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Magnetic resonances of protons in various substances are studied by the techniques of pulsed NMR
and the measurement of spin echoes. Various substances containing protons (water, glycerine, etc.)
are placed in a uniform magnetic field and subjected to pulses of a transverse ∼7 MHz rf magnetic
field in near resonance with the Larmor precession frequency of the protons. The spin-lattice and
spin-spin relaxation time constants are determined from measurements of the free-induction signals
and the spin echoes produced by various combinations of rf pulses. Temperature effects are observed
in glycerine, and the effects of paramagnetic ions on the relaxation time constants in water are
measured. The magnetic moments of the proton and of the fluorine nucleus are derived from the
data.

PREPARATORY QUESTIONS

1. Show that the Larmor precession angular velocity
with which a particle with spin angular momentum
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= Ih̄ and magnetic dipole ~µ = γ~I precesses in

a uniform magnetic field ~B0 is independent of the
angle between ~µ and ~B0 and given by

ω0 = γB0 = (gµN/h̄)B0. (1)

g is the counterpart of the Landé g-factor in atomic
spectroscopy and is given by

g = (µ/µN )/I, (2)

where µN is the nuclear magneton, eh̄/2mp.

For protons, g = 5.58, so γ = 26.8 x103 radi-
ans sec−1 gauss−1 , corresponding to 4.26 MHz /
kGauss. (1 Gauss = 10−4 Tesla.)

2. Derive the classical expression for the potential en-
ergy of a magnetic dipole in a magnetic field.

3. According to quantum mechanics the component of
angular momentum in a given direction, e.g. the di-
rection of ~B0, is an integer or half-integer multiple
of h̄. Write an expression for the energies Um, for
the various possible states of a nucleus with total
angular momentum quantum number I in a mag-
netic field. Draw diagrams of U vs B0 over the
range 0 to 10,000 Gauss, showing the variation with
B0 (“splitting”) of the energy levels of the proton
and deuteron magnetic moments.

4. Show on the above diagrams the frequencies of pho-
tons which would cause transitions among the var-
ious levels at B0 = 1770 Gauss. Confirm that the
photon frequencies are the same as the correspond-
ing Larmor frequencies.

5. The samples used in the NMR measurements
contain very large numbers of the dipoles being
studied. These interact with one another and
are in thermal equilibrium at room temperature.
The relative populations of their allowed energy
states therefore follow the Boltzmann distribution,
namely N ∝ exp(−E/kT ). Calculate the frac-
tional difference in the populations of the mag-
netic states of the proton in a sample at room tem-
perature in a magnetic field of 1770 Gauss, i.e.
(n+ − n−)/(n+ + n−).

INTRODUCTION

The NMR method for measuring nuclear magnetic mo-
ments was conceived independently in the late 1940’s by
Felix Bloch and Edward Purcell. Both investigators, ap-
plying somewhat different techniques, developed meth-
ods for determining the magnetic moments of nuclei in
solid and liquid samples by measuring the frequencies
of oscillating electromagnetic fields that induced tran-
sitions among their magnetic substates resulting in the
transfer of energy between the sample and the measur-
ing device. Although the amounts of energy transferred
are extremely small, the fact that the energy transfer is a
resonance phenomenon enabled it to be measured. Bloch
and Purcell both irradiated their samples with a contin-
uous wave (cw) of constant frequency while simultane-
ously sweeping the magnetic field through the resonance
condition. Cw methods are rarely used in modern NMR
experiments. Radiofrequency (rf) energy is usually ap-
plied in the form of short bursts of radiation (pulse nmr)
and the effects of the induced energy level transitions are
observed in the time between bursts. It is experimentally
much easier to detect the extremely small effects of the
transitions if this detection phase is separated in time
from the multi-watt rf burst phase. More importantly,
as we shall see, it is much easier to sort out the various
relaxation effects in pulse nmr experiments. The present
experiment demonstrates the essential process common
to all NMR techniques: the detection and interpretation



of the effects of a known perturbation on a system of mag-
netic dipoles embedded in a solid or liquid. In addition,
the effects of perturbations caused by the embedding ma-
terial yield interesting information about the structure of
the material.

THEORY

One can describe the dynamics of a particle with spin
in a magnetic field by drawing an analogy with a gyro-
scope in a gravitational field. The spin vector precesses
about the field direction and then, as energy is trans-
ferred to or from the particle, the angle between its spin
axis and the field axis gradually changes. This latter
motion is called nutation.

