





and tailorable over a range of 2.3 to 5.1 nm accord-
ing to the overall length of the geminilike head
groups. The mesopores also exhibited a narrow
size distribution, where the mean mesopore diam-
eter could be systematically controlled over 3.8 to
21 nm by the addition of micelle swelling agents,
such as 1,3,5-trimethylbenzene. The mesopore
arrangement is reminiscent of Korea Advanced
Institute of Science and Technology No. 1 (KIT-1)
material (figs. S4 to S10), though KIT-1 frame-
works are noncrystalline (217).

The synthesis procedure is similar to the hy-
drothermal crystallization of a typical bulk zeo-
lite, except for the use of dual-porogenic surfactants
instead of common organic structure-directing spe-
cies like tetrapropylammonium. Figure 1 shows
scanning electron microscopy (SEM), transmis-
sion electron microscopy (TEM), and powder
x-ray diffraction (XRD) results of the hexagonal-
ly ordered, crystalline MMS, which was synthe-
sized with the 18-N;—18 surfactant (Fig. 1A). SEM
images (Fig. 1B and fig. S2) show uniform nano-

Fig. 1. (A) 18—N5—18 surfactant (white spheres, hydrogen; gray spheres, carbon; red spheres, nitrogen).
(B) SEM, (C and D) TEM, [(Q) and (D), insets] Fourier diffractogram, and (E) XRD pattern of hexagonally
ordered crystalline MMS after surfactant removal. For structural comparison, an MFI framework model is
given in the bottom right inset of (D) (see also fig. S13). hk Miller indices; a.u., arbitrary units.

Table 1. Structural properties of mesostructured molecular sieves.

. BET Total Mesopore
. Mean micropore Mean mesopore
Zeolite . . surface  pore wall
Surfactant* Mesophase diameter diameter .
framework (hm) (nm) areat volume thicknesst
m%g Y (mg Y  (hm)
18—N;—18 . Hexagonal 3.5 1190 1.58 1.7
22-N,—22 MFilike 055 3.8 1060 1.8 23
N4-phe . 3.6 940 1.24 2.9
N¢-diphe Beta  Disordered 0.65 45 870  1.14 3.9
Ng-triphe 4.7 780 0.98 5.1

*Gemini-type, poly-quaternary ammonium surfactants used in this work (see table S1 and fig. S1 for chemical formulas
and structures). 1BET surface area calculated from the adsorption data obtained at P/P, between 0.1 and 0.3, using
the Brunauer-Emmett-Teller (BET) equation. tMesopore wall thicknesses of crystalline MMSs were determined from
the pore diameters of its carbon replicas, except the hexagonally ordered crystalline MMS; its mesopore wall thickness was
determined from the BJH mesopore diameter and the hexagonal lattice parameter measured by XRD.
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crystals in size and morphology. No amorphous
aluminosilicas or bulk zeolite crystals were detected
throughout the entire sample. TEM images (Fig.
1, C and D, and fig. S3) show hexagonal arrays
of mesopores in the MMS nanocrystals and a
microporous framework within the mesopore
walls. Images taken perpendicularly to the meso-
pore walls show crystal lattice fringes with a uni-
form spacing of 1.16 nm (Fig. 1D and top left
inset), indicating that the mesopore walls pos-
sess a zeolitic crystalline microporous framework.
Figure 1E shows three resolved Bragg reflections
in the low-angle XRD region and four more re-
flections in the high-angle region. The low-angle
peaks can be indexed to (10), (11), and (30) re-
flections (diameter d = 4.51, 2.57, and 1.54 nm,
respectively), corresponding to a mesoscale lattice
with 2D hexagonal symmetry, similar to MCM-41
(9). The XRD resolution is not sufficient to dis-
tinguish the (20) reflection from the (30), which
may be the result of small crystallite sizes as shown
in the SEM images. The present MMSs show no
detectable differences in the 20 values (where 0 is
the angle between the incident x-ray and the scat-
tering planes) of the low-angle reflections between
as-synthesized and calcined samples. This is differ-
ent from MCM-41, which experiences framework
contraction during calcinations due to continued
condensation of the amorphous silica framework.
This difference is consistent with the fully con-
densed crystalline frameworks of the MMS mate-
rials. In the high-angle XRD region, four reflections
atd=1.16,0.59,0.39, and 0.31 nm are observed,
suggesting a regular stacking of lattice planes
with uniform spacing of 1.16 nm that is in good
agreement with the lattice fringes in the TEM im-
age. The presence of the higher-order reflections
beyond 1.16 nm indicates that the MMS frame-
work has atomic-scale ordering. Note that de-
termining the microporous framework structure
accurately by XRD is challenging because the
mesopore walls are composed of only a single
layer of zeolitic micropores, which can be less than
a single-unit-cell dimension of a bulk zeolite. In
addition, the zeolite-like mesopore walls extend
over a very narrow diffractive domain in width.
Diffractive interferences may also be considerable
between adjacent walls that join at a distinct angle.
The XRD reflections under these conditions are
thus insufficient for the precise determination of
the microporous framework structure.

