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Mask-free direct printing can alleviate the high cost and high consumption involved in photo-lithography

for chip processing. Most of their technical routes are based on the traditional short focal length nozzles,

which is suffered from higher probability of nozzle retardation or clogging as well as the higher

mechanical burdens. While aerosol-assisted chemical vapor deposition (AACVD) has better deposition

adaptability but usually lack of focused printing. In this study, a system that combines of long focal
length ALS with AACVD, so called AAFCVD printing system has been developed. The single-point printing
capability and aerosol precursor adaptability were verified, and the relationship between the single spot
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printing performance and the chemical reaction mechanisms were studied. Furthermore, a unique

carbon injection effect brought by ALS was discovered. Finally, the linear graphics printing performances
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1. Introduction

The traditional semiconductor manufacturing processes rely on
photo-lithography or electron beam lithography methods,**
resulting in high cost and high consumption of solvents. Mask-
free micro-nano direct printing technology is expected to
change this situation by minimizing cost and reducing waste.>*
At present, the direct printing technology in micro-nano pro-
cessing technology is mostly driven by fluid mechanics,
including the use of single-stage nozzles,>” sheath air
nozzles,** ink-jet nozzles,"** etc. The first generation single-
stage nozzle has a relatively simplified structure and the
lowest cost. But the types of printing mediums are limited, and
the focusing performance and versatility could not achieve the
most ideal state. The second generation introduces the sheath
airflow around nozzle brings stronger work stability, making it
more controllable and flexible. Ink-jet printing nozzles are mainly
operated for liquid working fluids. Through the integration and
improvement of the above two generations of nozzles, with the
pressure, thermo-methods and electrospray supplement, ink-jet
printing achieved relatively stable and complex printing abilities.
Based on the mature development of ink-jet printing technology,
extraordinary progress has been made in the preparation of OLED
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of the system were evaluated. This system is expected to become a new generation of high-
performance mask-free printing system for chip manufacturing.

panels.”**® All of those nozzle technologies have been widely used
in the mask-free direct printing. However, the traditional nozzle
designs are inseparable from the short focal lengths for microm-
eters or millimeters,””** which may increase the chance of nozzle
retardation or clogging. The focal efficiency will collapse when the
distance from the substrate is extended to above 10 cm.*® Short
focal distance reflects additional mechanical burdens for printing
complex micro-nano structures such as deep layers and thick
walls, thus limits the wider applications.

Aerosol-assisted chemical vapor deposition (AACVD) has
been widely used in the preparation of nanomaterials. Using the
AACVD, Piccirillo et al.,** fabricated hydroxyapatite-embedded
TiO, thin films and Taylor et al.** synthesized nano-structured
TiO, coatings. AACVD exhibits good application value in the
preparation of inorganic optoelectronic materials and has
recently been extended to the deposition of organic perovskite
quantum dots. Such as Basak et al.”® prepared CH;NH;PbI; and
Aamir et al** fabricated CsPbBr,I perovskite thin films, etc.
AACVD inherits the characteristics of traditional CVD. On the
other hand, the traditional CVD generally directly reacts and
deposits in the reaction furnace chamber, while AACVD sepa-
rates part of the chemical reaction from the furnace to the
dedicated reaction chamber. The AACVD method introducing
pre-reaction is adaptable for the precursors in the form of gases,
solid particles or even liquid mist into active aerosols, supple-
mented by coating or nozzle spraying technologies to prepare
better deposited film. These characteristics make it a wider
range of precursor adaptability. Regrettably, most of the current
AACVDs use masked coating or wide-area spraying for
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deposition operation. There are few attempts to apply it to 2D/
3D direct focus printing of new semiconductor materials.

