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A novel non-chemically amplified resist (n-CAR) based on biphenyl iodonium perfluoro-1-butanesulfo-
nate-modified polystyrene with a naphthalimide scaffold (PSNAg4) was synthesized and characterized.
Through extensive exploration using dose-dependent resist thickness analysis, acetonitrile was identified
as the optimal developer. Employing electron beam lithography (EBL), the n-CAR of PSNAg4 demon-
strated its high-resolution patterning capability by resolving a dense line pattern of 18 nm L/S at an
exposure dose of 1300 pC cm™2, achieving a high contrast of 7.1. Further studies using extreme ultraviolet
lithography (EUVL) demonstrated that the PSNAg 4 resist can achieve 22 nm L/S patterns at a dose of
90.8 mJ cm™2, underscoring its high sensitivity for n-CARs. Detailed studies to gain insights into the
underlying patterning mechanisms using X-ray photoelectron spectroscopy (XPS) suggest that the clea-
vage of polar iodonium into nonpolar polystyrene (PS)-based iodobenzene species enables a solubility
switch, resulting in negative lithographic patterns. These findings highlight the innovative potential of the
PSNAg 4 resist in advancing the capabilities of n-CAR technologies, particularly in the realms of EBL and

rsc.li/rscapplpolym

Introduction

Recent years have witnessed the ever-growing need for shrink-
ing feature sizes and performance improvements of integrated
circuits (ICs) which follow Moore’s law." Central to IC fabrica-
tion is lithography, the pivotal process defining device feature
sizes. Within this landscape, electron beam lithography (EBL)
and extreme ultraviolet lithography (EUVL) stand out as fron-
trunners, where EBL is employed for mask writing and aca-
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EUVL, for high-resolution lithographic applications.

demic research and EUVL is essential for sub-7 nm node IC
manufacturing.> Consequently, the innovation of new resist
materials that meet the stringent demands of EBL and EUVL
remains a critical frontier in nanolithography.

For decades, chemically amplified resists (CARs) have domi-
nated the resist market due to their high sensitivity.® A typical
CAR composition contains a blend of resin, photo-acid genera-
tor (PAG), quenchers, and various trace additives. Upon
exposure, the released acid will catalytically remove acid labile
groups on the side chain of resin, which triggers the solubility
change of resin in developers.*® The intrinsic “mixed” nature of
CARs leads to the stochastic distribution of PAGs and quench-
ers. Moreover, inherent acid diffusion is another stochastic
issue.®® These factors induce great difficulty in simultaneously
optimizing resolution (R), line edge roughness (LER), and sensi-
tivity (S), which limits CARs to obtain high resolution patterns
with good quality.’ Innovations have been explored, such as
integrating PAGs into polymers via covalent bonds'®™? or intro-
ducing quenchers to mitigate acid diffusion,"*® yet minimiz-
ing acid diffusion at diminishing feature sizes is challenging
and always comes with a decrease in sensitivity.

To address the issues, considerable attention has been paid
to non-chemically amplified resists (n-CARs) in recent years."”
Typically, n-CARs can be designed as a kind of “one

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://rsc.li/rscapplpolym
http://orcid.org/0000-0002-5632-2290
http://orcid.org/0000-0003-0694-1795
http://orcid.org/0000-0003-2064-3655
http://orcid.org/0000-0002-8281-9399
http://orcid.org/0000-0003-4949-6214
http://orcid.org/0000-0002-2124-2813
http://orcid.org/0000-0003-0726-2217
http://orcid.org/0000-0002-7018-180X
https://doi.org/10.1039/d4lp00136b
https://doi.org/10.1039/d4lp00136b
http://crossmark.crossref.org/dialog/?doi=10.1039/d4lp00136b&domain=pdf&date_stamp=2024-09-14
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4lp00136b
https://pubs.rsc.org/en/journals/journal/LP
https://pubs.rsc.org/en/journals/journal/LP?issueid=LP002005

Open Access Article. Published on 18 June 2024. Downloaded on 10/30/2025 6:44:22 AM.

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

(cc)

RSC Applied Polymers

component” resist where photosensitive groups are integrated
into the polymer backbone and are called “chain scission
resists”'®'® or “self-immolative resists”.’>>" Numerous chain
scission type n-CARs such as PMMA,** poly(olefin sulfones),>®
and polycarbonate,?*** have been developed. Although their
resolution is in the range of 20-30 nm, their sensitivity is sig-
nificantly lower than that of the CARs.>*"*° The exposure doses
for most of the non-CARs are over 100 mJ cm™*, while they are
generally under 40 mJ cm™'for CARs.

