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Abstract

The functionality and applications of mesoporous inorganic films are closely linked
to their mesopore dimensions. For material architectures derived from block copoly-
mer (BCP) micelle co-assembly, the pore size is typically manipulated by changing the
molecular weight corresponding to the pore-forming block. However, bespoke BCP
synthesis is often a costly and time-consuming process. An alternative method for pore
size tuning involves the use of swelling agents, such as homopolymers (HPs), which
selectively interact with the core-forming block to increase the micelle size in solution.
In this work, poly(isobutylene)-block-poly(ethylene oxide) (PIB-b-PEO) micelles were
swollen with poly(isobutylene) HP in solution and co-assembled with aluminosilicate sol
with the aim of increasing the resulting pore dimensions. An analytical approach imple-
menting spectroscopic ellipsometry (SE) and ellipsometric porosimetry (EP) alongside
the more commonly used atomic force microscopy (AFM) and small angle x-ray scatter-

ing in transmission (SAXS) and grazing-incidence (GISAXS) modes enabled to study
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the material evolution from solution processing through to the manifestation of the
mesoporous inorganic film after BCP removal. In-depth SE/EP analysis evidenced an
increase of over 40% in mesopore diameter with HP swelling and a consistent scaling of
the overall void volume and number of pores. Importantly, our analytical tool-box en-
abled us to study the effect of swelling on the connecting necks between adjacent pores,
with observed increases as high as ~35%, knowledge of which is crucial to sensing,

electrochemical and other mass transfer-dependent applications.
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Introduction

Mesoporous inorganic film architectures are important components in applications such as
photovoltaics,! protective optical coatings,??® nanophotonics,* superconductors® and varied

sensing applications.®® A number of bottom-up self assembly methods offer control over the

mesoscale material arrangement, including colloidal self-assembly,? polymeric porogens,®°

and sacrificial "structure-directing agents" (SDAs) such as small molecule surfactants!!!2
or block copolymers (BCPs)!315 These SDAs interact with inorganic precursors (typically
sol-gel derived) in solution and produce ordered hybrid films via evaporation induced co-
assembly before being removed to reveal the porous network. 1617

Pore size is a often a crucial parameter for material function, as demonstrated for meso-

6.18,19 bhotocatalytic materials,? perovskite and dye-sensitized solar cells, !

porous sensors,
humidity regulation®? and catalysis.?® In co-assembly, the size of the pore-forming block
directly impacts the length scale of material arrangement. Pore sizes as low as 2nm were
accessed using small molecule surfactants?* while the synthesis of block copolymers with
larger molecular weight enabled to achieve pore sizes greater than 50 nm.?25

For BCP co-assembly, the resultant pore size of the mesoporous film was shown to agree

closely with scaling laws for the radius of gyration of the pore forming segment of the



BCP.226"2 Nevertheless, pore size control via bespoke BCP synthesis can be a lengthy
process. Consequently, alternative methods of pore size tuning have been investigated in
both bulk and thin film materials.

A variety of small molecule "swelling agents" were utilised to increase the micelle core
size and subsequent pore diameter, typically for silica bulk materials co-assembled by pluronic
(poly(ethylene oxide)-block-poly(propylene oxide)-block-poly (ethylene oxide)).? The swelling

agents were selected for their compatibility with the core forming block of the micelle, with

30,31 30

examples including toluene, xylene and ethylbenzene®” as well as bulkier benzene deriva-

tives.3?3% It is important to note that these swelling techniques often required close control
of reaction conditions, in particular the synthesis temperature.30:31:3%

In purely organic assemblies, homopolymers (HPs), identical or chemically-similar to one
of the BCP blocks, have shown capability to swell the core of micelles.?4! The swelling-
induced increase in the micelle core dimeter was found to be related to the relative molecular
weight 1 and the volume fraction ¢ of the HP in relation to its BCP analogue, the compati-
bility of the solvent for the HP, the degree of chemical incompatibility of the HP and corona
forming BCP block (xup.a.zcps) and the incompatibility of the two BCP blocks(yas).*%*
Transitions in the micelle morphology as well as macroscopic phase separation have been
observed upon increases of 1 and ¢ beyond a critical limit.36:38494243 Thig concept has been
successfully implemented for pore expansion in bulk materials co-assembly. 4446
The implementation of pore expansion strategies for the co-assembly of mesoporous thin

