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Effect of Applying Ultrasonic Vibration in
Hot Embossing and Nanoimprint
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National Institute of Advanced Industrial Science and Technology (AIST)
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1. Introduction

Nanoimprint lithography (NIL) is a technology where fine structures on a mold (or
template) are transferred onto a substrate coated with thermoplastic or with ultraviolet (UV)
curing resins by making contact with the substrate while being heated or exposed to UV
lights. Recently, NIL has been applied in semiconductor manufacturing to print fine features
of circuits on LSI chips and memories at reduced manufacturing cost. Current nanoimprint
technology can be classified as thermal nanoimprint and UV nanoimprint.

In thermal nanoimprint, a mold is heated to above the glass transition temperature (Ty) of a
thermoplastic while keeping the mold pattern pressed against the thermoplastic by applying
a loading force, as shown in Fig. 1(a). After keeping the mold and the thermoplastic in that
position for a while, they are then cooled down to below the T, and the mold is then
released from the solidified thermoplastic. In this technique, depending on thermal
deformation, there is a likelihood of deterioration of the positional accuracy and the shape of
the pattern. Moreover, the total processing time in thermal NIL also becomes long.

On the other hand, in the case of UV nanoimprint, a template made of material with quartz -
like UV-transparency, is brought into contact with a substrate coated with a UV-curing
resist. The step is then followed by UV irradiation of the UV-curing resist through the
template, as shown in Fig. 1(b).

We are developing a nanoimprint technology for the replication of patterns that employs
ultrasonic vibration instead of thermal cycling or UV radiation. In this technique, by
maintaining a pressure between mold patterns and thermoplastic, a certain amount of heat
is generated at their interface by inducing ultrasonic vibration where the patterns are
transformed thermally as shown in Fig. 1(c). In thermal nanoimprint, the molding material
is heated to above its Tg, followed by a time consuming process of thermal cycling using
electric or oil heating. The use of ultrasonic vibration for the generation of heat had also
been proposed in thermal nanoimprinting. However, during the heating, a large amount of
energy is lost into the mold material exposing it to mechanical stress. In the present work,
the mold is mounted on an ultrasonic generator where the vibration is impressed in a
direction of pressure applied on the thermoplastic. Here the mold patterns are pushed and
pulled very rapidly within the surface of the thermoplastic. Therefore, the temperature of
the mold hardly changes from the room temperature. Here, an assisting effect of ultrasonic
vibration in hot embossing and in thermal nanoimprint is shown in a time series which also
describes the processes of ultrasonic nanoimprinting.

Source: Lithography, Book edited by: Michael Wang,
ISBN 978-953-307-064-3, pp. 656, February 2010, INTECH, Croatia, downloaded from SCIYO.COM
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Fig. 1. Concept of process flows in (a) thermal nanoimprint, (b) UV nanoimprint, and (c)
ultrasonic nanoimprint.

2. Hot embossing assisted by ultrasonic vibration

2.1 In case of impressing ultrasonic vibration with high amplitude

The introduction of ultrasonic vibration into replication technologies has led to the
development of a molding technique for achieving high-aspect ratios (aspect ratio = pattern
depth/ width of the pattern). As a technique for fabricating the microstructure of the high-
aspect ratio, LIGA (Lithographie, Galvanoformung and Abformung) process is widely
known. The LIGA process is a total processing technology that combines X-ray lithography,
with electroformimg, and molding. X-ray from a synchrotron with its high permeability and
directivity is irradiated on a thick resist to form structures with high-aspect ratios. The resist
structure is then transformed into a metallic mold processed by electroforming.
Electroformed metallic structures are used as mold patterns to mass produce high-aspect-
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ratio replicated structures in thermoplastic such as in hot-embossing. However, because of
tapped air/ gas in the cavity of mold pattern the softened molding materials cannot fully
enter into it, resulting in the formation of defective imprinted patterns with reduced aspect
ratios. Although this problem has been addressed by hot embossing in vacuum but because
of the accompanying decompression/ purge operation and heating/ cooling cycle in an
insulated environment of vacuum, the process takes more time. Then, the author thought of
assisting the flow of softened material into the mold pattern by applying ultrasonic
vibration in hot embossing at room atmosphere.

A new vacuum hot embossing system was developed at University of Hyogo. The
maximum pattern size that could be embossed was 50 x 50 mm2, at a maximum available
temperature of 400 °C at which most thermoplastics and sealing glasses are embossed. A
servomotor with a maximum output of 50 kN was used in this system. As a result,
positional accuracy and pressing speed of the loading stage can be precisely controlled.

Fig. 2. (a) Photograph of an ultrasonic hot embossing system, and (b) bottom loading stage
based on an ultrasonic horn.

In this research, a piezoelectric actuator was built into a vacuum hot embossing system as an
ultrasonic vibration generator, and the effect of assistance by the ultrasonic vibration in hot
embossing was verified experimentally. Figure 2 shows a setup of an ultrasonic vibration
generator installed in the hot embossing system. The bottom loading stage installed in the
heater of the vacuum hot embossing system was detached, and a longitudinal 15 kHz
ultrasonic vibration generator USV-900Z 15S (Ultrasonic Engineering Co., Ltd.) with 16 + 2
um amplitude and 900 W output was installed.

The metallic mold for the experiment was made by Si dry etching and Ni electroforming.
The pattern was in shape of a hollow pyramid with a cut-out apex. There were five kinds of
pattern entrances differing in lengths ranging from 100 to 540 um. All patterns had the same
depths of 260 um and inclined sidewalls with curved surfaces. Figure 3 shows a photograph
and details of the pattern size of the Ni mold measured with a three-dimensional (3D) laser
microscope VK-9700 (Keyence Corp.). A polycarbonate (PC) was selected for the molding
material. The Ty of PC is 144 °C.

www.intechopen.com
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Fig. 3. Photograph of electroformed -Ni mold and details of measured pattern size.

