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ABSTRACT

Here, thermal stabilities for Ohmic contact properties of Pt, Au, and Pd on the same hydrogen-terminated diamond (H-diamond) epitaxial
layer are investigated. A long-term annealing process is performed with an annealing temperature and time of 400 °C and 8 h, respectively.
Before annealing, good Ohmic contact properties are observed for only two contacts of the Pt/H-diamond and Pd/H-diamond with specific
contact resistivity (pc) values of 2.7 x 107> Q cm? and 2.6 x 10™* Q cm?, respectively. After long-term annealing, all three contacts on
the H-diamond show good Ohmic contact properties. The pc values for the Pt/H-diamond and Au/H-diamond are 3.1 x 107 Q cm?® and
4.2 x 107* Q cm?, respectively. They are higher than that of the Pd/H-diamond (1.1 x 107* Q cm?). Therefore, low pc and good thermal
stability for the Pd/H-diamond are achieved. This is meaningful for pushing forward the development of H-diamond-based electronic devices

for high-temperature applications.

© 2020 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0008167

Semiconductor diamonds have many remarkable intrinsic
properties, such as wide bandgap energy (5.47 eV), highest thermal
conductivity (22 W/cm K), high carrier mobilities (4500 cm?/V s
and 3800 cm’/V s for electrons and holes, respectively), and
high breakdown electric field (10 MV/cm).'™ Therefore, diamond
appears promising for producing next-generation high-power, high-
frequency, and high-temperature electronic devices.”’ Currently,
the hydrogen-terminated diamond (H-diamond) and bulk-doped
diamond (such as boron-doped and phosphorous-doped) are used
for the fabrication of metal-oxide-semiconductor field-effect tran-
sistors (MOSFETs)." "> However, current outputs of bulk-doped
diamond-based MOSFETSs are quite low (<1.6 mA/mm) due to
the high activation energies of dopants.”” In contrast, H-diamond-
based MOSFETs have much higher current densities, thanks to
their good surface conductivity with a sheet hole density of

~10"/cm®.'’ The current output maximum for H-diamond-based
MOSFETs was as high as 1350 mA/mm.'’ Furthermore, they could
operate well with a cutoff frequency and breakdown voltage of
70 GHz and 2000 V, respectively.'"'* These electrical properties
make H-diamond-based MOSFETs promising for high-power and
high-frequency applications.

For H-diamond-based MOSFETs, another important consid-
eration is high-temperature applications. Recently, it was reported
that H-diamond-based MOSFETs could work well at temperatures
as high as 400 °C."” In order to further improve the performance
of H-diamond-based MOSFETSs at high-temperature, it is impor-
tant to find a suitable metal electrode on the H-diamond to form
Ohmic contacts with a low specific contact resistivity (pc) and good
thermal stability. In order to obtain Ohmic contacts on the p-type
H-diamond, a metal electrode with a work function (®um) larger than
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that of the H-diamond (®Py: 4.9 eV) is required.H Until now, several
metals such as Au (@p: 5.10 V), Pt (Op: 5.65 V), Pd (Dyp: 5.12 V),
and 500 °C-annealed Ti/Au (®y: 4.33/5.10 eV) have been used as
Ohmic contacts on the H-diamond."” *° However, their thermal sta-
bility has been rarely reported. On the other hand, Ohmic contacts
on the H-diamond are affected by the quality of the H-diamond
epitaxial layer, which depends on the growth conditions. The con-
tact properties of metal electrodes on different H-diamond epitaxial
layers are therefore difficult to be compared with each other.

In this study, Pt, Au, and Pd electrodes are formed on the same
H-diamond epitaxial layer. Their specific contact resistivities and
thermal stabilities at the maximum operation temperature (400 °C)
of H-diamond MOSFET: will be investigated and discussed.

