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ABSTRACT: Few-layer black phosphorus is a monatomic two-dimensional crystal with a direct band gap that has high carrier
mobility for both holes and electrons. Similarly to other layered atomic crystals, like graphene or layered transition metal
dichalcogenides, the transport behavior of few-layer black phosphorus is sensitive to surface impurities, adsorbates, and adatoms.
Here we study the effect of Cu adatoms onto few-layer black phosphorus by characterizing few-layer black phosphorus field effect
devices and by performing first-principles calculations. We find that the addition of Cu adatoms can be used to controllably n-
dope few layer black phosphorus, thereby lowering the threshold voltage for n-type conduction without degrading the transport
properties. We demonstrate a scalable 2D material-based complementary inverter which utilizes a boron nitride gate dielectric, a
graphite gate, and a single bP crystal for both the p- and n-channels. The inverter operates at matched input and output voltages,
exhibits a gain of 46, and does not require different contact metals or local electrostatic gating.
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Two-dimensional (2D) van der Waals materials have
attracted significant attention since the rise of graphene

for applications in electronic,1 optoelectronic,2 and thermo-
electric devices.3 In particular, 2D materials have shown great
promise for application in flexible electronics and optoelec-
tronics where 2D atomic crystals have the potential to supplant
organic semiconductors due to their superior mobility and
ultimate flexibility.4−6 Thus, far layered transition metal
dichalcogenides (TMDCs), in particular MoS2,

7 have been
the most widely studied of the 2D semiconducting materials.
However, MoS2, WS2, and other TMDCs have a strong natural
propensity toward unipolar field effect transistor (FET)
operation, which makes it difficult to achieve stable high-
mobility p-type and n-type conduction in the same material.

For example, MoS2 has a strong tendency to be n-type due to a
low-lying valence band and native defects such as sulfur
vacancies.8,9 On the other hand, a large number of practical
semiconductor devices, such as logic gates, photodiodes, light-
emitting diodes, and solar cells, require both p-type and n-type
unipolar operation, achieved in the same parent semiconduct-
ing material. WSe2 is one TMDC that shows ambipolar
behavior, although it remains difficult to make good electrical
contact for both electron and hole injection.10 Strategies to
modulate the carrier type in 2D materials by metal work-
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function engineering or local electrostatic gating are of limited
practical relevance, while substitutional doping, for example, as
in MoS2:Nb, has so far not resulted in high mobility transport
for the complementary carrier type.11

Recently, ultrathin black phosphorus (bP), or phosphorene,
has emerged as an exciting addition to the field of 2D
semiconductor materials.12−16 Phosphorene, the second
monotypic van der Waals 2D material to be investigated, has
a band gap that allows for both larger on−off ratio than in
graphene FETs and higher mobility than in TMDCs, along
with nearly symmetric transport characteristics for p-type and
n-type conduction.17 To make use of few-layer bP in practical
applications, control over the electronic, magnetic, and thermal
properties is required. To date, studies have focused mainly on
the effect of dielectric capping layers for passivation and top
gating of few-layer bP devices, such as atomic layer deposited
Al2O3 and HfO2 as well as and dry transferred hBN.18−25 One
recent report used MoO3 and CsCO3 to dope few-layer bP
through surface charge transfer.26 A number of theoretical
studies have studied the effect of adsorbed and impurity atoms
on the properties of bP.27−34 A subset of these studies have
focused on the effect of metal adatoms on single layer
phosphorene as a means to tune the electronic30,31 and
magnetic32−34 properties, which in particular could be used to
modulate the charge carrier type. Being more reactive than
graphene, phosphorene can form strong bonds with adsorbed
atoms,31 while the weak p-type propensity can allow for high n-
type conduction, resulting in stable high-mobility p-type and n-
type FETs in the same 2D material. To date, no study has
experimentally demonstrated the use of metal adatoms to
modulate the charge carrier type in bP.
In this Letter, we study the effect of Cu adatoms on the