Robinson et al.*® first predicted that in the laminar and non-
compressible air flow, small particles would aggregate after
passing through the small holes, which directly led to the
invention of the aerodynamic lens (ADL). With the design of
single-stage aerodynamic focusing lens (SADL), an effective
method for controlling the focusing and positioning of the
particle beam by aerodynamic principles was obtained.***”
Nevertheless, the SADL lacks adaptability and cannot effectively
focus on particle beams with a wide range of particle size. To
overcome these drawbacks, the aerodynamic lens stacks (ALS) has
been gradually developed. The ALS connects multiple series of
ADLs in a coaxial manner to further improve the performances not
only obtaining wider particle size compatibility but also higher
particle beam controllability.?**® Although the ALS system has
sporadic applications in other fields, it is still mainly designed and
used as a sampler for aerosol mass spectrometers.* >

In summary, short focal length restricts the traditional
mask-free printing systems; while for AACVD, there is a lack of
an effective focusing system to achieve printing deposition. In
view of the compatibility of aerosol precursors naturally
possessed by ALS and its long focal length, here we propose
a system that combines ALS focusing with AACVD, so called
AAFCVD printing system. In this study, the working device
assemblies of the system were designed and optimized by the
ANSYS Fluent™ software method. SEM and EDS were used to verify
the single-point printing capability and aerosol precursor adapt-
ability; the single particle analyse mass spectrometry (SPA-MS), the
laser particle tracing and the ATR FTIR, were used to study the
relationship between the single spot printing performance and the
chemical reaction mechanism involving KH570 and KH560 aero-
sols; XPS depth profiling was used to study the interface contact in
the printing process; finally, the linear graphics printing perfor-
mances were evaluated. This system is expected to become a new
generation of high-performance mask-free printing system.

2. Experimental
2.1 Materials

Polystyrene standards (sulfate latex beads in 8% w/v) were
purchased from Thermo Fisher Co. LTD.; 3-glycidoxypropyl-
trimethoxysilane (KH560) and 3-methacryloxypropyltrimethox-
ysilane (KH570) were purchased from Nanjing Chengong
Silicon Co. LTD.; absolute ethanol (CH3CH,OH 99.5%) was
purchased from Energy Chemical Co. LTD.; soda glass (thick-
ness 1.1 mm) was purchased from Guluoglass Co. LTD.; the
ultra pure water was produced by Merck® Milli-Q™ Reference
system. All materials were directly used as received.

Targets of metals substrate: soda glass with 85 mm x 5 mm
x 1.1 mm, deposited with 10 nm chromium and 120 nm gold by
electron beam evaporation. Aerosol atomize: each 1.0 uL poly-
styrene sulfate latex with different size was dissolved in 50 mL
pure water to obtain the standard PS latex precursor solutions.
15 nug of KH560 or KH570 were dissolved in 50 mL of 25%, 50%
and 75% (v : v) ethanol water solutions to obtain 0.30 pg mL ™"
precursor solutions. Solution was then put into aerosol
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atomizer (TSI Inc., Model 9302); an airflow at 1.0 mL min ™" was
provided to the atomizer to generate aerosols.

2.2 Instruments designs

The ALS parameters as the aerosol mass spectrometer sampler
were extensively investigated. In the classical ALS designs,***° the
lens aperture sizes are between 0.52-8.00 mm, the focusable sizes
are between 3-10 000 nm, and the number of lens cascades are 3-
7. But few of them have paid attention to the focal length. Based on
the most defocus range of about 100 mm in the traditional
printing nozzles and aerosol-assisted requirements as well as other
experimental needs, the expected five ALS technical parameters
were summarized in the following Table 1.

The printing device was assembled as shown in Fig. 1A and
B. The system is divided into three parts, including the aerosol
generators, the aerodynamic focusing lens stacks (ALS) and the
vacuum support components. The aerosol generator is a commer-
cial aerosol atomizer (TSI Inc., Model 9302). The long focal length
optimized ALS and nozzle system was designed by the expected
technical parameters in Table 1. The ALS system was optimized by
the use of ANSYS Fluent™ Aerodynamics and Particle Trace
Software simulations (the result shown in Fig. 1D). The manu-
factured ALS design is shown in Fig. 1C. The software predicted
that this ALS system could arrive the statement within beam width
lower than 350 um and divergence angle lower than 1.625 mrad.

It was initially determined that the longest focal length should
be greater than 200 mm, actually set it at 215 mm. Then the
vacuum chamber with the sample holder structure was designed
and manufactured. Fig. 2A shows a set of sample holders (A and B)
set at the higher and lower positions respectively in the vacuum
chamber of the equipment, and the distances of holder (A and B)
from the ALS nozzle were 135 mm and 215 mm.