The trouble with the gyroscope analogy would appear
to be that an individual spin which obeys quantum me-
chanics cannot nutate continuously, since its projection
on the field direction is quantized. Bloch, in 1956, pro-
posed a vector model in which he showed that although
nuclear spins obey quantum laws, the ensemble average
taken over a large number of spins behaves like a classical
system, obeying the familiar laws of classical mechanics.
Thus one can gain significant insight by a classical anal-
ysis of a spinning rigid magnetized body in a magnetic
field.

Following the discussion given by Abragam (1961), we
consider the motion of a nucleus with angular momen-
tum ~Ih̄ and magnetic moment ~µ = γh̄~I in a magnetic
field B = B0 + B1 composed of a strong steady compo-
nent B0k̂ and a weak oscillating component B1 sin(ωt)̂ı

perpendicular to B0, where ı̂, ̂, k̂ are the unit vectors in
the laboratory reference frame xyz. The quantity γ is
called the gyromagnetic ratio. (In the present experi-
ment the strong steady field has a magnitude of several
kiloGauss; the weak oscillating field is the field inside a
small solenoid 2 cm long, wound with 10 turns, and con-
nected to a crystal-controlled fixed-frequency generator
and wide-band power amplifier producing an rf alternat-
ing current with a peak amplitude of ∼ 1 ma at 5.00
x 106 Hz. A simple calculation will confirm that under
such conditions B1 ¿ B0). The equation of motion of
the particle is

d~I

dt
= γ~I × ~B (3)

If B1 = 0, the motion in a reference frame fixed in
the laboratory is a rapid precession of the angular mo-
mentum about the direction of ~B0 (the z axis) with the
Larmor precession frequency γB0, as shown in one of the
preparatory questions. To understand the perturbing ef-
fects of the small-amplitude oscillating field on the mo-
tion we first represent it as the vector sum ~B1 = ~Br + ~Bl

of two counter-rotating circularly polarized components
given by the equations

~Br = 1
2
(B1 cosωt ı̂+B1 sinωt ̂)

~Bl =
1
2
(B1 cosωt ı̂−B1 sinωt ̂),

(4)

where the subscript r denotes the component rotating
in the direction of rapid precession, and l denotes the
component rotating in the opposite direction.

Next we consider the situation from the point of view
of an observer in a reference frame x′y′z′ rotating in the
direction of precession with angular velocity ω and unit
vectors

ı̂′ = cosωt ı̂+ sinωt ̂
̂′ = − sinωt ı̂+ cosωt ̂

k̂′ = k̂.
(5)

In this rotating frame ~Br is a constant vector (B1/2)̂ı
′,

~Bl is rotating with angular velocity −2ω, and the rapid
precession will have angular frequency γ(B0 − ω/γ), as
though the particle were in a field whose z component
is B0 plus a fictitious field in the opposite direction of
magnitude ω/γ. Suppose now that ω is adjusted so that
ω = γB0. Then the rapid precession will vanish, i.e.
its frequency in the rotating frame will be zero, and the
particle will precess slowly about the direction of the
steady field (B1/2)̂ı

′ with angular velocity γB1/2, with
only a tiny flutter averaging to zero due to the counter-
rotating component. If I is initially parallel to B0 (quan-
tum mechanics not withstanding to the contrary), then
in time π/(γB1) the spin direction will precess exactly
90◦, putting I in the x′y′ plane, perpendicular to B0. If
the oscillating field is now turned off, the particle will be
left with its magnetic moment in the x′y′ plane and, from
the point of view of an observer in the laboratory frame,
it will be rotating in the xy plane with angular frequency
γB0 about the z direction.

According to the Bloch theorem, the result of this clas-
sical treatment of the motion of a single magnetized spin-
ning body is actually valid for an ensemble of quantized
magnetic moments. Consider such a sample containing
protons (hydrogen nuclei) placed between the poles of the
magnet. According to the Boltzman distribution law, if
the sample is in thermal equilibrium at temperature T,
then the ratio of the number of protons n+ with z compo-
nents of spin up to the number with z components down
is

n+/n− = exp[(E+ − E−)/kT ] = exp(µpB0/kT ), (6)

where µp is the magnetic moment of the proton. At
room temperature in a field of several kilogauss this ra-
tio is only slightly greater than one, which means that



the magnetization due to alignment of the proton mo-
ments in the z direction is very slight. Nevertheless, if
the ensemble is rotated 90 deg by application of an rf field
under the conditions described above for just the correct
amount of time (a “ 90 deg rf burst”), then the nuclear
magnetization will end up in the plane perpendicular to
B0 and precess with angular velocity γB0 about the z
direction. The precessing magnetization creates an al-
ternating magnetic flux in the solenoid which, according
to Faraday’s law, induces an rf voltage. This rf voltage
can be readily detected after the rf burst has been ter-
minated, thereby proving that the resonance condition
was achieved and that the applied frequency was equal
to or very close to the precession frequency of the pro-
tons. Knowledge of the field strength and the resonance
frequency allows the determination of the gyromagnetic
ratio of the proton, which is a measurement of funda-
mental importance in nuclear physics.