One way to improve the sensitivity of n-CARs is to increase
the absorption cross-section of the resist material for EUV
photons or electron beams. Metal moieties have been intro-
duced into resist materials due to their large absorption cross-
sections for EUV. Various kinds of metal based n-CARs, e.g.
metal-oxo clusters,’®>* metal oxide nanoparticle resists,>*™’
molecular organometallic resists,>®**° and polymer-based
organometallic resists,*" have been reported. Cardineau et al.*
reported the synthesis and EUV lithographic evaluation of tin-
oxo clusters [(RSn);,044(OH)e]X,, and the spherical tin-oxo
cage resist printed 18 nm lines at a relatively high dose of
350 mJ cm™2. Recently, Peng et al. reported a resist based on a
kind of zinc-oxo cluster (Zn-VBA) with an accurate size of
2.2 nm, which resolved a 100 nm pitch pattern at a dose of
92.5 mJ cm>.*> Another method to increase the sensitivity is
to improve the reaction efficiency of photosensitive groups. In
this case, the photosensitive groups serve as pendants on the
side chains. The degradation of the sensitive groups upon
exposure results in a solubility switch, which avoids the sto-
chastic issues and acid diffusion brought about by the compli-
cated components of CARs.*?

Gonsalves et al. developed a series of sulfonium based poly-
meric resists and most of them were capable of resolving
20 nm line patterns.**™*” Among them, the hybrid polymeric
resist MAPDST-TIPMA,*’ integrating an organo-iodine part
into the polymer structure, achieved 16 nm L/S features at
600 pC cm ™2 by e-beam irradiation and showed excellent sensi-
tivity at ~6 pC cm > by a helium ion beam. Our research group
has reported a few kinds of sulfonium based n-CARs,*$™°
which realized patterning performance down to 13 nm L/S at
exposure doses of 180-200 mJ cm 2. These results suggest that
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the photosensitive groups have a significant effect on the sen-
sitivity of the resists.

Biphenyl iodonium groups have been reported as PAGs
with high photoacid generation efficiency.”"*> Compared with
sulfonium groups, iodonium enjoys a larger absorption cross-
section in EUV sources, hence contributing to superior per-
formance in sensitivity.>® Furthermore, iodonium exhibits a
higher decomposition efficiency than sulfonium by ultraviolet
irradiation.”® Although iodonium salts are widely used as
PAGs in CAR formulas, they have rarely been applied to
n-CARs to achieve better sensitivity while maintaining good
resolution. Here, we report a novel n-CAR based on biphenyl
iodonium perfluoro-1-butanesufonate-modified polystyrene
(PSNAy.4). The incorporation of the bulky 1,8-naphthalimide
group into the polymer is aimed at improving the film-forming
capabilities and the solubility of the resist, as well as facilitat-
ing a solubility switch before and after exposure. Furthermore,
the introduction of the 1,8-naphthalimide group serves to
lower the bond association energy of the phenyl-1 bond,?
thereby increasing the potential sensitivity to exposure. The
“one-component” PSNA, , resist was extensively evaluated by
EBL and EUVL, achieving HPs of 18 and 22 nm line/space pat-
terns at doses of 1300 pC cm™> and 90.8 mJ cm™?, respectively.
The exposure mechanism of the PSNA, , resist was investigated
using X-ray photoelectron spectroscopy (XPS), revealing an
exposure mechanism where the decomposition of polar biphe-
nyl iodonium into radical species PS” and Naph-Ar-I'" further
leads to nonpolar polystyrene (PS)-based iodobenzene species.