The principle of calculating the beam divergence angle is
shown in Fig. 2B. Spot (A and B) were deposited on holder (A
and B) respectively, and the diameters of spot (A and B) were
measured by optical imaging, and the divergence angle o was
calculated by the formula in the Fig. 2B.

2.3 Characterization methods

SEM images were taken by Phenom XL™ (Thermo Scientific,
Inc.), using SE or BSE modes at 10 kV accelerating voltage.
Before testing, about 3 nm thickness of platinum was sputtered on
the targets by ion sputter (Quorum Q150V ES Plus). The EDS
observations were held by EDAX® (AMETEK Inc.) module
embedded in SEM. The SPA-MS were taken by SPAMS-0525™
(Guangzhou Hexin Instrument Co., Ltd.). Using 532 nm laser for
online particle size survey, and 266 nm laser at 1.5 m]J for particle
ionization. ATR FTIR spectrum were taken by Nicolet™ iS50 FTIR
spectrometer (Thermo Scientific, Inc.). The XPS detection was

Table 1 The expected technical parameters of ALS

Divergence
Lens cascades Focusable size Beam width Focal length angle
5 200-3000 nm 100-400 pm =100 mm =5 mrad

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 The scheme of ALS printing assembly (A), the experimental equipment (B), the design of long focal length ALS (C) and simulations of ALS

particle beam (D).

taken by Nexsa™ System (Thermo Scientific Inc.), with CAE 150 eV
pass energy for grand scanning and 50 eV for precision scanning,
0.1 eV resolution, depth profiling using a 4000 eV single beam Ar"
at 30° angle in 20 seconds etching procedure for each layer. Optical
observation was held by CX31 (Olympus Corp. LTD.) and
DM4000B (Leica Microsystems, Inc.) optical microscopes.

3. Results and discussion
3.1 Performance of the long focal length ALS focusing
deposition system

The polystyrene aerosol deposition experiment was used to
calculate the focused beam width and divergence angle of this
system.

As shown in Fig. 3A, the spot (A and B) series are the depo-
sition patterns of PS latex micro-spheres with different particle
sizes on the sample holder (A and B), respectively. And the
distances between holder (A and B) from the ALS nozzle were
135 mm and 215 mm, respectively. Within 15 minutes of a flow
rate of 1.0 mL min~', 230 nm to 3100 nm PS aerosols were
deposited on the two holders (A and B). The edge diameters of
each deposition pattern, and performs statistics and calcula-
tions according to the principle mentioned above are shown in
Fig. 3B.

Fig. 3B show that the focal beam width of the deposition
gradually decreases with the particle size increment. The focal
beam width at point A is lower than 300 pm and point B is
smaller than 450 um, indicating that the ultra-long focal length

Motor 1 Holder B A

Motor 2

(B) el
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)
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[ —a= 2arctzm(D2 = ]
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Fig. 2 The design for target holders and vacuum chamber (A) and the calculation method of beam size and divergence angle (B).
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Fig. 3 The optical images of the PS nanospheres deposition spots (A) and the calculated diameter as well as divergence angle data (B) in the ALS

deposition system.

focused deposition system was successfully manufactured.
Furthermore, all focal divergence angles are narrower than 1.75
mrad, informing that the focused beam shows good collimation
within 200 mm. It can be considered that the focal length of this
ALS focused deposition system is close to infinity and is far
longer than the existing micro-nano processing direct printing
technology. It is proved that an ultra-long focal distance
depositing system was successfully fabricated.

3.2 The investigation on ALS deposition system applied to
the AAFCVD

3.2.1 The compatibility of ALS deposition system on
AAFCVD. In the following, the compatibility of the ALS printing
system for aerosol-assisted focused chemical vapor deposition
was evaluated. The silane coupling agents, KH570 and KH560,
were used as reaction precursors and deposited on gold
substrates. Then the ethanol concentration and chemical
reactions that affect the ALS system in chemical vapor deposi-
tion were carefully studied. The deposition substrates were set
at the holder (A) as close as 135 mm to the ALS nozzle.