To detect the nuclear-induced rf signal of angular fre-
quency γB0 that appears across the terminals of the
solenoid immediately after the 90 deg rf burst, it is mixed
with a steady signal of frequency ω from the fixed oscil-
lator to produce a beat signal of comparatively low fre-
quency |γB0 − ω| which can be observed directly on an
oscilloscope. Of course, if ω is adjusted to be precisely
equal to γB0, as in the above discussion, then the beat
frequency is zero and the output is a dc voltage propor-
tional to the sine of the difference in phase between the
induced signal and the reference voltage. In this mode
the rf mixer becomes a phase detector. The 90◦ rotation
of magnetization still works even if ω is slightly off the
resonant condition, in which case the beat signal is read-
ily observed. However, it doesn’t last forever. It decays
because of three distinct effects:

1. The field of the magnet is not perfectly uniform so
that the protons in different parts of the sample
precess at slightly different frequencies and get out
of phase with one another, thereby gradually de-
creasing the net magnetization of the sample. This
effect, although physically the least interesting, is
always the dominant effect.

2. Protons in any given substance are generally lo-
cated in several different molecular environments
in each of which the precession frequency will be
perturbed in a slightly different amount by mag-
netic dipole interactions. As in 1) the result is a
gradual loss of phase coherence and a decay of the
resultant magnetization.

3. Electromagnetic interactions between the protons
and the surrounding particles cause transitions be-
tween the spin up and spin down states whose co-
herent combination is manifested as magnetization
rotating in the xy plane. The result is a gradual
decay of these coherent combinations and a return
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FIG. 1: The Free Induction Decay.

to the state of thermal equilibrium in which the
magnetization is in the z direction and therefore no
longer capable of inducing a signal in the solenoid.

The oscillatory induced signal modulated by a decay-
ing exponential Figure 1 is referred as the Free Induction
Decay (FID.)

Spin-Lattice Relaxation Time, T1

Effect number 3) is thermal relaxation, and its rate is
an interesting measure of the coupling of the protons to
their environment. It is characterized by a time constant
denoted by T1, called the spin-lattice or longitudinal re-
laxation time. T1 is the lifetime of the spins in a given
energy state and is equal to the time constant for the ex-
ponential return to the Boltzmann distribution after the
Z-component of the magnetization has been disturbed
from equilibrium. This decay process is governed by the
ease with which the nuclei are able to give up their energy
to their surroundings. In effect, spin-lattice relaxation is
a cooling process; an even population distribution im-
plies an infinite temperature and as cooling occurs, after
the pulse, the temperature falls, allowing the excess pop-
ulation to return to its equilibrium state. Transfer of
energy from the spins to the lattice requires that there
be a fluctuating magnetic field with Fourier components
vibrating near the Larmor precession frequency in order
to induce NMR transitions. The field originates from
magnetic dipoles which are in thermal agitation.

Spin-Spin Relaxation Time, T2

Fig. 1 characterizes the FID. T ∗
2 is the name given to

the observed value of the decay constant, and is the time
for the transverse magnetization to decrease to 1/e of the



value it had immediately after the pulse. This normally
observed consists of two components

1/T ∗

2 = 1/T2 + γ∆H0 (7)

where T2 is the spin-spin, or transverse relaxation time
and ∆H0 is the inhomogeneity of the magnetic field over
the sample volume. The second term on the right is
always larger than 1/T2 and is sometimes referred to in
the literature as 1/T ′

2.
Effect number 2) above is characterized by T2. It is the

basis for the powerful method of pulsed NMR chemical
analysis based on measurement of the various perturbed
precession frequencies due to the various locations of the
protons within the molecule. Given the spectrum of these
frequencies for a new complex organic compound, an ex-
pert can practically write out the chemical formula. The
time it takes for the transverse magnetization to die out
after a sample is perturbed by an rf pulse is a measure of
this process. As we discussed above, a 90◦ pulse leaves
the sample with a net magnetization that lies in the x-y
plane and precesses about the z axis. With the passage of
time, the magnetic moments interact with one another,
and lose their phase coherence in the x-y plane. This
process does not involve the loss of any energy from the
spin system.