electronic properties of few-layer bP. To understand the role of
Cu adatoms, we performed first-principle calculations on four-
layer bP. For the four-layer system, we looked both at Cu
adatoms bonded to the top surface and Cu atoms intercalated
into the few-layer crystal. In both cases, the Cu atom acts as an
electron donor and n-dopes the ultrathin bP without perturbing
the structural integrity of the crystal. We conducted electrical
transport studies to experimentally probe that the addition of
Cu atoms electron dopes the bP and lowers the threshold
voltage for electron conduction, thereby modulating the
polarity of the channel from p-type to n-type. We then used
Cu doping of bP to fabricate a CMOS-like inverter with an
undoped p-channel and a Cu doped n-channel. The inverter
demonstrated here uses a single contacting metal, is fabricated
from a single exfoliated bP crystal, and does not require local
electrostatic gating to define the p-type and n-type channels.
First, we turn to the numerical results for the band structure

of Cu-doped bP. The first-principles calculations are based on
density functional theory (DFT)35,36 as implemented in
SIESTA package.37 We studied the effect of two possible Cu
impurities on the band structure of few-layer bP. The two
impurities are Cu atoms adsorbed on the topmost bP layer
(referred to as Cuad) and Cu impurities intercalated between
the second and third layers (Cuint) of four-layer bP. The two
geometries are illustrated in Figure 1a. Both impurities are
found to be at local minima with binding energies of Eb[Cuad] =
−2.62 eV and Eb[Cuint] = −3.32 eV. The band structures of
pristine bP, bP with the Cuad, and bP with the Cuint
configurations are shown in Figure 1c. All energies are given
with relation to the vacuum level. For pristine bP, we observe a
workfunction of 4.38 eV, which is close to the value for

monolayer phosphorene38 and a Fermi level in the middle of
the band gap. In both the adatom and interestitial
configurations, the Cu impurity donates one electron and
shifts the Fermi level of bP into the conduction band. This is in
agreement with what is reported in ref 28 for the phosphorene
monolayer. The huge Fermi level shift in Figure 1c is due to the
finite size of the bP cell used in the calculation, which leads to a
large Cu concentration in the system. The donated electron
originates from the Cu 4s shell, leaving a stable, closed-shell
Cu+ cation. In Figure 1b, we show the charge-density
difference, Δρ = ρCu+bP − ρbP − ρCu, of the Cuad−bP system.
Here ρCu+bP, ρbP, and ρCu are the total charge densities of,
respectively, the Cuad−bP system, pristine bP, and the isolated
Cu atom. In the Cuad configuration, the band gap is reduced to
0.09 eV compared to 0.18 eV in the pristine case due to an
internal electric field.39 For the intercalated Cuint configuration,
besides the n-type doping the distance between the two bP
layers increases, “decoupling” the system into two bP bilayers.
This then leads to an increase of the band gap from 0.18 to 0.32
eV. Even though the Perdew−Burke−Ernzerhof (PBE) band
gap is systematically underestimated, it usually reproduces well
changes originated by small perturbations, as in the case
considered here. The band structure calculations show that
both adsorbed and interstitial Cu atoms are n-type dopants, but
change the band gap energy in opposite ways. Most
importantly, both Cuad and Cuint have large binding energies
while preserving the structural integrity and band structure near
the edges of the conduction and valence bands.
We now move to the experimental results and study the

effect of Cu adatoms on few-layer bP field effect devices. Cu
adatoms were deposited in a DC sputtering system for 1 s at a
pressure of 2 mTorr and a DC power of 60 W. The tenuous Cu
treatment at a low rate and short deposition time does not
allow the formation of continuous Cu islands or Cu clusters on
the crystal surface. Atomic force microscopy (AFM) of the
surface of an exfoliated few-layer bP crystal after Cu deposition
is shown in Figure 2a. The surface topology and measured root-
mean-square roughness of R = 0.193 nm are characteristic of
exfoliated bP21 and air sensitive 2D crystals40 and do not
indicate the presence of Cu structures. Cu was also deposited
via thermal deposition which resulted in clusters of Cu atoms
(see Figure S1 of the Supporting Information). Because the
sputtered Cu resulted in a more uniform distribution of Cu, we

Figure 1. (a) Schematic drawing of the two defects studied here:
surface adsporbed Cuad and interstitial, Cuint. (b) Charge density
difference of the Cuad. The red and blue regions refer to electron
depletion (Δρ = −2 × 10−3 e/a0