The gemini-type surfactant species are designed
to promote the formation of both nanocrystalline as
well as liquid-crystal-like mesostructural order of
the zeolite frameworks. The dual roles of the
gemini-type dual-porogenic surfactants are eluci-
dated by 2D heteronuclear correlation (HETCOR)
nuclear magnetic resonance (NMR) spectroscopy
(22), which resolves the molecular proximities of
the dual-porogenic surfactant to specific frame-
work moieties. The 2D °Si{'H} HETCOR NMR
spectrum (Fig. 2) reveals the crucial role of the
quaternary ammonium groups in directing crys-
tallization of the zeolite frameworks. A sepa-
rately acquired 1D *°Si cross-polarization (CP)

15 JULY 2011

329

Downloaded from www.sciencemag.org on July 14, 2011



I REPORTS

330

magic-angle-spinning (MAS) spectrum (hori-
zontal axis) exhibits broad signals associated
with 0" #Si aluminosilicate framework species
(23) with increasing extents of condensation. A
single-pulse 'H MAS spectrum (vertical axis)
reveals partially resolved 'H signals from the
surfactant molecules whose proton chemical-
shift assignments were determined from a 2D
3C{'H} HETCOR NMR spectrum (fig. S11).
The strongest 2D correlated signal intensities
associated with O°, 0*(1Al), and 0" *°Si frame-
work species at —100, —104, and —109 parts per
million (ppm) and —-N"CHj (1 and 6, see Fig. 2)
and -N"CH,— (2 and 5) 'H moieties at 3.2 ppm
provide strong evidence for intermolecular in-
teractions between the ammonium groups and
the aluminosilicate frameworks (24). Further-
more, 2D correlated signal intensities between
the same >°Si framework species and 'H signals
at 1.6 ppm associated with —CgH,— bridges be-
tween alkyl ammonium groups (3 and 4) establish
their inclusion within the microporous frame-
work. Importantly, there is an absence of 2D
correlated signal intensity between *°Si framework
moieties and 'H signals at 1.3 ppm associated
with —C,gH35 alkyl tails (7 and 8), indicating that
these tails are mobile and not molecularly prox-
imate to the framework. This observation is con-
sistent with the mesostructure-directing roles of
the long hydrophobic surfactant tails. Thus, the
quaternary ammonium groups and the —CgHo—
alkyl linkages between them interact strongly
with the aluminosilicate frameworks, establish-
ing both their role as the zeolite-directing part
of the surfactant and their inclusion within the
micropores.

The hierarchical porosities of the MMS are
evident in their adsorption properties. An argon
adsorption isotherm (fig. S12A) of the hexag-
onal MMS shows three well-resolved increasing
steps. The abrupt increase observed in the region
of 0.0 < P/Py < 0.1 (where P is the actual ad-
sorption pressure and Py is the equilibrium vapor
pressure of argon) is a result of micropore fill-
ing. The second sharp increase within the 0.4 <
P/Py < 0.6 region indicates capillary condensa-
tion of Ar in mesopores. The sharp increase above
P/Py = 0.8 is due to Ar condensation in the void
volume between particles. The adsorption branch
of the capillary condensation region has been
used to analyze the mesopore size distribution
according to the Barrett-Joyner-Halenda (BJH)
algorithm (25). The result shows a very narrow
distribution of mesopore diameters centered at
3.5 nm (fig. S12B), similar to MCM-41. The
actual pore diameter will be somewhat larger
than 3.5 nm because the BJH method tends to
underestimate mesopore diameters by ~1 nm (26).
By subtracting the pore diameter from the hex-
agonal lattice parameter measured by XRD, the
thickness of the mesopore walls is estimated to
be less than 1.7 nm. The micropore size distri-
bution within the mesopore walls has been an-
alyzed with nonlocal density functional theory
(NLDFT), using the adsorption region below
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Fig. 2. Solid-state 2D 2?Si{*H} HETCOR
NMR spectrum of the hexagonal MMS
(Si/AlL = 15). 1D #si CP MAS and single-
pulse *H MAS spectra are shown along the
horizontal and vertical axes, respectively.
A schematic diagram of the surfactant
molecule is labeled with 'H signal as-
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P/Py = 0.1 (26), revealing bimodal pore size
distributions with maxima at 0.55 and 1.2 nm
(fig. S12C). The 0.55-nm maximum is higher
than that at 1.2 nm, in terms of the correspond-
ing pore volume. The mean pore sizes and pore
volume ratios are similar to results obtained by
NLDFT analyses of MFI framework. For MFI,
the 0.55-nm maximum is attributed to micro-
pores associated with 10-membered oxygen rings
(10-MR). The 1.2-nm peak is attributed to a
transition in the adsorbate packing density (27)
or an orthorhombic-monoclinic transition in the
crystal symmetry caused by the gas adsorption
(28), which is known to be unique for MFI-type
zeolites. Moreover, lattice fringes of the micro-
porous frameworks in the TEM image (Fig. 1C)
are similar to those obtained for the MFI topology
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(fig. S13). Thus, the microporous aluminosilicate
framework of this MMS may be the same as or
similar to MFI zeolite.