Three electrodes were formed separately on the H-diamond.
Figure 1 shows the formation routines of the Pt contact on the
H-diamond epitaxial layer. The Ib-type single-crystalline diamond
(100) substrate with dimensions of 3.0 x 3.0 x 1.0 mm?® was cleaned
in a mixed acid (H,SO4 and HNO; with a volume ratio of 1:1)
at 300°C for 3 h [Fig. 1(a)]. The H-diamond was homoepitaxi-
ally grown with a thickness of 150 nm using a microwave plasma-
enhanced chemical vapor deposition system (No. AX5200S, Seki
Technotron Corp., Tokyo, Japan) [Fig. 1(b)]. The CHy4 flow rate, H,
flow rate, chamber pressure, growth temperature, and growth time
were 0.5 SCCM, 500 SCCM, 80 Torr, 900-940 °C, and 1.5 h, respec-
tively. Surface roughness of the H-diamond epitaxial layer was previ-
ously reported to be around 1.2 nm via an atomic force microscopy
technique.”' Its sheet hole density and mobility were confirmed to
be around ~10"/cm* and 90 cm*/V s, respectively, using the Hall
measurement system. For each following step of the key-pattern
formation [Fig. 1(c)], mesa-structure formation [Fig. 1(d)], con-
tact electrode formation [Fig. 1(e)], and coating, exposing, devel-
oping, and lifting-off of photoresists were performed. The sample
was sequentially coated with LOR5A and AZ5214E positive pho-
toresists using a spin-coater with a rotation rate and time of 7000
rpm and 1 s, respectively. The baking temperature and time for
the LOR5A/AZ5214E photoresists were 180/110°C and 5/2 min,
respectively. After being exposed to a mask-less photolithography
system (No. DL-1000/NC2P, Nanosystem Solutions, Inc. Tokyo,
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Japan) with a dose energy of 250 m]J/ cm?, the sample was developed
in a 2.38% tetramethyl ammonium hydroxide (TMAH) solution
for 90 s.

Cross-shaped key-patterns [Fig. 1(c)] were formed using a J-
sputter system (No. CFS-4EP-LL, Shibaura Mechatronics Corp.,
Kanagawa, Japan) at an Ar atmosphere for calibrating the positions
of the mesa-structure [Fig. 1(d)] and Ohmic contacts [Fig. 1(e)].
The mesa-structure for the H-diamond was formed using a capac-
itively coupled-plasma reactive ion etching system (No. RIE-200NL,
Samco Inc., Kyodo, Japan) [Fig. 1(d)]. The plasma power, O flow
rate, and etching time were 50 W, 100 SCCM, and 90 s, respec-
tively. The Pt metal covered by the Ti/Au bilayer on the H-diamond
was formed via an e-beam evaporation system (No. RDEB-1206K,
R-DEC. Co., Ltd., Ibaraki, Japan) under a vacuum condition of
~107° Pa [Fig. 1(e)]. After lifting-off of the photoresists in an n-
methylpryolidone (NMP) solution for 3 h at room temperature, the
Au and Pd (covered by the Ti/Au) electrodes were formed with
the same evaporation system separately. The Ti/Au cover layers are
important to prevent oxidization of Pt and Pd in air. Thicknesses
of the Pt/Ti/Au, Au, and Pd/Ti/Au metals were 10/20/100, 100, and
10/20/100 nm, respectively. After finishing the formation process,
the sample was annealed at 400 °C for as long as 8 h under a low
vacuum condition (~5.0 Pa) via a rapid thermal annealing system
(No. QHC-P410, Advance Riko, Inc., Kanagawa, Japan). Then, the
sample was exposed to atmosphere for more than 24 h to saturate
the conductivity of the H-diamond surface.”” Electrical properties
of the three contacts on the H-diamond were characterized using a
four-probe system (Vector Semiconductor Co., Ltd., Tokyo, Japan)
at room temperature.

Figure 2(a) shows the surface morphology of the three contacts
on the H-diamond. The length and width for each electrode are the
same, 100 ym. No electrodes peeled-off after the formation process.
There are eight different interspace (d) values between two adjacent
electrodes for each contact. Interspace distances between them are
confirmed via a scanning electron microscope technique after elec-
trical property measurement [Fig. 2(b)]. The d values are in the range
of 5.0 ym-18.5 ym, 4.8 ym-18.8 ym, and 4.9 ym-19.0 ym for the Pt,
Au, and Pd contacts, respectively.

- - -
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FIG. 1. Formation routines of the Pt contact on the H-diamond epitaxial layer: (a) the diamond (100) substrate, (b) H-diamond epitaxial layer growth, (c) key-pattern formation,

(d) mesa-structure formation, and (e) the Pt contact covered by Ti/Au.
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FIG. 2. (a) Surface morphologies of three contacts on the H-diamond before
annealing and (b) its scanning electron microscope images after annealing and
electrical property measurement.