3) and accumulation (Δρ = +2 × 10−3

e/a0
3), respectively. (c) Calculated band structure of pristine four-layer

bP, four layer bP with adsorbed Cu, (Cuad), and four layer bP with
interstitial Cu (Cuint). The dashed line indicates the Femi level for
each case.
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made that the focus of further characterization. Although no
clustering was seen in sputtered Cu, clear signatures of
elemental Cu on the bP surface can be detected using X-ray
photoelectron spectroscopy (XPS). Figure 2b shows the XPS
spectrum of an untreated and Cu-treated bulk bP crystal in the
region between 925 and 965 eV. The spectrum clearly shows
the presence of Cu atoms on the crystal surface by the
emergence of peaks at 932 and 958 eV after Cu deposition.
Furthermore, ultraviolet photoelectron spectroscopy (UPS),
performed together with the XPS measurement, shows a
difference in the value of the work function between the
untreated and Cu treated bP. Figure 2c shows the onset of the
secondary photoelectrons also known as the secondary electron
cutoff (SECO). The onset energy directly yields the work
function because the SECO corresponds to the vacuum level of
the sample with respect to the Fermi energy. The UPS
spectrum in Figure 2c shows a decrease of the work function by
ΔE = 0.15 eV in the Cu treated sample, which is attributed to
the electron doping of the bP surface by the deposited Cu
atoms.
To further characterize the deposition of Cu atoms on

exfoliated crystals, we performed time-of-flight secondary ion
mass spectroscopy (ToF-SIMS). Cu treated few-layer bP
crystals exfoliated onto SiO2/Si wafers were placed in a SIMS
apparatus and studied using positive secondary ions ejected by
a 25 kV Bi primary beam. The ToF technique allow us to

obtain the SIMS signal at different etching times, thereby
providing a depth profile of the detected elements. Figure 2d
shows the relative intensity versus sample depth for 63Cu and P
ions obtained from a Cu-treated exfoliated few-layer bP. The
intensity of the 63Cu signal clearly decreases with depth, and an
exponential fit gives an approximate penetration depth of 1 nm.
The P signal increases with depth up to about 3 nm beyond
which slowly starts decreasing, likely due to the limited
thickness of the few-layer bP crystal. The ToF-SIMS measure-
ment confirms that the majority of deposited Cu remains on
the top surface of the exfoliated bP and indicates that the
energetic sputtering process does not lead to significant
substitutional Cu doping.
We now turn to the transport properties of Cu-doped field

effect devices. FETs were fabricated from few-layer crystals
exfoliated onto Si wafers with 300 nm SiO2 or dry transferred
onto hexagonal boron nitride (hBN).41 The wafers were
prepatterned with alignment markers to minimize the
processing time and reduce air exposure. Electron beam
lithography (EBL) followed by thermal evaporation, and liftoff
was used to fabricate electrical contacts of Ti and Au (5 and 70
nm, respectively). Before characterization, the samples were
annealed in situ under high vacuum (<5 × 10−7 Torr) at 400 K
for 1 h to reduce hysteresis and remove doping from the
ambient degradation and fabrication residue.21,42 After
annealing, the samples were characterized under high vacuum

Figure 2. (a) AFM scan of a 7.5 nm thick bP crystal after sputtered deposition of Cu adatoms. AFM scan size is 750 nm × 750 nm. (b) XPS spectra
of bulk bP with (blue) and without (red) Cu sputtering treatment. (c) UPS spectra of bulk bP with (blue) and without (red) Cu sputtering. The
dashed lines show the SECO. (d) ToF-SIMS of exfoliated bP treated with sputtered Cu. The black and blue symbols show the intensity of the ToF-
SIMS signal versus sample depth for the P and 63Cu ions, respectively. The signal is normalized to the maximum measured intensity for the particular
ion.
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using a DC four-point measurement at room temperature and
down to 5 K. Figure 3a shows the optical image of a 10 nm

thick bP sample transferred onto 30 nm of hBN. AFM and
thickness measurements of the bP sample can be seen in parts b
and c of Figure 3, respectively. The four-point conductance, G,
versus backgate voltage, Vg, of the sample before Cu treatment
and at room temperature is shown in Figure 3d. The field effect
mobility is extracted using