A notable feature of the dual-porogenic
surfactant-driven synthesis route is that the thick-
ness of the crystalline microporous walls can be
uniformly tailored by the length of the micro-
porogenic part of the surfactant. For example,
the wall thickness can be increased according
to the number of ammonium groups. A series
of crystalline MMSs has been synthesized with
the dual-porogenic surfactants listed in Table 1.
The thicknesses of the mesopore walls were de-
termined from the pore diameters of their carbon
replicas (29), which exhibited narrow pore-size
distributions (Fig. 3A and fig. S14) that indicate
uniform mesopore wall thicknesses. The wall
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smaller than that of crystalline MMSs. Thus, the
present MMSs possess high concentrations of

Table 2. Comparison of catalytic conversions over different porous aluminosilicates*.

strong and accessible external acid sites, as com-
Hexagonal | Ng-diphe pared with AI-MCM-41 or bulk beta zeolite
Reactions MMS+ beta § Bulk beta | Al-MCM- (table S2).
(Si/Al = (Si/Al = (Si/Al= | 41 (Si/Al = In the dual-porogenic surfactant-driven syn-
15) 14) 15) 17) thesis mechanism, mesopores are generated by
surfactant aggregates, whereas crystalline mi-
) | | e | e | e | o ol famevots e gmeried b
@ +©A ©/\©+©/\ /\© (71%)§ (68%)§ (56%)§ (86%)§ thickness and framework topology can be adjusted
by using surfactants with different geminilike head
groups. The mesopore diameters are tailorable
82% 59% <5% <5% according to the surfactant tail length or by the
addition of hydrophobic swelling agents. The
mesoporous structure and strong zeolitic frame-
o~ 5204 65% <5% <5% work acidity result in substantially improved
o o o o o catalytic activities for various organic reactions
@*’@AMK@—' "‘Q)\@ (>95%) | (95%) | (>95%) | (>95%)| involving bulky molecules compared with con-
° ventional zeolites or amorphous MMSs. It is also
2% 61% 20% <5% possible to use cryst'fllline MMSS as a selc.ective
HO . Ic‘sHu _njomc . adsorbent for separation of proteins according to
on Ho o< (68%) (93%)] (26%)1 (95%)1] the molecular sizes. Bulky enzyme species can
be immobilized via covalent bonding, van der

*Catalytic activities are compared on the basis of the same weight of catalyst (see the supporting online material for detailed
reaction conditions and procedures). tHexagonally ordered crystalline MMS synthesized by using the 18-N;-18
surfactant. FCrystalline MMS built with zeolite beta framework synthesized by using N¢-diphe surfactant. §Numbers in
parentheses indicate percentage selectivity for diphenylmethane. IINumbers in parentheses indicate percentage selectivity

Waals forces, or electrostatic interactions with the
zeolite frameworks. Furthermore, the synthesis
of MMSs can be extended to other inorganic

for 4-benzoyl-1-methoxynaphthalene.

