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Long coherence times are an essential prerequisite for implementations of quantum information technology.
This requires techniques to control perturbing processes and hence prolong coherence times in quantum systems.
In our work, we present systematic experimental investigations on prolongation of spin coherence times in a
rare-earth ion-doped crystal. The approach is based on a combination of established coherence control techniques
(i.e., zero first-order Zeeman shifts and simple dynamical decoupling), supported by automatic optimization of
experimental control parameters, as well as precise characterization of the optimization loop and the strongly
modified complex level structure by spin echoes and high-resolution Raman heterodyne spectroscopy. The
spin-echo and Raman heterodyne data clearly prove successful optimization towards proper conditions of zero
first-order Zeeman shifts, finally yielding a coherence time of 1 min, i.e., close to the theoretical limit set by the
population lifetime in Pr3+ :Y2 SiO5 .
DOI: 10.1103/PhysRevA.89.053825

PACS number(s): 42.50.Gy, 03.67.Pp, 76.30.Kg, 76.60.Lz

I. INTRODUCTION

Decoherence plays a crucial role in applications of quantum
optics, as it typically destroys phase information (e.g., encoded
in superpositions of quantum states). Thus, many recent efforts
in the field have dealt with control mechanisms to cope with
perturbing decoherence processes. Some prominent examples
are, e.g., decoherence-free subspaces [1–3], quantum error
correction codes [4,5], or dynamical decoupling [6–10]. Moreover, it was shown, that smart control of external magnetic
fields can help reduce fluctuations [11] and, finally, prolong coherence times in different types of quantum systems [12–16].
In our work, we deal with investigations and implementations of decoherence control in Pr3+ :Y2 SiO5 . The latter
and similar rare-earth-ion-doped crystals combine naturally
long coherence times (which typically are reserved for atomic
gases) with the large density of solids. This makes such
doped solids very promising candidates for realistic implementations of quantum information technology [17]. Recently,
we applied Pr3+ :Y2 SiO5 for light and image storage by
electromagnetically induced transparency (EIT). Decoherence
control enabled us to obtain very long optical storage times
of 42 s (defined by the 1/e decay of the stored signal) [18].
In particular we applied “zero first-order Zeeman shifts”
(ZEFOZ) and dynamical decoupling to prolong the coherence
time in the solid medium. ZEFOZ in the doped solid relies on
preparation of appropriate level splittings, such that the new
levels are less sensitive to decoherence processes induced by
magnetic interactions with the host lattice [15,19]. Dynamical
decoupling is based on fast rephasing of spin coherences
(which, e.g., serve to store information) by sequences of radiofrequency (rf) pulses. In a simplified explanation, the pulses
rephase an inhomogeneously broadened ensemble faster than
perturbing decoherence processes occur. Thereby, the perturbations are effectively averaged out, and the coherence
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time increases [7,9]. However, the control techniques depend
critically upon the exact choice of the experimental parameters.
As examples, coherence control by ZEFOZ requires precise
control of the field strength and orientation, and dynamical
decoupling suffers from fluctuations of the pulse area. To cope
with such imperfections of experimental coherence control,
we developed and applied an automatic procedure to determine optimized conditions for ZEFOZ in Pr3+ :Y2 SiO5 . The
algorithm uses spin-echo experiments with optical readout to
evaluate progress in the optimization. We note that we already
used this approach for our EIT light-storage experiments but
gave no details in the corresponding publication [18]. In our
present work we provide now a detailed description of the
automatic optimization loop and characterize its progress as
well as the final result by spin echoes and spectroscopy.
Hence, after determination of the optimized magnetic field, we
use Raman heterodyne spectroscopy to monitor the modified,
very complex hyperfine level structure in Pr3+ :Y2 SiO5 and
verify optimization towards proper conditions for ZEFOZ. The
combination of optimized ZEFOZ and dynamical decoupling
finally permits a prolongation of the coherence time in
Pr3+ :Y2 SiO5 from the initial value of 500 μs to 1 min. This is
already quite close to the population lifetime of T1 ∼ 100 s in
Pr3+ :Y2 SiO5 , which sets the ultimate limit.
II. EXPERIMENTAL SETUP AND DETECTION METHODS

