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Direct Evidence for the Nonrandom Nature of
Al Substitution in Zeolite ZSM-5: An
Investigation by 27Al MAS and MQ MAS
NMR**
Oc Hee Han,* Chang-Sam Kim, and Suk Bong Hong*

Many important properties of aluminosilicate zeolites, most
notably their Br˘nsted acidity and hence catalytic perform-
ance, depend primarily on the framework Al content, that is,
the extent of isomorphous substitution of Si by Al. However,
even in materials with the same framework structure and
composition, the location of catalytically active sites can differ
according to the manner in which Al atoms are spatially
distributed over the available tetrahedral sites (T-sites) in a
given zeolite lattice. Therefore, detailed knowledge of the
local ordering of Al atoms in these microporous materials is
the starting point for systematically manipulating the distri-
bution of acidic sites within the pore architecture.

Zeolite ZSM-5 (MFI topology) is one of the industrially
most important zeolites. It typically crystallizes in the
orthorhombic space group Pnma, and 12 crystallographically
distinct T-sites with equal populations exist in the ZSM-5
framework.[1] A fundamental, recurring question regarding
this type of zeolite structure is whether the acidic sites (that is,
Al atoms on T sites) are spatially ordered. Recently, Olson
et al.[2] carried out Rietveld refinement of synchrotron
powder X-ray diffraction (XRD) data on a Cs-ZSM-5 zeolite
with 5.8 Al atoms per unit cell (Si/Al� 15.6) and showed that
Cs� ions are located in three different extraframework sites.
They speculated that Al atoms may be unequally distributed
over the 12 distinct T-sites of the ZSM-5 framework.
However, because of the very similar scattering powers of Si
and Al for X-rays and the difficulties in obtaining large single
crystals, especially at high Al concentrations, it is very
difficult, or even impossible, to directly locate Al atoms by
conventional diffraction methods. Although many quantum
chemical studies have also addressed this issue,[3] the nature of
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the spatial distribution of Al atoms over the 12 ZSM-5 T-sites
still remains unresolved, except that there is no strong
energetic driving force for nonrandom Al distribution in the
ZSM-5 structure. As was earlier indicated by Barrer,[4] on the
other hand, zeolites are metastable phases that are synthe-
sized hydrothermally under kinetic control. Therefore, if
differences in the relative Al substitution energy for each of
the 12 T-sites are not too large, the actual Al distributions in
real ZSM-5 materials will be strongly influenced by the
synthesis conditions. Here we present the results of 27Al MAS
and MQ MAS NMR measurements on a series of as-made
ZSM-5 zeolites with 0.4 ± 6.4 Al atoms per unit cell (Si/Al�
250 ± 14) that provide the first direct evidence that the
substitution of Al atoms on the T-sites of the ZSM-5
framework during the crystallization process occurs in a
nonrandom manner.

Figure 1 shows the 27Al MAS NMR spectra of a series of as-
made ZSM-5 zeolites with different Si/Al ratios. All spectra
consist of a two peaks at �� 51.0 ± 51.4 and 52.9 ± 53.9. The
same result was also obtained for the 27Al MAS NMR spectra
(not shown) of the corresponding calcined ZSM-5 samples,

Figure 1. 27Al MAS NMR spectra of as-made ZSM-5 zeolites with
different Si/Al ratios: a) 250, b) 136, c) 79, d) 47, e) 27, and f) 14.

although these two peaks are shifted slightly downfield
relative to the as-made samples. Hence, it is clear that the
two peaks of each spectrum in Figure 1 result from the
presence of at least two crystallographically distinct Al sites in
the ZSM-5 framework, rather than arising from possible
interactions between the framework Al atoms and encapsu-
lated tetrapropylammonium (TPA) ions.[5, 6] Of particular
interest is the observation that the intensity ratio of the two
peaks for the as-made ZSM-5 samples increases continuously
with decreasing Si/Al ratio in the zeolite (Table 1). This
suggests that the extent of Al substitution on each of the 12
T-sites in ZSM-5 differs according to the Si/Al ratio of the
zeolite synthesis mixture.

