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(57) ABSTRACT 

An evaporation-induced self-assembly method to prepare a 
porous, surfactant-templated, thin ?lm by mixing a silica sol, 
a solvent, a surfactant, and an interstitial compound, evapo 
rating a portion of the solvent to form a liquid, crystalline 
thin ?lm mesophase material, and then removal of the sur 
factant template. Coating onto a substrate produces a thin 
?lm with the interstitial compound either covalently bonded 
to the internal surfaces of the ordered or disordered mesos 
tructure framework or physically entrapped within the 
ordered or disordered mesostructured framework. Particles 
can be formed by aerosol processing or spray drying rather 
than coating onto a substrate. The selection of the interstitial 
compound provides a means for developing thin ?lms for 
applications including membranes, sensors, low dielectric 
constant ?lms, photonic materials and optical hosts. 
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METHOD FOR MAKING SURFACTANT 
TEMPLATED THIN FILMS 

Matter enclosed in heavy brackets [ ] appears in the 
original patent but forms no part of this reissue speci?ca 
tion; matter printed in italics indicates the additions 
made by reissue. 

This invention was made with Government support under 
Contract No. DE-AC04-94AL85000 awarded by the Depart 
ment of Energy. The Government has certain rights in the 
invention. 

BACKGROUND OF THE INVENTION 

The invention relates to a method for producing 
surfactant-templated thin ?lms and more particularly, to an 
evaporation-induced method for producing surfactant 
templated hybrid (inorganic/organic) and composite thin 
?lms. 

Hybrid organic/inorganic ?lms with controlled pore struc 
ture and surface chemistry are of interest for a wide range of 
applications including membranes, sensors, low dielectric 
constant (low k) ?lms, photonic materials, and optical hosts. 
Surfactant templating is a rather recent approach toward 
achieving pore siZe control of inorganic frameworks, and 
so-called hybrid sol-gel chemistry provides a convenient 
route to derivatiZe the pore surfaces with covalently-bonded 
organic ligands. Burkett et al. (Burkett, S., Sims, S., and 
Mann, S., Chemical Communications, 1996, 11, 
136741368), Fowler et al. (Fowler, C., Burkett, S., and 
Mann, S., Chemical Communications, 1997, 176941770), 
and Lim et al. (Lim, M., Blanford, C., and Stein, A., J. Amer. 
Chem. Soc., 1997, 119, 409044091) recently combined 
these approaches to form hybrid inorganic/organic mesopo 
rous silica. Their synthesis procedures involved reacting tet 
raalkoxysilanes (Si(OR)4, where R=ethyl or methyl) and an 
organoalkoxysilane (R'Si(OR)3, where R' is a non 
hydrolyZable organic ligand) with water under basic pH con 
ditions in the presence of surfactant 
(cetyltrimethylammonium bromide) with initial surfactant 
concentration c0>cmc. These procedures result in the pre 
cipitation of powder. Various acid/solvent extraction proce 
dures were used to remove the surfactant, resulting in 
organically-modi?ed mesoporous powders with 
l-dimensional, hexagonal architectures. The organic ligands 
in the mesoporous products included vinyl, phenyl, n-octyl, 
3-sulfanylpropyl, aminopropyl, 2,3-epoxypropoxy, and imi 
daZole. In all of these examples, the hybrid mesoporous 
silica was in the form of powder, precluding its use in such 
promising applications as membranes, low k ?lms, and 
optically-based sensors that generally require transparent, 
defect-free, supported thin ?lms. 
A second general approach to preparing hybrid 

mesophases is to prepare a stable, mesoporous silica product 
and then to react the pore surfaces with various organic 
groups using standard silane coupling chemistry. For 
example, Feng et al. (Feng, X., Fryxell, G. Wang, L. Kim. A., 
Liu, J. and Kemner, K., Science, 1997, 276, 9234926) pre 
pared mesoporous silica products using cetyltrimethylam 
monium chloride as the surfactant template. After 
calcination, the mesoporous silica was reacted with tri 
methoxymercaptopropylsilane. The powder was used to 
remove mercury and other heavy metals from contaminated 
solutions. Mesoporous silicas have also been organically 
derivatiZed via vapor phase techniques. These powders suf 
fer the same limitations as described above. 

Sellinger et al. (Sellinger, A., Weiss, P., Nguyen, A., Lu, 
Y., Assink, R., Gong, W., and Brinker, C., Nature, 1998, 394, 

20 

25 

30 

35 

40 

45 

50 

55 

60 

65 

2 
2564260; incorporated herein by reference) describe a sol 
vent evaporation technique to form ordered structures 
through a liquid phase process, but with little or no porosity. 
Brinker et al. (US. Pat. No. 5,858,457, issued on Jan. 12, 
1999) describe a solvent-evaporation method to form meso 
structured ?lms using metal oxides but the method does not 
provide for the preparation of hybrid inorganic/organic and 
composite thin ?lms. Brinker et al. also do not provide for 
covalently bonding ligands to the porous ?lm structure or for 
entrapping molecules within the pores. Useful would be a 
liquid-phase method to form porous thin ?lms with inor 
ganic or organic functional groups using a solvent evapora 
tion technique with essentially uni-modal pore siZe distribu 
tions and high surface areas. 

SUMMARY OF THE INVENTION 

According to the present invention, an evaporation 
induced self-assembly method is provided to prepare a 
porous, hybrid surfactant-templated, thin ?lm by mixing a 
silica sol precursor, a solvent, a surfactant, and an interstitial 
compound to ?rst form a silica sol, evaporating a portion of 
the solvent to form a liquid crystalline thin ?lm mesophase 
and heating the liquid crystalline mesophase to remove sur 
factant. Because the surfactant is at a concentration less than 
the critical micelle concentration, evaporation of a portion of 
the solvent, such as can occur during coating onto a substrate 
or during aerosol processing or spray drying, forms a liquid 
phase crystalline mesophase material. Coating onto a sub 
strate by spin-coating, dip-coating and spray-coating forms a 
thin ?lm wherein the thin ?lm can be either ordered or disor 
dered. Processing by aerosol processing or spray drying per 
mits formation of structured particles. 