thicknesses increased from 2.9 to 5.1 nm as the
number of quaternary ammonium groups bridged
by —CH,C¢H,4CH,— increased from four to eight.
The zeolite wall thickness obtained by the car-
bon replication method may contain systematic
errors, due to carbon shrinkage by ~10% and un-
derestimation of pore diameters in the BJH anal-
ysis. These errors occur with opposite signs, so that
the total error can be less than 10%. Nonetheless, it
is noteworthy that the framework thickness of
crystalline MMSs can be very finely and systemat-
ically tuned as a function of microporogenic group
length. A single broad reflection is present in the
low-angle XRD patterns (Fig. 3B), indicating
modest mesostructural order and consistent with
TEM images that show a mesostructured frame-
work with 3D connectivity, similar to KIT-1 (figs.
S4 to S10) (27). High-angle XRD reflections be-
come better resolved as their wall thicknesses in-
crease (Fig. 3B) and exhibit reflections that are
consistent with those for zeolite beta. Moreover,
lattice fringes corresponding to beta zeolite were
observed inside the mesopore walls (figs. S7 to
S9). The micropores were stacked into two differ-
ent orientations as in bulk beta zeolite, which has
two polymorphs, A and B (30, 37). In addition,
the NLDFT analysis confirmed that the micro-
pore diameters of the disordered MMSs were
identical to that of beta zeolite having 12-MR
micropores (0.65 nm) (fig. S15). Hence, it is rea-
sonable that the bulky —CH,CsH4CH,— bridges
between ammonium groups were suitable to
direct 12-MR micropores. This is comparable
to the 10-MR pores generation generated by the
—CeHio— bridged 18-N3—18 surfactant for the
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YINumbers in parentheses indicate percentage selectivity for vitamin E (a-tocopherol).

synthesis of the hexagonally ordered MMS. When
an MMS was synthesized with the 22-N,—22 sur-
factant, the NLDFT analysis also yielded 10-MR
micropores of 0.55 nm (fig. S16), but the material
has thicker crystalline walls.

The crystalline MMSs are promising as acid
catalysts for various organic reactions involving
bulky molecules (Table 2), establishing that their
catalytic activity is much higher than both bulk
beta zeolite and AI-MCM-41 (20). This can be
attributed to the facile diffusion through the MMS
mesopores, strong acidities of their crystalline
zeolitic frameworks, and high concentrations of
surface acid sites that are accessible to organic
substrates. The acid concentrations were mea-
sured quantitatively by titrating the MMS with
triphenylphosphine oxide (TPPO) and analyz-
ing the populations and strengths of these sites
by *'P MAS NMR (fig. S17) (32, 33). Note that
TPPO is too large to penetrate into the 12-MR
micropores and hence binds exclusively to ex-
ternal acid sites on the mesopore surfaces. Ac-
cording to earlier investigations (32), the *'P
NMR chemical shift of TPPO increases with
increasing binding affinity to Brensted acid sites.
The *'P chemical-shift difference is attributed to
the strong adsorption of TPPO on protonated
Bronsted acid sites on the mesopore walls. The
crystalline MMSs titrated with TPPO yield *'P
NMR signals up to 55.7 ppm compared with
44.3 ppm for AI-MCM-41, which indicates that
the crystalline MMSs possess stronger acid sites
than AI-MCM-41. Bulk zeolite beta can also
yield NMR signals up to 55.7 ppm, but the quan-
tity of the strongest external acid sites is much

compositions, such as aluminophosphates.

N
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The Unusual Nature

of Recent

Snowpack Declines in the North
American Cordillera

Gregory T. Pederson,’?3* Stephen T. Gray,>* Connie A. Woodhouse,> Julio L. Betancourt,®
Daniel B. Fagre,* Jeremy S. Littell,” Emma Watson,® Brian H. Luckman,? Lisa J. Graumlich’

In western North America, snowpack has declined in recent decades, and further losses are
projected through the 21st century. Here, we evaluate the uniqueness of recent declines using
snowpack reconstructions from 66 tree-ring chronologies in key runoff-generating areas of the
Colorado, Columbia, and Missouri River drainages. Over the past millennium, late 20th century
snowpack reductions are almost unprecedented in magnitude across the northern Rocky Mountains
and in their north-south synchrony across the cordillera. Both the snowpack declines and their
synchrony result from unparalleled springtime warming that is due to positive reinforcement of the
anthropogenic warming by decadal variability. The increasing role of warming on large-scale
snowpack variability and trends foreshadows fundamental impacts on streamflow and water

supplies across the western United States.