Results and discussion
Synthesis and characterization of PSNA, 4

The synthesis procedure for PSNA, , is depicted in Scheme 1.
The polystyrene (PS) precursor was prepared using the method
we previously reported*® with a small molecular weight (M,, =
4.7 x 10°) and a narrow polydispersity index (PDI = 1.08)
(Fig. S1 and S27). Treatment of PS with N-(p-iodophenyl)-1,8-
naphthalimide (NA) in the presence of m-chloroperoxybenzoic
acid (m-CPBA) and perfluoro-1-butanesulfonic acid in dichloro-

1- Perfluoro-1-butanesulfonic Acid

Scheme 1 The synthetic route of PSNAg 4.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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methane provided PSNA,, in high yield (65%). It should be
noted that the loading ratio of NA is limited to less than 0.5
even if the molar ratio of NA is increased, which may be due to
the steric bulk of NA and the resulting product’s insolubility.
The iodonium content of PS can be adjusted within a low
range by varying the feeding ratios of NA. In this study,
PSNA, 4 is used as the resist material considering the good
repeatability of preparation and a relatively high loading ratio
where possible. Our previous study demonstrated that a higher
loading ratio of sensitive groups contributes to the formation
of high-resolution patterns.*®

The synthesized PSNA,, was characterized by 'H NMR
spectra (Fig. S47). Signal peaks located at 6.59-8.50 ppm were
attributed to the aromatic protons of benzene and naphtha-
lene rings, and peaks at 1.20-1.90 ppm were assigned to the
alkyl protons on the polymer chain of PS. The theoretical ratio
of the alkyl protons to the aromatic protons in unmodified
and fully modified polystyrene is 3:5 and 3: 14, respectively.
PSNA, 4 shows a ratio of 3: 8.5 for the alkyl protons to the aro-
matic protons, allowing the determination of the loading ratio
of iodonium to be 40%. Based on the molecular weight of the
PS precursor, the molecular weight of PSNA, , was calculated
to be 17 000 Da. The successful incorporation of the iodonium
NA group was further demonstrated by comparing the FTIR
spectra of PS and PSNA, 4 (Fig. S51). The absorption band at
1673 cm™ " was assigned to the stretching vibration of C=0 in
the amide group. The peaks located from 1120 to 1350 cm™*
were ascribed to the stretching vibration of CF; or CF, bonds,
and the bands at 1133, 1054, and 659 cm™" were attributed to
SO, symmetric stretching, S-O stretching, and SO, defor-
mation, respectively. The new band at 527 cm™" originated
from C-I stretching, suggesting the formation of the iodonium
structure.

Physical properties of PSNA, 4

To meet the requirements of resist materials, physical pro-
perties such as solubility, film forming ability, and thermal
stability have to be evaluated. PSNA, , shows good solubility in
organic solvents with strong polarity, such as dimethyl-
formamide (DMF), dimethyl sulfoxide (DMSO), acetonitrile,
and n-butyl lactate (n-BL), which reaches more than 100 mg
ml™ in each solvent. The thermal behavior of PSNA,, was
investigated by thermogravimetric analysis (TGA) and differen-
tial scanning calorimetry (DSC). The TGA curve of PSNA,
shows a one-stage decomposition process at about 248 °C
(Fig. S6aft), indicating good thermal resistance in lithographic
evaluation. A glass transition temperature (T,) of 154 °C was
observed by DSC measurement (Fig. S6bt), revealing a rela-
tively rigid structure of PSNA, 4. Both the TGA and DSC results
confirm that PSNA, 4 can endure the baking process in litho-
graphy. The surface topography of the spin-coated PSNA 4
film on the wafer was examined by atomic force microscopy
(AFM). The root mean square (RMS) roughness of the PSNA 4
film surface is merely 0.30 nm in an area of 10 x 10 um? as
measured in 2D AFM pictures (Fig. S71). These results confirm
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the potential of PSNA, 4 as a promising candidate as a resist
material in high resolution lithography.

