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ABSTRACT

This quarter's report describes an important background activity — the testing
of capabilities of newly developed and constructed equipment and of methods by
applications to some well-characterized systems. In this case, the new equipment is
the world’s only S-band ESE spectrometer, the methods are computational and
theoretical analysis techinirues, and the well-characterized system used for the tests

is DPPH, a stable aromatic-based free radical which is a world standard for testing
EPR spectrometers.

Experiments employing S-band puised electron paramagnetic resonance (EPR)
spectroscopy, with the intent of eliciting molecular and electronic structural information in
disordered solids, have been emphasized during this period of the grant. In particular, the
ability to extract nuclear quadrupole coupling information from S-band electron spin echo
envelope modulation (ESEEM) data has been demonstrated. This ability provides a valuable -
tool for obtaining structural information from systems in which quadrupolar isotopes of sulfur,
nitrogen and sodium arc present.

Efforts to improve the computational methods used to analyze ESEEM data have also
been central to the work done this quarter. Significant improvements to the ESEEM
simulation programs have been accomplished. The improvements have eliminated certain
simplifying assumptions used previously, which are not always valid.

DISCLAIMER

This report was prepared as an account of work sponsored by an agency of the United States
Government. Neither the United States Government nor any agency thereof, nor any of their
employees, makes any warranty, express or implied, or assumes any legal liability or responsi-
bility for the accuracy, completeness, or usefulness of any information, apparatus, product, or
process disclosed, or represents that its use would not infringe privately owned rights. Refer-
ence herein to any specific commercial product, process, or service by trade name, trademark,
manufacturer, or otherwise does not necessarily constitute or imply its endorsement, recom-
mendation, or favoring by the United States Government or any agency thereof. The views
and opinions uf authors expressed herein do not necessarily state or reflect those of the
United States {Jovernment or any agency thereof.
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GENERAL SUMMARY

Pulsed (time domain) electron paramagnetic resonance (EPR) spectroscopy can be
utilized to measure weak electron-nuclear couplings. In electron spin echo envelope
modulation (ESEEM) experiments on disnrdered solids, the modulation of the electron spin.
echo envelope is a direct result of couplings which take place between the unpaired
electrons in the sample and neighboring magnelic nuclei.

In order to make use of the information obtained in an ESEEM experiment, it is most
often necessary to reproduce the experimental results via computer simulation. This is no
slight task, and previous programs, in order to reduce computation lime, have included
simplifying assumptions which are not always valid. Computer programs are being
developed in this !aboratory which do not rely on unnecessary simplifications, while also
improving the efficiency of the computations. The simulation problem becomes more
complex when quadrupolar nuclei (1>1/2) are coupled to the unpaired electrons and
panricipate in modulating the electron spin echo envelope. Accounling for the effects due to
quadrupolar nuclei such as 33S, '*N, and *Na is relevant to structure problems in native and
treated coals. The preliminary resuits from the simulations for such complex systems have
been quite successful.

Other efforts to characterize effects on ESEEM due to quadrupolar nuclei have
involved exploiting the microwave frequency range (and hence Zeeman field) available to the
S-band pulsed EPR spectrometer. The spectrometer is designed to operale over an octave
bandwidth of microwave frequencies, 2-4 GHz. By careful choice of the EPR excitation
frequency, it is possible to cause a nuclear Zeeman interaction sufficient to "cancel" the
nuclear hyperfine interaction. The resulting nuclear energy levels correspond exclusively to
the nuclear quadrupole levels. This makes it possible to observe nuclear quadrupole
resonance (NQR) transitions from the ESEEM, allowing direct calculation of quadrupole
coupling constants. The quadrupole coupling data lends insight into the electronic
environment at the quadrupolar nucleus, thus contributing additional structural information.
Rasults from a model system in which appreciable quadrupole coupling is present have
proven to be successful.




3
OBJECTIVES

The overall goal of this project is the development of nondestructive techniques for
studying the molecular structure of coal by probing the chemical environment of naturally
occurring unpaired electrons with a variety of electron magnetic resonance spectroscopies.
One exceptionally promising method for investigating molecular structure in complex solids
possessing unpaired electrons is Electron Spin Echo Envelope Modulation (ESEEM)
spectroscopy. Currently the aim of our S-band ESEEM work is to develop better methods for
the interpretation of multifrequency ESEEM data. This problem is extremely difficult,
especially for modulation resulting from quadrupolar nuclei (1>1/2) such as %S, N, and

Na. We are pursuing two closely related paths toward this goal. One part of this effort is
the development of classification systems which would make ESEEM spectra more amenable
‘to a preliminary interpretation by visual inspection. Since ESEEM is a relatively new
technique, a broad foundation of experience with this method must be developed in order to
achieve this goal. We have begun this task by examining systems where nitrogen nuclei
(I=1) are coupled to the electron spin. The second part of this effort involves the
development of improved theoretical models for the quantitative interpretation of ESEEM data.
In order to reduce computation time, the most recent theoretical treatments require many
assumptions which may not always be valid. We have begun an effort to test the validity of
these assumptions when applied to a wide variety of cases.