47°52 Multiple challenges exist in a film materials

films has been subject of numerous studies.
architecture. Smaller, more volatile pore swelling agents are susceptible to evaporation dur-
ing the evaporation induced co-assembly process while macroscopic phase separation of HP
and BCP components have been reported. #7495 Other issues include the onset of multimodal

porosity, a significant increase in pore size distributions*"495!

and decreased long-range or-
der with increased amount of homopolymer swelling agent.®® Recently, Stefik and coworkers

presented access to a greatly increased range of pore expansion by homopolymer swelling



based on the kinetic control offered by so-called persistent micelle templates.®?

In this work, we use the amphiphilic block copolymer poly (isobutylene)-block-poly (ethylene
oxide) (PIB-b-PEO) combined with poly(isobutylene) (PIB) homopolymer (PIByp) as a pore
swelling agent for the co-assembly of mesoporous aluminosilicate films. PIB-b-PEO is an
excellent candidate for structure directing applications due to the high chemical incompat-
ibility of the two blocks and tendency to form well defined and stable micellar assemblies
from a range of different block sizes.?3 5 We demonstrate a comprehensive structural char-
acterisation suite with spectroscopic ellipsometry (SE) and ellipsometric porosimetry (EP)
supplementing the more widely used atomic force microscopy (AFM), as well as small angle
x-ray scattering in transmission (SAXS) and grazing incidence (GISAXS) modes. Impor-
tantly, EP and GISAXS provide the advantage of being able to probe the pore arrangement
throughout the film, thus offering a more representative picture in comparison to surface
based imaging techniques. This multifaceted analysis allows us to investigate the effect of
homopolymer swelling at various processing stages, from micelle formation to hybrid film
assembly and subsequent development into a mesoporous inorganic film architecture and

relate findings on the resulting mesoporous networks to the underlying micelle co-assembly.

Experimental

Mesoporous aluminosilicate thin film preparation

PIB3o-0-PEO3s BCP (M,, 4.85kg/mol; polydispersity index 1.26) was supplied by BASF
following a previously reported synthetic route.?® Inorganic sol material was synthesized
as described elsewhere.?” PIB HPs were purchased from Polymer Source in two different
molecular weights, referred to as PIB800 (M, 0.8kg/mol; polydispersity index 1.22) and
PIB1500 (M, 1.5 kg/mol; polydispersity index 1.20). All polymer samples were first dissolved
in toluene/1-butanol azeotrope solution then filtered using 0.2 uLi syringe filter before mixing

in desired ratios. All samples were prepared as described in table 1.



Table 1: List of materials and samples prepared during this work.

Sample name Mass of BCP (mg) Mass of HP (mg) Mass of sol (mg) Volume of azeotrope (ml)

BCP,r 5 0 40 0.238
BCP/PIBy 5 5 0.7 40 0.238
BCP/PIBy ; 5 1.2 40 0.238
BCP/PIBys 5 1.9 40 0.238

Mesoporous inorganic aluminosilicate films were prepared as described elsewhere. " For
samples containing PIByp, the nomenclature BCP /PIB(MW), indicates the mixture of BCP
and PIByp. For example, BCP/PIB(800)q 3 refers to a sample with PIB homopolymer of
Mn 0.8kg/mol at a volume ratio PIByp / PIBpcp of , = 0.3. Before addition of aluminosil-
icate sol, hybrid BCP/HP mixtures were agitated for 1 hour on a rotary shaker at 500 rpm
followed by addition of inorganic sol and further shaking for 1 hour using the same settings.
All samples were spin-coated at 2000 rpm for 20 seconds and immediately annealed on a
programmable hot plate using a ramp rate of 1°C per min to a final temperature of 130 °C
for 30 minutes. To remove the organic SDA, samples were calcined in a muffle furnace at

450°C for 1 hour.