In many cases, the same physical mechanisms deter-
mine T1 and T2 so that they are equal. The cases of inter-
est are those where there are additional mechanisms for
spin-spin relaxation such that T2 is shorter than T1. Af-
ter a 90◦ pulse all phase coherence may be lost before any
substantial z magnetization is recovered. The transverse
magnetization, and thus also the rf voltage induced in the
sample coil, fall off as the phase coherence is lost. The
dominant effect of magnet inhomogeneity, which could
be fatal for such precision measurements, can be virtu-
ally eliminated by the remarkable invention of Hahn who
discovered the phenomenon of “spin echoes”.

Spin Echoes

To see how a spin echo is produced, consider a typi-
cal sample which has an enormous number of protons, of
the order of 1023 . They can be divided into millions of
ensembles, each one of which consists of a still enormous
number of protons in a region where the external field
has values within a very narrow range. Each ensemble
will have a certain net magnetization which contributes
to the total magnetization, but each such magnetization
will precess with a slightly different frequency and there-
fore gradually get out of phase with respect to the oth-
ers. Suppose that after a decent interval a second rf burst
of double duration, i.e. a 180◦ burst, is applied to the
sample. The magnetization of each ensemble will be pre-
cessed through 180◦, ending back in the xy plane where
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FIG. 2: The NMR signal observed when the applied rf fre-
quency is offset slightly from the Larmor frequency. The fast
oscillations corresponds to the beat between the two frequen-
cies.

it will resume its precession motion. But now the accu-
mulated phase differences between the various ensembles
are all precisely reversed. Those that were ahead of the
average are now behind by the same amount, and as the
precession proceeds, the dephasing of the ensembles is
gradually reversed. After precisely the same time inter-
val τ all the ensembles are back in phase, the total mag-
netization reaches a maximum, and a “spin echo” signal
is induced in the solenoid. The amplitude of the echo is
usually smaller than that of the original FID. There will
be some loss in magnitude of the magnetization due to
thermal relaxation and the effects of random fluctuations
in the local fields that perturb the precession of the nu-
clear moments and it is precisely the relaxation time of
this loss that we wish to measure. The spin-echo method
enables one to eliminate the otherwise dominant effects
of the nonuniformity of the magnetic field. If the two-
pulse sequence is repeated for several different values of
τ , the height of the echo should vary as exp(−t/T2).

A necessary assumption implied in the spin-echo tech-
nique is that a particular spin feels the same constant
magnetic field before and after the “refocusing” 180◦

pulse. If, because of Brownian motion, a spin has dif-
fused to a different region of magnetic field before the
echo, then that spin will not be refocused by the 180◦

pulse. This is often the case for non-viscous liquids and
will result in a decay of echoes which is not quite expo-
nential and somewhat faster than that observed in vis-
cous liquids. The Carr-Purcell technique, described
below, elegantly addresses this difficulty. The section
of this lab guide entitled “measurements” will ask you
to take data to measure the apparent T2 for two sam-
ples (e.g. a viscous sample such as glycerine and a non-
viscous one such as Fe+++ doped H2O) to compare with
later measurements taken from the same samples by the
Carr-Purcell technique.



The Measurement of T1

90◦ − 90◦

As mentioned above, the spin-lattice relaxation time
can be measured by examining the time dependence of
the z magnetization after equilibrium is disturbed. This
can be done by saturating the spins with a 90◦ pulse, so
that the z magnetization is zero. Immediately after the
first pulse one should be able to observe a free induc-
tion decay (as in Fig.1) whose amplitude is proportional
to the z-magnetization just before the pulse. One then
waits a measured amount of time, t, so that some mag-
netization has been reestablished, and then applies a 90◦

pulse to the recovering system. The second 90◦ pulse will
rotate any z magnetization into the x-y plane, where it
will produce a FID signal proportional to the recovered
magnitude it had just before the second pulse. If the
two-pulse sequence is repeated varying the time between
the 90◦ pulses the amplitude of the FID as a function of
t will give the value of T1.

180◦ − 90◦

Another sequence, the 180◦ − τ − 90◦, is also used.
A 180◦ pulse is applied to the equilibrium system, caus-
ing the population of the states to be precisely inverted,
and thus leaving the x− y magnetization at zero. In this
case, there should be little or no FID immediately after
the first pulse. The system is then allowed to approach
equilibrium for a specified delay, after which a 90◦ pulse
is applied to rotate the partially recovered z magnetiza-
tion into the x − y plane. The magnitude of the FID
gives a measure of the size of the magnetization which
can be plotted against the delay to give the exponential
time constant. In this case, the magnetization actually
reverses going through zero at time T1ln2.

