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ABSTRACT: Microstructural evolution of ultrananocrystal-
line diamond (UNCD) films in the bias-enhanced nucleation
and growth (BEN-BEG) process in CH,/Ar plasma is
systematically investigated. The BEN-BEG UNCD films
possess higher growth rate and better electron field emission
(EFE) and plasma illumination (PI) properties than those of
the films grown without bias. Transmission electron
microscopy investigation reveals that the diamond grains are
formed at the beginning of growth for films grown by applying
the bias voltage, whereas the amorphous carbon forms first and
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needs more than 30 min for the formation of diamond grains for the films grown without bias. Moreover, the application of bias
voltage stimulates the formation of the nanographite phases in the grain boundaries of the UNCD films such that the electrons
can be transported easily along the graphite phases to the emitting surface, resulting in superior EFE properties and thus leading
to better PI behavior. Interestingly, the 10 min grown UNCD films under bias offer the lowest turn-on field of 4.2 V/um with the
highest EFE current density of 2.6 mA/cm? at an applied field of 7.85 V/um. Such superior EFE properties attained for 10 min
bias grown UNCD films leads to better plasma illumination (PI) properties, i.e., they show the smallest threshold field of 3300
V/cm with largest PI current density of 2.10 mA/cm? at an applied field of 5750 V/cm.
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B INTRODUCTION

The admirable properties of diamond namely tremendous
hardness, low friction coeflicient, chemical inertness, high
electrical resistivity, and its semiconducting properties makes it
an attractive material for several applications.' > Diamond has
the most strongly bonded crystal structure, such that the field
emission devices from diamond material possibly will maneuver
with supreme reliability and consistency. Diamond holds a wide
bandgap energy (E, 5.5 V), which enables outstanding
physical and chemical properties, thereby making it as one of
the strongly competing cold cathode materials for the field
emission applications and facilitates possible application in flat
panel displays and microelectronic devices.* The negative
electron affinity (NEA) characteristic of diamond films
observed for renovate surface is thought to be of great
potential for applications as electron field emitters.’”” In
addition, the diamond plays a significant role in the application
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of plasma illumination (PI) devices, as it usually exhibits a large
secondary electron emission coefficient (y-coefficient). The
Paschen-curve-based y-coefficient measurement indicates that
diamond films synthesized using chemical vapor deposition
own a higher y-coefficient than that of single crystal MgO.® The
research group of Chakrabarti reported that the high y-
coeflicient is associated with better electron field emission
(EFE) properties.” As a result, the high EFE diamond material
is being explored for the development of a high y-coefficient
diamond material with enhanced PI characteristics.

The diamond films grown in CH,/H, plasma were called
microcrystalline diamond (MCD) films which contains large
sized diamond grains. It also possesses a large electronic
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bandgap which holds back the EFE behavior of the material
essential for field emission due to electrons deficiency.'®”"
Therefore, to improve the EFE properties, the CH,/Ar plasma
has been used to prepare ultrananocrystalline diamond
(UNCD) films with nanosized grains and grain boundaries of
significant thickness, containing sp*-bonds and acquiring
excellent conductivity.">'* The transport of electrons through
the UNCD films is noticeably superior to the MCD films and
possesses better EFE properties than that of the MCD
films.'>'® The nucleation of diamond grains for the growth
of UNCD films is successfully achieved with the following
methods: mechanical scratching of the substrate surface using
diamond powder, ultrasonic agitation of the substrate surface in
a solution containing nanodiamond powder, deposition of a
carbide interlayer for assisting diamond nucleation, and bias-
enhanced nucleation and growth (BEN-BEG) process. Among
the effective diamond seeding and nucleation techniques, the
BEN-BEG method is more efficient in reducing the size of the
diamond grains.'””'® Teng et al.'’ reported the enhanced EFE
behavior of BEG grown nanocrystalline diamond films using
CH,/H, plasma. However, to the best of our knowledge, BEN-
BEG process has been demonstrated to be effective only for the
CH,/H, plasma and the feasibility of bias enhanced growth of
UNCD films using CH,/Ar plasma has not been reported yet.

In this paper, we have successfully grown UNCD films in
CH,/Ar plasma using negative biased voltage, which resulted in
improved PI and EFE properties. The bias voltage was set at
—200 V during the UNCD film deposition in each different
growth time. This negative bias voltage enhanced the growth of
UNCD film even in the minimum growth time of 10 min and
the diamond grains were formed effectively. The UNCD
growth of 10 min contains smaller grain size with graphitic
grain boundaries which offers better electron conduction in the
film to facilitate the enhancement in PI properties. In contrast,
we observe that the films grown without bias voltage formed
only a-C phases at the beginning of film’s growth, resulting in
inferior EFE and PI properties.