μ = L
W C

G
V

1 d
dFE

g g

where L = 2.4 μm and W = 8.8 μm are the channel length and
width, respectively, and Cg is the gate capacitance. After
annealing and prior to Cu adatom deposition, the device
exhibits a hole mobility of μFE = 690 cm2V−1s−1 at room
temperature and up to μFE = 1780 cm2 V−1 s−1 at low
temperatures, as shown in Figure 3e. Hole mobilities are taken
at nh = 3.0 × 1012 cm−2. The electron mobility of the annealed
device, prior to Cu treatment, is 340 cm2 V−1 s−1 at room
temperature and reaches a maximum of 580 cm2 V−1 s−1 at 150
K, taken at ne = 2.5 × 1012 cm−2. After the initial
characterization, the samples were taken out of the measure-
ment probe to a UHV DC sputtering system to deposit Cu
atoms using the aforementioned deposition conditions. The
samples were then moved back into the vacuum measurement
probe and annealed again for 1 h at 400 K to remove adsorbed
oxygen and water that might accumulate while moving the
device between the two systems in ambient air and which are
known p-dopants of few-layer bP.21,42,43 After Cu deposition,
the electron mobility increased to 380 cm2 V−1 s−1 at room
temperature and 2140 cm2 V−1 s−1 at 7 K (at ne = 3.2 × 1012

cm−2), while the hole mobility decreased to 570 cm2 V−1 s−1 at
300 K (at nh = 3.0 × 1012 cm−2) but remained relatively
unchanged at low temperature as shown in Figure 3e (see

Figure 3. (a) Optical image of the 10 nm bP crystal on top of hBN
measured before and after Cu treatment. The scale bar is 10 μm. (b)
AFM image of the channel measured, with the line cut in (c) showing
the height of the bP. The AFM image is 16 μm wide. (d) Four-point
conductance versus gate voltage, Vg, at room temperature before (red)
and after (blue) Cu doping. The inset shows the same data on a
logarithmic scale. The black dashed lines show the fits used for
extracting the mobility. (e) Temperature dependence of the hole field
effect mobility before Cu doping (red symbols) and the electron
mobility after Cu doping (blue symbols). The inset shows the
conductance versus backgate voltage after Cu doping at T = 7 K.

Figure 4. (a) Optical image of the device. The black boxes outline the areas that were treated with sputtered Cu. Scale bar is 5 μm (b) AFM image
and (c) line cut taken from (b) showing the flake thickness. (d,e) Two-point source drain current, Isd, versus gate voltage, Vg, at room temperature
for Vsd values of 10, 50, 100, and 200 mV for the undoped bP p-FET and Cu doped bP n-FET, respectively (f) Two-point source drain current, Isd,
versus gate voltage, Vg, at Vsd of 10 mV of the undoped bP p-FET at temperatures of 250, 200, 100, 50, and 30 K with the colors going from red to
blue. The inset shows the Isd−Vsd characteristics at 300 K for Vg from −0.5 V (lightest gray) to −2.5 V (darkest gray) in steps of 0.5 V. (g) Two-
point source drain current, Isd, versus gate voltage, Vg, at Vsd of 10 mV for the Cu doped bP n-FET at temperatures of 250, 200, 100, 50, and 30 K,
with the colors going from red to blue. The inset shows the Isd−Vsd characteristics at 300 K for Vg from 0.5 V (lightest gray) to 2.5 V (darkest gray)
in steps of 0.5 V.
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Supporting Information, Figure S3). The low temperature
electron mobility is the highest measured in few-layer bP,
indicating that the addition of Cu adatoms does not degrade
the transport quality in the crystal. Similar results were repeated
with Cu deposited by both sputtering and thermal evaporation,
see Supporting Information, Figure S4. The inset of Figure 3d
shows the conductance versus Vg on the logarithmic scale.
From the logarithmic plot we extracted a shift in threshold
voltage, Vth, after Cu adatom deposition, see Methods. The shift
ΔVth, is −22.4 V for the hole side and −13.8 V for the electron
side. The average shift ΔVth for electrons and holes is −18.1 V,
which corresponds to the addition of 12.7 × 1011 electrons/
cm2. Doping by metal adatoms is not specific to Cu and has
been studied theoretically for both Ag and Au adatoms on
phosphorene.31 To demonstrate the versatility of metal adatom
doping, Ag and Au metal adatoms were deposited onto bP
FETs. The transport properties were measured and are shown
in Supporting Information, Figure S6. Consistent with previous
theory, Ag electron dopes the bP while Au is a hole dopant.31