Typically, 25%, 50% and 75% ethanol aqueous solution was
used as solvent to generate the aerosol. By observing the
macroscopic state of the deposition point, it can be seen the
liquid KH570 or KH560 can be converted into the solid state
deposition point. However, no peeling or dissolution was
observed in the deposition point under ultrasonic treatment in

4428 | RSC Adv, 2021, N, 4425-4437

absolute ethanol environment for 30 minutes. This result
indicated that the deposition sites have undergone chemical
reaction of KH570 or KH560.

As the SEM images shown in Fig. 4A-C, the KH570 deposi-
tion points showed the trend from dispersion to aggregation
with the increment of ethanol concentration. And the size of
deposition points increases form the about 5 x 6 um dispersed
appearance to about 100 x 160 pm single concentrated spot. On
the contrary, it can be observed from SEM images shown in
Fig. 5A-C that the KH560 deposition points showed the trend from
being aggregation to dispersion and the declining size of deposi-
tion points with the increment of ethanol concentration. The size
of spray points decreases from 40 x 80 um to only with several
hundred nanometers series of scattered small spots. Moreover, the
edge topography of KH570 deposition tends to be stacked and
polygonal while KH560 to be single layered and spherical.

The EDS surveys in Fig. 4D and 5D showed that the charac-
teristic peaks of carbon, oxygen and silicon, and the element
proportion is close to those of KH570 and KH560. It is
confirmed that the deposition points were from the original
precursors.

By adjusting the concentration of ethanol, we can easily
obtain the deposition point with a size of about 240 um for
KH570 or about 80 um for KH560 within 135 mm distance after
nozzle. It is proved that ALS can indeed be conveniently used for
long-distance focused chemical reaction vapor deposition.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig.4 SEMimages of the KH570 focused deposition spots with ethanol concentration (v/v): 25% (A), 50% (B) and 75% (C); and the EDS results (D).

3.2.2 The influence of chemical reaction on the focused
deposition. Chemical reactions may affect the aerosol state-
ments during the deposition process, thus may influence the
deposition consequent. In order to investigate the influence of
chemical reaction on the focused deposition, the single particle
aerosol mass spectrometry (SPA-MS) was used to track the
chemical reaction on the vapor deposition processes, and the
same ALS system was used as the aerosol sampler to the TOF

mass analyzer. As shown in Fig. 6, fragments at m/z 85.11
detected under negative ion mode and cation fragments at m/z
69.00 and 41.01 observed under positive ion mode were attrib-
uted to acrylic acid. Most importantly, a key cation fragment at
m/z 106.86 was found. It is believed that the fragment was the
carbon cation of trisilol after dehydration and deacrylate groups
from the KH570 molecular. As shown in Fig. 7, experimental
data was only presented the response of cations. The

80um
Element Symbol Element Name Atomic Conc./% Weight Conc./%
c Cabon 64.20 5419
© o Oxygen 29.24 32.87
si Silicon 656 12.94
0 1 2 3 5 6 7 9 0 n iH 13 " 15 16 7 18 9
al)l? counts in 54 seconds

Fig.5 SEM images of the KH560 focused deposition spots with ethanol concentration (v/v): 25% (A), 50% (B) and 75% (C); and the EDS results (D).
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decomposing process of KH560 was very different from KH570.
But there were also strong cation fragments indicating trisila-
nols (found at m/z 194.85) and disilanols (found at m/z 153.43).
These two types of cations proving the dealcoholation process
have taken in the focusing jet, meaning the similar large
numbers of silicon alcohol aerosol were generated. Interest-
ingly, some smaller decomposition cations had taken place, the
fragment at m/z 120.87 was the part condensed with methanol
or ethanol residue after decomposition of glycidyl ether on the
KH560 molecular, and the m/z 42.97 was its secondary ioniza-
tion cation. Specifically, at m/z 49.91 (*CH,Cl) cation was found,
indicating that the KH560 has a little impurities containing
chlorine according to the epoxy synthesis processes.

The mass spectrum data proved that both KH570 and KH560
have undergone chemical reaction inside the ALS. It can be seen

View Article Online
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that both KH570 and KH560 have the hydrolysis reaction of methyl
siloxane to produce silanol. This implied that the silane hydrolysis
and siloxane polymerization reaction have been occurred. And the
ring-opening polymerization of epoxy group was found from KH560.