The interstitial compound can be inorganic or organic, 
and more particularly is an organoalkoxysilanes, proteins, 
dyes, or metal-containing compounds. These interstitial 
molecules are covalently bonded or physically entrapped 
within the mesoporous structure. The formed thin ?lm has 
pores of diameter of approximately less than 200 A with a 
surface area greater than approximately 100 cmz/cm2 of 
deposited ?lm. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 shows transmission electron microscopy (TEM) 
images of disordered and ordered thin ?lms. 

FIG. 2 shows TEM images of disordered and ordered thin 
?lms. 

FIG. 3 shows x-ray diffraction patterns of disordered and 
ordered thin ?lms. 

FIG. 4 shows x-ray diffraction patterns of disordered and 
ordered thin ?lms. 

FIG. 5 shows nitrogen adsorption isotherms of disordered 
and ordered thin ?lms. 

FIG. 6 shows nitrogen adsorption isotherms of disordered 
and ordered thin ?lms. 

FIG. 7 shows TEM images of a thin ?lm with silver 
nanowires. 

DETAILED DESCRIPTION OF THE INVENTION 

The present invention provides a method to prepare 
hybrid organic/ inorganic, metal/ inorganic, and bioactive 
composite porous, mesophase structures and subsequent thin 
?lms with controlled pore structure and surface chemistry. A 
hybrid mesoporous thin ?lm incorporates inorganic, organic 
or composite molecules into the mesophase structure of the 
formed material. These ?lms are of interest for a wide range 
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of applications including uses in membranes, sensors, loW 
dielectric constant (loW k) ?lms, photonic materials, optical 
hosts and in biomedical applications such as drug delivery 
systems and in tissue engineering. In contrast to prior meth 
ods that formed hybrid inorganic/organic mesoporous silica, 
Wherein the silica Was in the form of poWder, the present 
invention is a method for forming a liquid material that can 
be used to form thin ?lms by such standard methods as dip 
coating, spray-coating, or spin-coating and to form particles 
by an aerosol method or spray-drying. The present invention 
provides a method to prepare porous hybrid organic/ 
inorganic, metal/inorganic, and bioactive composite porous 
thin ?lms and particles With surface areas greater than 
approximately 100 cm2/cm2 (?lm) or greater 500 m2/ g 
(poWder) and narroW pore siZe distributions, generally With 
the pore diameters in the approximate range of 10 to 200 A, 
[or in the case of polymers, hierarchical ?lms containing 
micro-emulsion and liquid crystalline-templated pores after 
calcination]. 

According to the present invention, in the liquid phase, a 
precursor sol is mixed With a solvent, Water and a surfactant, 
Wherein importantly the initial surfactant concentration, c0, 
is less than the critical micelle concentration, cmc. Because 
the surfactant concentration is less than the critical micelle 
concentration, subsequent solvent evaporation during ?lm 
formation or particle formation induces micelliZation and 
continuous self-assembly into hybrid surfactant-silica 
interstitial compound mesophases. Added to the initial mix 
ture is an inorganic or organic compound, Which is hereafter 
referred to as an interstitial compound, that is organiZed dur 
ing the micelliZation into the mesophase structure by either 
covalent bonding to the framework or physical entrapment 
Within the self-assembled mesostructured framework. 
Interestingly, these interstitial molecules can be larger than 
the characteristic siZes of the self-assembled mesostructure 
material, With the formed mesostructure conforming around 
these molecules to form an essentially defect-free 
mesophase structure While still retaining (after surfactant 
removal) a narroW pore siZe distribution and relatively high 
porosity and surface area. 

The precursor sol is generally prepared from tetra 
alkoxysilanes, an alkoxysilane, such as tetraethylorthosili 
cate or tetramethylorthosilicate, or a metal alkoxide, includ 
ing titanium butoxide, titanium iso-propoxide, Zirconium 
n-butoxide, aluminum iso-propoxide, aluminum iso 
propoxide, and mixtures thereof. 

Interstitial compounds include, but are not limited to, 
organoalkoxysilanes, proteins, dyes, and metal-containing 
compounds. The presence of these inorganic and organic 
compounds in the hybrid mesophase structure of the present 
invention alloW these materials to be used in sensor 
applications, as loW dielectric constant ?lms, as photonic 
materials and as optical hosts. 

In one embodiment, a homogeneous solution of an alkox 
ysilane (Si(OR)4, a polar solvent, Water, an organoalkoxysi 
lane as the interstitial compound and a surfactant is 
prepared, Wherein importantly the initial surfactant 
concentration, c, is less than the critical micelle 
concentration, cmc. Any organoalkoxysilane compound can 
be used but certain compounds are useful for their speci?c 
functionality. For example, organoalkoxysilanes With ?uori 
nated groups, such as trideca?uoro- l , l ,2,2, 
tetrahydrooctyltriethoxysilane (TFTS), make the ?lm hydro 
phobic and compounds With mercapto-terminated groups, 
such as mercaptopropyltrimethoxylsilane, can absorb heavy 
metals. 