This opens up the ability to further tailor bPs doping with the
addition of other adatoms similar to doping in conventional
semiconductors such as Si. A total of four devices with Cu
doping were measured here, all showing a negative shift in the
threshold voltage
The control of the channel doping and threshold voltage of

few-layer bP by Cu adatoms offers a scalable route for making
all-bP complementary logic devices without the need of
different contact metals or constant local electrostatic
gating.44−46 To this end, we fabricated a 2D complementary
inverter using a 30 nm thick hexagonal BN (hBN) gate
dielectric, a 6 nm graphite gate, and a single 7 nm bP crystal for
both the p- and n-channels. The fabrication consists of
exfoliating graphite on a SiO2 wafer, followed by stacking of
hBN and few-layer bP in two dry transfer steps. After
lithography and thermal evaporation of the metal electrodes,
an additional mask was patterned using EBL and Cu was
deposited on one of the bP channels so that the final device
consists of one Cu-doped and one untreated channel on the
same ultrathin crystal, see Figure 4a for the optical image of the
device, with the black boxes indicating where Cu was deposited.

Figure 4b shows the AFM image while the AFM cross section
can be seen in Figure 4c. Once loaded into the probe, the
device was annealed for 1 h at 400 K. The two-point device
characteristics of the p-channel and Cu doped n-channel of the
inverter can be seen in Figure 4d,f for the p-channel and Figure
4e,g for the Cu doped n-channel (see Methods for channel
dimensions). The room temperature two-point source drain
current, Isd, versus Vg taken at room temperature at Vsd = 10,
50, 100, and 200 mV can be seen in parts d and e of Figure 4
for the p-channel and Cu doped n-channel, respectively. The
two-point source drain current, Isd, versus Vg, taken at Vsd = 10
mV in Figure 4b, shows that the addition of Cu adatoms results
in consistent n-type operation of the FET at all measured
temperatures. In the insets of Figure 4f ,g, we show the Isd−Vsd
curves of the two FETs at room temperature for |Vg| from 1 to
2.5 V in steps of 0.5 V. The I−V characteristics exhibit
saturation behavior in both the hole and electron channels. We
now turn to characterizing the two FETs combined in a
complementary inverter as shown in the schematic in Figure 5a.
The inverter was measured at room temperature with a

power supply voltage of VDD = 2 V. As the input voltage at the
graphite gate, Vin, was swept from 0 to 2 V, the output voltage
at the middle terminal, Vout, switched from 1.99 V at Vin = 0 V
to a low voltage of 0.04 V at Vin = 2 V. The gain of the inverter,
defined by g = dVout/dVin, was found to be g = 46, see Figure
5b. The inverter gain was stable over 10 days of measuring in
vacuum and at elevated temperatures of up to 330 K, see
Supporting Information, Figure S9. The noise margins of the
inverter were found to be NMH = 0.30VDD for the high input
voltage and NML = 0.37VDD for the low input voltage. The
noise margin above 30% of VDD shows that the device has a
high noise tolerance and can be integrated into a large
multistage inverter system. The DC current drawn from the
power supply, IDD, versus Vin is shown in the inset of Figure 5b.
The current increases around the switching voltage Vin = 1 V
and for Vin > 1.6 V One limitation of the demonstrated device
is that after annealing the pristine p-channel still exhibits some
ambipolar operation, leading to a nonzero IDD at Vin = 2 V.
Additional hole doping of the p-channel will be required to
reduce this unwanted current flow. This could potentially be

Figure 5. (a) Schematic of the bP inverter fabricated using an untreated p-FET channel and a Cu doped n-FET channel. The heterostructrure
consist of a 6 nm thick graphite bottom gate, used as Vin, a 30 nm thick hBN gate dielectric, and a single 7 nm bP flake with Ti/Au contacts sitting on
an SiO2 substrate. (b) Optical image of the device. The gray dash−dot line outlines the graphite bottom gate, and the red and blue boxes mark the p-
FET channel and Cu doped n-FET channel, respectively. The scale bar is 5 μm. (c) Output voltage, Vout, versus input voltage, Vin, of the inverter at
VDD = 2 V. The inverter gain versus Vin is shown in red on the right axis. The inset shows the device current, IDD, versus Vin.
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improved by introducing metal adatoms which lead to hole
doping, as, for example, with Au adatoms.31