ATR FTIR was used to further study the functional groups of
the deposition sites. The ATR IR spectrum on printed KH570 is
shown in Fig. 8A. The peaks at 2944 cm™ ' and 2841 cm ™' are
due to the telescopic vibration -CH; and -CH,-. The peaks at
1715 cm ' and 1636 cm ™ are attribute to the C=0 and C=C
stretching vibration of the o,B-unsaturated ester from the
acryloyl group in KH570; the peak at 1073 cm ' is due to the
vibration of Si-O-Si, indicating the formation of polymerized
siloxane in KH570. The peak at around 770 cm™ " is attributed to
the vibration of Si-O-Au, indicating the chemical reaction take
place between KH570 and Au surface. The ATR IR spectrum on
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Fig. 6 Mass spectra and the mechanism of KH570 aerosol reaction.
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Fig. 7 Mass spectra and the mechanism of KH560 aerosol reaction.

printed KH560 is shown in Fig. 8B. The peak at around 3363 cm ™"

was attributed to telescopic vibration of ~-OH in hydrogen bond
association. The peaks at 2941 cm™ ' and 2840 cm™ " are due to the
telescopic vibration ~-CH- and -CH,~. The peak at 1189 cm ™' is
due to the telescopic vibration of C-O in the secondary hydroxyl
R,-CH-OH, which means the ring-open polymerization of epoxy
group in KH560 have been accomplished. The appearance of

1073 cm™ ' and 775 em ™ peak also indicated that the formation of
Si~O-Si polymer by chemical reaction of KH560 and the chemical
reaction take place between KH560 and Au surface. And the
appearance of the peak 907 cm™ " is due to the C-O-C vibration
from the remaining epoxy group in KH560.>*

Although both KH570 and KH560 have undergone hydrolysis
and polymerization of silane, the difference between them is that
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Fig. 8 ATR FTIR spectra on the KH570 (A) and the KH560 (B) depositions.
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Fig. 9 The jet particles number-size distribution of KH570 and KH560: from 200 to 1000 nm (A), and below 200 nm (B).

the ring-opening polymerization of epoxy group took place in KH560
and the acryloyl group of KH570 did not participate the reactions.

These two precursors have different reaction pathway differs
sol-gel polymerization reactions in ALS, resulting in the size-
change of the particles produced through the lens and the
difference between the focused depositions. To verify the above
results, the particle size and distribution were measured at the
same aerosol flow rate of 1.0 mL min ' and 50% ethanol
concentration.

The principle of particle size analysis method is that two
532 nm continuous laser and the corresponding PMTs are set at
the vacuum chamber, near and far form the aerodynamic
focusing lens accelerating nozzle respectively as laser scattering
signal collection system. By measuring the time of flight when
laser scattering signals generated by aerosol particles flying
through the lens, compared to the standard curve calibrated by
polystyrene aerosol particles, the corresponding particle size
distribution can be obtained.

It can be seen from Fig. 9A that the FWHM are 247.4 for
KH570 and 274.6 for KH560, which means KH570 reflects
a more compact distribution curve than KH560 from 200 to

1000 nm. On the other hand, Fig. 9B shows the KH560 contains
relatively smaller particles below the size of 200 nm (the sum of
the number is 310 for KH570 and 11 802 for KH560). It can be
seen that KH560 has a smaller average particle size, a wider
particle size distribution with two peaks at around 350 nm and
below 200 nm, and a higher summery of particle number of
20 844. In contrast, KH570 has a larger average particle size,
a narrower particle size distribution with only one peak at
around 400 nm and a lower summary of particle number of
5718.

Comparing with the SEM images of the deposition points
shown in Fig. 4B and 5B, it can be found that the KH570
deposition points have smaller internal dispersion points but
larger focused beam widths, while the KH560 deposition points
have more coarse internal dispersion but smaller focused ones.
The KH560 contains more small particles of sol-gel than
KH570, and it has stronger chemical reactivity, resulting in
a higher degree of aggregated deposition. The different chem-
ical reactions affect the aggregation effects of sol-gel generation
to change the morphology of the deposition point. Stronger
reacting activity will help the better depositions.
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Fig. 10 The simulation on pressure (A) and velocity (B) in an ADL, and the polymerization mechanisms of KH570 (C) and KH560 (D) aerosol—-gel.