B EXPERIMENTAL METHODS

The UNCD films were grown on n-type silicon substrates by
MPECVD system. Prior to the deposition of UNCD films, the silicon
substrates were preseeded by ultrasonication in methanol solution,
containing nanosized diamond powders (~5 nm) and Ti powders
(~32.5 nm) for 45 min.”° The substrates were ultrasonicated again in
methanol for 1 min to eradicate the possibly adhered nanoparticles.
The UNCD films were grown in CH, (2%)/Ar (98%) plasma (100
sccm), which was excited by a 1200 W microwave power with a 150
Torr total pressure. A negative bias voltage (—200 V) was applied to
the Si substrate when the pressure reached 150 Torr in the growth
period (10—60 min) of the UNCD films. The corresponding films
were designated as UNCDy,, where n is the growth time. In addition,
the UNCD films without bias at different growth period (10—60 min)
were grown to facilitate the comparison and the corresponding films
were designated as UNCDy,, where n is the growth time. The films
were characterized using field emission scanning electron microscopy
(FESEM; Jeol JSM-6500F), Raman spectroscopy (4: 632.8 nm, Lab
Raman HR800, Jobin Yvon) and near edge X-ray absorption
spectroscopy (NEXAFS). The detailed microstructure and bonding
structure of the samples were examined using transmission electron
microscopy (TEM; Jeol 2100F) and electron energy loss spectroscopy
(EELS, Gatan Enfina), respectively.

To investigate the plasma illumination (PI) characteristics of a
microplasma device, which used UNCD films as cathode, an indium
tin oxide (ITO)-coated glass was used as anode and the cathode-to-
anode separation was fixed by a polytetrafluoroethylene (PTFE)

spacer (1.0 mm in thickness). A circular hole about 3.0 mm in
diameter was cut out from the (PTFE) spacer to form a microcavity.
The plasma was triggered using a pulsed direct current voltage in a
bipolar pulse mode (20 ms square pulse, 6 kHz repetition rate). Prior
to measurements, all samples were heated at 200 °C for 1 h to remove
moisture from the surface of the films. The chamber was evacuated to
reach a base pressure of 0.1 mTorr and then purged with Ar for 10 min
up to 10 Torr. The Ar gas was channeled into the chamber at a flow
rate of 10 sccm throughout the measurements. The plasma current
versus applied voltage characteristics was measured using an
electrometer (Keithley 237).

In contrast, the EFE properties of the diamond films were measured
with a tunable parallel plate setup, in which the tungsten rod about 3
mm in diameter was used as anode and the diamond films was used as
cathode. The cathode-to-anode distance was controlled using a
micrometer. The current—voltage (I—V) characteristics were measured
using an electrometer (Keithley 2410) under pressure below 1 X 107
Torr. The EFE parameters were extracted from the obtained I-V
curves by using the Fowler-Nordheim (F—N) equation,”" where J, is
the EFE current density and E is the applied field calculated from the I
and V, respectively,

. (AﬂzEZJe [_ BQ)S/Z]
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where A = 1.54 X 107° A eV/V? and B = 6.83 X 10° V"2 V/m, f is
the field-enhancement factor, E is the applied field, and ¢ is the work
function of the emitting materials. The turn-on field (E,) was
designated as the point of interception of the straight lines
extrapolated from the low and high-field segments of the F—N
plots, namely, In (J,/E*) versus 1/E plots.

B RESULTS AND DISCUSSION

A. Plasma lllumination Behavior of the Microplasma
Devices. The PI characteristics of the plasma devices using
UNCD films grown with and without applied bias at various
growth times as cathode are illustrated by the variation of the
plasma current density (Jp;) versus applied field (E), which is
plotted in Figure la, b, respectively. Typical photographs
showing the PI characteristics of the microplasma devices using
these diamond films as cathode are illustrated in the insets of
Figure 1. For both series of UNCD films, as the growth time
increases, the threshold field for inducing the plasma (Ey, value)
increases, while the plasma current density (Jp; value)
decreases. The Eg values are smaller for the devices using
UNCDg, films as the cathode compared with those using
UNCDy, films as the cathode. The E, is lowest for the
microplasma devices using UNCDgo-films as the cathode
materials. For UNCD films grown using bias, the Jp; at 4000 V/
cm decreases monotonously from (Jp)g; = 0.66 mA/cm® to
(Jp1)sso = 0.49 mA/cm® (Figure la). Restated, the lowest Ey,
value of 3300 V/cm and the largest Jp; of 0.66 mA/cm? at 4000
V/cm applied field are observed for the UNCDy, films (curve
I, Figure 1a). Notably, the Jp; value was evaluated at 4000 V/
cm, because this is the value used for practical application. The
same trend is observed for the films grown without bias, i.e., the
(JpDn1o = 0.57 mA/cm? and (Jpp) = 0.34 mA/cm? at 4000 V/cm
(Figure 1b). The PI parameters are summarized in Table I,
where the Jp; values at 5750 V/cm are included to facilitate the
comparison.