Material Characterization

A Semilab SE2000 spectroscopic ellipsometer was used to perform spectroscopic ellipsometry
(SE) and water-based environmental ellipsometric porosimetry (EP) measurements. All SE
and EP data analysis was performed on the Semilabs SEA software (v1.6.2). Toluene-based
EP measurements were performed using a Semilab PS2000 ellipsometer. Prior to EP mea-
surements, samples were placed on a hotplate at 120 °C for 10 minutes. This was to ensure
that no residual atmospheric water molecules remained in the pores prior to measurement.
EP porosity isotherms were derived from the evolution of the refractive index value as a
function of relative humidity in the sample chamber.?® Application of the Lorentz-Lorentz
effective medium approximation allowed accurate determination of the overall porosity of

each sample based on the change in refractive index as a consequence of capillary conden-



sation inside the mesopores.® The incremental onset of capillary condensation was related
to the pore diameter of the material via the Kelvin Equation.?*% Pore size and pore vol-
ume measurements were derived from the adsorption branches of the EP porosity isotherm
and adjusted based on the assumption of an ellipsoidal pore shape which evolves with film
contraction during template removal.? Pore neck measurements were determined from the
desorption branch of the water-based EP isotherm. All pore sizes were further adjusted to
account for the microscopic contact angle of ~ 21 °, which was calculated by comparing pore
sizes obtained from EP using toluene (which wets the surface completely) and water (which
exhibits a macroscopic contact angle) as sorbents. %!

Liquid SAXS and GISAXS data were obtained on a SAXSLab Ganesha with GISAXS
data acquired at an incidence angle of 0.2°. SAXS and GISAXS data analysis was performed
using a combination of SAXSGUI (v2.23.16) and FitGISAXS..%? Atomic Force Microscopy
(AFM) images were obtained from a Bruker Dimension Icon atomic force microscope with

a Bruker ScanAsyst Air probe (nominal tip radius 2nm) in ScanAsyst mode.

Results and discussion

The effect of HP swelling on the mesoporous architecture of aluminosilicate films was anal-
ysed using a combinatorial approach consisting of spectroscopic ellipsometry (SE) and ellip-
sometric porosimetry (EP) for pore size analysis with grazing-incidence small angle X-ray
scattering (GISAXS) and atomic force microscopy (AFM) for structural characterisation.
Based on published studies of micellar systems in solution, it was expected that increasing
a) the concentration of PIByp relative to PIBgcp (¢) and b) the MW of the PIByp within
the micelle would, in turn, influence the final pore diameter.3¢*! Liquid SAXS analysis of
BCP,¢ and BCP/PIB1500ys samples (Figure S1, Supplementary Information) confirmed
the presence of spherical micelles in solution, which increased in size upon introduction

of the HP swelling agent.®®> EP measurements were used to correlate the observed trends
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Figure 1: EP data for all samples. (a-c) Pore size distribution for (a) reference samples
without HP swelling, (b) samples prepared with PIB800 HP and (c) samples prepared with
PIB1500 HP. (d,e) EP adsorption isotherms for all samples.

for swelling BCP micelles in solution to the actual pore expansion in mesoporous films.
Pore size distribution (PSD) data derived from EP measurements is displayed in Figure
la-c. Pore diameter measurements obtained from EP were adjusted based on an expected
ellipsoidal pore geometry, arising from film contraction due to BCP template removal.?® The
average film shrinkage was measured as ~ 62 % in non-HP and ~59 % in HP-swollen samples,
indicating that the presence of HP had little effect on film contraction.

Almost all of BCP/PIB800 and BCP/PIB1500 samples exhibited notable increases in the
pore diameter compared to BCP s which measured a pore diameter of 10.1 (£0.8) nm. While
the BCP/PIB800y 3 sample exhibited little change in pore size with 10.3 (£0.6) nm, ratios of
0.5 and 0.8 displayed enlarged pore diameters of 11.6 (+0.6) nm and 13.9 (£0.8) nm respec-
tively, providing rises of ~14% and ~36% when compared to BCP,;. For BCP/PIB1500,