Optimization of the developing conditions

The introduction of iodonium into the side chain of PS
reduces the solubility of PSNA, 4 in less polar organic solvents,
while it greatly enhances the solubility in polar solvents such
as acetonitrile and DMSO. Various kinds of solvents were
tested to obtain the sharpest solubility switch of the resist
film. The solubility characteristics of PSNA, 4 resist films after
over-exposure to UV (254 nm) light were examined together
with the unexposed film in different developers. The thick-
nesses of the thin film after baking and after development
(with and without exposure) were measured using a spectro-
scopic ellipsometer. The results are summarized in Table S1.{
Less polar solvents such as cyclohexyl chloride, toluene,
n-butyl acetate, 1,4-dioxane, and MIBK failed to remove the
exposed film, not providing a sufficient solubility switch for
positive tone development (PTD). While in the case of high
polar solvents such as DMSO and isopropyl alcohol (IPA), the
exposed and unexposed films are both removed thoroughly or
both left unremoved completely. Acetonitrile and n-butyl
lactate (n-BL) are identified as potential developers for NTD
due to their excellent selectivity for exposed and unexposed
films. Fig. S87 shows the micrometer size patterns of the
PSNA, 4 resist by 254 nm lithography developed in acetonitrile
and n-BL, which preliminarily indicate their ability as develo-
pers in NTD for the PSNA, 4 resist. To optimize the developing
conditions, ratios of acetonitrile and n-BL in the developer
were further studied in the EBL experiment to obtain the best
resolution and sensitivity. Fig. S9f shows the 25, 30, and
40 nm HP patterns performed with the PSNA,, resist in
different developers by EBL, which demonstrates the resolu-
tion limit and optimal exposure doses in different developers.
It is difficult to obtain high resolution patterns in the pure
n-BL developer. Only a 40 nm HP pattern with high roughness
is given in the n-BL developer. Increasing the ratio of aceto-
nitrile to n-BL in the developers from 1:2 to 2: 1, and to pure
acetonitrile, the resolutions and quality of the lithographic pat-
terns are significantly improved, and a clear 25 nm HP pattern
with no obvious defects is observed in acetonitrile, suggesting
that acetonitrile is the optimal developer for the PSNA, 4 resist.

Patterning properties of the PSNA, 4 resist in EBL

The lithographic performance of the PSNA,, resist for EBL
was further investigated. The sensitivity and contrast of the
PSNA, 4 resist developed in acetonitrile were measured by the
normalized remaining thickness (NRT) method with exposure
to an e-beam of 100 keV. The exposure layout is shown in
Fig. 1a with 36 frames (1 pm x 1 pm) in an array for exposure
with an increasing dose on the resist film. The starting dose
was set at 200 pC ecm™2 and the dose increment was 8%. After
exposure, the resist film was developed in acetonitrile for 60 s,
and an extra 30 s rinsing in acetonitrile was conducted to
remove the possible remains. The remaining thickness of the
developed patterns was measured by AFM (Fig. 1b), giving the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 The sensitivity and contrast analysis of the PSNAg 4 resist for EBL: (a) layout file for normalized remaining thickness (NRT) testing, (b) three-
dimensional AFM images of exposed PSNA 4 resist patterns at different doses, and (c) NRT curves for the PSNAg 4 resist.

height of patterns with the increase in e-beam doses. Fig. 1c
shows the contrast curve of the PSNA, , resist, which can be
further processed by fitting the NRT data using a logistic func-
tion. The sensitivity and contrast were calculated to be
654.8 pC cm™2 and 7.1 for the PSNA, , resist according to our
previously reported method.*’

We also studied the impact of the resist thickness on the
lithographic performance. Aspect ratio is a key factor for resist
pattern formation since a high aspect ratio is preferred for
pattern transfer using etching whereas a high aspect ratio may
result in pattern collapse. Therefore, the patterning of PSNA, 4
resist films with different thicknesses was studied by EBL.
Fig. 2 shows the top-view SEM images of 25 nm L/S patterns
for the PSNA, , resist at film thicknesses of 44, 35, and 25 nm.
In the case of 44 nm film thickness, the pattern collapse was
clearly observed. Reducing the thickness to 35 nm, the col-
lapse was completely suppressed and a clear pattern was
obtained. Although the 25 nm L/S pattern can be achieved by
reducing the film thickness to 25 nm, a substantial increase in
line edge roughness (LER) is observed. This suggests that the
poor soluble layer near the substrate leads to an increase in
LER when the film thickness decreases. This is consistent with
the previous report, which demonstrates that the low-energy
secondary electrons are more likely to escape to the substrate
in the case of a thinner resist film, resulting in a rise in reac-
tion and poor solubility of the film near the substrate.”® The
aspect ratios for the patterns were estimated to be 1.8, 1.4, and
1.0 by dividing the film thickness (44, 35, and 25 nm) by the

Thickness 44 nm

8230 1.0kV3 4mnmk80 Ok SE(QL).

pattern width (25 nm). This suggests that the aspect ratio of
1.4 is accurate for the PSNA, 4 resist resolving high resolution
patterns in EBL, which is in agreement with our previous
report.”