The secondary electron emission coefficient (y-coefficient) of
these UNCD films were evaluated by “Paschen curves”
technique (see the Supporting Information, Figure S2). The
y-coefficients values are included in Table 1, which indicates
that the UNCDy, films show slightly higher y value (0.1315)
than that of the other UNCD films (0.1300—0.1255). However,
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Figure 1. Plasma illumination properties, the plasma current density
against applied field, Jp—E curves, of UNCD films deposited for
different growth times in (a) bias (=200 V) and (b) no bias. The
insets show the typical plasma illumination images of the microplasma
devices excited at the designated voltage.

the difference in y value is not large enough to account for the
big change in Jp; against the cathode materials. The other
possible source of electrons for igniting the plasma is the field
emitted electrons from the cathode materials. Therefore, the
EFE properties of the diamond cathode materials were
evaluated. Panels a and b in Figure 2 show the EFE properties
of the UNCDg, and UNCDy, films deposited in CH,/Ar
plasma using bias and no bias, respectively, which are plotted as
the EFE current density versus applied field (J.—E) with the
corresponding F—N plotted shown in the insets. The EFE
parameters, the turn-on field (E;) and the EFE current density
at the designated applied field (J,), are extracted from these
plots and are listed in Table 2. For both series of films, E,
increases with growth time. The UNCDy, films grown using
bias show better EFE behavior, i.e., the lower E; and the higher
Jo than the UNCDy, films grown using no bias. Particularly,
the UNCDy,, films possess the lowest E; value of 4.2 V/um
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Figure 2. EFE properties of UNCD films deposited for different

growth times in (a) bias (—200 V) and (b) no bias. The insets show
the corresponding Fowler—Nordheim plots.

and the highest ], value of 2.6 mA/cm” at the applied field of
7.85 V/um. These observations indicate that the PI behavior of
the microplasma devices performs better when the cathode
materials possess superior EFE properties.

It should be mentioned that the (Ey,)p required to trigger
the Ar plasma for the microplasma devices using diamond as
cathodes is perceptibly smaller than the (E,)gg for inducing
the EFE process. Although the UNCDg,, films possess much
lower (Ey)gpg (4.2 V/um) for the EFE process as compared to
that of the other UNCD films ((Ey)gg = 9.8—18.4 V/um, cf.
Table 2). The (Ey)p for triggering the PI process does not
show much difference when the cathode material is changed
from the UNCDg,, to UNCDg, (or UNCDy,) films (E,, =
3300—3900 V/cm). Such a phenomenon is due to the

Table 1. Plasma Illumination Properties of UNCD Films Deposited for Different Growth Times with Bias (UNCDy, series) and

without Bias (UNCDy,, series) in CH,/Ar Plasma

UNCDyg, series

UNCDy, series

growth Ey, Jor (mA/cm®) @ 4000  Jp; (mA/cm?) @ 5750 Ey, Jor (mA/cm®) @ 4000  Jp; (mA/cm?) @ 5750 7-
time (V/cm) V/cm) (V/em coefficient  (V/cm) (V/cm) (V/cm) coefficient
10 3300 0.66 2.01 3600 0.57 1.88 0.1286
30 3500 0.54 1.79 3600 0.41 1.61 0.1270
60 3900 0.49 1.76 3800 0.34 1.59 0.1255
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Table 2. Electron Field-Emission Properties of UNCD Films
Deposited at Different Growth Times with Bias (UNCDjg,
series) and without Bias (UNCDy,, series) in CH,/Ar
Plasma

UNCDyg, series

Jo (mA/

UNCDy, series
Jo (mA/

growth E, cm®) @ thickness E, cm®) @ thickness

time  (V/um) (V/pm)  (am)  (V/um) (V/pum)  (nm)