The objective of the particular application described in this report is the testing
of some of the capabilities of our recently constructed ESE spectromeler by carrying
out a detailed investigation of a well-characterized molecule which, however, is still
interesting in that certain of its characteristics have not been unambiguously
determined. The molecule DPPH, diphenylpicrylhydrazyl, is a well-known stabie free
radical frequently used to test and tune up electron paramagnelic resonance
spectrometers, but details of the nitrogen substituents on one of ils aromatic rings
have been uncertain and, in fact, the focus of a bit of controversy. It therefore made
an excellent subject to select for this test. Such tests of performance and capability
are particularly important for this new instrument because not only is it new in our

laboratory, it is entirely new in science, being the first and only one ever constructed
anywhere.



INTRCDUCTION AND BACKGROUND

Electron Spin Echo Envelope Modulation (ESEEM) spectroscopy is proving to be an
extremely useful tool for studying weak electron-nuclear hyperfine and nuclear quadrupole
couplings in disordered paramagnetic solids. The parameters which characterize these
interactions contain information about molecular and electronic siructure.

In the ESEEM experiment, sequences of microwave pulses excite the electron spin
system and cause the electron spins to emit a burst of microwave radiation called a spin
echo at a characteristic time following the excitation pulses. In solids, as the time between
pulses in the excitation sequence is varied the amplitude of the spin echo oscillates. This
oscillation occurs at frequencies determined by the electron-nuclear hyperfine and nuclear
quadrupole interactions. The ESEEM pattern recorded as a function of the time between
pulses may be analyzed directly in an effortto extract the desired parameters or the pattern
may be Fourier transformed for analysis in the frequency domain. However, arriving al a
reliable interpretation of experimental data is quite difficult for many systems, particularly
when quadrupolar (1>1/2) nuclei are involved. Three such nuclei relevant to structure
problems in native and treated coals are 3°S, "N, and #Na.

EXPERIMENTAL

An improved computer program for the calculation of ESEEM functions from spin
Hamiltonian parameters is under development. The program is based on the expressions
derived by Mims' using the density matrix formalism. A simplified analytical expression for
an S=1/2,1=1/2 spin system is given in equation 1. The frequencies, w, and wg depend on
the orientation of the static applied magnetic field with respect to the molecular coordinates,
while the modulation depth parameter, k, depends on the both the orientation of the static field

Vioal2t) = 1 2k sin"’[ “’:J sine( ‘*’5‘) (1)

and the orientation of the microwave magnetic field. In disordered solids, the modulation
function calculation mustbe repeated many limes averaging over these orientations. Previous
programs performed the averaging over orientation explicitly for the calculation of frequencies
but the averaging was performed in an implicit and inexact manner for the calculation of the
depth parameter. Also with previous programs, a different program was used for each
nuclear spin value (i.e. a program for |=1/2, a program for I=1, elc.) using analytical
expressions like equation 1 specific to each case. These simplifications, among others, were
necessary to reduce the CPU time reyuired to execute the program. The new program
eliminates most of the simplifying assumptions made in previous programs and is general,
allowing any value of nuclear spin. The availability of faster computers permits the more
extensive calculations to be completed in a reasonable time. Thorough testing of the program
is underway.

In an effort to understand the nature of the effects on ESEEM due to guadrupolar
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nuclei, studies of a test case, a nitrogen-containing paramagnetic species in the disordered
solid state have been undertaken. By a judicious choice of the EPR excitation frequency (or
equivalently the Zeeman field) employed in the experiment, it is possible to observe nuclear
quadrupole resonance (NQR) transitions.* This occurs for systems in which the electron-
nuclear magnetic hyperfine interaction is largely isotropic  The energy levels for a
quadrupolar nucleus in the presence of a magnetic field due to an unpaired electron (the
hyperfine field) while also in the presence of an externally applied field (the Zeeman field) are
determined by the mixture of the quadrupole, hyperfine, and Zeeian interactions. If the
Zeeman field is chosen such that it "cancels" the effect of the hypertine field, only the nuclear
quadrupole levels remain. By recording ESEEM while this condition is fulfilled, it is possible
to observe the NQR transitions. Quadrupoie coupling information is valuable for molecular
and electronic structural characterization. The S-band pulsed EPR spectrometer used in
these experiments is designed to operate over a full octave bandwidth of microwave
frequencies (2-4 GHz). This wide span of available excitation frequencies (Zeeman fields)
permits observing the NQR for nuclei in various systems, over a range of hyperfine couplings.