Fig. 3 shows SEM images of the 22 nm L/S patterns of the
PSNA, , resist at different exposure doses by EBL (thickness
30.0 nm). No obvious difference is observed for the line widths
and LERs of the pattern in the dose range of 1400-1600 pC
em 2. The PSNA, 4 resist can form 23-24 nm HP patterns with
LERs of 3.4-3.7 nm. Compared with previously reported mole-
cular CARs,”” the PSNA,, resist as a n-CAR exhibits a larger
exposure latitude. The LW and LER evolution at various
exposure doses confirm the large exposure latitude for the
PSNA, 4 resist.

To demonstrate the resolution limit of the PSNA, , resist,
we further investigated the lithographic performance of
smaller feature sizes under optimal conditions. Typical dense
line patterns are shown in Fig. 4. The PSNA,, resist can
resolve 20 and 18 nm dense L/S patterns at a dose of 1300 pC
cm ™ with LERs of 4.1 and 4.0 nm (Fig. S11 and S127), respect-
ively (Fig. 4a and b). A smaller dense L/S pattern of 16 nm
suffers from blur and necking of lines (Fig. 4c), indicating the
resolution limit of 18 nm for the PSNA, 4 resist by EBL.

Patterning performance of the PSNA, 4 resist for EUVL

The lithographic evaluation of the PSNA, , resist was further
carried out with EUV lithography tools. To ascertain the sensi-
tivity and contrast of the PSNA, 4 resist in EUV lithography, the

Fig. 2 SEM images of 25 nm L/S patterns (top view) for the PSNAg 4 resist at different film thicknesses (exposure doses: 1600, 1415 and 1126 pC

cm™).

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 SEM images of the patterns for the PSNA, 4 resist at different exposure doses using 22 nm L/S layouts (film thickness: 30.0 nm).
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Fig. 4 High-resolution SEM images of the PSNA, 4 resist for (a) 20 nm, (b) 18 nm, and (c) 16 nm L/S patterns by EBL at a dose of 1300 pC cm™2 (film

thickness: 26 nm).

resist film with a thickness of 44 nm was exposed over a series
of frames (0.5 x 0.5 mm?) at different doses (increasing from
10 to 288 mJ cm %) of EUV radiation. After exposure, the resist
film was developed in acetonitrile. The NRT plots were
obtained by measuring the thickness variation of EUV exposed
frames with doses in a similar way to that in EBL. By fitting
the NRT curve with a logistic function, we were able to deter-
mine the D, and Do, to further calculate the contrast (y)
(Fig. s101). The sensitivity and contrast of the PSNA, , resist in
EUV lithography were calculated to be 40.5 mJ cm™> (D;40) and
5.2 (y), respectively. It is worth noting that the sensitivity of the

'8 /30302

Fig. 5 SEM images of 25 and 22 nm HP patterns by EUV lithography.
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PSNA, 4 resist was greatly improved compared with the sulfo-
nium based n-CARs previously reported by our research
group.’®® The reason for this will be discussed in the next
section. To demonstrate the EUV lithography performance of
the PSNA, , resist, the feature sizes of 25 and 22 nm HP pat-
terns were determined. Fig. 5 shows the SEM images of 25 and
22 nm HP patterns obtained by EUV lithography. The PSNA 4
resist can solve 25 and 22 nm HP patterns with high sensitivity
rates of 97.2 and 90.8 mJ ecm™2 and low LERs of 2.9 and
2.6 nm (Fig. S13 and S14t), respectively. It should be noted
that the smaller feature size of HP patterns was not further
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optimized due to the upgrade of the Swiss Light Source (SLS).
Although there is no higher resolution lithographic pattern by
EUV lithography, we anticipate that the PSNA, 4 resist has the
potential to achieve higher resolution inferred from the results
of EBL (18 nm L/S). Previous reports have confirmed that EUV
lithography usually shows higher resolution than EBL because
of the lower proximity effect of EUV patterning.’®>°