pore size increases were observed at all values of ¢.6466

At each value of ¢, BCP/HP1500 samples exhibited greater expansion in pore size com-
pared to similar ¢ values in the BCP/PIB800 samples. Pore diameters of 11.5(40.6) nm,
14.1 (£0.9) nm and 14.8 (£1.0) nm were measured at ¢ values of 0.3, 0.5 and 0.8 respectively.
The pore size enlargement of ~13%, ~38% and ~44% demonstrates that the higher MW
of the swelling agent had a greater influence on resultant pore size at lower HP content
when compared to BCP/PIB800. These findings are in line with earlier work, relating the
formation of segregated domains within the micelle core to the higher penalty of mixing
for larger MW polymers.%* % It should be noted that increasing ¢ to 1 resulted in visible
deterioration of the film quality indicating that macroscopic phase separation of the PIByp
may have taken place. This echoes observations from previous studies of similar micellar

systems. 36:38,67

Calculation of individual and overall pore volume

Table 2: Pore and void volume data calculated from SE and EP measurements

Sample name  Pore diameter (nm) Individual pore volume (cm?)(*1071%)  Number of pores (*10'3) Total void volume (cm?)(*1075)

BCP.¢ 10.2 £ 0.7 1.8+0.2 41+£0.7 7.1+0.4
BCP/PIB800 3 10.4 £ 0.5 1.9£0.3 3.5£0.5 6.2+0.3
BCP /PIB800y 5 11.6 £ 0.6 2.6£0.4 2.7+0.3 7.0£0.6
BCP/PIB800y s 13.9 £ 0.8 4.44+0.7 1.8 £ 0.3 7.7+0.5
BCP/PIB15000.3 11.5 £ 0.6 2.5+0.4 25+£03 6.5£0.7
BCP/PIB1500, 5 141 £ 0.9 4.6£0.9 1.7+ 03 7.4£0.5
BCP/PIB15000 s 14.8 £ 1.0 5.3+1.1 1.7+ 0.3 8.51+0.6

Alongside expanded pore sizes were expected with increasing HP content, concurrent
rises in sample porosity and film thickness were also observed with higher contents of HP
(Figure 1d,e & Table S1, Supplementary Information) It is well established that, when
preparing mesoporous films from BCP SDAs, the sample porosity is directly related to
the BCP to inorganic ratio.?® While all samples were prepared with a constant BCP to
inorganic ratio (Table 1), the porosity increased from a50% in BCP,¢ to as high as ~60% in
BCP /PIB1500g s as a consequence of the HP addition. Similarly, thickness values were found

to gradually rise in BCP/HP samples with higher HP content. While increases in material



porosity derived from micelle swelling were reported before,*”% here, using a combination
of SE and EP, we can provide a rationale for these trends. Combining film thickness and
porosity data, the overall void volume was calculated per unit area (here 1 cm?) of the film
while the number of pores within the same volume was estimated by calculating the volume
of each ellipsoidal pore® and dividing the total void volume by this value (Table 2). From
this analysis a clear trend emerged: with increasing HP content, the individual pore volume
and overall void volume within the film increased while the estimated number of pores
decreased. The overall void volume for HP swollen samples shows a linear trend with ¢ for
both BCP/PIB800 and BCP/PIB1500 samples (Figure S2a, Supplementary Information).
A similar linear trend was observed in relation to the number of pores in BCP/PIB800
samples (Figure S2b, Supplementary Information). However, for BCP /PIB1500, the number
of pores exhibited a plateau between 0.5 < ¢ < 0.8. This may be attributed to the fact that
a maximum amount of PIB1500 was incorporated into the micelle core before macroscopic
phase separation took place.*!

These results provide a clear indication that the presence of HP had an effect, not only
on the size of the micelle core in the hybrid solution, but also on the aggregation number
of each micelle and the total number of micelles. The trend for higher aggregation numbers
and reduction in overall number of micelles is consistent with previous reports on solution-

based studies.36:69~

" From a free energy perspective, when molecules are solubilized within
the micelle core, increases to the aggregation number of the micelle reduce the overall free
energy of the micellar system by minimizing both the free energy of dilution of the core-
forming block and the interfacial free energy between the micelle core and the solvent.™
Larger micelle core volumes are required in order to accommodate the bigger HP,™ which
is consistent with our findings of higher void volumes for BCP/PIB1500 when compared to
BCP/PIB800 (Table 2). Here, using SE and EP analysis, we can confirm that the effect

of HP swelling on individual micelles in solution also extends to porous inorganic materials

derived from sacrificial BCP micelles following coating and template removal.