The surfactant can be anionic, cationic, nonionic, or a 
block copolymer. Anionic surfactants that can be used 
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4 
include, but are not limited to, sulfates, sulfonates, 
phosphates, and carboxylic acids. Cationic surfactants that 
can be used include, but are not limited to, alkylammonium 
salts, gemini surfactants, cetylethylpiperidinium salts, and 
dialkyldimethylammonium. Nonionic surfactants that can be 
used, With the hydrophilic group not charged, include, but 
are not limited to, primary amines, poly(oxyethylene) 
oxides, octaethylene glycol monodecyl ether and octaethyl 
ene glycol monohexadecyl ether. The polar organic/Water 
solvent can be any general polar organic solvent soluble in 
Water, such as an alcohol/Water solvent, a formamide/Water 
solvent or a tetrahydrofuran/Water solvent. 

Because the surfactant concentration is less than the criti 
cal micelle concentration, subsequent solvent evaporation 
induces micelliZation and continuous self-assembly into 
hybrid silica-surfactant mesophases. When the solvent 
evaporation is accomplished by spin-coating, spray-coating 
or dip-coating, a porous thin ?lm is formed on a substrate 
Which yields, after surfactant removal, a thin ?lm With a 
narroW pore siZe distribution, typically from approximately 
10 A to approximately 200 A, and a relatively high surface 
area, typically greater than 100 cm2/cm2 (?lm). and fre 
quently greater than 500 cm2/cm2 (?lm). Particles can be 
formed by using aerosol processing or spray drying. Using 
organoalkoxysilane molecules, the organic ligands are 
covalently bonded to the frameWork and positioned on the 
pore surfaces in the present invention to achieve desired 
functionality. After the self-assembly process, the surfactant 
templates can be removed While preserving the organo 
silicon bonds. This can be accomplished by using a loW 
temperature heat treatment or Washing procedure. Because 
solvent extraction techniques may collapse the mesoporous 
netWork, surfactant molecules can be removed by a loW tem 
perature pyrolysis procedure Wherein the ?lms are heated in 
an inert atmosphere to a temperature suf?cient to decompose 
the surfactant molecules (for example, 250° C.) Without 
degrading any covalently-bound organic ligands. This heat 
treatment also promotes further condensation of the silica 
frameWork, helping to stabiliZe the mesoporous netWork. 
Alternatively, the hybrid silica-surfactant mesophase can be 
treated With a catalyst to promote the frameWork polymer 
iZation prior to surfactant removal. 

In one preparation to form thin ?lms, a silica sol Was 
prepared from tetraethylorthosilicate (TEOS), a polar 
organic solvent, Water and an acid With addition of an 
organoalkoxysilane, for example, trideca?uoro-l,l,2,2, 
tetrahydrooctyltriethoxysilane (TFTS), and a surfactant, 
such as cetyltrimethylammonium bromide (CTAB). The 
polar organic solvent can be any solvent that solubiliZes the 
other reactants, particularly such solvents as alcohols, and 
more particularly, methanol, ethanol, propanol, butanol, 
tetrahydrofuran, and formamide or mixtures thereof. In a 
typical preparation, an initial silica sol (A2**) Was prepared 
by re?uxing tetraethylorthosilicate (TEOS), ethanol, Water 
and an acid, such as HCl, With addition of TFTS and CTAB. 
A thin ?lm Was prepared from this solution by spray 
coating, dip-coating, or spin-coating on a substrate. During 
the coating procedure, evaporation of the solvent causes 
organization into the mesophase structure. Subsequently, the 
?lms Were pyrolyZed in an oxygen on inert environment at 
elevated temperature to form an ordered mesoporous struc 
ture. These ?lms Were shoWn to be useful in sensor applica 
tions as ?lms of thickness less than 1 micron had pore siZes 
betWeen approximately 10 A and approximately 100 A, With 
a surface area greater than 500 cm2/cm2 (?lm). 

Modi?cations of this preparation alloW both ordered and 
disordered thin ?lms to be prepared. Ordered ?lms, more 
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crystalline in characteristics, as determined by loW angle 
x-ray diffraction, and disordered ?lms, more amorphous in 
characteristics, are useful in different applications. As typi 
cal With the thin ?lms prepared according to the present 
invention, both the ordered and disordered thin ?lms have a 
relatively monodisperse pore size distribution. The ordered 
thin ?lms have a tWo-dimensional regularity, as shoWn by 
transmission electron microscopy (TEM) images in FIG. 1 
Where a CTAB surfactant Was used and in FIG. 2 Where a 
polyoxyethylene ether of an aliphatic alcohol surfactant Was 
used, as compared to the one-dimensional regularity of the 
disordered thin ?lms. The corresponding x-ray diffraction 
patterns @(RDs) for the materials of FIGS. 1 and 2 are 
shoWn in FIGS. 3 and 4. As shoWn by the XRDs, the ordered 
thin ?lms differ from the disordered thin ?lms in that the 
XRDs of the ordered thin ?lms have multiple peaks in the 
range 20=0.5*l0o While the XRDs of the disordered thin 
?lms have only one peak in the range 20=0.5*7°. Nitrogen 
isotherms of the ordered and disordered ?lms of FIGS. 1 and 
2 are shoWn in FIGS. 5 and 6, respectively, and shoW that the 
pores are relatively monodisperse from the steepness of the 
data. In addition, FIG. 6 shoWs there is very little hysteresis 
(adsorption vs desorption) that further indicates the mono 
dispersity and regularity of the pore structure. 

In one embodiment, an ordered hybrid ?lm Was prepared 
by ?rst preparing the silica sol A2** and then adding a mix 
ture of the TFTS and surfactant to the silica sol, With the 
surfactant concentration less than the critical micelle con 
centration. The acid concentration employed in the A2** 
synthesis procedure is adjusted to minimize the siloxane 
condensation rate, thereby promoting facile silica-surfactant 
self-assembly during the coating procedure. After solvent 
evaporation during coating of a substrate, the material orga 
nizes into an ordered liquid crystalline mesophase. In 
general, these ordered thin ?lms have relatively narroW pore 
size distributions With tWo or more x-ray diffraction (XRD) 
peaks in the range 20=0.5*l0°. 