Patterning mechanism of the PSNA, 4 resist

EBL and EUVL are similar in generating secondary electrons to
induce a photochemical reaction.’® We analyzed the mecha-
nism only by using the EBL method. To clarify the sensitive
group change after e-beam exposure, an area (1.5 x 1.5 mm?)
of the PSNA, 4 resist film was exposed to an e-beam at a dose
of 3000 uC cm™> and further developed in acetonitrile. An
X-ray photoelectron spectroscopy (XPS) study was conducted to
investigate the chemical bond changes of the material after
e-beam exposure and development. Fig. S15-S171 show the
high resolution XPS survey spectra of C 1s, O 1s, F 1s, S 2p,
and I 3d envelopes for the PSNA, 4 resist film before and after
exposure, and after development, respectively. For the high
resolution spectra of C 1s (Fig. 6a), the signals corresponding
to the CF; (294.0 eV), CF, (291.7 eV), C=0 (288.7 eV), C-I
(285.5 eV), and C-C/C-H (284.8 eV) species for the pristine
film can be identified according to the National Institute of
Standards and Technology (NIST) XPS database and the perti-
nent literature.°>®! After e-beam exposure and development,
the signals of CF; and CF, gradually decreased to negligible,
indicating the removal of the perfluoro-1-butanesulfonate
anion. However, no obvious change of signals for C=0 and C-
I bonds was observed after exposure and development, which
suggests that the naphthalimide group and the iodine contain-
ing product remain in the film residue after exposure and

Q
~

Pristine film C-C;C-HC=C

T T T T T T T
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T T T T T T T
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development. The XPS spectra of the I 3d envelop are shown in
Fig. 6b. The peak split corresponds to the orbital split of I 3d
to 3ds/, and 3ds), levels. Therefore, the I 3d spectrum of the
PSNA, 4 pristine resist film can be divided into two couples of
peaks [620.6 eV (3ds,) and 631.6 eV (3dss), and 622.1 eV
(3ds/2) and 633.5 eV (3d3/,)]. The binding energies of 620.6 eV
and 631.6 eV are in agreement with the binding energies of
Ar-1,°% while the binding energies of 622.1 eV and 633.5 €V are
ascribed to the iodonium species.®® This suggests that the
iodonium structure in the PSNA, 4 resist film is partly hydro-
lyzed due to moisture, according to the literature.®® After
exposure to the electron beam, the vanishing peaks at 622.1 eV
and 633.5 eV indicate the decomposition of the iodonium
structure. The resulting Ar-I product remains in the film after
development. Similar structures of molecular iodonium salts
have been reported by Lalevée et al.>>®* They demonstrate that
the bond dissociation energy (BDE) of the C-I bonds that
compose iodonium can be measured by molecular orbital cal-
culations, supporting that the cleavage of the C-I bond linked
to PS is more favored due to the lower BDE. Based on the
above knowledge, we propose a mechanism of how PSNA,
decomposes under e-beam irradiation and forms the solubility
switch after development, as shown in Fig. 6c. During e-beam
irradiation, the bond cleavage occurs mainly at the PS-I" bond
for the biphenyl iodonium group, resulting in the radical
species PS” and Naph-Ar-I"". The following cross-linking of PS
coupling with Naph-Ar-I'"" to release H' results in the switch of
the solubility of the film in acetonitrile.

The sensitivity (Dyoo = 40.5 m] cm™2) of the PSNA, 4 resist is
greatly improved compared with the sulfonium based poly-
meric PSTS n-CARs (Djp = 141 m] cm ) reported by our
research group.” To clarify the reason for the increased sensi-
tivity, we calculated the bond energy of the C-I bond that

Pristine film

13, i 13d,,
T

T
Film after exposure

VAN

134,
T
T T T
Film after development A
T

T T T
635 630 625 620 615

Binding energy (eV)

o
-

Intensity (a.u.)

© o+ CR(CF),804

X9

Fig. 6 The XPS analysis of the PSNAy 4 resist film. (a) C 1s, (b) | 3d envelope of the PSNA, 4 resist films before and after e-beam irradiation, and after
development. (c) The proposed decomposition pathway of PSNAg 4 by e-beam irradiation.
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Fig. 7 Cross-section profiles of the transferred (a) 40 nm L/S and (b) 20 nm L/3S patterns on a Si substrate.

formed iodonium in PSNA, , and the C-S bond of sulfonium
in PSTS by M062X/Def2TZVP of Gaussian 09 optimized with
wB97XD/Def2SVP.? It is demonstrated that the bond energy of
the C-I bond in PSNA,_, was 359.6 k] mol™*, while the smallest
bond energy of the C-S bond in sulfonium was 502.9 k] mol .
This suggests that the iodonium group in PSNA, 4 is more feas-
ible to be cleaved by EUV irradiation than the sulfonium group
in PSTS. Moreover, the EUV absorption cross-section of the
iodine atom is much higher than that of the sulfur atom,*®
which increases the absorption of the film for EUV photons
and thus improves the yield of secondary electrons that induce
the photochemical reactions. In summary, the low bond
energy of the C-I bond in iodonium and the large EUV absorp-
tion cross-section of the iodine atom contribute to the high
sensitivity of the PSNA, 4 resist.