The best molding conditions in the vacuum hot embossing were: mold temperature
Ty = 180 °C, contact force F' = 0.5 kN, and contact time t = 60 s. Figure 4(a) shows a scanning-
electron-microscope (SEM) image of the embossed pattern under these conditions. The
Roman numerals I through V in this figure correspond to the size of the Ni mold pattern in
Fig. 3, where the numeral I being of the largest and V of the smallest size. In the ultrasonic
hot embossing, the conditions where the contact time could be shortened to t = 95 s, were
Ty = 180 °C, and F = 1.75 kN; the conditions where the contact force could be reduced to
F=1.0kN, were Ty, = 180 °C, and t = 150 s; and the conditions for high reporoducibility were
Ty = 180 °C, F = 1.5 kN, and t = 150 s. Figure 4(b) shows the SEM image of the embossed
pattern under these conditions of high reproducibility. The resin completely fills to the edge
part of the mold pattern, and it can be confirmed that the molding accuracy of the ultrasonic
hot embossing reached to the same level as in the vacuum hot embossing. On the other
hand, if the ultrasonic vibration were not applied when other molding parameters were
same as Fig. 4(b), it would not be possible to mold at all, as shown in Fig. 4(c). Even signs of
the molded pattern could not be observed from patterns III to V by the SEM observation. As
a result, the assistance of the ultrasonic vibration influencing the molding accuracy became
apparent. However, there were one set of conditions e.g., T, = 200 °C, F = 5.0 kN, and
t = 1,800 s (30 min) where molding could be carried out, although barely, without the use of
ultrasonic vibration as shown in Fig. 4(d).

Moreover, it turned out that when the contact force was too large in the ultrasonic hot
embossing, the overload disturbed the spread of the ultrasonic vibration, and the molding
accuracy worsened. Figure 4(e) shows the SEM image of the embossed pattern when the
contact force F was set to 4.0 kN, while other parameters being same as in Fig. 4(b). Based on
these results, molding conditions giving excellent molding accuracies are plotted in Fig. 5.
Here the contact force F (kN) and contact time t (s) are plotted along the horizontal and
vertical axes. Molding conditions in the atmospheric hot embossing were plotted in the
upper right of the figure; and molding conditions in the vacuum hot embossing are plotted
in the lower left of the figure. This figure shows that molding conditions of both methods
are quite separate from each other. However, both the contact force and contact time could
be greatly reduced by adding ultrasonic vibration even in the room atmosphere. In fact, by
employing ultrasonic vibration the contact force and contact time have been reduced to 1/ 3
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Fig. 4. SEM image of molded pattern (pattern size: I - V) under various conditions: (a)
Vacuum hot embossing (T, =180 °C, F =0.5 kN, t =60 s); (b) Ultrasonic hot embossing (T,
=180°C, F=1.0kN, t =150 s); (c) Molded patterns in the same condition as in “b“ without
ultrasonic vibration (T}, =180 °C, F =1.0 kN, t =150 s, without ultrasonic vibration); (d)
Atmosphere hot embossing (T, =200 °C, F =5.0 kN,t =1,800 s); (e) Ultrasonic hot embossing
by overload (T, =180 °C, F=4.0 kN, t =150 s)
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Fig. 5. Effect of assistance by ultrasonic vibration in hot embossing.

and 1/ 12 of their initial values. These results are surprising. It was possible to bring the
contact force and time close to the optimum conditions of vacuum hot embossing, although
it was molded in the room atmosphere. Thus, it succeeded in molding by combining
ultrasonic vibration and hot embossing with a short contact time and a low contact force.

2.2 Incase of impressing ultrasonic vibration with low amplitude

Later, before the author's new assignment at the National Institute of Advanced Industrial
Science and Technology (AIST), another ultrasonic nanoimprint system had also been
successful in controlling the flaking from the mold by impressing ultrasonic vibration of the
maximum amplitude of 1.8 ym during the de-molding process by a joint development
program with Scivax Corporation. The author modified the software of the ultrasonic
nanoimprint system where ultrasonic vibration could be applied even to the molding
process. By impressing ultrasonic vibration at a maximum amplitude of 1.8 um the author
verified the molding accuracies of patterns ranging in size from 100 um2 to 1.2 mm?2.

Figure 6 shows a photograph of the ultrasonic nanoimprint system and its cross-sectional
view around its loading stages. A metallic mold of a maximum size of 30 mm square was
installed in the upper loading stage. A hand-drum-type horn with 1200 W output power
and 19 kHz resonance frequency with 1.8 ym maximum amplitude was installed in the
upper loading stage of the system where a longitudinal wave of ultrasonic vibration can be
generated. Moreover, a ceramic heater and a circulation cooling system with a thermal
medium oil were installed between the upper loading stage and the horn. The metallic mold
can be heated up to 200 °C. A molding material sheet was held at the bottom loading stage
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by a vacuum chuck. The maximum patterning area on the sheet is designed to be 100 x 200
mm? by using a step-and-stamp method. The stage has X/ Y translational and 6, rotational
capability, and has an alignment accuracy of 1 ym with 1 um/ pixel image resolution
charge-coupled-device (CCD) cameras. Using a cartridge heater, the molding material sheet
can be heated up to 150 °C. A contact force up to 4.9 kN can be applied with a servo motor.
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Fig. 6. (a) Photograph of ultrasonic nanoimprint lithography system, and (b) a cross-
sectional view of the system around loading stage that includes a piezoelectric actuator.