4432 | RSC Adv, 2021, N, 4425-4437

© 2021 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d0ra08447f

Open Access Article. Published on 22 January 2021. Downloaded on 3/14/2026 6:55:29 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

View Article Online

RSC Advances

Augf Scan
Counts/s
Spot size 200um, CAE 50.0

o o
100 100
200 200
300

400

600 2

700

800

900

1000

96 94 92 9o 88 86 84
Binding Energy (eV)

Etch Time (s)
7
o
°

Au4f Sean
Spot size 200um, CAE50.0

D)

Cis Scan
Counts/s
Spot size 200um, CAE 50.0

o
100
200
300
£ 400
500
Z 600
700
800
900
1000

Bmdmg Energy (eV’ )

CisSean
Spot size 200um, CAE50.0

Ous Scan
Counts/s
Spot size 200um, CAE 50.0

59700 96300

Etch Time (s)

Binding Energ\ (&V) 6770

O1sScan
Spot size 200um, CAE50.0

(F)

o =
99989796 9594939291 0089888786 858.{ 8382 8180
Binding Energy (eV)

298 296 294 292 290 288 286 284 282 280
Binding Energy (eV)

544 542 540 538 536 534 532 530 528 526
Binding Energy (eV)

Binding Energy (eV)
Etch Time = 0s, Etch Level = 0

(G) CisScan (H) O1sScan (I) Si2p Scan
Spot size 200um, CAE50.0 Spot size 200um, CAE50.0 Spot size 200um, CAE50.0
8.00E+04 9.00E+04 3.50E+04
b meatan habiihin: Ao o xiabinds BN AN J o gt b il b an ekl Aot L)

— VAR LA G T LT R T A DRI e b LI 0 L LA A
o " s 't Si- __ 3.00E+04
3 3 =
x x x
% 6.00E+04 % 7.00E+04 =
2 S Z 2.50E+04
£ 5.00E+04 & 6.00E+04 5
o] = 2 2.00E+04
£ 4.00E+04 £ 5.00E+04 £
S S S 1.50E+0

3.00E+04 4.00E+04 s 4

2.00E+04 3.00E+04 1.00E+04

298 296 294 292 290 288 286 284 282 280 544 542 540 538 536 534 532 530 528 526 110 108 106 104 102 100 98 96

Binding Energy (eV)
Etch Time = 0 s, Etch Level = 0

Binding Energy (eV)
EtchTime = 0 s, Etch Level = o

Fig. 11 The scheme of XPS depth profile of KH570. From (A) to (C) are the contour pseudo-color maps of Au 4f, C 1s and O 1s binding energies;
from (D) to (F) are the water fall XPS spectra of Au 4f, C 1s and O 1s binding energies for each profiling layer; form (G) to (I) are the surface spectra

of Au 4f, C 1s and O 1s and their fitting curves.

3.2.3 Effect of ethanol content on ALS focusing. With the
increment of ethanol content, the focused status of KH570
changes from bad to good, while KH560 shows the opposite result
(Fig. 4 and 5). This process should be inseparable from the role of
the solvent. In order to study the nature of this phenomenon, we
introduced the coupling relationship between the pressure distri-
bution and reaction of the aerodynamic focusing lens.

Fig. 10A and B shows the pressure and velocity distributions
of the airflow entering the one-stage aerodynamic lens from left to
right. It can be seen that the airflow pressure gradually decreases
from left to right along the axial direction. At the same time, near
the back of the lens, due to the boundary effect, the pressure
gradually decreases with increase of radial position.