10 4.2 26 @ 380 10.8 22 @ 260
7.85 17.5

30 98 22@ 470 166 12@ 340
18.0 27.5

60 14.6 1.6 @ 650 184 1.1 @ 51§
30.5 32.0

E,: the turn-on field for EFE process that was designated as the point
of interception of the straight lines extrapolated from the low and
high-field segments of the F—N plots, namely, In (]e/EZ) versus 1/E
plots. J.: the EFE current density evaluated at an applied field
designated in parentheses.

difference in the mechanism for igniting plasma in an Ar
environment and that for turning on the EFE process in a high
vacuum environment (1 X 1076 Torr). In a microplasma device,
the plasma can be triggered when the electrons emitted from
the cathode (secondary electrons) gain sufficient kinetic energy
to ionize the gas molecules (e.g, 15.7 €V for Ar species). The
ionization cross-section for Ar species increases with kinetic
energy of the electrons and reaches a maximum value at around
100 eV.** Before the onset of plasma, the electric field imposed
on the cathode materials is far below the E, needed for
inducing the EFE process. Only the ion-bombardment induced
secondary electrons contribute to trigger the ionization of Ar
gas molecules for inducing the PI process. Therefore, it seems
that the small EFE (E,)ggg for the UNCDy;, films is not helpful
in lowering the threshold field for igniting the plasma.
However, when the plasma is ignited, a plasma sheath is
formed in the vicinity of cathode, where the electric field will be
markedly increased. For typical plasma with a sheath around 10
pum in thickness, the electric field experienced by the cathode
will increase to around 3300 V/cm corresponding to an applied
voltage of 330 V. Such a field is far larger than that necessary for
turning on the EFE process for most of the diamond films. A
large number of electrons will be field emitted from the
diamond cathode materials that increases the cascading
ionization for the Ar gas molecules and markedly increases
the Jp;. Therefore, a larger Jp; is observed for the microplasma
devices when the UNCDy,, films were used as cathodes, i.e.,
(Jp1) = 0.66 mA/cm?* at 4000 V/cm, as they emit more EFE
current density.

B. Structural Analyses for the UNCD Cathode
Materials. Figure 3 shows the FESEM micrographs of the
UNCD films grown with and without applied bias at various
growth times. The morphology of the films change due to the
application of bias voltage and the change in growth time. The
morphology of the UNCDyg,, shows equi-axed structured grains
in the films (Figure 3a). Although the UNCDj;, show a similar
morphology as UNCDy;,, (Figure 3b), the UNCDjg, shows the
elongated grains (Figure 3c), indicating the occurrence of
lateral growth of grains for 60 min grown time. On the other
hand, the FESEM micrograph shows only blurred image for the
films grown without bias at 10 min (UNCDy,), implying that
the granular structure of films has not yet completely formed
(Figure 3d). It takes 30 min growth time to develop a granular

Figure 3. FESEM micrographs of UNCD films, which were grown
using BEG under —200 V ((a) B10, (b) B30, and (c) B60) and no bias
voltage ((d) N10, (e) N30, and (f) N60) in different growth times,
where the number indicates the growth time.

structure similar to that of typical UNCD films (Figure 3e). In
addition, UNCDyy films (Figure 3f) show the elongated grains
as like UNCDgq¢, films but the size of the grains is slightly
larger. Notably, the grains in BEG grown UNCDgy, (or
UNCDyg) films appear more densely packed as compared with
the UNCDy3, (or UNCDyyg) films grown without bias voltage.
Notably, the difference in morphology of the films mainly
induced by the interaction of species in the plasma with the
priori deposited films due to the application of bias voltage, s
the optical emission spectroscopy (OES) shown as Figure S2 in
the Supporting Information revealed that the constituents in
the plasma neither change due to the application of bias voltage
nor with the growth time. The thicknesses of the UNCD films
were estimated from the cross-section FESEM micrographs of
the films (Figures not shown) and the results are listed in Table
2 (see the Supporting Information, inset in Figure S2). The
thickness is ~380 nm for UNCDyg, films and was nearly
doubled for UNCDgq, films. The thickness decreases rapidly
for UNCD films grown without bias. The UNCDy, films show
the thickness of ~260 nm, whereas the UNCDyy, films show
the thickness of ~S515 nm (curve II, Figure S2 in the
Supporting Information). From these observations, we can
conclude that by applying bias, the growth rate of the films was
increased.