Based upon the previous experimental result from hot embossing the auther chose the
heating temperature as 180 °C and varied the contact force from 1.0 to 2.5 kN. Here also, the
contact time and the cooling temperature for each setting were kept at 5 min and 130 °C.
Figure 7 shows experimental results from each contact force using the same electroformed-
Ni mold as shown in Fig. 3. A total of 40 embossed patterns was obtained in one single
molding experiment because there were eight impressions for each of the five kinds. The
shapes of all these embossed patterns were evaluated by an optical microscope. With this
information, the molding rate was calculated for each pattern size. The molding rate was
defined as the ratio of the successful pattern to all 8 patterns that were impressed on PC. For
instance, when certain size pattern successfully embossed all 8 impressions then the
molding rate would be 8 8 =1. When four impressions successfully embossed then the
molding rate would be 4/ 8 = 0.5. When none embossed, then the molding rate would be 0/ 8
= 0. For all pattern sizes, the molding rate in the absence of ultrasonic vibration is shown by
the left bar chart. When ultrasonic vibration was applied, the molding rate is shown by the
adjoining right bar chart. A dramatic change was observed in the molding rate using
ultrasonic vibration when the contact force was lowered. In the contact force of 1.0 kN,
when ultrasonic vibration was not impressed, the molding rate in pattern size I-V was 0. On
the other hand, the molding rate rose up to 0.2 or more when ultrasonic vibration was
impressed. As for the molding rate of pattern V, it was found to be low among all contact
forces. There are two possible explanations for this. One is that the shape of pattern V was a
quadrangular pyramid where the center became a little thinner as shown in Fig. 4. This
shape could have been easily damaged during the de-molding process.
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Fig. 7. Relationship between contact force and molding rate. The contact force was: (a) 1.0
kN, (b) 1.5 kN, (c) 2.0 kN and 2.5 kN. The left side shows the usual hot embossing results
and the right side shows ultrasonic hot embossing results in the adjoining bar chart. The
heating temperature of electroformed-Ni mold, the cooling temperature, the contact time
and molding material were 180 °C, 130 °C, 5 min, and PC, respectively.

The other explanation is that the patterns III, IV, and V were located in the central part of the
electroformed-Ni mold. For the concave mold, it is necessary to fill the concave pattern by
moving the softened molding material from the surroundings of the mold pattern to its
central part. Normally, in comparison to the edge of the mold, its center part is not readily
molded. Figure 8(a) shows a photograph of an embossed pattern at a contact force of 1.0 kN

5 mm

(a) (b)

Fig. 8. Photograph of all embossed patterns when the contact force was 1.0 kN: (a) without
ultrasonic vibration, and (b) with ultrasonic vibration. An inside of the white dotted circle is
a part of flow shortage of PC. White and solid frames are shown as an array of pattern L
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when the ultrasonic vibration was not impressed. It shows that, PC did not reach the center
of the mold pattern marked by a white dotted circle. However, by impressing the ultrasonic
vibration the PC could be filled to the entire mold pattern as Fig. 8(b).

An examination of individual embossed patterns with an optical microscope showed
defective molding caused by residual gas where ultrasonic vibration was not impressed.
When ultrasonic vibration was impressed, this bubble defect was diminished or completely
disappeared. This information led to a great improvement in the molding rate. Optical
microscope photographs of the individual embossed patterns from the pattern I are shown
in Fig. 9. The impressions 1 through 8 inside the columns defined by the solid white lines in
Figs. 8(a) and 8(b) are shown in two rows in Fig. 9. In the top row, the absence of ultrasonic
vibration resulted in zero molding rate. Whereas in the bottom row the presence of
ultrasonic vibration successfully imprinted patterns No. 1 and 2 with molding rate of 0.25.

1 2 3 4 5 6 7 8 Molding rate
Without ' )

ultrasonic 0/8=0
vibration

With A . B e N | AN

ultrasonic & ! ! < ? 19 (} 0y 2/8:025
vibration i . i

Fig. 9. Optical micrographs of individual embossed patterns of the pattern I in case of the
contact force 1.0 kN.

3. Thermal nanoimprint assisted by ultrasonic vibration

3.1 Step-and-stamp type ultrasonic nanoimprint system

In micropatterning experiments of PC by uisng the ultrasonic nanoimprint system, the
optimized mold heating temperature was 180 °C. As a part of our experiment the above
technique was then extended to thermal nanoimprint where the experiment was executed
using the same conditions (heating temperature: 180 °C, contact force: 100 N, and contact
time: 10 s). The amplitude of ultrasonic vibration could be changed in ten steps (L1 — H5).

In nanoimprint experiments a concave Si mold was used where features of its patterns were
defined by depth = 3 um, length = 1.8 ym, and linewidths = 500, 750 nm, and 1 um. The Si
mold was fabricated by micro-electro-mechanical-system (MEMS) processing technologies
including an e-beam lithography and a reactive-ion-etching (RIE). The Si mold size was 10
mm square. SEM images of thermal-imprinted patterns with linewidth of 500, 750 nm, and 1
um at 180 °C are shown in the second row of Fig. 10. The heights of imprinted patterns were
measured with a 3D optical profiler NewView 5000 (Zygo Corp.). The PC pattern with a
maximum aspect ratio of 556 (=2.78 um/ 500 nm) could be imprinted. However, the
thickness of the PC sheet that was originally 0.5 mm had thinned down to 0.27 mm. So as
not to consueme the PC sheet to much, the mold heating temperature was reduced to 150 °C;
this happens to be the almost same as that of the Ty of PC. The third row in Fig. 10 shows
SEM images of imprinted patterns with linewidths of 500, 750 nm, and 1 pm at the heating
temperature of 160 °C. A large difference appeared in the molding accuracy when the mold
heating temperature was 180 °C. The maximum height of the imprinted pattern was 1.18 um
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in the case where the linewidth was 1 pym, and the highest aspect ratio was 1.06 (= 0.53
um/ 500 nm). In comparison to the case when the mold heating temperature was 180 °C, the
highest aspect ratio had decreased to one-fifth of its original value.