In another embodiment, a disordered hybrid ?lm Was pre 
pared by mixing ?rst TFTS, TEOS an alcohol, Water and an 
acid. The mixture is more e?iciently reacted at a slightly 
elevated temperature, for example approximately 60° C. 
under constant stirring. A surfactant, such as CTAB, is then 
added at a concentration less than the critical micelle con 
centration. The liquid is coated onto a substrate, alloWing 
solvent evaporation, and a disordered thin ?lm is formed. In 
general, these disordered thin ?lms also have relatively nar 
roW pore size distributions but With only one XRD peak, 
generally in the range 20=0.5*7°. 

For both the ordered and disordered hybrid materials, thin 
?lms Were prepared by coating the sols onto a substrate, 
such as a crystal silicon Wafer or ST-cut piezoelectric crys 
talline quartz substrate. 

In another embodiment, TEOS, ethanol, Water, HCl and 
TFTS Were mixed With a non-ionic solvent. A three 
dimensional structure Was obtained by utilizing a relatively 
high concentration of surfactant, as further described in 
Example 3. This embodiment shoWs the capability to tailor 
material characteristics by controlling the relative proportion 
of the reactants. With a reactant mole ratio of TEOSzethanol: 
Water:HCl:surfactantzTFTS of 1:22 : 5:0.004: 
0.092*0.3l:0.039*0.l, a thin ?lm Was prepared With thick 
ness less than 1 micron and a surface area of greater than 800 
cm2/cm2 (?lm), a porosity greater than 50% and an average 
pore diameter of 25 A. 

In another embodiment, With the interstitial compound a 
mercaptopropyltrimethoxylsilane, a mercapto-derivatized 
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6 
mesoporous thin ?lm Was prepared that had a thickness less 
than 1 micron and surface area of greater than 1000 cm2/cm2 
and an average pore diameter of 24 A. After calcination and 
processing, as described further in Example 4, the thin ?lm 
shoWed a?inity for silver and silver nanoWires Were able to 
be groWn Within the mesoporous channels. FIG. 7 shoWs a 
TEM image of silver nanoWires groWn Within a three 
dimensional pore channel netWork. 

In another embodiment, ?uorescent dye molecule and 
proteins functioned as the interstitial compounds and Were 
incorporated into the thin ?lm structure, even though, 
interestingly, these compounds Were larger than the charac 
teristic spacing of the thin ?lm mesophase. The formation of 
the thin ?lm by the liquid-phase processing method of the 
present invention alloWs the mesophase structure to conform 
around the incorporated interstitial compounds. Subsequent 
tests con?rmed that bio-activity Was maintained When using 
the protein cytochrome c and ?lms prepared With rhodamine 
B exhibit ?uorescent spectra characteristic of rhodamine B. 
A material potentially useful as a non-linear optical mate 

rial Was also prepared by using 3-(2,4-dinitrophenylamino) 
propyl(triethoxy)silane as the interstitial compound. Meso 
porous silica ?lms With magnetic properties Were prepared 
by using iron- and copper-exchanged dodecylsulfate surfac 
tants. The embodiments demonstrate the capability to use 
inorganic, organic, and bioactive composite materials in the 
formation of both ordered and disordered thin ?lms. 

In another embodiment, the interstitial compound can be a 
hydrophobic organic polymer, oligomer, or sWelling agent 
that sWells the liquid crystalline mesoporous material and 
thereby increases the porosity of the formed thin ?lm. Mate 
rials prepared With hydrophobic organic polymers Were pre 
pared With a resulting dielectric constant less than 2, shoW 
ing potential use for applications requiring loW-dielectric 
constant materials. 