A logical next step would be to ascertain whether two or
more crystallographically distinct Al sites really contribute to
the intensities of the respective peak maxima of the six 27Al
MAS NMR spectra in Figure 1. To answer this question, we
carried out 27Al MQMAS NMR experiments on all the ZSM-
5 samples. Figure 2 shows the 2D 27Al 3Q MAS NMR

Figure 2. 2D 27Al 3Q MAS NMR spectrum of an as-made ZSM-5 zeolite
with Si/Al� 79 (1.2Al atoms per unit cell). Two-peak maxima of
tetrahedral Al atoms are clearly visible. The corresponding 27Al MAS
NMR spectrum is given at the top of the 3Q MAS NMR plot.

spectrum of an as-made ZSM-5 with Si/Al� 79. In general,
the axis F1 in MQ MAS NMR spectra after appropriate
shearing consists of isotropic lines accompanied by second-
order quadrupolar shifts for the central transition �QS(1/2), with
their respective anisotropic quadrupolar features on the axis

Table 1. 27Al MAS NMR chemical shift data for as-made ZSM-5 zeolites with different Si/Al ratios.

Sample Si/Al[a] Al/uc[a] Peak I Peak II Intensity ratio
(A��/A�)[e]�obs

[b] �iso
[c] CQ�

[d] [MHz] �obs
[b] �iso

[c] CQ�
[d] [MHz]

ZSM-5(I) 250 0.4 53.9 55.1 1.7 51.4 52.3 1.6 0.73
ZSM-5(II) 136 0.7 53.5 55.7 1.6 51.1 52.3 1.5 0.80
ZSM-5(III) 79 1.2 52.9 55.4 1.6 51.0 52.3 1.5 1.04
ZSM-5(IV) 47 2.0 53.1 55.5 1.6 51.0 52.3 1.5 1.11
ZSM-5(V) 27 3.4 53.0 54.8 1.7 51.0 52.2 1.6 1.20
ZSM-5(VI) 14 6.4 53.3 54.9 1.7 51.4 52.3 1.6 1.41

[a] Al atoms per unit cell, determined by elemental analysis. [b] Observed chemical shifts at 9.4 T; the error range is�0.3 ppm. [c, d] Isotropic chemical shifts
and second-order quadrupole effects, respectively, estimated from the experimental 27Al MQ MAS NMR data (for example, see Figure 2). The error range
for each �iso is �0.3 ppm, and that for CQ� �0.2 MHz. [e] Determined from curve deconvolution of the 27Al MAS NMR spectrum of each ZSM-5 sample by
using the Origin curve-fitting software.
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F2 . This allows us to estimate the distribution of isotropic
chemical shift �iso and second-order quadrupolar effect
(CQ��CQ(1� �2/3)1/2) from the spectra, where CQ and � are
quadrupole coupling constant and asymmetry parameter,
respectively.[7] A close inspection of the tilted, ellipsoidal
contours in Figure 2 reveals that their slopes have some
distribution, but the average is close to a factor of �17/31 (for
I� 5/2).[7b] This clearly shows that the 27Al 3Q MAS NMR
spectrum in Figure 2 consists of overlapped signals from the
many sites, whereby differences in �iso rather than in CQ� are
the critical factor governing the spectral pattern. Essentially
the same result was observed for the other five as-made ZSM-
5 zeolites with different Si/Al ratios. To date, there is one 27Al
MQ MAS NMR study on ZSM-5 that showed tilted contours
similar to those in Figure 2.[7a] However, the interpretation of
the spectra differed from our analysis.

Although structural data on as-made ZSM-5 zeolites are
not currently available in the literature for the entire Si/Al
range studied here, the detailed crystal structures of two as-
made samples with Si/Al� 86 and 11.9 were determined by
single-crystal X-ray diffraction.[8] Since the Si/Al ratios of
these two zeolites are similar to those of ZSM-5(III) and
ZSM-5(VI), respectively (Table 1), we attempted to simulate
their 27Al 3QMAS NMR spectra using the reported crystallo-
graphic data and compared the results with the experimental
spectra of ZSM-5(III) and ZSM-5(VI). Table 2 lists �iso, CQ,
and � for the 12 possible Al sites in an as-made ZSM-5 with Si/
Al� 86, calculated from the crystallographic data of Olson
et al.[8a] by using the equation of Lippmaa et al.[9] and the
point-charge model.[10] The CQ� and �QS(1/2) values calculated
from CQ and �[7b] are also given in Table 2. With the �iso and

�QS(1/2) data, in turn, shifts of center of gravity on the axes F1

and F2 (�CG1 and �CG2) were determined,[7b] and the 3Q MAS
NMR spectrum of an as-made ZSM-5 with Si/Al� 86 was
finally simulated with the 12 sets of �CG1 and �CG2 data
(Figure 3). The overall scattering pattern of the data and the
chemical shift ranges in this simulated spectrum match well