The three experiments mentioned so far, (i.e. the spin-
echo, the 90◦ − 90◦ and the 180◦ − 90◦ sequences) have
each been performed successfully many times in this lab.
However each has its intrinsic difficulties leading to vari-
ous modifications which will be discussed. (One of these
improvements was actually proposed and implemented
by junior lab students last year.)

EXPERIMENTAL APPARATUS

This experiment uses a permanent magnet whose field
is 1770 gauss (0.177 Tesla). Care should be taken to
avoid bringing any magnetizable material (such as iron
or steel) near the magnet as this may be pulled in and
damage the magnet.

The experimental apparatus consists of a gated rf pulse
generator with variable pulse widths and spacings, a
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FIG. 3: The Experimental Setup. The magnet and the probe
circuit are not shown

probe circuit that delivers rf power to the sample and
picks up the signal from the sample, a preamp that am-
plifies the signal, and a phase detector which outputs an
audio signal whose frequency corresponds to the differ-
ence between the Larmor frequency and the frequency of
the signal generator.

The rf pulse generating system is made up of a fre-
quency synthesizer or oscillator, a digital pulse program-
mer, a double-balanced mixer (used as an rf switch), a
variable attenuator, and an rf power amplifier capable of
2 watts output.

The oscillator feeds a rf signal to the power splitter
. The power splitter keeps all impedances appropri-
ately matched while feeding one half of the rf power to a
double-balanced mixer (DBM) used as a gate for the rf.
The other half is used as a reference signal in the phase
detector. The gate is opened and closed by TTL pulses
provided by the digital pulse programmer. After the the
switching stage, the rf pulses pass into a constant-gain rf
power amplifier. The power amplifier feeds the amplified
pulsed rf into the probe circuit.

The signal out of the sample, as well as a considerable
amount of leakage during pulses, comes out of the probe
circuit, and is amplified by a sensitive preamp. The sig-
nal then goes into a phase detector, where it is mixed
with the reference signal coming out of the other port of
the power splitter. Since the NMR signal is, in general,
not precisely at the frequency of the transmitter, when
the two signals are mixed, a signal is produced at the dif-
ference frequency of the resonance signal and the applied
rf. Since we are looking at NMR signals in the vicinity of
1-8 MHz, mixing this down to a lower frequency makes
it easier to see the structure of the signal.

The probe circuit

The probe circuit is a tuned LC circuit, impedance
matched to 50 ohms at the resonant frequency for effi-
cient power transmission to the sample. The inductor L
in the circuit is the sample coil, a ten turn coil of #18
copper wire wound to accommodate a standard 10mm
NMR sample tube. The coil is connected to ground at



each end through tunable capacitors Cm and Ct, to allow
frequency and impedance matching. Power in and signal
out pass through the same point on the resonant circuit,
so that both the power amplifier and the signal preamp
have a properly matched load. Between the power am-
plifier and the sample is a pair of crossed diodes, in se-
ries with the probe circuit from the point of view of the
power amplifier. By becoming non-conducting at low ap-
plied voltages, these serve to isolate the probe circuit and
preamp from the power amplifier between pulses, reduc-
ing the problems associated with power amplifier noise,
but they pass the high rf voltages that arrive when the
transmitter is on. The signal out of the probe circuit
passes through a quarter-wavelength line to reach an-
other pair of crossed diodes, which go directly to ground,
at the input of the preamp. The diodes short the preamp
end of the cable when the transmitter is on, causing that
end of the cable to act like a short circuit. This helps to
protect the delicate preamp from the high rf power put
out by the power amplifier. Any quarter-wave transmis-
sion line transforms impedance according to the following
relation:

Zin = Z2
0/Zout (8)

where Z0 = the characteristic impedance of the line.
Therefore during the rf pulse, the preamp circuit with

the quarter-wave line looks like an open circuit to the
probe and does not load it down. Between pulses, the
voltage across the diodes is too small to turn them on,
and they act like an open circuit, allowing the small NMR
signal to pass undiminished to the preamp.

EXPERIMENTAL PROCEDURE

Although it is the policy in Junior Lab to discour-
age the use of pre-wired experiments, there are two
reasons why the present set-up should not be (lightly)
changed. Several of the components, particularly the
double-balanced mixers (DBM) and the low-level TRON-
TECH pre-amplifier, are easily damaged if the rf power
level they are exposed to exceeds their specified limit.
Furthermore, the lengths of some of the cables have been
specially selected to fix the relative phase relationship of
different signals.