The experiments are performed in a Pr3+ :Y2 SiO5 crystal
with a length of 3 mm and a dopant concentration of 0.05%
praseodymium. The crystal is mounted in a liquid-helium cryostat and held at temperatures of about 4 K to reduce phononic
excitations. Figure 1(a) shows the relevant part of the level
scheme of a single Pr3+ ion. The optical transition between
the electronic ground state 3 H4 and the excited state 1 D2 is
at a wavelength of 605.98 nm. Without external magnetic
field (B = 0), each electronic state consists of three doubly
degenerate hyperfine states, which are labeled according to
their magnetic quantum number (mI = ± 12 , ± 32 , ± 52 ). The
level spacing of the hyperfine states within an electronic state
is in the range of 10 MHz. The population lifetime of the
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(b) Raman heterodyne sequence

(c) Spin echo sequence

FIG. 1. (Color online) (a) Level scheme of a Pr3+ ion without
external magnetic field (B = 0) and at BZEFOZ (B = 0). (b) Schematic
pulse sequence for Raman heterodyne spectroscopy. (c) Schematic
pulse sequence for spin-echo experiments.

hyperfine states of the ground state 3 H4 is T1 ∼ 100 s [20]. The
natural coherence time of these states is T2 ≈ 500 μs [21,22].
If an external magnetic field is applied (B = 0), the
hyperfine states split due to the Zeeman effect, depending upon
 Following
the direction and strength of the external field B.
the notation introduced in Ref. [23], we orient the coordinate
system with regard to the crystal axes D1, D2, and b such
that x  D2, y  D1, and z  b. The Zeeman level structure in
Pr3+ :Y2 SiO5 can be calculated from the effective quadrupole
and Zeeman tensors [23,24]. As an example, Fig. 1(a) also
shows the splitting in a specific magnetic field BZEFOZ (B = 0),
which we will discuss in more detail in Sec. III.
To characterize the Zeeman-shifted hyperfine structure
of the Pr3+ ions, we apply Raman heterodyne spectroscopy [25,26] [see Fig. 1(b)]. First, an intense laser pulse
(red solid line) optically pumps the populations in the 3 H4
hyperfine states. Second, we apply a long optical pump pulse
and a coincident rf pulse with chirped frequency (gray dotted
line). When the rf matches the frequency of a hyperfine
transition in the 3 H4 manifold, it drives a spin coherence
between the hyperfine states. The optical pump pulse scatters
from the induced spin coherence and generates an optical
Raman signal pulse (blue dashed line) at frequency ωSig =
ωPump ± ωrf . Due to the large inhomogeneous broadening of
the optical transition in the gigahertz range, the pumping and
Raman scattering processes take place in up to nine frequency
ensembles of Pr3+ ions. Figure 1(a) shows an example of
the coupling scheme in one specific ensemble. All ensembles
contribute to a coherent signal pulse, which leaves the crystal
in the same direction as the initial pump pulse. The beat note
between the pump and the signal pulse reveals information
about the spectral structure of the Pr3+ hyperfine states.
To measure the hyperfine coherence lifetime we apply a
conventional spin-echo sequence, extended by optical preparation and detection [27,28] [see Fig. 1(c)]. First, a laser
pulse optically pumps the hyperfine states of the Pr3+ ions.
Afterwards, a rf pulse with a pulse area of π/2 drives a maximal
coherence between two hyperfine states. After a time τ a rf

pulse with pulse area of π rephases the coherences in the
inhomogeneously broadened ensembles. Hence, after the echo
delay 2τ all spin coherences are in phase again to generate a
large net coherence. An optical pump pulse scatters from the
spin coherence and generates an optical signal pulse. The total
energy of the signal pulse serves as a measure for the amplitude
of the coherence in the medium at time 2τ . Decoherence
processes reduce the amplitude of the spin coherence. Thus,
observation of the signal pulse energy vs variation of the echo
delay 2τ permits determination of the hyperfine coherence
time. As in the case of the Raman heterodyne sequence, the
signal pulse is detected as a beat note with the final pump pulse.
The experimental setup is as follows: A continuouswave single-longitudinal-mode dye laser (Sirah Matisse DX)
provides optical radiation at λ = 605.98 nm with a residual
frequency jitter of about 100 kHz on a time scale of 100 ms.
The laser radiation passes an acousto-optic modulator (AOM)
which enables full control of temporal intensity and frequency
profiles. Typical pump-laser powers behind the AOM are in
the range of 10 to 100 mW. The beam diameter in the crystal
is ∅ ≈ 300 μm. Two coils (diameter of 5 mm, five windings
each), placed inside the cryostat around the crystal, are driven
by amplified signals from an arbitrary waveform generator
(AWG) to generate the required rf pulses. The maximum rf
power is Prf = 10 W. Three pairs of superconducting coils in
orthogonal Helmholtz configuration, with diameters of a few
centimeters, also placed in the cryostat around the crystal,
serve to provide static magnetic fields of variable strength and
direction in the crystal. With 200–400 windings on each coil
and at a current of 10 A, we reach maximal magnetic fields of
about 2000 G in each spatial direction. The coils are driven by
high-power operational amplifiers (Servowatt DCP 390/20)
which act as four-quadrant power supplies. On time scales
of 100 ms we measured a relative fluctuation of the static
magnetic-field strength of well below 10−4 . The long-term
drift of the magnetic field over several hours was below 1 G.
To detect the beat note between the pump and signal pulse
(e.g., in the Raman heterodyne detection or the spin-echo
experiments), we use a photodiode (Thorlabs PDA155-EC)
and a lock-in amplifier (Zurich Instruments ZI HF2LI), with a
locking reference from the AWG.
III. OPTIMIZING AND MONITORING
CONDITIONS FOR ZEFOZ