EXAMPLES 

Example 1 

Hydrophobic Fluoroalkyl-Modi?ed Thin Film 
Mesophases 

Sols Were prepared from trideca?uoro-l,l,2,2, 
tetrahydrooctyltriethoxysilane (abbreviated as TFTS), tetra 
ethylorthosilicate (abbreviated as TEOS, chemical formula 
Si(OC2H5)4), and a surfactant, cetyltrimethylammonium 
bromide (abbreviated as CTAB, chemical formula CH3 
(CH2)l5N(CH3)3Br). Each TFTS molecule contains one 
non-hydrolyzable trideca?uoro- l , l ,2,2,-tetrahydrooctyl 
ligand. TWo synthesis procedures Were employed resulting 
in either ordered hybrid ?lms (OHF) or disordered hybrid 
?lms (DHF). OHF sols Were prepared by addition of 3.6 mL 
TFTS to 36 mL of an acidic silica sol (A2**) folloWed by 
dilution With tWo volumes of ethanol (EtOH) and addition of 
3.2 g CTAB to 120 mL of the diluted sol. The acid concen 
tration employed in the A2** synthesis procedure Was cho 
sen to minimize the siloxane condensation rate, thereby pro 
moting facile silica-surfactant self-assembly during dip 
coating. The DHF sol Was prepared by reacting TFTS, 
TEOS, ethanol, H20, and HCl in a molar ratio of 
0.l5:0.85:3.8:5.l:5.3><l0_3 at 600 C. for 90 min under con 
stant stirring, folloWed by aging at 500 C. for 3 days, dilution 
With tWo volumes of ethanol, and addition of 3.2 g CTAB to 
120 mL of the diluted sol. For both sols, the ?nal molar 
ratios TFTS:TEOS:EtOH:H2O:CTAB Were 
0.15:0.85z2l.8:5.l:5.3><l0_3. This initial CTAB concentra 
tion Was chosen to be much less than the critical micelle 
concentration cmc as con?rmed by dynamic light scattering. 
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Thin ?lms Were prepared by dip-coating the sols onto 
single crystal silicon Wafers or ST-cut piezoelectric crystal 
line quartz surface acoustic Wave (SAW) substrates. A rate of 
50 cm/min in a nitrogen atmosphere is an ef?cient rate. 
Comparable bulk specimens (xerogels) Were prepared by 
casting the sols in petri-dishes followed by rapid drying 
under ambient conditions. To promote siloxane 
condensation, the ?lm and xerogel specimens Were exposed 
to NH3 vapor by suspending the samples above an aqueous 
solution of 6N NH4OH for about 30 min. Samples Were 
heated at 1° C./min to 260° C. for 5 hr in a N2 atmosphere to 
decompose the CTAB and outgassed at 250° C. for 24 hr (<1 
mmHg) to remove any residual decomposition products. 
X-ray diffraction @(RD) (Siemens Model D500) combined 
With high resolution transmission electron microscopy 
(HRTEM) (JEOL 2010, operating voltage 200 KV) Were 
used to characterize the hybrid ?lm mesostructures. Thermal 
gravimetric analysis (TGA) and differential thermal analysis 
(DTA) (STA 1500, PL Thermal Sciences) Were used to char 
acterize the pyrolysis process. Infrared (IR) spectroscopy 
(Nicolet model 800) Was used to con?rm the selective 
removal of CTAB (KBr poWder pellet technique). The thick 
ness of the coated ?lms Was measured using ellipsometry 
(Gaertner Scienti?c Corporation, Model L116C) assuming 
that the absorption coef?cient is zero at 7»=632.8 nm. Film 
thickness values Were con?rmed by scanning electron 
microscopy (SEM) of ?lm cross-sections. 

The ?lms deposited on the SAW substrates Were used to 
estimate surface area, pore size, and total pore volume. The 
amount of nitrogen adsorbed as a function of relative pres 
sure Was determined from the frequency change, assuming 
that the SAW frequency is only perturbed by a mass loading 
variation. Nitrogen adsorption isotherms at 77 K Were 
obtained by plotting the amount of nitrogen adsorbed versus 
the corresponding relative pressure of nitrogen. Surface 
areas Were estimated by using the Brunauer-Emmet-Teller 
(BET) equation; pore radii (r) Were estimated by modeling 
the pores as cylinders: the hydraulic radius r=2V/ S, Where V 
is the pore volume and S is the surface area. 
TGA/DTA curves of the TFTS/TEOS hybrid xerogel 

obtained in a nitrogen atmosphere using a heating rate of 4° 
C./min shoWed Weight loss (approximately 40%), accompa 
nied by endothermic peaks at 170° C. and 230° C. This ?rst 
Weight loss is due to the decomposition of CTAB in nitrogen 
(the melting and decomposition temperatures of CTAB are 
about 230° C.). This Weight loss corresponds to that of 
CTAB added in the hybrid xerogel (approximately 40%). 
The second step of Weight loss (approximately 27%) accom 
panied by an exothermic peak at 520° C. corresponds to the 
decomposition of trideca?uoro-l, 1,2,2,-tetrahydrooctyl 
ligands; the measured Weight loss is consistent With that of 
the trideca?uoro-1,1,2,2,-tetrahydrooctyl ligands added 
(approximately 28%). No signi?cant Weight loss or thermal 
events are observed betWeen 300° C. and 450° C., thus, the 
CTAB-containing hybrid materials can be heated to 260° C. 
in a nitrogen atmosphere to selectively remove the CTAB but 
not the ?uorinated organic ligands. Infrared spectra con?rm 
that CTAB can be selectively removed by pyrolysis Without 
affecting trideca?uoro-l,1,2,2,-tetrahydrocotyl ligands in 
the hybrid materials. 

FIG. 5 shoWs the nitrogen adsorption isotherms (at 77 K) 
of the porous hybrid ?lms obtained using the SAW measure 
ment. It shoWs typical isotherms of surfactant-templated 
mesoporous silica With a uni-modal pore size distribution. 
The lack of hysteresis and absence of any appreciable 
adsorption at relative pressures above 0.3 is consistent With a 
uni-modal porosity With no interparticle meso- or 
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8 
macroporosity. The thickness of the thin ?lm Was deter 
mined to be approximately 5000 A, With an average pore 
size of approximately 16 A, a porosity of approximately 
41% and a surface area of approximately 512 cm2/cm2. 
Because the surface area of the surfactant-templated thin 
?lm can be as high as 512 cm2/cm2, it is ideal for highly 
sensitive sensor applications. The pore structure Was 
observed using high-resolution transition electron micros 
copy (HRTEM). The pore structure of the disordered TFTS/ 
TEOS hybrid ?lm prepared by pre-reacting TFTS With 
TEOS shoWs a random three-dimensional pore netWork hav 
ing 15418 A pore sizes With a uni-modal pore size 
distribution, consistent With the results of the SAW measure 
ment. The pore structure of the ordered TFTS/TEOS hybrid 
?lm prepared by post-reacting TFTS With A2** sols shoWs 
that the post-reacting procedure leads to the formation of 
thin ?lms With an ordered hexagonal mesophase. X-ray dif 
fraction (XRD) shoWs a one-dimensional hexagonal 
mesophase With a d-spacing of 36 A consistent With TEM 
results. 

Capacitance versus voltage measurements performed on 
the calcined ?lms and calcined ?lms post reacted With hex 
amethyldisiloxane indicated dielectric constant values rang 
ing from 2.4 to 1.8. 