Figure 3. 27Al 3Q MAS NMR spectrum of an as-made ZSM-5 sample with
Si/Al� 86 (1.1Al atoms per unit cell), simulated by using the calculated
�CG1 and �CG2 values in Table 2. The dot sizes represent the expected
intensity of the 12 possible Al sites with different CQ� values listed in
Table 2, which are assumed to have equal populations.

with those of the experimental spectrum (Figure 2) of the
ZSM-5(III) sample with Si/Al� 79. A quite similar result was
obtained for the comparison of the simulated 3Q MAS NMR
spectrum of as-made ZSM-5 with Si/Al� 11.9 and the
experimental spectrum of ZSM-5(VI) (see Supporting In-
formation). Figure 3 also shows that the expected intensities
are not the same for the 12 possible Al sites with different CQ�

values (Table 2), although they are assumed to have equal
populations, since the intensity of MQ MAS NMR lines is a
function ofCQ� .[7a, 11] Thus, the fact that the intensity pattern in
Figure 3 differs from that in Figure 2 could be another
indication of nonrandom Al distribution over the 12 ZSM-5
T-sites. If the 12 NMR lines indicated in the simulated
spectrum are merged into two sets of contours like those
found in the experimental spectrum, on the other hand, they
can be divided into R and L groups, that is, sites T3, T4, T8,
and T11 with a range of average T-O-T angles between 158.7
and 160.6� on the right, and the other eight T-sites, with a
range of average T-O-T angles between 150.4 and 156.4�, on
the left.[8a] From the CQ� values listed in Table 2, the average
CQ� parameters for the R and L groups were calculated to be
1.19 and 1.21 MHz, respectively. These values are in reason-
able agreement with the experimental values for the two
peaks in the 27Al MAS NMR spectrum of ZSM-5(III) (see
Table 1), and this is further support for the reliability of the
simulation. Since the intensity ratio of the two peaks in
Figure 1 decreases with increasing Si/Al ratio in the zeolite,[12]

the Al atoms in ZSM-5 samples with a lower Si/Al ratio
(probably �50) are preferentially located on T-sites with
larger T-O-T angles, and vice versa in zeolites with higher Si/
Al ratios.

In conclusion, we have demonstrated that the preference of
Al atoms for particular T-sites in as-made ZSM-5 zeolites
depends strongly on the framework Si/Al ratio, that is, the
extent of Al substitution, although some differences could

Table 2. Calculated NMR parameters for Al atoms in the 12 distinct T-sites
of an as-made ZSM-5 with Si/Al� 86 (1.1Al atoms per unit cell).

Possible
Al site

�iso
[a] CQ [MHz][b] �[c] CQ� [MHz][d] �QS(1/2)

[e] �CG1
[f] �CG2

[g]

T1 56.6 1.59 0.62 1.70 � 1.58 � 31.5 55.0
T2 53.8 0.88 0.49 0.91 � 0.46 � 29.6 53.3
T3 52.1 0.79 0.80 0.87 � 0.42 � 28.7 51.2
T4 52.3 1.14 0.51 1.20 � 0.78 � 28.9 51.5
T5 53.8 0.70 0.85 0.78 � 0.34 � 29.6 53.5
T6 54.4 1.55 0.47 1.60 � 0.21 � 29.9 54.2
T7 55.6 0.97 0.81 1.10 � 0.63 � 30.7 55.0
T8 51.7 1.35 0.40 1.40 � 1.06 � 28.7 50.6
T9 56.8 0.49 0.51 0.51 � 0.14 � 31.2 56.7
T10 54.9 1.23 0.44 1.30 � 0.89 � 30.4 54.0
T11 52.6 1.23 0.29 1.30 � 0.86 � 29.1 51.7
T12 56.3 1.61 0.82 1.80 � 1.75 � 31.4 54.6