Combining with the reaction rules of silane coupling agent
described in Fig. 10C and D, it is believed that the axial pressure
difference between the front and back of the lens triggers the
small molecule removal condensation reaction, that means
a strong demethanol hydrolysis reaction of siloxane both in
KH570 and KH560 would be triggered. The difference of radial
pressure causes the removed small molecules separation from
the resulting sol-gel as soon as possible, accelerating the silanol

© 2021 The Author(s). Published by the Royal Society of Chemistry

polymerization reaction. Greater pressure and velocity on the
central axis back of lens (Fig. 10B) may form a reaction process
that triggers the aerosol of silane coupling agent polymerized
into air sol-gel particles, resulting the focusing particle beam.
In addition, the central higher pressure would trigger the epoxy
ring-opening polymerization either, so the higher particle flow
density (summery of particle number of 20 844 in KH560 and
5718 in KH570) of KH560 was observed. KH570 is easier to focus
on the deposition point at 75% high ethanol content. It should
be attributed to the presence of more low-boiling point solvents
in the lens to easier gelation. On the other hand, solvents with
high water content are more suitable for the ring-opening
polymerization of polar epoxy groups. For KH560, the domi-
nant process epoxy polymerization that does not rely on the
separation of low-boiling molecular to form a gel, which means
25% ethanol could obtain a better KH560 focused deposition.

The ethanol mediates the different reaction paths of the
precursor in the special ALS vacuum environment, which also affects
the final deposition effect. Low boiling point ethanol encourage the
dehydration reactions which conducive to aerosol focusing reaction
deposition based on dehydration reaction. Polar solvents are
conducive to the focused deposition of epoxy precursors.

RSC Adv, 2021, N, 4425-4437 | 4433
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3.3 Exploration of injection effects

XPS and single-beam argon ion depth profiling methods are
used to study the interface characteristics between the deposi-
tion point and the gold substrate interface with different
chemical reagents in AAFCVD. Fig. 11 and 12 represent the XPS
depth analysis data at the deposition points of KH570 and
KH560 by the action of 50% ethanol solvent, respectively.

Fig. 11A-C, 12A-C and 13A-C are the contour pseudo-color
maps of Au 4f, C 1s and O 1s binding energy lines at different
depths during XPS depth analysis. Fig. 11D-F, 12D-F and 13D-F
are the relative intensity stacking diagrams of Au 4f, C 1s and O 1s
binding energy lines at different depths during XPS depth analysis.
Fig. 11G-1 and 12G-I are the Au 4f, C 1s and O 1s energy spectral
lines of the surface scan during XPS depth analysis, respectively.

Compared with the structure of the glass substrate in this
work, referring to Fig. 11A and 124, the Au 4f binding energy
spectrum at 0-250 s represents the 120 nm of gold. While from
Fig. 11C and 12C, characteristic peak of O 1s in silicon dioxide
(glass) appears in the analysis time of 300-1000 s, where
represent the 1.1 mm thick of soda glass.

View Article Online
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Fig. 11G-I show that the C 1s fitting peak at 284.83 eV,
285.28 €V, 286.88 eV and 289.33 eV are the binding energy of the
C=C, C-C, C-0O and C=0 bonds, respectively. The O 1s fitting
peak at 531.69 eV, 532.76 eV and 533.74 €V are the binding energy
of C-O, Si-O and C=O0 bonds.* And the Si 2p fitting peak at
102.56 eV is attributed to the organic Si element. Fig. 12G-I show
that the C 1s fitting peak at 284.60 eV and 286.22 eV are the
binding energy of the C-C and C-O-C bonds, respectively. The O
1s fitting peak at 532.04 eV and 532.58 eV are the binding energy of
C-O and Si-O bonds, respectively. The Si 2p fitting peak at
102.06 eV is attributed to the organic Si element. The above results
show that the chemical atomic composition of deposition point is
very consistent with those of KH570 and KH560.

From the contour pseudo-color maps of Fig. 11A-C and 12A-
C that in the profiling structure range (0-200 s) where the Au 4f
characteristic peak appears, there are C 1s characteristic peaks
group and runs through the entire structure of gold. While in
the shallow gold structure of the blank sample (0-10 s), the
characteristic peak of C 1s disappeared quickly (Fig. 13B). It is
confirmed that the carbon source in the working sample was
came from the depositions of polymerized KH570 or KH560,
and a significant injection effect occurs through the entire
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Fig. 12 The scheme of XPS depth profile of KH560. From (A) to (C) are the contour pseudo-color maps of Au 4f, C 1s and O 1s binding energies;
from (D) to (F) are the water fall XPS spectra of Au 4f, C 1s and O 1s binding energies for each profiling layer; form (G) to (I) are the surface spectra

of Au 4f, C 1s and O 1s and their fitting curves.
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120 nm depth of the gold layer. The characteristic peaks of
organic matter O 1s shown in Fig. 11C and 12C disappear from
the polar surface until the appearance of the characteristic O 1s
of the glass SiO,, indicating that further chemical reactions
have occurred since the injection of KH570 and KH560 depo-
sitions. It should be due to the strong friction and shearing of
the organic compound with the dense metal layer in the high-
speed jet state, resulting in carbonization.