Most of the controls that you will manipulate are on
the digital pulse programmer, the oscilloscope or the
function generator. The keypad of the Digital Pulse Pro-
grammer is shown in Figure 4. Press any of the four
buttons on the right and then use the arrow buttons to
set the corresponding time. The default times are: First
Pulse Width (PW1) = 24µs, Second Pulse Width (PW2)
= 48µs, τ = 2ms, Repeat Time = 100ms. The first two
buttons on the left determine whether the two-pulse se-
quence occurs only once or repeats continuously 10 times

one
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two
pulse
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Purc.
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pulse
width

2nd 
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FIG. 4: The Pulse Programmer Interface.

sec−1 (or at a different repeat time if you change this pa-
rameter).

Set the delay, τ , to the minimum position and observe
the amplified rf pulses from the port marked “transmit-
ter” on channel two of the oscilloscope. The pulses should
be approximately 20-30 volts peak-to-peak. Choose the
slowest possible sweep speed which will enable both
pulses to be viewed simultaneously. A good starting pair
of pulse-widths might be 24 µs and 48 µs corresponding
to approximately 90◦ and 180◦. Now switch to chan-
nel one which displays the output of the phase detec-
tor (through the low-pass filter). Incidentally, there is
another low-pass filter which is part of the scope itself.
On the Tektronix analog scope there is a button marked
“BW limit 20 MHz”. This button should be pressed in
(active). On the HP digital scope the BW limit is set
by one of the soft keys. Set the y-sensitivity to about 10
mV/div at first. Channel one will display the nmr signal.
Place the glycerine vial in the probe and place the probe
in the magnet. Now the fun begins!!

Refer to Figure 2 which is a highly stylized version of
the signals you might obtain. The form of the voltage
displayed during the two bursts is unimportant. You will
be focusing your attention on the (FID) signals which
appear after each burst and on the echo. For five or ten
microseconds after the rf pulse the amplifier is still in
the recovery phase and this part of the signal should be
ignored.

Free Induction Decay (FID)

As mentioned above, the oscillations following the first
pulse represent a beat between the applied rf frequency
and the Larmor frequency. Since the latter is propor-
tional to B0, you should see high-frequency oscillations
as you raise ω from below the resonance condition. They
will spread out in time, pass through a zero-beat condi-
tion and then begin to increase in frequency again as the
field continues to increase. These oscillations with their
exponentially decaying envelope is referred to as the Free



Induction Decay (FID).

Setting Pulse Widths

It is sometimes easiest to set the pulse widths with the
magnetic field slightly off resonance so that the FID is
well displayed. The size of the FID should be maximum
after a 90◦ or 270◦ pulse, minimum or zero after a 180◦

pulse. It is usually easiest to set the pulse-width to 180◦

by minimizing the FID. Then, if you want a 90◦ pulse,
reduce the pulse-width in half.

You have four or more degrees of freedom: these in-
clude the widths of each of the two pulses, the delay
between the pulses, and the frequency of the applied cur-
rent. Experiment with all of them. Look for free induc-
tion decays (FID); vary the FID so that you get varying
amounts of oscillations (beats) and try to explain the
beats. Once you find oscillatory FID’s, move the probe
slightly between the pole pieces of the magnet in a di-
rection perpendicular to the magnetic field. Explain the
changes you see. Use these changes to find the most
homogeneous position in the field, then leave the probe
there for the remainder of the experiment. Measure T ∗

2

. Using various combinations of 90◦ and 180◦ rf pulses,
obtain data from which you can determine T1 and T2 in
several samples (see section entitled “Measurements”.)

The Carr-Purcell Experiment

As mentioned above, if diffusion causes nuclei to move
from one point of an inhomogeneous magnetic field to
another in a time less than 2τ , the echo amplitude is
reduced. It can be shown that the echo amplitude for a
pulse separation τ is

E(2τ) = E(0) exp[−(2τ/T2)− (
2

3
)γ2G2Dτ3] (9)

where G is the gradient of the inhomogeneous field
and D is the diffusion constant. Because of the τ 3 de-
pendence the effects of diffusion are pronounced for large
values of t and thus affect the measurement of long T2’s.
Carr and Purcell introduced a pulse sequence which can
be described as follows: π/2, τ, π, 2τ, π, 2τ, π, 2τ ... (i.e.
90 deg pulse at time 0, followed by 180 deg pulses at times
τ, 3τ, 5τ , etc.) Echoes will be observed at times 2τ, 4τ, 6τ ,
etc.