Etch resistance and pattern transfer capability of the PSNA, 4
resist

The etching resistance is an important parameter when trans-
ferring resist patterns on the Si substrate. The etching rate of
the PSNA, , resist films after development was evaluated by
using an SF¢/O, mixture plasma. After etching, resist stripping
was performed in THF and DMSO in an ultrasonic bath for
5 min, respectively. Fig. S18f shows the three-dimensional
(3D) AFM topography image of the PSNA, 4 resist pattern after
development (Fig. S18af), etching for 10 s (Fig. S18bt) and
resist stripping (Fig. S18ct), where the etching depth is calcu-
lated by using the height difference. The PSNA, , resist film
was 34.0 nm before etching, according to Fig. S18a.} Then the
remaining thickness of the PSNA,, resist film after etching
was calculated to be 13 nm from the thickness difference
before and after etching. Therefore, the etching depths of the
PSNA, 4 resist film and Si substrate were 21 and 200 nm, giving
etching rates of 2.1 and 20.0 nm s, respectively. The etching
selectivity of the PSNA, 4 resist to the Si substrate was calcu-
lated to be 9.5:1. The pattern transfer capability of the
PSNA, 4 resist was evaluated under the same etching con-
ditions. Fig. 7a and b show the cross-sectional profiles of the
transferred patterns of 40 nm L/S and 20 nm L/3S patterns

876 | RSC Appl. Polym., 2024, 2, 870-879

after etching on silicon. The critical dimensions of the trans-
ferred patterns are consistent with the original resist patterns
(Fig. S19a and 19bf). The aspect ratios of the patterns are
approximately 5 : 1, maintaining original line widths of 40 and
20 nm. This demonstrates the excellent ability of the PSNA 4
resist in high resolution pattern transferring, suggesting its
potential application in the IC industry.

Conclusions

In summary, we prepared an iodonium modified polystyrene
(PSNA,_4) based non-chemically amplified resist. The PSNA, 4
resist can resolve dense line patterns of 18 nm L/S at a dose of
1300 pC cm™? via negative tone development. Further EUV
lithographic performance demonstrates that the PSNA, 4 resist
can achieve 22 nm L/S patterns at a dose of 90.8 mJ cm 2. Our
previous reports demonstrated that the EUV exposure doses
for triphenylsulfonium based resists are ~200 mJ cm™? at the
same resolution. The sensitivity of the PSNA, 4 resist is signifi-
cantly improved compared with sulfonium-functionalized
resists, which is attributed to the high absorption cross-
section for EUV photons and the lower bond energy of the C-I
bond in iodonium compared with that of the C-S bond in the
sulfonium group. The studies on the underlying exposure
mechanism suggest the decomposition of polar iodonium into
nonpolar PS or iodobenzene species, resulting in the solubility
switch of the PSNA, 4 resist film. This work demonstrates that
the integration of iodonium into polymers provides a novel
pathway in the endeavor of enhancing the EUV sensitivity of
n-CARs.

Experimental sections
Chemicals and reagents

All the standard reagents and chemicals were purchased from
commercial sources and used without any further purification.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Instrument

NMR spectra were recorded on an Avance II-600 spectrometer
(Bruker, Germany). The molecular weight (M,,) and the poly-
dispersity index (PDI) of PS used to synthesize PSNA, , were
determined by performing gel permeation chromatography
analyses (GPC, Wyatt DAWN Series). THF was used as the
mobile phase at a flow rate of 1.0 mL min~". Fourier transform
infrared (FT-IR) spectra were recorded using an Excalibur 3100
IR spectrometer (Varian, USA). Thermogravimetric analysis
and DSC were performed on TGA 4000 (PerkinElmer, USA) and
DSC 4000 (PerkinElmer, USA) instruments at a heating rate of
10 °C min~", respectively. The thin films were prepared with a
coating machine (Brewer Science CEE/200X, USA). The resist
film thickness was measured using a spectroscopic ellips-
ometer (Angstrom Sun/AST SE200BM, USA). AFM (Bruker/
Dimension FastscanBio system, USA) was employed to deter-
mine the surface morphology of PSNA,, resist films. UV
(254 nm) exposure experiments were performed on a
CEL-LPH120-254 (Beijing China Education Au-light Co., Ltd).
E-beam exposure experiments were performed on a Vistec
EBPG 5000plus ES (Vistec, USA). The acceleration voltage and
beam current were 100 kV and 100 pA, respectively. SEM
(Regulus 8230, Japan) equipment was used to characterize the
top-view patterns. The LER was measured by analyzing SEM
images with ProSEM software. The exposure films were charac-
terized using X-ray photoelectron spectroscopy (Thermo
Scientific/ESCALAB 250Xi, UK). The etching step was per-
formed on a plasma etching machine (Sentech/Etchlab 200,
Germany) after the patterning process.