Raman spectroscopy is an important technique to explore the
bonding character of different carbon phases present in UNCD
films. Panels a and b in Figure 4 depict the visible-Raman
spectra of UNCD samples deposited in CH,/Ar plasma with
and without bias at different growth time. Three prominent
broad peaks are observed in the spectra for both sets of films.
The Raman spectra were deconvoluted using Lorentz functions
after normalization of the resonance peaks that were illustrated
for spectra I in Figure 4a, b. There is v, (~1140 cm™"), which
originates because of the vibration of trans-polyacetylene (t-PA)
segments present at the grain boundaries.”*** Another peak,
called breathing modes of the D-band (~1330 cm™), is
attributed to the disorder-activated aromatic modes of A,
symmetry that involves phonons near the K zone boundary.”
A stretching mode appears in aromatic rings of G-band (~1540
cm™") pertaining to the Brillouin/optical zone center vibrations
of E,; mode in sp* bond present at the grain boundaries.”®™*

dx.doi.org/10.1021/am502231d | ACS Appl. Mater. Interfaces 2014, 6, 10566—10575
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Figure 4. (a, b) Raman spectra of UNCD films grown for different
growth times using (a) applied bias voltage (—200 V) and (b) no bias.

The broad peaks are suggestive of the small size of grains in the
films. A small kink is observed at ~1475 cm™!, which is
designated as v; and is also assigned to contributions from ¢-PA
segments present at the grain boundaries.”*** It should be
noted that the Raman resonance peaks are several times more
sensitive to the sp>-bonded carbon that to the sp*>-bonded ones
and are not able to provide unambiguous information about the
sp’/sp’ ratio of the UNCD films. To more explicitly
differentiate various types of carbon bonding configuration in
the films, we used the NEXAFS spectroscopy.

Panels a and b in Figure S show, respectively, the NEXAFS
spectra of the UNCD films deposited in CH,/Ar plasma with
and without bias at different growth times. The films grown
using bias (curves I-1III, Figure Sa) are clearly ascertaining that
the major configuration of carbon is the sp® diamond phase
with a smaller amount of sp? phase distributed in the films.*'
The sharp peak at ~289.5 eV corresponds to the diamond
electron core excitation of C—C (1s)-6* of the diamond phase,
and the weak dip observed at 302.0 eV corresponds to the
second absorption band gap of diamond.>*">* The small peak
at ~285,5 eV is assigned to the C 1s-z* transition
corresponding to the sp’ phase.>>*® Moreover, a weak bump
at 286.7 eV observed between 7* and ¢* bonds is attributed to
the C—H bond,>” which originates from the absorption of

II"* diamond gap
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280 200 300 310 320
Photon energy ( eV)

(b)

« II"* diamond gap

1. NGO

Il. N30

Intensity (arb. units)
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Figure 5. NEXAFS spectra of UNCD films deposited for different
growth times in (a) bias (—200 V) and (b) no bias.

hydrocarbon at grain boundaries during the film deposition
process.>® In contrast, the films grown without bias for the
growth time of 10 min (curve L, Figure Sb) show a large peak at
~287.5 eV along with 7* band near 285.5 eV, which indicates
that the films were predominated with the sp> phase and the
peaks corresponding to diamond phase is not observable. But
for UNCDyy films shows the sharp peak at 289.5 eV and weak
dip at 302.2 eV, besides the #* band near 285.5 eV and CH
band near 287.5 eV, confirming the content of the diamond
phase (curve III, Figure Sb). The UNCDygs, films are also
predominated with sp*-bonded carbon (7*-band at 285.5 V),
but with some proportion of sp*>-bonded carbon (6*-band at
289.5 eV), indicating that the coexistence of diamond grains
with the amorphous phase. These results indicate that for the
films grown without bias in CH,/Ar plasma, the a-C phase
formed first. It needs more than 30 min to nucleate the
diamond grains. In contrast, for the films grown with bias, the
diamond grains were nucleated instantaneously right after the
application of bias.

The better PI characteristics of UNCDy,, films are intimately
correlated with their superior EFE properties. But the question
arising now is what is/are the genuine factor(s) enhancing the
EFE properties of UNCDyg, films? To understand the
mechanism that alters the EFE behavior of the films deposited

dx.doi.org/10.1021/am502231d | ACS Appl. Mater. Interfaces 2014, 6, 10566—10575
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in CH,/Ar plasma using bias and no bias at different growth
times, TEM microstructure of the films were investigated to
examine the changes of the hybridized carbon phase in the
films. The bright field (BF) TEM image of UNCDy,, (Figure
6a) shows that the films consist of diamond grains about 20—30