[a] Isotropic 27Al chemical shifts calculated from the average T-O-T angles
of the 12 distinct T-sites in an as-made ZSM-5 with Si/Al� 86 (1.1Al atoms
per unit cell), reported by Olson et al. ,[8a] by using the equation of Lippmaa
et al.[9] [b] Quadrupole coupling constants calculated from the coordinates
of the four nearest oxygen atoms of each T-site, given by Olson et al. ,[8a] by
using the point-charge model.[10] [c] Asymmetry parameters calculated by
the same method described in [b]. [d] Second-order quadrupole effects
(CQ(1� �2/3)1/2) calculated by using the CQ and � values listed in this table.
[e] Second-order quadrupolar shifts of the central transition calculated from
CQ� in this table by using Equation 26c in ref. [7b]. [f] Shifts of center of
gravity on the F1 axis of a simulated 3Q MAS NMR spectrum, calculated
from the CQ� and �iso values given in this table by using Equation 70 in
ref. [7b]. [g] Shifts of center of gravity on the F2 dimension of a simulated 3Q
MAS NMR spectrum, calculated by using Equation 71 in ref. [7b].
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A New Approach to Osmium-Catalyzed
Asymmetric Dihydroxylation and
Aminohydroxylation of Olefins**
Malin A. Andersson, Robert Epple, Valery V. Fokin,*
and K. Barry Sharpless*

Osmium-catalyzed asymmetric dihydroxylation (AD) of
olefins using cinchona alkaloid derived ligands is known for its
exceptional scope and reliability across nearly the entire

exist between zeolites synthesized in hydroxide and fluoride
media in this respect. Further study is necessary to determine
the underlying mechanisms of this intriguing behavior. How-
ever, the overall NMR results presented here strongly suggest
that the substitution of Al atoms into the ZSM-5 framework
during the crystallization process may be kinetically, rather
than energetically, controlled. This led us to believe that the
substitution patterns of other heteroatoms (e.g., B, Ga, Ti,
etc.) in the ZSM-5 framework would also be nonrandom,
although they may differ in manner from Al substitution. In
fact, recent neutron powder diffraction studies on TS-1, the
titanosilicate analogue of ZSM-5, showed that Ti atoms are
not uniformly distributed over the 12 ZSM-5 T-sites.[13]

Finally, it is of interest whether our concept can be applied
to other important high-silica materials with multiple T-sites
such as zeolites � and MCM-22.[1]

Experimental Section

Six ZSM-5 zeolites with different Si/Al ratios were synthesized by using
NH4F (�98%, Aldrich) and TPABr (98%, Aldrich) in fluoride media to
minimize the possible influence of connectivity defects on the distribution
of Al in the ZSM-5 framework, according to procedures described
elsewhere.[14] The Si/Al ratio in the final product was varied by adjusting
the amount of Al(NO3)3 ¥ 9H2O (99%, Wako) that was added to the
synthesis mixture as Al source. Amorphous silica (Aerosil 200, Degussa)
was used as Si source. All ZSM-5 zeolites prepared here were phase-pure
and highly crystalline (powder XRD, Rigaku Miniflex, CuK� radiation).
The Si/Al ratios of these six as-made samples were analyzed in the
Analytical Laboratory of KIST. The absence of any detectable line at �� 0
in the 27Al MAS NMR spectra (Figure 1) indicates that all the Al atoms in
these samples are isomorphously incorporated into the T-sites of the ZSM-
5 framework. Also, thermogravimetric and differential thermal analyses
(TA Instruments SDT 2960) reveals that they contain 3.8 ± 4.3 TPA cations
per unit cell.

The 27Al MAS NMR spectra were recorded on a Bruker DSX 400 NMR
spectrometer that operates at a 27Al frequency of 104.27 MHz and a
spinning rate of 13 kHz. The spectra were obtained by acquisition of 300 ±
400 pulse transients, which was repeated with a �/12 rad pulse length of
0.8 �s and a recycle delay of 1 s. The 27Al chemical shifts are referenced to a
1� [Al(H2O)6]3� solution. The 2D 27Al 3Q MAS NMR spectra were
recorded on a Varian INOVA 400 NMR spectrometer by the two-pulse z-
filtered procedure with rotor synchronization[15] at a spinning rate of
10 kHz, with an excitation pulse of 6 �s and a conversion pulse of 1.8 �s for
an rf field strength of 84 kHz. For each t1 384 or 768 scans were
accumulated, and t1 was incremented 64 times.

Received: June 26, 2001
Revised: November 6, 2001 [Z17357]

[1] International Zeolite Association, Structure Commission, http://
www.iza-structure.org.

[2] D. H. Olson, N. Khosrovani, A. W. Peters, B. H. Toby, J. Phys. Chem.
B 2000, 104, 4844 ± 4848.