Example 2 

Effect of Organosilane on Mesostructure 

Silica sols Were prepared by a tWo-step process in the ?rst 
step: TEOS (Si(OC2H5)4, ethanol, Water, HCl Were re?uxed 
at 60° C. in the folloWing molar ratio: 1:3.8:1.5><10_5 the sol 
Was cooled to room temperature, additional Water Was 
added, and HCl concentration Was increased to approxi 
mately 0.01 M. Following stirring for 15 minutes at 25° C., 
the sols Were diluted With 2 equivalents ethanol. A non-ionic 
surfactant (a polyoxyethylene ether) Was added. At this 
stage, the reactant mole ratios TEOS:EtOH:H2O:HCl: sur 
factant Were 1:22:5:0.004:0.093*0.31. Hexadecyltrimethox 
ysilane Was added folloWed by surfactants. The ?nal reactant 
molar ratios Were: 1 TEOS:22 C2H5OH:5 H2O:0.093*0.31 
surfactant: 0.039401 organosilane. 

Films Were deposited on silicon Wafers by dip-coating at a 
speed of 7.6451 cm/min or by spin-coating at 200048000 
rpm. Films Were pyrolyzed in air at 400° C. or in nitrogen at 
350° C. for three hours, using heating and cooling rates of 1° 
C./min. 

Example 3 

Formation of a 3-dimensional Hexagonal 
Hydrophobic Film 

Silica sols Were prepared by a tWo-step process. In the 
?rst step: TEOS (Si(OC2H5)4, ethanol, Water, HCl Were 
re?uxed at 60° C. in the folloWing molar ratio: 1:3.8:1.5><10_ 
5. The sol Was cooled to room temperature. Additional Water 
Was added, and the HCl concentration Was increased to 
approximately 0.01 M. FolloWing stirring for 15 minutes at 
25° C., the sols Were diluted With 2 equivalents ethanol. A 4 
Wt % non-ionic surfactant (a polyoxyethylene ether) Was 
added. At this stage, the reactant mole ratios TEOS: EtOH: 
H2O: HCl: surfactant Were 1:22:5:0.004:0.093*0.31. 0.50 g 
of trideca?uoro-l,1,2,2-tetrahydrooctyl)triethoxylsilane 
(TFTS) Was added folloWed by surfactants. The ?nal reac 
tant molar ratios Were: 1 TEOS:22 C2H5OH:5 
H2O:0.093*0.31 surfactant: 0.039%).1 organosilane. 

Films Were deposited on silicon Wafers by dip-coating at a 
speed of 7.6451 cm/min or by spin-coating at 200048000 
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rpm. Films Were pyrolyZed in air at 400° C. or in nitrogen at 
350° C. for three hours, using heating and cooling rates of 1° 
C./min. 

FIG. 4 shoWs an XRD pattern of a calcined ?lm. It is 
consistent With a 3-d hexagonal mesophase With unit cell 
constants c=78 A, a=46.2 A. TEM studies shoWed that the 
calcined ?lm exhibits a completely uniform 3-dimensional 
mesophase throughout the ?lm thickness. FIG. 4 shoWs both 
the XRD of the ordered ?lm and the XRD of the disordered 
thin ?lms after aging 3 days. 

FIG. 6 shoWs the corresponding SAW-based N2 sorption 
isotherms of the calcined ?lm s(adsorption, ?lled, and 
desorption, open). The ?lm Was applied to an approximately 
1 cm2 area of a pieZoelectric ST-cut quartz substrate With 
interdigital gold transducers designed to operate at 97 MHZ. 
Mass change Was monitored (approximately 80 pg/cm2 
sensitivity) as a function of relative pressure using a surface 
acoustic Wave (SAW) technique. Mass change Was con 
verted to volume change (STP) assuming a N2 density of 
1.55><10_3 g/cm3. The ?lm mass Was calculated from the 
?lm thickness and volume fraction porosity (derived from 
ellipsometric analyses), assuming a framework density of 
2.1 g/cm3. The isotherm Was acquired directly from a sup 
ported ?lm Without detachment from the substrate. The lack 
of hysteresis and absence of any appreciable adsorption at 
relative pressures above 0.3 is consistent With a uni-modal 
pore siZe distribution With no interparticle meso- or 
macroporosity. The surface area calculated assuming a 
frameWork density of 2.1 g/cm3 is 850 m2/ g, the pore diam 
eter is 25 A, and the fraction porosity is 54%. 

Example 4 

Mercapto-derivatiZed Mesoporous Thin Films and 
Silver/ silica Composite Films 

Silica sols Were prepared by a tWo-step process. In the 
?rst step: TEOS (Si(OC2H5)4, ethanol, Water, HCl Were 
re?uxed at 60° C. in the folloWing molar ratio: 
1:3.8:1.5><10_5. The sol Was cooled to room temperature. 
Additional Water Was added, and the HCl concentration Was 
increased to approximately 0.01 M. Following stirring for 15 
minutes at 25° C., the sols Were diluted With 2 equivalents 
ethanol. A 4 Wt % non-ionic surfactant (a polyoxyethylene 
ether) Was added. At this stage, the reactant mole ratios 
TEOS:EtOH:H2O:HCl: surfactant Were 
1:22:5:0.004:0.093*0.31. 0.5 g of 
mercaptopropyltrimethoxylsilane, HS(CH2)3Si(OCH3)3 
Was added folloWed by surfactants. The ?nal reactant molar 
ratios Were: 1 TEOS:22 C2H5OH:5 H2O:0.093*0.31 surfac 
tant: 0.039*0.1 organosilane. 