Figure 6. Bright-field TEM images of (a) UNCDjgy and (b)
UNCDgy, films with the insets showing the corresponding SAED
patterns. (c, d) The TEM structure images of the typical areas in (c)
UNCDy,, and (d) UNCDj, films. The insets FT,,. and FTyy show the
Fourier-transformed image corresponding to the whole structure

image in “c” and “d”, respectively, whereas the ft; to ft, images show
the FT image corresponding to areas 1 to 4, respectively.

nm in size. Detailed examination of the selected area electron
diffraction pattern (SAED) (inset, Figure 6a) reveals the
commonly observed (111), (220) and (311) diffraction rings
corresponding to the structure of diamond phase. The SAED
rings are spotty rather than forming a smooth ring that is due to
the relative large grains contained in these films. In the BF-
TEM image of UNCDgg, (Figure 6b), the grains are around a
few tens of nanometers in size, which are about twice as large as
the grains in UNCDy,, (c.f. Figure 6a). The diamond grains are
also randomly oriented, resulting in spotty ring patterns in the
SAED image (inset, Figure 6b).

The detailed microstructure of the diamond grains in
UNCDgjy and UNCDgy, films was examined using high-
resolution TEM and was shown as TEM structure image in
panels ¢ and d in Figure 6, respectively. Figure 6¢ indicates that
the large diamond grains in these films consist of parallel
fringes. Some of the parallel fringes are irregular in spacing,
which corresponds to stacking faults,*>** which is illustrated in
area 1 and Fourier-transformed image ft;, and some are regular

10571

in spacing, corresponding to hexagonal diamond.**° The
presence of planar defects in the diamond grains implies that
the coalescence process has occurred during the growth of large
diamond grains in the films. Moreover, there exists a diffuse
ring in the center of Fourier-transformed (FT) image
corresponding to the whole structure image in Figure 6¢c
(FT,.) that inferred the presence of some proportion of sp’-
bonded phase in this region. A typical region containing sp*
bonded phase is illustrated by area 2 along with the ft, image.
Notably, although the structure image in Figure 6¢ seems to
contain large proportion of nondiamond phase as it shows no
lattice fringes, the more detailed analyses using EELS, which
will be shown shortly, reveals that this fringeless regions are
actually of diamond structure, which are oriented away from a
zone axis weakly and diffract the electrons, rendering the
structure image of graphitic phase observable. Similarly, TEM
structure image in Figure 6d shows that the UNCDyq, films
also contain diamond grains with large proportion of planar
defects, as they contains parallel fringes in the structure image.
The diamond grains in UNCDgg, films are larger, ~20 X S0
nm. Again, the regions nearby the diamond grains are
featureless. However, EELS analysis (will be shown shortly)
indicates that this region also are mostly sp>-bonded diamond
grains, which are oriented in a weakly diffraction direction. The
ft, image shows that this region contains sp>-bonded phase,
which is implied by the central diffuse diffraction rings in ft,
images.

In contrast, the BF-TEM image of UNCDy,, (Figure 7a)
along with the SAED pattern (inset, Figure 7a) shows that the
films consist of large diamond grains as like the UNCD)y; films
but with slightly smaller size. In contrast, in the BF image of
UNCDyy, films (Figure 7b), the grains are observed to grow to
a size larger than hundreds of nanometer and are randomly
oriented, resulting in spotty diffraction patterns. Images c and d
in Figure 7 show the TEM structure images for UNCDy, and
UNCDyyg, films, respectively, revealing that these films also
contains diamond grains with large proportion of planar
defects. The grain size of UNCDyy, films are enormously larger
than that of UNCDyy, films, indicating the occurrence of
marked grain growth against the growth time. Again, although
the TEM structure images ¢ and d in in Figure 7 shows the
presence of featureless phase nearby the diamond grains, the
EELS analyses (will be illustrated shortly) indicated that this
featureless region is actually of sp>-bonded carbons, the
diamond grains, oriented in a nondiffracting direction.
Moreover, the diffuse diffraction signal present in the center
of FT,. and FTyy images in these figure indicated that the
featureless phase contain large proportion of sp>-bonded phase.
It should be noted that the geometry of central diffuse
diffraction rings in FT, image for UNCDy, films (Figure 6c)
and FT,q image for UNCDyg, films (Figure 6¢c) are different
from those in FT, image for UNCDy;, films (Figure 7c) and
FT,q image for UNCDyy, films (Figure 7c). The diffuse rings
for UNCDg), and UNCDgq, films are of “donut” geometry,
inferring that the sp*-bonded carbons in these materials are
nanographitic phase, whereas those for UNCDyy, and
UNCDyy films are of “fulllmoon” geometry, inferring that
the sp>bonded carbons in these materials are a-C phase.
Intriguingly, the nanographitic phase in UNCDBI10 films is so
abundant that they formed a interconnected filament,
designated by a pair of dotted curves in Figure 6c. No such
interconnected filament was observable for other UNCD films.
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Figure 7. Bright-field TEM images of (a) UNCDyy, and (b)
UNCDyyp films with the insets showing the corresponding SAED
patterns. (c, d) The TEM structure images of the typical areas in (c)
UNCDy, and (d) UNCDy, films. The insets FT,. and FT,; show
the Fourier-transformed image corresponding to the whole structure

image in “c” and “d”, respectively, whereas the ft to ft, images show
the FT image corresponding to areas 1 to 4, respectively.