In summary, we studied the effect of Cu adatoms on few-
layer bP by first-principles DFT calculations and charge
transport measurements. Using first-principles DFT calcula-
tions, Cu was shown to be an excellent electron donor for few-
layer bP in both the adatom and interstitial configurations. In
charge transport measurements, sputtered Cu was shown to
electron dope few-layer bP and shift the threshold voltage,
thereby converting the bP channel from a predominantly p-
type with a hole mobility of 690 cm2 V−1 s−1 to n-type with
electron mobility of 380 cm2 V−1 s−1 at room temperature. We
observed a record high electron mobility of 2140 cm2 V−1 s−1 at
low temperature, which shows that the doping method does
not degenerate the transport properties. Finally, we demon-
strated an ultrathin bP inverter fabricated using an hBN gate
dielectric and graphite bottom gate. The 2D complementary
inverter uses a single exfoliated bP crystal with an untreated p-
channel and Cu doped n-channel, operates at 2 V with matched
input and output voltages, and exhibits a gain of 46. This work
shows the potential of using metal adatoms to locally tune the
properties of bP for logic applications without the need of
different contact metals or local electrostatic gating.
Methods. Bulk crystals were purchased from HQ graphene.

ToF-SIMS was carried out using Bi+ ions accelerated at 25 kV
and a beam current of 0.6 pA with a 50 μm spot size. The
sputtering rate for ToF-SIMS was 1 nm per 100 s. Electron
beam lithography was carried out on a JEOL JBX-6300FS. Ti
+Au metal contact electrodes were deposited using thermal
evaporation at a rate of 1 Å/s. AFM measurements were taken
on a Bruker Dimension FastScan. DC four-point measurements
were carried out under high vacuum (<5 × 10−7 Torr) with a
Keithley model 2400 source meter in Ohms mode and Keithley
model 6430 for two-point DC measurements. For transport
measurements, we took the threshold voltage, Vth, as the gate
voltage, Vg, at which the conductance is at 1 μS. The 2-point
data from the p- and n-channels shown in Figure 4 are taken
from the respective channels highlighted in Figure 5b with the
channel dimensions (L × W) being 1.8 μm × 6.6 μm and 2.25
μm × 4.7 μm for the p- and n-channels, respectively.
Theoretical Methods. Our computational approach to study

the equilibrium structure, stability, and electronic structure of
Cu doped bP is based on density functional theory (DFT)35,36

as implemented in SIESTA package.37 We used DZP localized
basis, norm-conserved pseudopotentials with Troullier−Mar-
tins parametrization,47 mesh cutoff energy of 350 Ry, and k-
points sampling of Brillouin zone in Monkhorst−Pack
algorithm48 with 10 × 10 × 1 grid. The exchange-correlation
functional used is based on PBE generalized-gradient
approximation.49 We included van der Waals forces in Grimme
approximation50 in order to describe the interaction between
bP layers. The calculations were performed within a supercell
framework with 3 × 3 unit cells and four bP layers.
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Ordejoń, P.; Sańchez-Portal, D. J. Phys.: Condens. Matter 2002, 14
(11), 2745−2779.
(38) Padilha, J. E.; Fazzio, A.; da Silva, A. J. R. Phys. Rev. Lett. 2015,
114 (6), 066803.
(39) Kim, J.; Baik, S. S.; Ryu, S. H.; Sohn, Y.; Park, S.; Park, B.-G.;
Denlinger, J.; Yi, Y.; Choi, H. J.; Kim, K. S. Science (Washington, DC, U.
S.) 2015, 349 (6249), 723−726.
(40) Tan, J. Y.; Avsar, A.; Balakrishnan, J.; Koon, G. K. W.;
Taychatanapat, T.; O’Farrell, E. C. T.; Watanabe, K.; Taniguchi, T.;
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