Films Were deposited on silicon Wafers by dip-coating at a 
speed of 7.6i5l cm/min or by spin-coating at 2000*8000 
rpm. Films Were pyrolyZed in air at 400° C. or in nitrogen at 
350° C. for three hours, using heating and cooling rates of 1° 
C./min. 

Based on the nitrogen isotherm data, the material has a 
uni-modal pore distribution centered at 24 A. The BET sur 
face area is 1060 m2/ g. 

After calcination, the ?lm Was immersed into 1 M silver 
nitrate aqueous solution for 2 hours. The ?lm Was Washed 
With DI Water and put it into a 0.1 M NaBH4 aqueous solu 
tion or annealed in H2 at 400° C. to reduce the silver nitrate. 
At this stage, silver nanoparticles Were formed. Immersion 
into 1 M silver nitrate aqueous solution folloWed by reduc 
tion in 0.1 M NaBH4 aqueous solution or by annealing in H2 
Was repeated tWice to create silver nanoWires. The TEM 
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10 
micrograph of the corresponding ?lm shoWs silver nanoW 
ires groWing Within the mesopore channels. The BET sur 
face area is 730 m2/ g and the average pore siZe is 18 A. 

Example 5 

Encapsulation of Fluorescent Dye Molecules and 
Proteins in Mesoporous Films 

Silica sols Were prepared by a tWo-step process. In the 
?rst step: TEOS (Si(OC2H5)4, ethanol, Water, HCl Were 
re?uxed at 60° C. in the folloWing molar ratio: 1:3.8:1.5><10_ 
5. The sol Was cooled to room temperature. Additional Water 
Was added, and the HCl concentration Was increased to 
approximately 0.01 M. FolloWing stirring for 15 minutes at 
25° C., the sols Were diluted With 2 equivalents ethanol. A 4 
Wt % non-ionic surfactant (a polyoxyethylene ether) Was 
added along With 0.1 g rhodamine B. Other organic substitu 
ents such as organic dye molecules or proteins can be uti 
liZed. At this stage, the reactant mole ratios 
TEOS:EtOH:H2O:HCl:surfactant Were 
1:22:5:0.004:0.093%).31. 

Films Were deposited on silicon Wafers by dip-coating at a 
speed of 7.6i5l cm/min or by spin-coating at 2000*8000 
rpm. Films Were pyrolyZed in air at 400° C. or in nitrogen at 
350° C. for three hours, using heating and cooling rates of 1° 
C./min. Optical micrography of ?uorescence emission from 
a patterned, mesostructured silica ?lm containing rhodamine 
B con?rm that the rhodamine remains optically active in the 
mesostructured ?lm. 

Another silica sol Was prepared as above With 2 Wt % 
CTAB, 2 Wt % non-ionic surfactant (a polyoxyethylene 
ether) and 0.02 g cytochrome c. Shifts in the UV-visible 
absorption spectrum With pH indicate conformation changes 
of cytochrome c With pH. This con?rms that bio-activity is 
maintained in the guest bio-active species. TEM shoWs that 
these ?lms have ordered mesostructures. 

Example 6 

Optoelectronic Films 
Silica sols Were prepared by a tWo-step process. In the 

?rst step: TEOS (Si(OC2H5)4, ethanol, Water, HCl Were 
re?uxed at 60° C. in the folloWing molar ratio: 1:3.8:1.5><10_ 
5. The sol Was cooled to room temperature. Additional Water 
Was added, and the HCl concentration Was increased to 
approximately 0.01 M. FolloWing stirring for 15 minutes at 
25° C., the sols Were diluted With 2 equivalents of ethanol. A 
4 Wt % non-ionic surfactant (a polyoxyethylene ether) Was 
added. At this stage, the reactant mole ratios 
TEOS:EtOH:H2O:HCl: surfactant Were 
1:22:5:0.004:0.093%).31. 0.5 g 3-(2,4-dinitrophenylamino) 
propyl(triethoxy)silane (DNPTES) Was added folloWed by 
surfactants. The ?nal reactant molar ratios Were: 1 TEOS:22 

C2H5OH:5 H2O:0.093*0.31 surfactant: 0.03 9*0.1 
DNPTES. 

Films Were deposited on silicon Wafers by dip-coating at a 
speed of 7.6i5l cm/min or by spin-coating at 2000*8000 
rpm. Films Were pyrolyZed in air at 400° C. or in nitrogen at 
350° C. for three hours, using heating and cooling rates of 1° 
C./min. The TEM image of this material shoWs that the 
structure is consistent With a 3-dimensional hexagonal thin 
?lm mesophase. The DNPTES-derivatiZed ?lm is of interest 
as a X2 non-linear optical material. 

Example 7 

Mesoporous Silica Films With Magnetic Properties 
Silica sols Were prepared by a tWo-step process. In the 

?rst step: TEOS (Si(OC2H5)4, ethanol, Water, HCl Were 
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re?uxed at 60° C. in the following molar ratio: 1:3.8:1.5><10_ 
5. The sol Was cooled to room temperature. Additional Water 
Was added, and the HCl concentration Was increased to 
approximately 0.01 M. Following stirring for 15 minutes at 
25° C., the sols Were diluted With 2 equivalents ethanol. In 
one preparation, an iron-exchanged dodecylsulfate 
surfactant, Fe(DS)2, Was added. In a second preparation, a 
copper-exchanged dodecylsulfate surfactant, Cu(DS)2, Was 
added. These tWo surfactants Were prepared according to 
Moroi et al. (Moroi, T., Motomura, K., Matuura, 1., Colloid 
Interface Sci. 1974, 46, 111, incorporated by reference 
herein). An aqueous solution of 0.2 M sodium dodecylsul 
fate (SDS) Was mixed With 0.3 M of either ferrous or copper 
chloride. The solution Was kept at 2° C., and a precipitate 
appeared. The precipitate Was Washed several times With a 
0.1 M iron or copper chloride solution and recrystallized in 
distilled Water and vacuum dried. The reactant mole ratios 

TEOS:EtOH:H2O:HCl:surfactant Were 
1:22:5:0.004:0.093*0.31. 