The different behavior in modifying the microstructure of the
UNCD films due to bias is interesting, but such information is
not able to account for the different degree of improvement on
the EFE properties of the UNCDy,, films. To understand the
genuine mechanism on the enhancement of those properties,
we examined the bonding structure of the UNCD films using
EELS. Figure 8 shows the selected area EELS spectra
corresponding to each TEM BF-micrograph in Figures 6 and
7, revealing that, there are significant changes in bonding
structures due to the application of bias voltage in MPE-CVD
process. The carbon edge core-loss EELS spectra correspond-
ing to these UNCD films (Figure 8a) indicate that, for all of the
UNCD films, there present an abrupt rise near 289.5 eV (o*-
band) and a large dip in the vicinity of 302 eV, implying the
diamond nature of these materials.*""** Moreover, there is a
prominent 7*-band at 284.5 eV in core-loss EELS spectra,
especially for UNCDy,, (curve I) and UNCDyy, films (curve
I1), indicating that some proportion of sp>-bonded carbon was
induced.

However, it is still necessary to differentiate the nature of the
sp>-bonded carbon to understand the genuine mechanism for
enhancing the EFE properties for the UNCD films grown using
bias compared with those grown without bias. It should be
pointed out that the plasmon-loss EELS spectra is the most
effective measurement for distinguishing the crystalline sp’-
bonded carbons (the graphite) from the noncrystalline sp*
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Figure 8. Selected area EELS spectra of the UNCD films: (a) core-loss

EELS spectra and (b) plasmon-loss EELS spectra for (I) UNCDyq,
(II) UNCDjgp, (III) UNCDyp, and (IV) UNCDygp films.

bonded ones (amorphous carbons), as the plasmon-loss EELS
spectra for the graphitic phase shows a prominent peak at s;
(27 eV) and those for the a-C phase shows a peak at s; (22
eV).*"* In contrast, the diamond shows a peak consequent to
the bulk plasmon at s, (33 eV) with a shoulder corresponding
to the surface plasmon at s, (23 eV) with the I,/I, ratio is
about 1:\/ 2.*"% Figure 8b shows the plasmon-loss EELS
spectra of the same regions, from which the core-loss EELS
spectra were acquired. It is observed that UNCDy,, films
(curve I, Figure 8b) are dominated by larger s;-band (~27 eV),
representing the graphitic phase, with the s, and s,-bands
(representing diamond)® of much smaller intensity, i.e., this
region consists of large proportion of graphitic phases besides
diamond. The interconnected filaments are conducting paths
for transporting electrons and are presumed to be the genuine
factor that enhanced the EFE properties of the UNCDy,, films.
In contrast, the plasmon-loss EELS spectrum of UNCDyg, films
(curve 11, Figure 8b) are dominated with s, and s, peaks, with
much smaller proportion of sj-band, indicating that the
UNCDg4y films are predominated with diamond. The
proportion of graphitic phase decreased markedly as the grain
grew larger in size.
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Quite the opposite, the plasmon-loss spectrum for UNCDy
films (curve 111, Figure 8b) is subjugated by s,-band (22 eV), in
which s,- and s,-bands still present but with much smaller in
spectral weight. This result indicates that the UNCDy,, films
grown without bias are predominated with a-C phases. Only
small number of diamond grains was nucleated in the films, i.e.,
the proportion of diamond grains in these films is much less. In
contrast, the plasmon-loss EELS spectrum for UNCDy, films
(curve 1V, Figure 8b) is predominated with s,- and s,-bands
corresponding to diamond phase, with a very small proportion
of s;-band corresponding to a-C phase that is similar to the
plasmon-loss EELS spectrum for UNCDygg, films.

These observations indicate that the a-C phase was formed
preferentially when the UCND films were grown without bias
voltage such that the UNCDy;, films are predominated with a-
C phase that is schematically illustrated as steps (i) and (ii) in
Figure 9a. The proportion of diamond grains in the films grown

(a) (b)
(iii) final granular )
structure

wmngrw 1000 it
(i) nucleation { co: g
B

a-C. @si

dia. (0 g.

