory. Phys. Rev. B 77, 235416 (2008).
 42. Chakraborty, B., Modak, P. & Banerjee, S. Hydrogen Storage in Yttrium-Decorated Single Walled Carbon Nanotube. J. Phys. Chem. 

C 116, 22502–22508 (2012).
 43. Grimme, S. Semiempirical GGA-Type Density Functional Constructed with a Long-range Dispersion Correction. J. Comput. Chem. 

27, 1787–1799 (2006).
 44. Grimme, S., Antony, J., Ehrlich, S. & Krieg, H. A Consistent and Accurate Ab Initio Parametrization of Density Functional 

Dispersion Correction (DFT-D) for the 94 Elements H-Pu. J. Chem. Phys. 132, 154104 (2010).
 45. Le, D. et al. Physisorption of Nucleobases on Graphene: A Comparative van der Waals Study. J. Phys.: Condens. Matter 24, 424210 

(2012).

Acknowledgements
This work was supported by the National Natural Science Foundation of China under contract Nos 61434001, 
61574083, 51372130, 61401251, 51672154, 61675143 and 11661131002; by the National Basic Research Program 
(2015CB352100) of China; by the National Key Research and Development Program (2016YFA0200404) of 
China; by the Natural Science Foundation of Jiangsu Province (BK20160328); by Open Research Fund Program 
of the State Key Laboratory of Low-Dimensional Quantum Physics (No. KF201517); by the Collaborative 
Innovation Center of Suzhou Nano Science & Technology; by the Priority Academic Program Development 
of Jiangsu Higher Education Institutions (PAPD). Moreover, the DFT calculation was done in Laboratory of 
Chemical Engineering Thermodynamics, Department of Chemical Engineering, Tsinghua University.



www.nature.com/scientificreports/

1 0ScIeNTIFIc RepoRts | 7: 6751 | DOI:10.1038/s41598-017-05967-w

Author Contributions
J.-L.X. made and tested the samples, analyzed and simulated the results and wrote the manuscript. T.L.R. and  
D. X. oversaw all research phases, optimized the devices performance and revised the manuscript. R.X.D., Y.L.S. 
and X.L. participated in the sample preparation and measurement processes. S.D.W. analyzed the results and 
made some suggestions on the paper revisions. Y.X., Y.X.Y. and L.X. participated in and guided the simulation. 
All authors commented on the final manuscript.

Additional Information
Supplementary information accompanies this paper at doi:10.1038/s41598-017-05967-w
Competing Interests: The authors declare that they have no competing interests.
Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2017

http://dx.doi.org/10.1038/s41598-017-05967-w
http://creativecommons.org/licenses/by/4.0/

	Efficient and Reversible Electron Doping of Semiconductor-Enriched Single-Walled Carbon Nanotubes by Using Decamethylcobalt ...
	Results
	Characterization of As-Fabricated P-type CNFETs. 
	Efficient Electron Doping Effects of DMC on s-SWCNTs. 
	Controllable Transistor Behaviors of n-type CNFETs by DMC doping. 

	Discussions
	Reversible Doping Behaviors and Surface Charge Transfer Induced Electron Doping Mechanisms. 
	Ab Initio DFT Simulations of DMC-SWCNT Complexes. 

	Method
	Materials. 
	Device Fabrication. 
	DMC n-doping process. 
	Structural Characterization. 
	Electrical Characterization. 

	Acknowledgements
	Figure 1 Structural and electrical characterization of back-gated CNFET devices before DMC n-doping.
	Figure 2 Structural and electrical characterization of back-gated CNFETs after DMC n-doping.
	Figure 3 (a) The transfer curves (Ids-Vgs) of the a CNFET device on a logarithmic scale after spin-coating DMC/DMF solutions with different concentrations ranging from 0.
	Figure 4 (a) The schematic illustration of our proposed DMC based surface charge doping process.
	Figure 5 (a) The top view of a single-walled carbon nanotube.