Line width 500 nm 750 nm 1pum

SEM
image

Si mold

PC patterns SEM
imprinted at | image
180 °C
without USV

height

PC patterns | sem
imprinted at | image
160 °C
without USV

height

PC patterns
imprinted at | sgm
150 ¢C with image
1.8-um-
amplitude
usv

height

PC patterns
imprinted at | sgm
150 °C with image
1.25-um-
amplitude
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height 0.80 um 0.84 um 1.05 pm

Fig. 10. SEM images of nanopatterns in Si mold and PC imprinted by thermal nanoimprint
without/ with ultrasonic vibration. “USV” means ultrasonic vibration in the figure.

3.2 Timing of impressing ultrasonic vibration
In the next step, the parameters for ultrasonic nanoimprint were fixed as the following:
mold heating temperature = 150 °C, contact force = 100 N, and contact time = 10 s. Figure 11
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shows the relationship between the process time and the contact force. The timings I-V in
Fig. 11 indicates the starting points of the ultrasonic vibration impression for all ultrasonic
vibrations. The first impression marked by I denotes that the timing of ultrasonic vibration
began when the contact force was 0 N. In other words, it was the case where the ultrasonic
vibration impression began before the Si mold even touched the PC sheet. The markers II,
III, IV, and V are the timing points when the ultrasonic vibration impression began after the
contact force reached the points 25, 50, 75, and 100 N, respectively. All ultrasonic vibrations
were stopped according to the timing VI after being in contact for 10 s. The speed of the
press and the release was 1.0 um/ s. Fifty seconds were required from the time Si mold made
its initial contact with the PC sheet (contact force = 0 N) to the time when the contact force
reached its maximum value of 100 N.

This phenomenon can be clearly confirmed in Fig. 12 (a) where the measurement results of
the heights of the imprinted pattern are shown. Especially, the application of ultrasonic
vibration according to the early timing seemed to improve the molding accuracy. Heights of
the imprinted pattern of all linewidths showed a rise when the impression of ultrasonic
vibration began with timings I (contact force = 0 N) and II (contact force = 25 N), as
compared with the case where ultrasonic vibration was not applied. Even when the
impression of ultrasonic vibration began with other timings, any substantial change was not
observed in the pattern with linewidths of 750 nm and 1 um, though the height of the
imprinted pattern with 500 nm linewidth did show a rise. Moreover, when the impression
of ultrasonic vibration began on the timing I, the ultrasonic vibration had been continuously
impressing for 60 s. Although the contact time was extended to 60 s without applying
ultrasonic vibration as shown by the dotted lines in Fig. 11, a noticeable increase in the
height of the imprinted pattern was not observed.
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Fig. 11. Relationship between the timing points of applying ultrasonic vibration and contact
force.
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Fig. 12. Height of PC imprinted patterns in ultrasonic nanoimprint: (a) with 1.8-ym
amplitude, and (b) with 1.25-um amplitude. “USV” means ultrasonic vibration in the figure.

When ultrasonic vibration with 1.25 pym maximum amplitude (imput vlotage level = L5) was
initiated at a timing I, the molding accuracy of the imprinted patterns was almost same as in
the third row, but was less in comparison to that in the fourth row. This phenomenon can be
confirmed by the measurement results of the height of the imprinted pattern shown in Fig.
12(b). No dramatic increase in the height of the imprinted pattern by the difference of timing
in which the impression of ultrasonic vibration began could be observed in comparison to
the case of the maximum amplitude of 1.8 um (input voltage level = H5). In the case of the
linewidth of 500 nm, the height of patterns with impressing ultrasonic vibration increased in
comparison to the case where ultrasonic vibration was not impressed. In the case of the
linewidth of 750 nm, it was confirmed that the height of the pattern increased where the
impressing of ultrasonic vibration started at the timing I (contact force = 0 N). Such a

phenomenon shows that the flowing of the thermoplastic cannot be assisted enough by
ultrasonic vibration with low amplitude.

3.3 Decrease in mold heating temperature by assistance of ultrasonic vibration
Typically, the optimal heating temperature in thermal nanoimprint lithography using PC is
180 °C, but when ultrasonic vibration is applied, it becomes possible to mold nanopatterns at
a lower temperature. As a result, the process time of a thermal cycle could be cut into half;
thus improving the throughput greatly. In this experiment, a convex Si mold was fabricated
by MEMS processing technologies as shown in Fig. 13. The pattern includes 36 cross-marks,
and each cross-mark exists inside of a 500-um?2 square frame. The shape of the cross-mark is
in the form of a cross where two rectangles (400 x 10 um?2) cross each other. Four crossmarks,
enclosed in a frame of white dotted lines in Fig. 12(a), were designed as alignment markers
for step-and-stamp nanoimprinting.
In the alignment process, an image of the crossmarks is captured by a 1 um/ pixel CCD
camera and is then used by the computer to automatically adjust the position of the stage.
The cross-mark was composed of a nanopattern whose size was below the resolution of the
CCD camera. Therefore, the entire cross-mark appeared fuzzy, and darker than its
surrounding. Figure 13(b) shows the arrangement of figures inside the frame of the dotted
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white dotted lines in Fig. 13(a). These cross-marks arranged in the frame were composed of
four types of nanopatterns. The nanopatterns on the upper left, upper right, lower left, and
lower right were labeled as A, B, C, and D, respectively. Pattern A was a line and space
pattern with 750 nm linewidth and 1.5 um pitch, pattern B was a line and space pattern with
a 500 nm linewidth and 1 um pitch, pattern C was a dot pattern of 750 nm2, and pattern D
was a dot pattern of 500 nm2.

40 pm
L

il

(b)

Fig. 13. (a) SEM image of Si mold pattern, and (b) schematic of cross-marks in white square
from the left figure.

In the previous work, the molding conditions that could shorten the process time of one
cycle in thermal nanoimprint were investigated. As a result, it was possible to imprint in a
shorter period of time when the heating temperature, contact force, contact time, cooling
temperature and molding and de-molding speeds were 180 °C, 100 N, 10 s, 130 °C and 1.0
um/ s, respectively. After the contact force reached 100 N, the contact force was kept during
10 s and then the cooling process was started. Figure 14(a) shows an optical microscopy
photograph of the PC pattern imprinted under these conditions.