Note that, if required, the increase in film porosity with increasing HP content can be
mitigated due to the flexibility of the BCP co-assembly approach. For BCP/PIB1500s,
pore sizes were maintained at ~14.5nm while porosity was reduced to ~50% by simply
reducing the BCP to inorganic ratio in the hybrid initial solution. (Figure S3, Supplementary
Information).

While it is clear that the increased HP content results in enlarged pore diameter and
pore volume within the film, it is also crucial to characterise the effects of HP swelling on
the structure and order of the mesoporous material.

Analysis of EP isotherms can provide insightful information on the nature of the porous
material being probed. All EP adsorption isotherms (Figure 1d,e) were classified as type IV
curves as expected from mesoporous type materials.” The shape of the isotherm exhibited
little change with increasing HP content indicating that the mesoporous nature of the porous
network remains unchanged. No bimodal porosity was observed even at the highest loading
of HP.

The EP adsorption/desorption isotherms provide a greater depth of information on the
mesoporous structure throughout the film. Figure S4 (Supplementary Information) shows the
adsorption/desorption isotherms for BCP ¢ (Figure S4a) and BCP/PIB1500y s (Figure S4b).
Both samples exhibited hysteresis loops between the adsorption and desorption branches.
As per IUPAC, these hysteresis loops could potentially be classified as either H1 or H2.™
Analysis based on the obtained hysteresis loop revealed an adsorption pore radius double
in size of the desorption pore radius.%"™ This would imply that, either pores were either
cylindrical in shape (type H1) and the hysteresis took place due to the delayed condensation
in the adsorption branch, or, that the pores were arranged in interconnected "ink-bottle"
type networks (type H2), where the neck size distribution was of a similar scale to the main
pore size distribution.™

To further evaluate these observations, EP measurements were performed on BCP ¢ using

toluene as sorbent and the shape of the isotherm was compared to water-based EP (Figure

10
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Figure 2: EP adsorption/desorption isotherms for BCP,¢. (a) Using water as sorbent. (b)
Using toluene as sorbent

2). Where the water vapour EP (Figure 2a) exhibited a symmetric hysteresis loop, the
toluene isotherm (Figure 2b) was asymmetric with a characteristic H2(a) hysteresis shape,
which could only be attributed to narrow ink-bottle type interconnections, with evaporation
being delayed due to the presence of interconnections that are narrower in size than the main
pores.™ The sudden onset of desorption at P/Py of ~0.2 was likely due to the phenomenon
of cavitation, where the spontaneous nucleation of gas bubbles within the narrow restrictions
causes the immediate evaporation of all liquid within the pores.:™ Toluene cavitation was
reported at values of P/Pj of 0.2 in physisorption analysis of bulk powders™ and observed
in thin films using EP.™ Due to cavitation taking place in the desorption branch of the
toluene isotherm, no reliable quantitative data can be extracted from toluene-based EP in

relation to the size of the pore neck.
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Figure 3: (a) EP desorption isotherms and (b) pore neck diameters obtained for BCP,¢s and
BCP/PIB1500.

Given that cavitation effects were not observed during the water-based EP however, the
desorption isotherms can be studied to investigate the impact of pore swelling on the size of
these restrictions (Figure 3).™ During desorption, the relative pressure at which the liquid
water evaporates from the porous network (Figure 3a) provides information on the size of
necks connecting the pores (Figure 3b), thus offering critically important information on the
accessibility of pores throughout the network. Figure 3b shows that BCP, exhibited pore
openings of ~5.2nm which were expanded to sizes as high as ~7nm for BCP/PIB1500 s,
representing an increase of ~35%. Variations in the pore neck size have been reported when
changing the nature of the SDA,” but here we demonstrate that it is possible to swell both
the pore volume and pore interconnections using a swelling agent. It has been shown that the
size of pore interconnections can have a direct impact on the liquid and vapour infiltration

within the porous network ™7™ In more general terms, mass transport of molecules through

12



porous films is strongly dependent on open pores which are highly interconnected allowing

for efficient diffusion of molecules through the network.® Such applications include electro-