The intensity of C 1s in Fig. 11B and 12B have shown that the
injection of KH570 is lower than that of KH560. KH570 tends to
accumulate on the surface of gold, while KH560 tends to be
injected. The surface layer C=C binding energy shift on the
KH570 deposition point is very obvious. Compared with the
standard, it has increased by about 0.8 eV (284.83 eV for testing
data and 284.0 eV for standard), showing the relative chemical
contact. Correspondingly, this phenomenon is not observed at the
KH560 deposition point. Therefore, we speculated that the closer
interaction between the KH570 unsaturated hydrocarbon and the

gold surface causes the injection effect to be slowed down, while
the KH560 does not, and thus a stronger injection is obtained.
In summary, a rear and unique injection characteristic
compared to the traditional printing technologies by the introduc-
tion of ALS was discovered. It maybe due to the high speed particle
beam (normally 15-80 m s~ ') by the ALS nozzle acceleration. Under
the system conditions of this work, the precursors that within closer
contact (KH570) to the substrate surface are more likely to be
enriched on the surface, on the contrary (KH560) they are more
likely to be injected. This feature has not been fully reported in the
previous articles, and it may construct a new type of single-step
channel forming and doping process, which may become an
important potential new method to realize complex devices.

3.4 Exploration of printing performance

The single-line printing experiment was used to test the
graphics printing performance of the system. In this part, we
have adjusted the ALS system precisely, and still used the

500um -
I

Fig. 14 The optical images of linear print of KH570 (A) and linear print of KH560 (B).

© 2021 The Author(s). Published by the Royal Society of Chemistry
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sample carrier with a distance as long as 135 mm from the
nozzle.

The experiment used KH570 and KH560 with the concen-
tration of 4.0 pg mL™ ", a solvent of 50% (v:v) ethanol, an
aerosol flow rate at 1.0 mL min~* and the speed of 300.0
um min " for printing. The total of 44 mm length were printed
in this experiment, and it took about 146 minutes for each line.
No nozzle clogging or other abnormalities occurred. Optical
microscope was used to image the printed graphics. The results
are shown in Fig. 14. It is believed that we have successfully
carried out one-dimensional printing, showing the good appli-
cation prospect of this printing method.

4. Conclusions

In this work, a focal length of up to 215 mm, with divergence
angle of 1.75 mrad aerodynamic lens stacks (ALS) printing
system has been designed and evaluated. This system has
a wide aerosol particle adaptability from 200 nm to 1 um scale.

Aerosol-assisted focused chemical vapor deposition
(AAFCVD) has been accomplished with this system. The SEM
and EDS methods prove that the system can generate the
optimal 80 pm deposition point at a distance of 135 mm from
the nozzle. Through SPA-MS, laser particle tracking and ATR
FTIR, the chemical reaction mechanism of precursors KH570
and KH560 in the system and the mediating role of solvent
ethanol have been clarified: precursors with stronger sol-gel
reactivity like hydrolysis or ring-opening polymerization will
help the better depositions. Ethanol encourage the dehydration
reactions which conducive to the process based on dehydration
reaction. Polar solvents are conducive to the focused deposition
of epoxy precursors.

XPS depth profiling has found an unique carbon injection
effect at the printing points trough the entire 120 nm gold
coating. It is believed due to the high speed particle beam
(normally 15-80 m s~ ') by the ALS nozzle acceleration.

Linear printing with the precursors of KH570 and KH560
have been demonstrated, no nozzle clogging or other failure was
found during the operational period as long as 146 min for several
times. The results show that we have successfully designed a stable
and long focal length focusing printing system (AAFCVD system)
using ALS technology, which combines focusing and AACVD
compatibility and accessible graphics printing performance. This
system is expected to become a new generation of high-
performance mask-free printing system.
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