The shape of the imprinted pattern was primarily evaluated by optical microscopy
considering the fact that in actual alignment it is the optical image that the CCD camera
looks at. The cross-marks composed of the four types of nanopatterns can be clearly seen in
Fig. 14(a). On the other hand, for the cross-mark with no nanopattern, only the edge part
appeared to be somewhat blackish. Next, the cooling temperature, contact force, and contact
time were fixed at 130 °C, 100 N, and 10 s, and thermal nanoimprint was carried out with
the heating temperatures of the Si mold set at three different low values, i.e., 170, 165, and
160 °C. Optical microscopy photographs of each PC pattern when the heating temperatures
were 170, 165, and 160 °C are shown in Figs. 14(b)-14(d), respectively. Similar images were
observed for the pattern molded with the heating temperatures of 180 and 170 °C. The
contrast between the PC pattern and the surrounding became less pronounced at a heating
temperature of 165 °C. When the heating temperature was 160 *C, the cross-mark composed
of the nanopattern could not be resolved.
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(a) (b)

(c) (d)
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Fig. 14. Optical micrographs of PC imprinted patterns using thermal nanoimprint without
ultrasonic vibration. The heating temperatures were: (a) 180, (b) 170, (c) 165, and (d) 160 °C.
Optical micrographs of PC imprinted patterns using thermal nanoimprint with ultrasonic
vibration. Ultrasonic vibration impression was started when the contact force reached to (e)
20 N and (f) 100N. The contact force and contact time were 100 N and 10 s, respectively.

In the next experiment, the contact time and contact force were 10 s and 100 N, and
ultrasonic vibration with a maximum amplitude of 1.8 ym was simultaneously impressed
during the contact time. Figures 14(e) and 14(f) show an optical microscopy photograph of
the PC pattern from a separate experiment in which ultrasonic vibration impression began
when the contact force reached 20, and 100 N, respectively. All the cross-mark images can be
confirmed in Fig. 14(e). The contrast of the pattern and the circumference part becomes
overwhelmingly clear when compared with the experimental result of thermal nanoimprint
at 160 °C. Some cross-marks can be observed in Fig. 14(f). The cross-mark composed of the
dotted pattern of 750 nm squares could be observed with high contrast. It turned out that
nanoimprint became feasible by impressing ultrasonic vibration below the molding
boundary condition of thermal nanoimprint. In addition, it was confirmed that the timing of
the initiation of the ultrasonic vibration impression played an important part here, and that
the use of ultrasonic vibration was an effective way to nanoimprint. And moreover, the
molding accuracy improved even further when a contact force was applied.
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4. Ultrasonic nanoimprint

4.1 Exchange of a piezoelectric actuator to magnetostriction actuator in ultrasonic
nanoimprint system

The step-and-stamp type ultrasonic nanoimprint system was originally designed and built
so that ultrasonic vibration could be impressed in the de-molding process. However, the
available power for ultrasonic vibration was insufficient hence the author substituted
magnetostriction actuator for piezoelectric actuator in the ultrasonic generator that provided
relatively high amplitude. This led to the development of ultrasonic nanoimprint technology
capable of imprinting from mold at room temperature that required neither heating nor UV
radiation.

An assembly drawing and a photograph around the loading stages of the ultrasonic
nanoimprint system are shown in Figs 15(a) and 15(b). Loading stages are composed of an
upper loading stage that fixes a mold and a bottom loading stage that fixes a molding
material. A parallel adjustment mechanism using spherical sliding was connected to the
upper loading stage. A magnetostriction actuator AU-010N300-MS1 (ETREMA Product Inc.)
was built into the upper loading stage, and the longitudinal wave of ultrasonic vibration
with the frequencies of DC - 20 kHz and the amplitudes of 0 - 5 um can be generated.

ent
gliding

Connect to parallel adju
mechanizm using spharics

I.lignetn-a‘trl:tinn actuater Thirl’nupllstlt shest

Water-cooled |acket

Al block to connect mold \,'
to actuator Palyursthans rubber shest
Quartz plinth -

(a) (b)

Fig. 15. (a) Assembly drawing of the upper loading stage, and (b) photograph of the upper
and bottom loading stages in an ultrasonic nanoimprint system.

Electroformed-Nl mald

The magnetostriction actuator generates heat during its operation. To protect the
magnetostriction actuator from heating and to prevent the heat from propagating into the
other parts of the mold, the magnetostriction actuator was covered by a water-cooled jacket
to cool it down to 20 °C. An Al block with a surface area of 30 mm2 was fixed on the head of
the magnetostriction actuator. The relationship between the frequency and amplitude of
ultrasonic vibration had been investigated before the imprint experiments. The amplitude of
ultrasonic vibration increased up to 10 um for the resonance frequency of 8 kHz. At
frequencies above 10 kHz the magnetostriction actuator hardly could oscillate. Then by
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adjusting the input current within a frequency range of DC - 10 kHz it was improved where
it could run continuously with an amplitude of 3 pum. When the input current rose up to 4 A,
the oscillation of the ultrasonic vibration stopped; it was caused by an overload at the
frequency 10 kHz. A mold was bonded on the Al block with a negative-tone UV resist PAK-
01 (Toyo Gosei Co., Ltd.) through a quartz plinth. The ditch for a vacuum chuck was
processed on the surface of the bottom loading stage, and the molding material of a
thickness 0.5 mm was fixed through an elastic material of 3 mm thickness. Clear-through-
holes were processed at the same locations as in the ditch of the vacuum chuck in the elastic
material.