When you are ready to do a Carr-Purcell, set up the
pulse width and magnetic field first with a two-pulse spin
echo and then switch to the Carr-Purcell. The picture
should resemble Figure 5.

FIG. 5: The Carr-Purcell pulse and echo sequence

MEASUREMENTS

Magnetic Moments of Hydrogen and Fluorine

With this apparatus, we can measure the magnetic
moments of two nuclei: the proton 1H and the Fluo-
rine nucleus 19F . One of the strongest signals is due to
hydrogen in glycerine. Once you have obtained a good
resonance, remove the sample and replace it with the
transverse probe of the Hall Gaussmeter. From the mag-
netic field strength (1770 gauss=0.177 Tesla) and the
measured frequency you can calculate the magnetic mo-
ment. Repeat the measurement for fluorine using the tri-
fluoric acetic acid sample or the hexafluorobenzene (You
may wish to consult the CRC or another source to get
an idea of what resonant frequency you are looking for).
The former is a strong acid and should be handled with
extreme care. Before looking for the fluorine resonance,
move the knob on the probe circuit in the magnet to
point to “FLUORINE”.

Measurements of Relaxation Times

Water

In the case of water, the relaxation times ( T1 equals
T2 for most non-viscous liquids) is of the order of several
seconds. The measurement of T2 is quite difficult but the
equivalent measurement of T1 can be done as follows:

Set up a 90◦ − 180◦ echo sequence with the shortest
possible delay between pulses. As mentioned above, one
must usually wait at least 5 times T1 between successive
repeats of this pulse sequence to allow sufficient time for
equilibrium to be re-established. If less time is taken, the
echo signal is diminished. Taking advantage of this fact,
one can vary the repeat rate and plot the echo height



against the repeat time. For times less than about 3 s.
you can read this repeat time from the small numerical
display on the scope (push the button marked “per”).
For slower rates switch to the manual (“one-shot”) mode
and use your watch to wait a specified amount of time in
between pulses. Repeat the measurement for both tap-
water and distilled water.

The first measurements of T1 in distilled water stood
for about thirty years. Since then careful measurements
have produced a number which is about 50% higher. The
difference is due to the effect of dissolved oxygen in the
water (O2 is paramagnetic). As an optional experiment,
you might try to carefully remove the dissolved oxygen
from a sample of distilled water. Bubbling pure nitrogen
through the water will work as will other methods in the
literature. A challenging question which you might dis-
cuss in your oral examination is why O2 is paramagnetic
while N2 is diamagnetic.

Paramagnetic ion doping.

An extremely small amount of any substance with un-
paired electron spins has a very dramatic effect of reduc-
ing T1. There is a bottle of Fe(NO3)3.9H20 in the lab.
The solution has been diluted to a strength of 0.17M
corresponding to 1020 Fe+++ ions/cc. Start with a sin-
gle drop of this solution in a test tube. Dilute it with 9
drops of tap water. Measure both T1 and T2. Take a
single drop of your diluted solution and dilute it again
by a factor of 10. You should be able to repeat the mea-
surement over several decades in concentration. Plot the
relaxation times versus concentration on log-log paper.

Viscosity.

It has been shown that the major contribution to both
T1 and T2 processes comes from the fluctuating dipo-
lar fields of other nuclear (and unpaired electron ) spins
in the immediate region. Only those fluctuations which
have a sizeable Fourier component at the Larmor fre-
quency can affect T1, but spin-spin relaxation is also sen-
sitive to fluctuations near zero frequency. It is for this
reason that viscous liquids (whose fluctuations have a
sizeable low-frequency component) exhibit a T2 less than
T1. You will find a series of samples of glycerine-water
mixtures in different ratios. Each will be marked with its
viscosity. Measure T2 by the Carr-Purcell method and T1

by the 180◦−90◦ method, the three-pulse method or the
method suggested in paragraph 1 of this section. Com-
pare the results with those found in the extraordinary
thesis of Bloembergen started in the year that NMR was
discovered. (“Nuclear Magnetic Relaxation,” N. Bloem-
bergen, W.A. Freeman, 1954).

SUPPLEMENTAL QUESTIONS

Each of the magnetic moments in a sample is influ-
enced by the magnetic fields of other moments in its
neighborhood. These differ from location to location in
the sample, depending on the relative distance and ori-
entation of neighbor moments to one another. An ap-
proximate measure of the magnetic field variation expe-
rienced by the proton moments in the water molecule is
the range corresponding to parallel alignment of two in-
teracting protons at one extreme to opposite alignment
at the other.