Figure 9. Schematics showing the evolution process for the granular
structure for the UNCD films grown (a) without and (b) with the
bias: (i) the diamond grains were scarcely nucleated among the a-C
phase without the bias in “a” but were nucleated instantaneously with
bias in “b”; (ii) the grain size increased with growth time; and (iii) big
diamond grains were resulted with very few grain boundary phase for
the films grown without bias in “a”, whereas the grains only grew
moderately with the coexistence of some graphitic phase when grown
with bias in “b”.

without bias increased with the growth time along with the
increase in grain size and eventually occupied the whole region
of the films for UNCDyy, films, in which The a-C phase was
effectively eliminated that is schematically illustrated a step (iii)
in Figure 9a. In contrast, for the films grown in bias, the
diamond grains were nucleated instantaneously for UNCDg,
films, along with the formation of some proportion of graphitic
phases in the grain boundary regions of the films, forming the
interconnected graphitic filaments that are schematically
illustrated as steps (i) and (ii) in Figure 9b. The size of
diamond grains increases with growth time. The graphitic phase
is still present for the UNCDygq, films but with much smaller
proportion (schematically illustrated as step in Figure 9b).
Notably, the sp>-bonded carbon in UNCDg;, and UNCDgg,
films is crystalline, i.e., the nanographitic phase rather a-C. The
grains also grew in size with the growth time, but the size of the
grains is limited to around 2—3 times as large as the as-
nucleated diamond grains. The diamond grains in BEG grown
UNCD films remained at small size due to the enhanced
renucleation rate for the diamond clusters under the application
of negative bias voltage to the substrates. Such a phenomenon
is in accord with the literature reports.'’~'* Interestingly, there
is always presence of some graphitic phase, even for UNCDgq,
films, which were grown for 60 min.

Previous reports revealed that the graphitic phases are more
conducting than that of the a-C phases,” such that the

formation of sp>-bonded graphitic phases at the grain
boundaries creates conduction channels for the electrons to
transport from the bottom of the films to the top side and emit
to vacuum very easily. In this work, the application of bias
induces nanographite phases in the grain boundaries of the
UNCD films such that the electrons can be transported easily
along the graphite phases to the emitting surface and were then
emitted to vacuum without any difficulty as the diamond
surfaces are NEA in nature.*** Especially, UNCDy,, films
show the formation of interconnected nanographitic filaments
and thus possess the superior EFE properties to the UNCDgg,
films compared to that of the other UNCD films. Moreover,
the smaller (Eg)grr of UNCDy,, films can emit the electrons at
lower voltages, which can participate in ionizing the Ar gas
molecules of PI studies. As a result, there will be a significant
enhancement in Jp;, which follows the same trend as the EFE
behavior. Restated, the induction of graphitic phases in the
grain boundaries because of bias voltage is presumed to be the
genuine factor for the superior EFE properties of UNCDygj
films.

B CONCLUSIONS

UNCD films were grown for different growth times in CH,/Ar
plasma using BEN-BEG process in MPECVD system. The
changes in the sp” and sp® carbon phases in the films due to the
change in growth time and the application of bias voltage are
studied by analysis in detail. The BEN-BEG UNCD films
possess higher growth rate than that of the films grown without
bias. Moreover, while applying bias, the diamond grains are
formed at the beginning of growth, but the films grown without
bias needs more than 30 min for the formation of diamond
grains. Transmission electron microscopy investigation reveals
that the application of bias voltage stimulate the formation of
nanographite phases in the grain boundaries of the UNCD
films such that the electrons can be transported easily along the
graphite phases to the emitting surface and shows better EFE
properties. Interestingly, the UNCD films grown for 10 min
under bias offer the lowest turn-on field of 4.2 V/um and the
highest EFE current density of 2.6 mA/cm? at the applied field
of 7.85 V/um, because the films possess ultranano diamond
grains with more graphitic grain boundary phases. But the films
grown for 60 min using bias possess large clustered grains that
hinder the transport of electrons resulting inferior EFE
properties. On the other hand, the films grown without bias
have mostly a-C phases and lesser amount of diamond grains,
showing poorer EFE properties than the films grown using bias.
The PI properties were closely correlated with the EFE
properties of the UNCD films, which are found to be
responsive to change in the microstructure of UNCD films.
Investigations based on the PI properties of UNCD films
support their potential utilize in display and field-emission
applications.
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