[3] a) J. G. Fripiat, F. Berger-Andre, J.-M. Andre, E. G. Derouane,
Zeolites 1983, 3, 306 ± 310; b) E. G. Derouane, J. G. Fripiat, Zeolites
1985, 5, 165 ± 172; c) A. E. Alvarado-Swaisgood, M. K. Barr, P. J. Hay,
A. Redondo, J. Phys. Chem. 1991, 95, 10031 ± 10036; d) A. Redondo,
P. J. Hay, J. Phys. Chem. 1993, 97, 11754 ± 11761; e) G. J. Kramer,
R. A. van Santen, J. Am. Chem. Soc. 1993, 115, 2887 ± 2897; f) G.
Ricciardi, J. M. Newsam, J. Phys. Chem. B 1997, 101, 9943 ± 9950.

[4] R. M. Barrer, Hydrothermal Chemistry of Zeolites, Academic Press,
London, 1982.

[5] C. F. Fyfe, G. C. Gobbi, J. Klinowski, J. M. Thomas, S. Ramdas,Nature
1982, 296, 530 ± 533.

[6] K. F. M. G. J. Scholle, W. S. Veeman, J. Phys. Chem. 1985, 89, 1850 ±
1852.

[7] a) P. Sarv, C. Fernandez, J.-P. Amoureux, K. Keskinen, J. Phys. Chem.
1996, 100, 19223 ± 19226; b) P. P. Man, Phys. Rev. B 1998, 58, 2764 ±
2782.

[8] a) D. H. Olson, G. T. Kokotailo, S. L. Lawton, W. M. Meier, J. Phys.
Chem. 1981, 85, 2238 ± 2243; b) H. Lermer, M. Draeger, J. Steffin,
K. K. Unger, Zeolites 1985, 5, 131 ± 134.

[9] E. Lippmaa, A. Samoson, M. M‰gi, J. Am. Chem. Soc. 1986, 108,
1730 ± 1735.

[10] K. A. Valiyev, M. M. Zripov, Zh. Strukt. Khim. 1966, 7, 494 ± 502.
[11] A. Medek, J. S. Harwood, L. Frydman, J. Am. Chem. Soc. 1995, 117,

12779 ± 12787.
[12] We also considered the possibility that differences in the CQ value for

the specific Al sites in our ZSM-5 samples could produce significant
changes in the intensity ratio of the respective 27Al MAS NMR peaks
in Figure 1. We calculated possible intensity variations for four ZSM-5
samples with Si/Al� 11.9 ± 300 using the reported crystallographic
data, according to a method available in the literature (for example,
see D. Massiot, C. Bessada, J. P. Coutures, F. Taulelle, J. Magn. Reson.
1990, 90, 231 ± 242). The extent of intensity variation was less than
3.5% in all four cases, and no correlation with the Si/Al ratio of the
ZSM-5 samples could be observed. Thus, differences in the CQ value
for the specific Al sites have little effect on the intensity ratio of the
respective two 27Al MAS NMR peaks.

[13] a) C. A. Hijar, R. M. Jacubinas, J. Eckert, N. J. Henson, P. J. Hay, K. C.
Ott, J. Phys. Chem. B 2000, 104, 12157 ± 12164; b) C. Lamberti, S.
Bordiga, A. Zecchina, G. Artioli, G. Marra, G. Spano, J. Am. Chem.
Soc. 2001, 123, 2204 ± 2212.

[14] a) E. M. Flanigen, R. L. Patton, US 4073865, 1978 [Chem. Abstr.
1978, 88, 138653p]; b) J. L. Guth, H. Kessler, R. Wey, Stud. Surf. Sci.
Catal. 1986, 28, 121 ± 128.

[15] J.-P. Amoureux, C. Fernandez, S. Steuernagel, J. Magn. Reson. A 1996,
123, 116 ± 118.

[*] Prof. V. V. Fokin, Prof. K. B. Sharpless, Dr. M. A. Andersson,
Dr. R. Epple
Department of Chemistry
and The Skaggs Institute for Chemical Biology, BCC-315
The Scripps Research Institute
10550 N. Torrey Pines Rd.
La Jolla, CA 92037 (USA)
Fax: (�1)858-784-7562
E-mail : fokin@scripps.edu, sharples@scripps.edu

[**] We thank the National Institute of General Medical Sciences,
National Institutes of Health (GM 28384), National Science Founda-
tion (CHE-9985553), and the W. M. Keck Foundation for financial
support. M.A. is grateful for postdoctoral fellowships from the Bengt
Lundqvist Memorial Foundation, the Swedish Institute, and the
Swedish Research Council for Engineering Sciences. We also thank
Prof. M. G. Finn and Dr. Luke Green for many helpful discussions,
and Frank I. Garcia (Hilltop High school, San Diego) for help with the
synthesis of ligands.