1. Using µ/r3 for the field of the neighbor moment,
show that the half-range in the Larmor precession
frequencies is given by ∆ω ≈ (gµn)

2/hr3.

2. The return to normal of the transverse distribution
of the protons following resonance occurs as mo-
ments with different precession frequencies become
more and more randomly orientated in the preces-
sion angle. Estimate the transverse relaxation time
T2 for the water sample by finding the time re-
quired for two moments, differing by the average
∆ω calculated in part a., to move from in-phase to
π-out-of-phase positions.

[1] A. Abragam, Principles of Nuclear Magnetism (Oxford
University Press 1961), QC762.A158 Physics Department
Reading Room

[2] Feynman, Leighton and Sands, Lectures on Physics
(Addison-Wesley, MA, 1965), Volume II, Chapter 35
(also an appendix in Vol. III). Interesting discussions of
angular momentum, the Stern-Gerlach Experiment and
NMR, QC23.F435 Physics Department Reading Room

[3] Melissinos A., Experiments in Modern Physics (Acad.
Press,1966), Chapter 8: An outline of magnetic reso-
nance principles, QC33.M523 Physics Department Read-
ing Room

[4] Farrar ,T.C. and Becker, E.D. Pulse and FT NMR (Acad.
Press (1971), QC454.F244 Science Library Stacks

[5] Becker E.D., High Resolution NMR (Acad. Press, 1980).
Theory and chemical applications of modern methods,
including the powerful Pulse and Fourier Transform
techniques, QD96.N8.B43 Physics Department Reading
Room

[6] Fukushima E and Roeder S, Experimental Pulse NMR
(Addison-Wesley, 1981) An excellent practical reference,
QC762.F85 Science Library Stacks

[7] Bloembergen, N., Nuclear Magnetic Relaxation, (W.A.
Benjamin, 1961), QC173.B652 Physics Department
Reading Room

[8] Farrar, T.C., Introd. to Pulse NMR Spect.,(Farragut
Press, 1989),QC762.F37 Schering-Plough Library Stacks

[9] Hahn E.L., Phys.Rev. 80, 580 (1950) Describes spin
echoes quite completely. The original reference on the
subject, Physics Department Reading Room



[10] Hahn E.L., Phys Today, Nov. 1953,p.4, A somewhat sim-
plified version of the last paper, Physics Department
Reading Room

[11] Freeman, R., “Spin-Lattice Relaxation”, from A Hand-

book of Nuclear Magnetic Resonance, 2nd Edition [1997],
QD96.N8.F74 Science Library Stacks

[12] Carr, H.Y. & Purcell, E.M., Phys. Rev, 94, 630 (1954),
Science Library Journal Collection

[13] Meiboom, S. & Gill, D., Rev. Sci. Inst. 29, 688 (1958),
Physics Department Reading Room

[14] Nobel Lecture for Felix Bloch and Edward Mills Purcell
[1952]

[15] Derome, ”Describing Pulse NMR” from Mod. NMR
Technique. For Chem. Research [1987]

[16] Otto Stern [1943] and Isidor Isaac Rabi [1944] Nobel Lec-
tures

[17] Bloch, F., ”Nuclear Induction” from Phys. Rev 70, 460-
474 (1946)

[18] Bloembergen, N, Purcell, E.M., and Pound, R.V. ”Relax-
ation Effect in Nuclear Magnetic Resonance Absorption”
Phys. Rev. 73, 679-712 (1948)

[19] Ernst, R.R. and Anderson, W.A. ”Application of Fourier
Transform Spectroscopy to Magnetic Resonance” Rev.
Sci. Instrum. 37, 93-102 (1966)

[20] Pake, G.E. ”Fundamentals of Nuclear Magnetic Reso-
nance Absorption I & II” American Journal of Physics.
Vol. 18 (1950) p.438-452, 473-486, QC.A513

[21] Pake, G.E. ”Radio frequency and Microwave Spec-
troscopy of Nuclei” Annual Review of Nuclear Science.
Vol. 19 1954 p 33-49

[22] Pake G.E., Sci. Amer., Aug. 1958. An excellent introduc-
tion, Science Library Journal Collection

EQUIPMENT LIST - PULSED NMR

Manufacturer Item Model Contact
Bruker m910 NMR Analyzer ND1857 bruker.com
Agilent Function Generator 33120A agilent.com
Agilent Oscilloscope 54621A agilent.com
Tektronix Oscilloscope 2236 tektronix.com