7 77,79

chemistry,® nanoparticle synthesis,”” sensing, controlled release® and photocatalysis. 83
Successful use in application often relies on producing well defined films of target thickness
without stress-induced cracking. Films of ~120-140 nm were prepared during this work; this
thickness range could be widened by increasing the concentration of material in the initial
solution (up to hundreds of nm) and also combining with a proven layer-by-layer deposi-
tion technique (up to pm).®* Furthermore, the BCP coassembly process is compatible with
scalable liquid deposition and subsequent processing techniques. "8

GISAXS (Figure 4) was carried out to analyse the in-plane structural characteristics of
each sample in order to ensure that the ordering of the material was maintained even at
higher loadings of HP swelling agent. 1-dimensional linecuts (Figure4) were performed along
the q, axis of the 2D GISAXS scattering patterns (Figure 4, inset) to obtain information
on the in-plane ordering. Each sample produced an in-plane scattering pattern that, upon
data fitting, represented a hexagonal array of spherical objects.%? This matched with similar
patterns observed for non-swollen samples (Figure S5, Supplementary Information). In-plane
d-spacing values provided information on the size of the repeating structural feature, in this
instance, the centre to centre distance between pores. Consistent with the pore diameter
measurements, incremental increases in d-spacing values were observed when compared to
non-swollen counterparts providing further confirmation of the effects of HP swelling on the
porous network. Measurements of the full-width at half-maximum (FWHM) of each 1-d
linecut provided an indication of the extent of the order of each sample. Analysis of the
primary scattering peak (Figure S7, Supplementary Information) showed minimal change in
FWHM with incorporation of HP, suggesting a similar correlation length for pore ordering
in all samples.

Combining GISAXS and pore size data enabled an estimation of the effects of HP pore

swelling on the inter-pore wall thickness (Table S2, Supplementary Information). The pore
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Figure 4: In-plane GISAXS linecuts along q, for HP swollen samples before BCP re-
moval. (a-c) BCP/PIB800y3, BCP/PIB800y5 and BCP/PIB800ys (d-f) BCP/PIB1500y 3,
BCP/PIB1500g5 and BCP/PIB1500ys. The dashed lines represent fitting patterns for spher-
ical objects arranged in a 2D hexagonal paracrystalline array. 2D scattering patterns inset.

wall thickness data indicates a trend towards increased pore wall thickness as a function
of HP loading. This can be expected when considering the trend towards increased pore
volume and decreased number of pores calculated in Table 2.

AFM images (Figure 5, Figure S8 Supporting Information) provide visual confirmation
of the presence of an ordered inverse opal type network on the surface of the material for all
samples. This correlates with previously reported results using similar materials.?3'7 Fast
Fourier transform (FFT) and correlation function of AFM images (Figure S6, Supplementary
Information) of BCP,¢ and BCP/PIB1500y g confirmed a similar extent of ordering in swollen
and non-swollen samples, further demonstrating the capabilities of the herein presented

approach.
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Figure 5: AFM images of all HP swollen samples. (a) BCP/PIB800g 3, (b)BCP/PIB800y 5,
(¢)BCP/PIB800ys, (d) BCP/PIB1500y.3, (e)BCP/PIB15005, (f)BCP/PIB1500y.s.

Conclusions

In conclusion, we report pore size tuning in mesoporous aluminosilicate films using homopoly-
mers (HPs) to swell the core of block copolymer (BCP) micelles in solution. A multifaceted
analysis combining spectroscopic ellipsometry and ellipsometric porosimetry with SAXS,
GISAXS and AFM enabled a unique insight into the effects of the swelling of micelles by
HPs in solution on the resulting mesoporous network after film processing and removal of
the structure-directing agent. Variation of both the molecular weight and volume fraction
of the HP relative to the core forming block in the BCP enabled increases of over 40%
to the pore size while simultaneously expanding the pore interconnections by up to 60%.

Tuning of pore diameter and pore interconnections enables facile and bespoke adaption of

15



pore characteristics to the target application, with benefits envisioned for any mass trans-
fer dependent application, ranging from electrochemistry and photocatalysis to sensing and

controlled release.
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