Figure 16 shows a 15 x 15 mm? electroformed-Ni mold (Scivax Corp.) used for this
experiment. As for the mold pattern, a basic unit of 2 mm2 shown in the right half of Fig. 16
was arranged in a 5 x 5 matrix. Convex line/ space (I/ S) patterns and convex/ concave circle
dot patterns were put into this basic unit. There are eight sizes of patterns between 0.5 and
10 um, with pattern height/ depth being 1 um. To ease the release of the mold, a self-
assembled monolayer (SAM) of a release agent was formed on the surface of the
electroformed-Ni mold. For this purpose, Optool HD-2101TH (Daikin Industries Ltd.) was
spread on the electroformed-Ni mold by a nanoimcoater NIC-0703 type N (Eintesla, Inc.),
followed by a 30 min of drying that established a SAM on the surface of the mold material.
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Fig. 16. Photographs of electroformed-Ni mold and mold patterns.

4.2 Optimization of molding conditions for PET in ultrasonic nhanoimprint

The molding material selected was polyethylene terephthalate (PET, T, = 75 °C) because
among the engineering plastics its Ty is comparatively low. The PET sheet was 100 mm
square in area and 0.5 mm in thickness. As a preliminary experiment in nanoimprinting, the
imprinted pattern depth was investigated under conditions where pressure was applied,
but no ultrasonic vibration was involved. The depth of the pattern was measured using a
five-line confocal microscope Optekics S130 (Lasertec Corp.). The result of this experiment is
shown in Figs. 17(a) — 17(c). It was possible to imprint on PET using only the contact force if
the imprinted pattern depth were less than 0.5 um. When the contact force was set at 50, 100,
250, 500, 750, or 1000 N, the expectation that the imprinted pattern depth would increase
slightly with increasing force turned out to be the case only where the pattern width was 1
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um or less. Moreover, in the experiment the contact time was also varied and was set to 10,
20, 30, 60, or 90 s. The imprinted pattern depth became deeper accordingly with the contact
force when the contact force was 50 and 100 N. However, when the contact force became 250
N or more, any further variation in contact time showed no effect on the pattern depth. The
contact force might cause a shift from elastic deformation to plastic deformation between
100 and 250 N on the surface of PET, although it is considerably lower than the compressive
strength of bulk PET (110 - 123 MPa). The next experiment addresses the depth of the
imprinted pattern when ultrasonic vibration was also applied, while using the same imprint
conditions as in the previous case. The results are shown in Figs. 17(d)-17(f). It is now well
understood that applying ultrasonic vibration overall deepens the imprinted pattern further.
In general, it has also been confirmed that if the contact time became long, the imprinted
pattern depth would become deeper. More frictional heat develops when the impressed
time of ultrasonic vibration is prolonged. The molding accuracy seemed to improve in
ultrasonic nanoimprint because the transformation by contact force was combined with the
softening of the plastic by frictional heat. However, the best conditions for the contact force
depend on the width of the pattern. The optimized contact force, when the width of the
pattern was 500 and 700 nm, was 250 N; and when the width of the pattern was 1 um, the
optimized force was 500 N. Specifically, it succeeded in complete transcriptions of the 1-um-
wide imprinted pattern to a depth of 1 um, where the optimized conditions were a contact
force of 500 N and a contact time of 60 s. We believe that, because ultrasonic vibration was

held down while the contact force was growing too much, the effect of the assistance of
ultrasonic vibration was impeded.

& E
0 0
g g
] ]
H £
=3 (=3
5 5
£ £
F g
=} [=]

£
@
£
)
£
S
3
s
£
°a
@
o

Depth of patterns (pm)

Depth of patterns (pm)
Depth of patterns (pm)

(d) (e)
Fig. 17. Relationship between contact force or contact time and imprinted pattern depth
without ultrasonic vibration for linewidths of (a) 500 nm, (b) 700 nm, and (c) 1 pm.
Relationship between contact force or contact time and imprinted pattern depth in
ultrasonic nanoimprint for linewidths of (e) 500 nm, (f) 700 nm, and (g) 1 um.
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In the next step, the author investigated the frequency/ amplitude of ultrasonic vibration
dependency of the molding accuracy in the ultrasonic nanoimprint by the magnetostriction
actuator with a changeable frequency. Because displacement of the magnetostriction
material is larger than the piezoelectric materials, the magnetostriction actuator doesn't need
a resonance horn like the piezoelectric actuator. Therefore, the magnetostriction actuator can
change the frequency of ultrasonic vibration. Then, a bipolar DC power supply BP4610 (NF
Corp.) was connected with the magnetostriction actuator. When the frequency was
increased from 0 to 10 kHz in five steps the depths of the imprinted patterns also became
deeper, regardless of their linewidths. Especially at the frequencies of 5 kHz and higher, the
imprinted depths increased at a greater rate as shown in Fig. 18(a). Next, while keeping the
frequency fixed at 10 kHz, the amplitude was increased from O to 4 um in nine steps as
shown in Fig. 18(b). The figure shows the relationship between the depth of the imprinted
pattern and the amplitude of the ultrasonic vibration. The depths of the imprinted patterns
became deeper with increasing amplitudes regardless of patterns’ linewidths. A 1-um-width
pattern was imprinted fully when the amplitude was 3 um.
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Fig. 18. (a) Relationship between frequency of ultrasonic vibration and depth of imprinted
pattern with different pattern widths in ultrasonic nanoimprint, and (b) relationship
between amplitude of ultrasonic vibration and depth of imprinted pattern with different
pattern widths in ultrasonic nanoimprint.