The dominant source of decoherence of the Pr3+ hyperfine
states is interactions with magnetic fields generated by the
fluctuating spins of the Y ions in the crystal environment [29].
The changing magnetic fields lead to stochastic Zeeman shifts
of the Pr3+ levels. As the phase of the coherence between
two quantum states depends upon the level spacing, stochastic
Zeeman shifts lead to decoherence.
We consider now application of a strong external magnetic
field. If the field strength exceeds the Pr-Y magnetic dipole
interaction strength, it defines a local quantization axis for
the Y ions. This leads to reduced fluctuations of the Y spins
and a lower interaction probability between the Pr and Y
ions. It has been shown that already weak magnetic fields of
some 10 G prolong coherence times from the initial value of
T2 ≈ 500 μs to the range of 10 ms [15,29]. A further reduction
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of decoherence becomes possible if we use the strength and
direction of stronger fields as control parameters. For stronger
  100 G) the Zeeman shift of the hyperfine states
fields (|B|
does not grow linearly with the magnetic-field strength any
longer [see also Fig. 1(a)]. In this case, the Zeeman-shifted
hyperfine levels show avoided crossings [15,23,24]. Thus, the
dependence of the level energy vs the magnetic-field strength
exhibits local maxima (or minima) for specific values of the
magnetic field. This defines a ZEFOZ point, i.e., a specific
choice BZEFOZ of the magnetic field such that the frequency of a
hyperfine transition is (to first order) independent of an external
 Hence, residual magnetic fluctuations (also
magnetic field B.
inside the crystal) will not affect hyperfine spin coherences
prepared under conditions of ZEFOZ, i.e., at BZEFOZ . This
permits a reduction of the perturbing Pr-Y magnetic dipole
interactions and prolongation of the coherence time. The
technique was first applied to Pr3+ :Y2 SiO5 in Refs. [15,30,31]
to demonstrate a prolongation of the coherence time up to
several hundred milliseconds.
However, a faithful reproduction of this result is not that
simple as the ZEFOZ effect is extremely sensitive to an
accurate tuning of the magnetic field. We adapted the values for
the ZEFOZ point at BZEFOZ = (732,173,219) G, determined
by Fraval et al. [15], and performed a spin-echo measurement
on the corresponding hyperfine transition at 8.64 MHz in the
electronic ground state 3 H4 [see Fig. 1(a) (B = 0)]. The temporal decay of the signal pulse energy E versus the echo delay
2τ at this initial choice Bstart for the ZEFOZ point is depicted in
Fig. 3 as blue circles. The data are fitted with a nonexponential
decay curve based on a phase-memory model [32]:
 
 
2τ 2
E(2τ ) = E0 exp −
.
TM

(1)

For the sake of simplicity, in the following we will not
refer to the phase-memory time TM but will use the coherence
time T2 instead, i.e., the time after which the initial signal
E0 has dropped to 1/e. The fit gives a coherence time of
T2start = 55 ms, which is much shorter than the expected several
hundred milliseconds at a perfect ZEFOZ point. This is due
to slight misalignments of the crystal axes relative to the
magnetic field, background fields, calibration errors, or other
imperfections of the experimental setup. To determine the field
for ZEFOZ under conditions of arbitrary variations in these or
other experimental parameters, we implemented an automatic
search algorithm and optimization loop.
The loop is based on a gradient search and works as follows:
In step (a) we initialize the algorithm with a starting magnetic
field B and an expected hyperfine transition frequency νrf . As
starting parameters we typically choose theoretically predicted
magnetic fields for ZEFOZ points or results of previous
experiments in other setups. In principle, it is also possible
to start with an arbitrary choice or rough guess. In step
(b) the search loop changes the magnetic field B along the
three spatial directions ei (i = x,y,z) by a small amount
±B. In step (c) the experimental algorithm performs a
Raman heterodyne experiment to determine the Zeemanshifted resonance frequency νrf (B ± B ei ) of the relevant
hyperfine transition. In step (d) the loop conducts a resonant