snowpack controls the amount of runoff (4, 2),

affects temperature through surface albedo
feedbacks (3, 4), and influences myriad ecosystem
processes (5—8). In much of this region, snow-
pack declined since the 1950s (2, 9-11), and con-
tinued reductions are expected throughout the
21st century and beyond (2, /2). When coupled
with increasing demand, additional warming-
induced snowpack declines would threaten many

In the mountains of western North America,

U.S. Geological Survey (USGS), Northern Rocky Mountain
Science Center, 2327 University Way, Suite 2, Bozeman, MT
59715, USA. 2School of Natural Resources, University of
Arizona, 325 Biosciences East, Tucson, AZ 85721, USA. >Lab-
oratory of Tree-Ring Research, University of Arizona, 105 West
Stadium, Tucson, AZ 85721, USA. 4Department of Civil and
Architectural Engineering, University of Wyoming, Laramie, WY
82071, USA. >School of Geography and Development, 412
Harvill Building, University of Arizona, Tucson, AZ 85721—
0076, USA. ®USGS, National Research Program, Water Re-
sources Division, Tucson, AZ 85719, USA. Climate Impacts
Group, University of Washington, Post Office Box 355672,
Seattle, WA 98195-5672, USA. ®Department of Geography,
University of Western Ontario, London, Ontario N6A 5C2,
Canada. *College of the Environment, University of Washing-
ton, Post Office Box 355679, Seattle, WA 98195-5679, USA.

*To whom correspondence should be addressed. E-mail:
gpederson@usgs.gov

15 JULY 2011

current water storage and allocation strategies
(13) and lead to substantial strain on related in-
frastructure and overall supplies. Climate mod-
el simulations shed light on the relationships
between greenhouse gas forcing and observed
shifts in regional temperatures and hydrology
(2), but longer-duration records are needed to
characterize the range of natural snowpack var-
iability, particularly at decadal-to-multidecadal
time scales (/4). Did declines similar in dura-
tion, magnitude, and extent occur over the past
~1000 years, or are the recent snowpack losses
unprecedented? How were previous snowpack
declines driven by known mechanisms of tem-
perature and precipitation variability, and to what
degree can decadal-to-multidecadal climate vari-
ability amplify or dampen future warming-induced
trends?

To address these questions, we developed
annually resolved, multi-century to millennial-
length (500- to >1000-year) snowpack recon-
structions for the headwaters of the Columbia,
Missouri, and Colorado Rivers. Collectively,
these basins serve as the primary water source
for >70 million people, and 60 to 80% of their
water originates as snowpack (7, 2). Reconstruc-

tions are based on an extensive network of tree-
ring sites and provide information on patterns
and processes across spatial and temporal scales
relevant to water- and natural-resource manage-
ment (Fig. 1).

Tree rings have long been used to reconstruct
precipitation, drought (15, 16), streamflow (17, 18),
and temperature (19, 20), but to date there has
been no systematic effort to produce multi-scale
snowpack reconstructions for all three of these
river basins. Previous studies in the region show
that in certain topographic, edaphic, and climatic
settings, the amount of water available to trees
during the growing season is largely controlled
by the amount of water in the antecedent snow-
pack (18, 21). We capitalized on these snow-
water-growth linkages by using existing tree-ring
collections from areas where precipitation is do-
minated by snowfall and by sampling trees known
to be sensitive to snowpack (78, 21). To further
isolate the snowpack signal, particularly in the
northern portions of the study area, we used
recently collected tree-ring records from species
whose seasonal biology (timing of tree-ring
growth) ties them closely to snow (22, 23).

For calibration of the tree-ring—based recon-
structions, continuous annual, sub-watershed
(roughly 40,000 + & 25,000 km?) snowpack data
sets were constructed by standardizing individual
1 April snow water equivalent (SWE) records to
unit deviation then averaging across all records
from each watershed (fig. S1 and table S1) (24).
Snowpack as measured on 1 April is a crucial
component of regional runoff forecasting and
water supply evaluations, and records of 1 April
SWE are generally longer than for any other time
of the year. In addition, 1 April measurements
often approximate maximum SWE accumulation
in our study watersheds (4, /1), although peak
accumulation timing can vary substantially at in-
dividual measurement sites. Elevations of indi-
vidual measurement sites in the Upper Colorado
subregion (Fig. 1) tend to be higher than those in
the Greater Yellowstone (2807 £ 6 311 m versus
2307 + 6 291 m), and sites in the Greater Yellow-
stone region are higher on average than those in
the Northern Rockies (~1550 + ¢ 424 m). Over-
all, the 27 composite snowpack reconstructions
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