4.3 Ultrasonic nanoimprint on engineering plastics

Before applying the optimized imprint conditions for PET to other engineering plastics, the
author investigated the Ty and the hardness of various engineering plastics and examined
them as an index for comparison. There are five kinds of engineering plastics; those, besides
PET, are acrylonitrile butadiene styrene (ABS) resin, polymethyl methacrylate (PMMA),
cyclo olefine polymer (COP), polycarbonate (PC), and polyimide (PI) as shown in Table 1.
Figure 19 shows optical photomicrographs of the center unit in the imprinted pattern. In all
engineering plastics, a concave mold pattern which reverses to a convex imprinted pattern,
could not be transferred. However, the transfer of a convex mold pattern, which reverses to
a concave imprinted pattern, could be confirmed, although there was a difference in the

www.intechopen.com



Effect of Applying Ultrasonic Vibration in Hot Embossing and Nanoimprint

535

Materials PET ABS PMMA COP PC Pl
Glass transition 69 105 114 138 144 336
temperature (2C)

Indented depth (nm)
when loading force 2342 2603 1656 4731 1891 1598
was 10 mN

Table 1.Estimated Ty, and measured indented depths of PET, ABS, PMMA, COP, PC, and PL

contrast. In convex patterns the structure that bulges from the mold surface pushes the
molding material to the outside of the pattern region. In concave patterns, it is necessary to
draw the molding material from the outside of the pattern region toward the inside of the
region to fill in the cavities with the molding material. When imprinting where the ambient
is room atmosphere, it is difficult to imprint with the concave patterns because the air
trapped inside the cavity is likely to cause distortion of the fillings of the molding material.
Therefore, a convex pattern generally can be easily imprinted in comparison to that of
concave patterns. The vertical stripes on the surface of ABS and PI, as shown in Figs. 19 (b)
and 19(f), are caused during the operation when the sheets are polished down to a thickness
of 0.5 mm by the plastic supplier.

{a) PET (b) ABS (¢) PMMA
(d) cop (&) PC () PI

Fig. 19. Optical micrographs of imprinted patterns on (a) PET, (b) ABS, (c) PMMA, (d) COP,
(e) PC, and (f) PL

After observation by an optical microscope, a 20-nm-thick film of Au was sputter deposited
on the surface of the imprinted pattern. The result of observing L/ S patterns with the
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Line width 500 nm 700 nm 1 pm Ra

Ni mold

ABS

PMMA

COoP

PC

P

Fig. 20. SEM images and average surface roughness of L/ S patterns imprinted on PET, ABS,
PMMA, COP, PC, and PL

linewidths of 500 nm, 700 nm, and 1 um by SEM is shown in Fig. 20. The upper line in Fig.
20 shows mold patterns of the electroformed-Ni mold. In the SEM observation, we checked
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the shape of the edge and the surface roughness of the imprinted pattern. The average
surface-roughness (R,) of 1-um-width imprinted patterns was measured by the 3-D optical
profiler as shown in Fig. 20. In PET, the edge is sharp and the surface is also smooth. In the
imprinted pattern with the linewidth of 500 nm, the part where the contrast was weak, was
observed for the incomplete filling. In the imprinted pattern of all linewidths on ABS, the
edge became rounded, and the shape of the melted plastic solidified within a short time
without relaxing. In PMMA, although the edge of the imprinted pattern was sharp, the
surface was very smooth. In the imprinted pattern on COP, the edge became duller, and the
surface was rough.
In PC, the sharpness in the edge was that of the middle of PMMA and COP, and the surface
was as smooth as that of PET. The imprinted pattern on PI was quite different from that of

the other engineering plastics. A phenomenon where a surface layer rolled up from the PI
substrate was observed.

pattern depth (um)
pattern depth (pm)

Fig. 21. Relationship between T, of engineering plastics and depth of imprinted pattern in
widths of (a) 500 nm, (b) 700 nm, and (c) 1 um.

The depths of these imprinted patterns in the widths of 500 nm, 700 nm, and 1 um were
measured using the confocal microscope, and the data are shown in bar chart form in Fig. 21
arranged from the material with lowest T,. Even where ultrasonic vibration was not applied,

the mold pattern was transferred by the plastic deformation. In PET, ABS, and COP, the
pattern was imprinted comparatively. The result concerning these materials corresponds to
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the fact that the maximum depth was largest in Table 1. On the other hand, lower T, of an
engineering plastic resulted in deeper patterns when ultrasonic vibration was applied. In all
engineering plastics, the mold pattern was imprinted quite deep when the pattern width
became large. This feature was clearly observed in PET and it succeeded to imprint 1 pm
pattern depths in PET and ABS. The difference between the depths of the imprinted pattern
from the cases where the ultrasonic vibrations were “applied” and “not applied” seemed to
diminish with the rise in T,. Especially, there was hardly any difference in depth of the
imprinted pattern on PI with the Ty of more than 300 °C. Black histograms show the depths
where the initial plastic deformation was accompanied by thermal deformation of ultrasonic
nanoimprint. The difference between these white and black histograms becomes significant
in comparison to the cases of materials with high T, values. Naturally, it is easier to deform
thermally an engineering plastic with low Ty values. ABS was processed to a maximum
depth at an initial pressure, and it was also processed to a maximum depth in the case of
ultrasonic nanoimprint. Therefore, it is concluded that impressing the ultrasonic vibration
also deforms the pattern thermally after the pattern has already undergone its initial plastic
deformation. In the ultrasonic nanoimprint, the molding material seemed to imprint quite
deep by thermal deformation generated by the frictional heat after the transformed
plasticity by the contact force in the initial process.