Figures 3(a) and 3(c) show the current-voltage characteris-
tics of the Pt/H-diamond before and after annealing at 400 °C for
8 h, respectively. The voltage was changed from —0.5 V to 0.5 V.
The current was normalized by an electrode width of 100 ym. All
current-voltage curves have linear characteristics, implying good
Ohmic contact properties for the Pt/H-diamond before and after
annealing. When d is 5.0 um, the current is 6.7 x 107" A/mm at
a voltage of 0.5 V before annealing, which is higher than that (1.7
x 107" A/mm) after annealing. Total resistance (Rr) values for the
Pt/H-diamond at d = 5.0 ym before and after annealing are calcu-
lated to be 7.5 x 10* Q mm and 2.9 x 10> Q mm, respectively. The
increase in Ry after annealing is possibly due to the deterioration of
surface conductivity of the H-diamond.” Figures 3(b) and 3(d) show
Ryt as functions of d for the Pt/H-diamond before and after anneal-
ing, respectively. The black triangle and red square spots represent
Ry at voltages of —0.5 V and 0.5 V, respectively. With the change in
d from 5.0 ym to 18.5 um, Rr increases. R between two adjacent
Ohmic electrodes is twice the contact resistance (R¢) and surface

scitation.org/journal/adv

resistance (Rs), as shown in the following equation:23 24

Ry =2Rc +Rs, (1)

Rs = Rsheet X d) (2)

where Ry is the surface sheet resistance. If 2R¢ for the two adja-
cent Ohmic electrodes are stable, the increase in Ry with a change
in d is attributed to Rs. By fitting the spots in Figs. 3(b) and 3(d),
the 2Rc values (the intercepts of the y-axis for the fitting lines) for
the Pt/H-diamond before and after annealing are determined to be
3.5 x 10> Q mm and 1.9 x 10° Q mm, respectively. Their Ry, val-
ues extracted from the slopes of the fitting lines are determined to be
1.1 x 10° O/ and 2.9 x 10° /0, respectively. Therefore, Ry, for
the H-diamond increases after long-term annealing, which can be
ascribed to the damage of the surface adsorbates and C-H bonds on
the H-diamond.”” Their twice the transfer length (2L7) (the inter-
cept of the x-axis for the fitting lines) is calculated to be 3.1 ym and
6.6 um, respectively. Therefore, the pc values for the Pt/H-diamond
before and after annealing are calculated to be 2.7 x 107> Q cm” and
3.1 x 1072 Q cm?, respectively, based on the following equation:"””*

pc=Rc-Lr. (3)

Figures 4(a) and 4(b) show the current-voltage characteris-
tics of the Au/H-diamond before and after annealing, respectively.
Before annealing, there were not good linear relationships for all the
curves. Meanwhile, the current at a voltage of 0.5 V is disordered
with the increase in d from 4.8 ym to 18.8 ym. The poor Ohmic con-
tact properties for the Au/H-diamond before annealing are possibly
attributed to the adhesion issue of Au on the H-diamond.” After
annealing at 400 °C for 8 h, there are good linear relationships for
the current-voltage curves, as shown in Fig. 4(c). The current at d
= 4.8 ym is 4.2 x 10~* A/mm, which is one order larger than that
before annealing. Figures 4(b) and 4(d) show Rr as functions of d for
the Au/H-diamond before and after annealing, respectively. Before
annealing, the black triangle (the Ry calculated at —0.5 V) and red
square (the Ry calculated at —0.5 V) spots are quite different from
each other at the same d value. It is difficult to deduce the 2Rc and
2L values. After annealing, the black triangle and red square spots
are in good agreement with each other. Therefore, 2Rc, Rgpeer, and
2Ly for the Au/H-diamond after annealing are calculated to be 2.1
x 10> Q mm, 2.7 x 10° /0, and 0.8 um, respectively. Its pc can be
calculated, based on Eq. (2), to be 4.2 x 10~* Q cm?, which is lower
than those of the Pt/H-diamond before (2.7 x 10> Q cm?) and after
annealing (3.1 x 1072 Q cm?). However, it is larger than that of the
600 °C-annealed Au/H-diamond (4.3 x 107> Q cm?).”° Therefore, a
higher annealing temperature for the Au/H-diamond contact would
further decrease its pc.