FIG. 2. (Color online) Evolution of the magnetic field during
the automatic optimization loop to determine the optimal ZEFOZ
point. The loop applies Raman heterodyne spectroscopy and spin
echoes to evaluate progress towards longer coherence times. Each
data point indicates the result of one iteration step in the algorithm.
The algorithm runs through 33 iterations before it converges to the
optimal magnetic field, indicated by the red dot.

spin-echo experiment at νrf (B ± B ei ) to determine the effect
of the new magnetic field upon the coherence time. To speed up
the optimization process, the algorithm records the spin-echo
signal at a single fixed echo delay, rather than varying the
echo delay 2τ to measure the entire coherence decay. The
results of steps (b)–(d) yield information about the gradient of
the coherence time with regard to the magnetic-field vector.
The loop calculates this gradient in step (e) and determines in
which spatial direction we must change the magnetic field by
a step ±B to obtain the steepest increase in coherence time.
The new field is the start value for the next iteration of the
optimization loop, starting again with step (a).
Figure 2 shows the progress of the optimization loop in
a typical experiment. The algorithm started at a calculated
magnetic field of Bstart = (732,173,219) G (blue dot) and
converged towards Bend = (741,177,215) G (red dot). The
initial step size B of the magnetic field was 2 G to enable
quick optimization in the first iterations. During optimization
the algorithm gradually reduced the grid size to B = 0.2 G
for fine-tuning of the magnetic field in the last iterations.
The loop required a runtime of 30 min only. The plot shows
a systematic optimization path through the magnetic field
parameter space towards best conditions for ZEFOZ in our
setup. As expected the signal pulse energy (and hence the
coherence time) steadily increases during optimization.
To determine the finally obtained coherence time, we
recorded the variation of the spin-echo signal vs the echo
delay time (see Fig. 3). The graph shows the decay of the
signal pulse energy in the echo under conditions of the initial
field Bstart = (732,173,219) G (blue circles), as well as for
the optimized field Bend = (741,177,215) G. In addition to
the data points, we also plot decay functions according to
Eq. (1). At the final ZEFOZ configuration Bend we obtain a
opt
1/e coherence time of T2 = 392 ± 14 ms. This is roughly a
factor of 800 longer compared to the natural coherence time
(T2 ≈ 500 μs) and a factor of 8 longer compared to the case
of the theoretically calculated ZEFOZ point. Thus, although
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FIG. 3. (Color online) Variation of the signal pulse energy
vs echo delay time for the case of the initial magnetic field
Bstart = (732,173,219) G (blue circles) and the optimized field
Bend = (741,177,215) G (red squares). Solid lines represent fits based
on Eq. (1), yielding 1/e coherence times of T2start = 55 ms and
opt
T2 = 392 ms. The 1/e level is indicated in the graph by a gray
dashed line.

the optimized magnetic field differs only by ∼1 % (depending
on the field component) from the initially calculated value, the
coherence time increases almost by an order of magnitude.
This confirms that very precise determination of the ZEFOZ
conditions is crucial to obtain long coherence times. This is important for any new experimental setup which aims at ZEFOZ,
any change in such a setup, or even effects of daily fluctuations
in the laboratory environment. Precise optimization of the
ZEFOZ point (in our case with accuracies in the range of
well below 1%) is required in all these cases. Finally, we
must not fail to mention that in a similar ZEFOZ experiment
in Pr3+ :Y2 SiO5 coherence times up to ∼900 ms have been
reported [30,31]. This may be due to a stronger noise in our
magnetic-field setup or a larger inhomogeneity of background
fields in our setup, which we cannot compensate with the
applied Helmholtz coils. Nevertheless, our optimization loop
surely determines the best conditions for ZEFOZ which are
possible in the setup.
To further verify the conditions for ZEFOZ at the optimized
magnetic field, we applied Raman heterodyne spectroscopy
to record Zeeman spectra of the complicated, modified
hyperfine structure in the electronic ground state 3 H4 vs the
magnetic-field strength (see Fig. 4). We change the magnetic
field by steps of 5 G in the range of ±250 G around the
optimized ZEFOZ point at Bend = (741,177,215) G. For
each of the three graphs in Fig. 4 we keep two spatial field
components fixed at their optimized values while we vary the
other field component. The rf was continuously swept from
νrf = 1 to 20 MHz during time intervals of 1 s. The contour
plot of the experimental data clearly reveals the nonlinear
dependence of the energy levels upon the magnetic-field
strength. At the optimized configuration Bend we observe the
expected vanishing first-order derivative of the energy shift
(marked by white crosses). The measured hyperfine transition
frequency of νrf = 8.636 MHz agrees very well with our
simulations and previous experiments [15].