Procedure for the synthesis of polystyrene

Polystyrene was prepared according to the previous report of
our group.’® The synthesized polystyrene was evaluated using
"H NMR and GPC (Fig. S1 and S27).

Procedure for the synthesis of N-(p-iodophenyl)-1,8-
naphthalimide

N-(p-lodophenyl)-1,8-naphthalimide was prepared according
to the literature.>® The synthesized N-(p-iodophenyl)-1,8-
naphthalimide was evaluated using "H NMR (Fig. S37).

Procedure for the synthesis of PSNA, 4

PS (470 mg, 0.1 mmol, M, = 4700) and N-(p-iodophenyl)-1,8-
naphthalimide (520 mg, 1.3 mmol) were dissolved in dichloro-
methane (15 mL) at 0 °C and then 3-chloroperoxybenzoic acid
(85%) (340 mg, 17 mmol) was added to the reaction mixture.
After stirring for 10 min, 1-perfluoro-1-butanesulfonic acid
(510 mg, 17 mmol) was dropped in and the reaction continued
at 0 °C for about 1 h. The ice bath was removed and the reac-
tion continued at room temperature for about 24 h. After the
reaction, the reaction solution was poured into diethyl ether
and precipitation was repeated three times with diethyl ether.
The precipitates were filtered and vacuum-dried at 50 °C to
obtain yellowish products (900 mg). FTIR: vpa/cm ' 1673
(C=0), 3026 and 2926 (CH), 1269 (CF;), 1133 and 659 (SO,),

© 2024 The Author(s). Published by the Royal Society of Chemistry
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1054 (S-0), 527 (C-1). "H NMR (400 MHz, acetonitrile-d;) &
(ppm) 8.50 (s, 0.5H), 8.39 (s, 0.5H), 8.13 (s, 1H), 7.81 (s, 1H),
7.55 (s, 1H), 7.10 (s, 3H), 6.59 (s, 2H), 1.2-1.8 (s, 3H).

General procedure for PSNA, 4 resist lithography

The PSNA, , material was dissolved in acetonitrile, making a
15 mg mL™" solution. The solution was filtered through a
0.2 pm membrane filter 3 times and spin-coated on silicon
wafers to form thin films. A post-application bake at 90 °C for
120 s was applied to resist the films using a hot plate to
remove excess casting solvent. The film thickness was
measured using a spectroscopic ellipsometer, and the film was
then exposed to e-beam or EUV irradiation. The EUV pattern-
ing properties of resists were studied by using the EUV inter-
ference lithography tool at the XIL-II beamline in the Swiss
Light Source. After exposure, the wafers were immersed in
acetonitrile for 60 s and then rinsed with the same solvent for
30 s before drying. The resulting patterns were inspected using
SEM or AFM. The LER parameters for all the patterns were
analyzed using ProSEM software. All the lines in the image
were selected for analysis, and the LERs on the left and the
right were obtained. Their average value was taken as the LER
value of the image.

Contrast and sensitivity analysis

A series of square exposure patterns (1 pm) with different
exposure doses were made by electron beam exposure. After
development, contrast curves were obtained by measuring the
remaining film thickness of the square area using AFM.

Exposure mechanism investigation

To analyze compositional changes after e-beam exposure, the
PSNA, , resist films were exposed over a large area of 1.5 x
1.5 mm? with an electron energy of 100 kV, a current of 100
nA, and a dose of 3000 pC cm™>. The unexposed, exposed, and
developed wafers were characterized by XPS.

Etching conditions

The plasma conditions were set at a 30 sccm SFg and a 15
sccm O, gas flow, a RF power of 5 W, and an ICP power of 300
W. The pressure in the process chamber was 7 mTorr and the
table temperature was —110 °C.
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