4.4 Ultrasonic nanoimprint on spin-on-glass (SOG)

The ultrasonic nanoimprint technology was also employed for patterning on the spin-on-
glass (SOG) coated substrate. Accuglass 512B (Honeywell Co., Ltd.), an organic SOG and
known as methyl siloxane was used for experiments on ultrasonic nanoimprint. The
chemical formulae of Accuglass 512B is CH3Si2Os35, with 14 % content of carbon. A 400-pum-
thick and 100-mm-diameter Si wafer was prepared by polishing both its sides by CMP
(chemical-mechanical-polishing). A 10-nm-thick Ti layer was sputter-deposited as an
interlayer to improve the adhesion between the SOG layer and the Si substrate. In general,
SOGs require a two-step thermal-treatment that involves baking at low, and then at a high
temperature. We baked the SOG/ Ti/ Si substrate at 150 °C for 10 s using a hot plate as a 1st
annealing after SOG spin-coating. The substrate was then allowed to naturally cool down to
room temperature, and then was heated up to 450 °C by a rapid thermal processor AS-One
100 (Annealsys) for 1 h as its 2nd annealing. And then the ultrasonic nanoimprints was
verified on the SOG coated substrates. Molding conditions and an electroformed-Ni mold
were the same as in the case of the ultrasonic nanoimprint experiments on engineering
plastics in the above paragraph. Figure 22 shows the result of transferring line/ space
patterns with the linewidths of 500 nm, 700 nm, and 1 um on SOG coated Ti/ Si substrates
under these conditions. We succeeded in ultrasonic nanoimprinting on all substrates
regardless of the linewidths of the mold pattern. Though the edges were relatively sharp,
fine structures like detailed cracks could be observed on the bottom surface of the
line/ space patterns in the SOG/ Ti/ Si substrate after the 1st annealing. On the other hand,
the edge was very shaggy, although the bottom surface of the imprinted pattern was
relatively smooth in SOG/ Ti/ Si substrate that was annealed at 450 °C for 1 h. The surface of
the SOG layer before hard baking was damaged, and the part where mold patterns came
into contact was rubbed and crushed by ultrasonic vibration. When the molding material is
thermoplastics, the temperature of the molding material locally seems to rise to close to the
Ty of thermoplastics because of the frictional heat generated by ultrasonic vibration.
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Therefore, the bottom surface of concave imprinted patterns, crushed by mold patterns,
solidified to a relatively smooth surface after being softened by ultrasonic vibration.
However, because our ultrasonic nanoimprint system did not have power strong enough
where the annealed SOG could be softened again, the surface of the crushed SOG layer
remained rough. On the other hand, a burr appeared in the imprinted pattern like the ones
seen in metal structures when cut with a tool bit or milled with an endmill, because the
surface of SOG after hard baking had become relatively hard. SOG in the part where mold
patterns came in contact was flattened, and grinding swarms of SOG that were pushed
away from the center were piled up as a burr on the sidewall of the imprinted pattern. Thus,
the processing principle of ultrasonic nanoimprint on SOG seemed to be quite different in
the cases of before, and after hard baking. Even if each SOG coated substrate were imprinted
without applying ultrasonic vibration under the same contact force and contact time,
imprinted patterns could not have been observed.

Line width 500 nm 700 nm 1 pm

| LI

Electroformed
Ni mold

SOGITiI/Si
substrate after
1st annealing

SOGITiI/Si
substrate after
2nd annealing

substrate before and after the 2nd annealing.

5. Conclusion and future work

An ultrasonic hot embossing was proposed as a new and precise replication technology
where the effect of assistance of ultrasonic vibration in hot embossing was experimentally
verified. It was found that the contact time and contact force decreased greatly by applying
ultrasonic vibration in the molding process. It means that molding in room atmosphere can
be carried out under conditions similar to that of vacuum hot embossing.

In the marginal cases of hot embossing, the molding rate improved significantly by
impressing ultrasonic vibration. Especially, when the contact force was low, the assisting
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effect of ultrasonic vibration was quite separate. This phenomenon means that under strong
contact force the progression of ultrasonic vibration can be hindered.

Moreover, in order to manage and manipulate the timing at which ultrasonic vibration can
be impressed, a system to control the generation of ultrasonic vibration was developed. As
for the start time of the impression of ultrasonic vibration set at an earlier stage in the
molding process, the assisting effect of ultrasonic vibration was significant.

The effective assistance of ultrasonic vibration in hot embossing was applied to thermal
nanoimprinting. Nanopatterns were imprinted on a PC sheet at a temperature close to the T,
using a thermal nanoimprint system with a built-in ultrasonic vibration unit. And the effect
of ultrasonic vibration on thermal nanoimprint was experimentally confirmed. The lowest
mold heating temperature in thermal nanoimprint on PC was 165 °C. However, the transfer
of all the nanopatterns with the widths of 500 and 750 nm succeeded at a heating
temperature of 160 °C using ultrasonic nanoimprint. Thus, it was experimentally shown that
nanoimprinting at a low temperature can be done when accompanied by ultrasonic
vibration, which can also improve the thruput greatly.

As for the ultrasonic nanoimprint system, its ultrasonic generator was remodeled by
substituting a magnetostriction actuator for its piezoelctric actuator. And in one of the
results, the imprinted pattern depth at room temperature and without the use of ultrasonic
vibration, was found to be as deep as 0.5 mm. However, in the case of ultrasonic
nanoimprinting with a contact force of 500 N and contact time of 60 s, the depth of the 1-um-
wide pattern reached 1 um. Thus it showed that ultrasonic nanoimprint with the
magnetostriction actuator can be used even with PET for a process time of only 1 min. The
possibility of greatly improved throughput was experimentally shown by a push-and-pull
ultrasonic nanoimprint technology at room temperature.

In the next step, the optimum conditions for ultrasonic nanoimprint on PET were
investigated by using the magnetostriction actuator with changeable frequency and
amplitude. After that, ultrasonic nanoimprint was applied to six kinds of engineering
plastics, and their practicality was confirmed. The depth of imprinted pattern was found to
decrease as the T, of the plastic rose. The assisting effect of ultrasonic vibration was found to
be inversely proportional to the values of T,. Moreover, the author developed the ultrasonic
nanoimprint technology that enabled room temperature-nanoimprinting of engineering
plastics and SOG material.

These experimental results prove that ultrasonic vibration with high frequencies and large
amplitudes generate a large amount of frictional heat that can induce drastic thermal-
deformation. Therefore, it can be said that ultrasonic nanoimprint is a processing technology
that combines plastic deformation by the initial contact force and thermal deformation by
ultrasonic vibration. Furthermore, the imprinting limit of our ultrasonic nanoimprint system
was also determined. Based on these experimental results, the author is planning to develop
a new ultrasonic nanoimprint system capable of generating ultrasonic vibration with higher
frequencies and larger amplitudes.
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