FIG. 4. (Color online) Zeeman spectra of the ground-state hyperfine structure around the optimized ZEFOZ point Bend , measured by
Raman heterodyne spectroscopy. Variation of the transition frequency
vs magnetic-field strength in the x,y,z direction. Color coding in
the contour plot indicates Raman signal powers. For each graph
one component of the magnetic field was varied while the other
two components were kept fixed. Thus, in the left graph the (y,z)
field components were set to By = 177 G and Bz = 215 G while
the component Bx was varied. In the middle graph, the (x,z) field
components were set to Bx = 741 G and Bz = 215 G. In the right
graph, the (x,y) field components were set to Bx = 741 G and
By = 177 G. The white crosses indicate the ZEFOZ point.

IV. FURTHER EXTENSION OF COHERENCE TIMES
BY DYNAMICAL DECOUPLING

To further extend the coherence time in Pr3+ :Y2 SiO5 ,
we combine the now optimized ZEFOZ with dynamical
decoupling. The latter was initially developed in nuclear
magnetic resonance [28,33,34], but in recent years it has also
become popular in quantum information science [35–37]. In
contrast to the more passive ZEFOZ approach, dynamical
decoupling can be understood as an active protection of the
quantum system. In dynamical decoupling the quantum system
is driven by a large number of fast rephasing processes to
suppress phase fluctuations of coherence due to stochastic
interaction with the environment. The cycling time (i.e., the
delay between two subsequent rephasing processes) must be
short compared to the correlation time in the medium, i.e.,
the typical time scale of changes in the environment. In the
simplest experimental case in Pr3+ :Y2 SiO5 , dynamical decoupling is essentially an extension of conventional rephasing by
fast, repeated application of a multitude of identical π pulses.
Thus, in our experiment we replaced the single rf π pulse of the
Hahn spin-echo sequence [see Fig. 1(b)] by a large number N
of such pulses, separated by the cycling time TC = 2τ . In this
case, the total echo delay time is N × 2τ . If the cycling time is
shorter than the reconfiguration of the surrounding Y3+ ions, it
effectively decouples the Pr3+ ions from environmental noise.
Figure 5 shows the result of spin-echo experiments at
the optimized ZEFOZ configuration Bend = (741,177,215) G
combined with dynamical decoupling sequences of different
cycling times TC = 100 ms, 50 ms, 1 ms, and 100 μs. The
large number of up to several thousand rephasing processes
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V. CONCLUSION

FIG. 5. (Color online) Variation of the signal pulse energy vs
total echo delay time at the optimized ZEFOZ configuration Bend
combined with dynamical decoupling for different cycling times.
Solid lines represent fit functions according to a simple exponential
decay.

during a single experiment modifies the temporal shape of
the spin-echo decay. The effect of the successively applied π
pulses adds up independently, such that the double-quadratic
decay of the spin-echo signal according to the phase-memory
model [see Eq. (1)] no longer holds. Instead, in the case of
sufficiently short cycling times TC , the temporal dependence
reduces to a simple exponential decay curve [38] (as indicated
by solid lines in Fig. 5). The combination of ZEFOZ and
dynamical decoupling prolongs the coherence times towards
the range of seconds. As expected, decoupling works better
for shorter cycling times TC , i.e., faster decoupling from the
noisy environment. For the shortest cycling time TC = 100 μs
we observe a 1/e coherence time of 1 min. This is the longest
coherence time measured so far in Pr3+ :Y2 SiO5 . It exceeds
the best previous demonstration by a factor of 2 [30]. We
note that in contrast to the previous work, our setup for
dynamical decoupling does not seem to suffer much from error
accumulations due to pulse area fluctuations in the π pulses.
The latter limit the effect of dynamical decoupling, which
can even lead to a decrease in the coherence time for faster
decoupling (i.e., at shorter cycling times). In our experiment,
this is not yet the case. This permitted us to further prolong the
coherence times by reducing the cycling time to TC = 100 μs.
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