Figures 5(a) and 5(c) show the current-voltage characteristics
of the Pd/H-diamond before and after annealing, respectively. For all
current-voltage curves, there are linear characteristics. Good Ohmic
contacts for the Pd/H-diamond are obtained. Before annealing, the
current at a voltage of 0.5 V is 1.2 x 107> A/mm at d = 4.9 ym.
After annealing, it decreases to 3.6 x 10~* A/mm. Ry as functions
of d for the Pd/H-diamond before and after annealing are shown
in Figs. 5(b) and 5(d), respectively. The black triangle (the Ry cal-
culated at —0.5 V) and red square (the R calculated at —0.5 V)
spots are in good agreement with each other. By fitting them, 2Rc
for the Pd/H-diamond before and after annealing is determined
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FIG. 3. (a) and (c) Current-voltage characteristics of the Pt/H-diamond before annealing and after annealing, respectively and (b) and (d) Ry as functions of d before and
after annealing, respectively. Black triangle and red square spots represent the Ry values calculated at voltages of —0.5 V and 0.5 V, respectively.
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FIG. 5. (a) and (c) Current-voltage characteristics of the Pd/H-diamond before annealing and after annealing, respectively and (b) and (d) Rt as functions of d before and
after annealing, respectively. Black triangle and red square spots represent the Ry values calculated at voltages of —0.5 V and 0.5 V, respectively.

to be 86.7 O mm and 110.0 Q mm, respectively. Ry, for the H-
diamond surfaces is 7.5 x 10* Q/0 and 2.6 x 10° Q/0, respectively.
The 2Ly values are deduced to be 1.2 ym and 0.4 ym, respectively.
The pc values for the Pd/H-diamond before and after annealing
are calculated, based on Eq. (3), to be 2.6 x 1074 Q cm? and 1.1
x 107* Q) cm?, respectively, which are lower than that of the recently
reported value (8 + 1 x 107* Q cm?) for the Pd/H-diamond at room
temperature.z“

Figures 6(a) and 6(b) summarize the annealing effects on Rc
and pc for three contacts on the H-diamond, respectively. Because

1000
Il Before annealing
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g 600
)
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= 400
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of the poor Ohmic contact for the Au/H-diamond before annealing,
its Rc and pc are not obtained. Annealing makes the Rc increase
to more than five times that before annealing for the Pt/H-diamond.
However, annealing does not affect Rc of the Pd/H-diamond greatly.
Before annealing, Rc for the Pd/H-diamond is lower than that for
the Pt/H-diamond. After annealing, it is still much lower than those
of the Pt/H-diamond and Au/H-diamond. Annealing makes pc for
the Pt/H-diamond increase by around one order of magnitude com-
pared with that before annealing [Fig. 6(b)]. It is also much larger
than those of the Au/H-diamond and Pd/H-diamond. The pc for

2
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FIG. 6. Summary of (a) R¢ and (b) p¢ of three contacts on the H-diamond before and after annealing.
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the Pd/H-diamond after annealing is a little lower than that before
annealing and is also the lowest one among the three contacts.
Based on the above comparisons for the three contacts shown in
Figs. 6(a) and 6(b), it can be concluded that annealing degrades and
improves the contact properties of the Pt/H-diamond and Au/H-
diamond, respectively. After the long-term annealing process, the
contact properties of the Pd/H-diamond are still very good and sta-
ble. Therefore, Pd is a good choice as an Ohmic contact electrode
to push forward the development of H-diamond-based electronic
devices for high-temperature applications.

In conclusion, the contact properties and thermal stabilities
of Pt, Au, and Pd contacts on the same H-diamond epitaxial layer
were investigated and discussed. Before annealing, only the Pt/H-
diamond and Pd/H-diamond showed good Ohmic contact proper-
ties, with a pc of 2.7 x 1073 Q cm? and 2.6 x 107 Q cm?, respec-
tively. After annealing at 400 °C for as long as 8 h, a good Ohmic
contact was observed for all three contacts, with a pc values of 3.1
x102Qcm?, 42 x107* Qcm?, and 1.1 x 1074 Q cm?, respectively.
The long-term annealing process degrades and improves the contact
properties of the Pt/H-diamond and Au/H-diamond, respectively.
They were still stable for the Pd/H-diamond and were better than
those of the other two contacts.
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