RESULTS AND DISCUSSION

Computation of ESEEM Spectra. Tests of our new program for calculating ESEEM spectra
yield the same results when the assumptions used in previous programs are assimilated in
this method. This consistency is one important factor in verifying proper operation of the
program. The program also predicts some interesting modulation behavior particularly for
quadrupolar nuclei. Specifically, the program predicts that the modulation function can take
on negative values in some cases. No experimental observation of this behavior has ever
been reponrted.

S-band ESEEM Study of a Nitrogen Containing Free Radical. An S-band ESEEM
investigation of the free radical 1,1-diphenyl-2-picrylhydrazyl (DPPH) has been undertaken in
an effort to relate experimental results to factors regarding molecular and electronic structure
for a system in which coupling takes place between an unpaired electron and nuclei ('*N)
which possess an appreciable nuclear electric quadrupole moment. The theory for the case
in which the nuclear quadrupole coupling is small compared with the nuclear hyperfine
coupling has been developed and works reasonably well. However, the case in which the
nuclear quadrupole effects are comparable to the hyperfine interaction represents a much
more complex situation.

The structure of DPPH is shown in Figure 1. DPPH is an excellent benchmark system,
as it has been the subject of numerous magnetic resonance studies.*"" The results of these
investigations have revealed that the unpaired electron is delocalized over the entire radical.
As this is the case, up to 17 electron-nuclear hyperfine couplings (12 protons and 5 nitrogens)
may be observed. No single magnelic resonance technique has the ability to resolve all of
the possible hyperfine couplings. Even with the best possible resolution, by employing
standard EPR techniques, only the hyperfine interactions due to the nitrogens on the central
hydrazyl fragment (N, and N,) can be measured to a high degree of certainty.'® Electron-
electron double resonance (ELDOR) measurements confirmed the couplings to the hydrazyl
nitrogens as determined by EPR.” The couplings lo these hydrazy! nilrogens represent by
far the strongest of all the electron-nuclear interactions present in the radical, as nearly 90%
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~ of the unpaired electron spin density is localized on these atoms.'? In attempts to extract
reliable couplings for the remaining (weakly coupled) nuclei, techniques such as ESEEM,
electron-nuclear double resonance (ENDOR), and NMR have been employed.* 710"

N NO
® N
),
d N9,

1,1-Diphenyl—2—plcrylhydrazy!l radlcal

Figure 1. Structure of the DPPH radical.

The various ENDOR and NMR studies have provided reliable hyperiine coupling data
for the proton ; in the radical. The coupling data for the '*N nuclei in the nitro groups on the
picr! rint nas not yet been well established. This is particularly true for the quadrupole
coupling constants associated with these nuclei. By S-band ESEEM speclroscopy, it has
been possible to record N NQR transitions from the nitro groups. Figure 2 shows the
ESEEM pattern and the corresponding frequency spectrum obtained by Fourier
transformation for a 10mM sample of DPPH in a frozen toluene glass at 100K. The peaks
at 0.68 MHz ar.d 0.85 MHz are due to NQR transitions.

i

f (a) g (b)
::‘{, I
§”F =iy
v g
F &
§ .

/\/\j/\f/\"W“‘

-L..‘_A_——l—b‘_.—t-_.‘—s—df .
ey -an--nwmm»—n——-m-unnnm D R R ] T et e

TIME {nanosoconds) FRECULNCY (M|

E_fPfpE}

Figure 2. (a) ESEEM pattern from DPPH radicalin toluene glass
at 100K. (b) Fourier transform of (a).
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From these frequencies, values for the quadrupole coupling constant, e’qQ/h, and the
asymmetry parameter, n, can be calculated. It is found that e2qQ/h = 1.03 MHz and n =
0.33. These values are consistent with those reported for aromatic systems which contain
nitro groups, which should have similar electronic-structural characteristics.'® '

CONCLUSIONS AND RECOMMENDATIONS

We conclude that our new simulation technique for treating ESEEM data is reliable and
can yield valuable structural information, especially for the quadrupolar isotopes of sulfur,
nitrogen, and sodium. During the next quarter of this grant, refinements to our computational
capabilities will continue. The accurate simulation of ESEEM data is paramount to the
success of extracting reliable structural parameters.

We have been successful in obtaining nuclear quadrupole coupling parameters
directly from ESEEM data and plan to continue related experiments. The ability to determine

the local electronic environment of quadrupolar nuclei adds another dimension to structural
characterization.
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