Films Were deposited on silicon Wafers by dip-coating at a 
speed of 7.6451 cm/min or by spin-coating at 200048000 
rpm. Films Were coated on silicon Wafers and calcined in air 
at 400° C. for 3 hours or in hydrogen at 400° C. for 3 hours. 
The resulting materials have certain magnetic properties. 

The invention being thus described, it Will be apparent 
that the same may be varied in many Ways. Such variations 
are not to be regarded as a departure from the spirit and 
scope of the invention, and all such modi?cations as Would 
be obvious to one skilled in the art are intended to be 
included Within the scope of the folloWing claims. 
We claim: 
1. An evaporation-induced self-assembly method to pre 

pare a liquid, crystalline ?lm mesophase material, compris 
ing: 

mixing a precursor sol, a solvent, a surfactant, and an 
interstitial compound to prepare a [silica] sol, Wherein 
said surfactant is at a concentration less than the critical 
micelle concentration; and 

evaporating a portion of the solvent from said [silica] sol 
to form a liquid, crystalline, ?lm mesophase material. 

2. The method of claim 1 further comprising the step of 
heating said liquid, crystalline, ?lm mesophase material to 
form a surfactant-templated ?lm. 

3. The method of claim 2 Wherein the step of heating 
removes a portion of said surfactant. 

4. The method of claim 3 Wherein the surfactant 
templated ?lm has pores of diameter of approximately less 
than 200 A. 

5. The method of claim 3 Wherein the surfactant 
templated ?lm has a surface area greater than approximately 
100 cm2/cm2 ?lm surface. 

6. The method of claim 1 Wherein the interstitial com 
pound is physically entrapped Within said liquid, crystalline, 
[thin] ?lm mesophase material. 

7. The method of claim 1 Wherein the precursor sol is 
selected from the group consisting of [tetraethylorthosili 
cate] tetramelhylorlhosilicale, tetraethylorthosilicate, tita 
nium butoxide, titanium iso-propoxide, Zirconium 
n-butoxide, [aluminum iso-propoxide,] and aluminum iso 
propoxide. 

8. The method of claim 1 Wherein the interstitial com 
pound is selected from the group consisting of 
organoalkoxysilanes, proteins, dyes, and metal-containing 
compounds. 
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9. The method of claim 8 Wherein the interstitial com 

pound is selected from the group consisting of trideca?uoro 
1,1,2,2, -tetrahydrooctyltriethoxysilane, 
mercaptopropyltrimethoxylsilane, rhodamine B, cyto 
chrome c, and 3-(2,4-dinitrophenylamino)propyl(triethoxy) 
silane. 

10. The method of claim 2 Wherein the surfactant 
templated ?lm is an ordered material With at least tWo x-ray 
diffraction peaks in the range 20=0.5*10°. 

11. The method of claim 2 Wherein the surfactant 
templated ?lm is a disordered material With one x-ray dif 
fraction peak in the range 20=0.5*7°. 

12. The method of claim 2 Wherein the surfactant 
templated ?lm is exposed to ammonia vapor to promote con 
densation. 

13. The method of claim 1 Wherein the surfactant is 
selected from the group consisting of sulfates, sulfonates, 
phosphates, carboxylic acids, alkylammonium salts, gemini 
surfactants, cetylethylpiperidinium salts, 
dialkyldimethylammonium, primary amines, poly 
(oxyethylene) oxides, octaethylene glycol monodecyl ether, 
octaethylene glycol monohexadecyl ether and block copoly 
mers. 

14. The method of claim 1 Wherein the solvent is selected 
from the group consisting of an alcohol, formamide, and 
tetrahydrofuran. 

15. The method of claim 1 Wherein [the step of] evaporat 
ing a portion of the solvent is performed by a method 
selected from the group consisting of spin-coating, spray 
coating, dip-coating, and aerosol processing. 

16. The method of claim 15 Wherein the [silica] sol is 
coated onto a substrate by a method selected from the group 
consisting of spin-coating, spray-coating, and dip-coating. 

17. The method of claim 16 Wherein said substrate is 
selected from the group consisting of a crystal silicon Wafer 
and a pieZoelectric crystalline quartZ substrate. 

18. The method of claim 1 Wherein the interstitial com 
pound is selected from the group consisting of a hydropho 
bic molecule, an oligomer, and a polymer. 

19. An evaporation-induced self-assembly method to pre 
pare a porous, surfactant-templated ?lm, comprising: 

mixing tetraethylorthosilicate, alcohol, Water, an acid, a 
surfactant, and trideca?uoro-1,1,2,2 
tetrahydrooctyltriethoxysilane, Wherein said surfactant 
is at a concentration less than the critical micelle 
concentration, to form a homogeneous mixture; 

coating a substrate With said homogeneous mixture, said 
coating inducing evaporation of a portion of the solvent 
to produce a liquid, crystalline ?lm mesophase mate 
rial; and 

heating said liquid, crystalline ?lm mesophase material to 
decompose said surfactant, forming a porous, 
surfactant-templated ?lm. 

20. The method of claim 19 Wherein the surfactant is 
cetyltrimethylammonium bromide. 

21. The method of claim 20 Wherein the molar ratios of 
trideca?uoro-1,1,2,2 
tetrahydrooctyltriethoxysi - 

lane:tetraethylorthosilicate:alcohol:Water: cetyltrimethy 
lammonium bromide are 0.15:0.85:21.8:5.1:0.0053. 


