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Electron spin dynamics in Ce3* : YAG crystals: Hyperfine interaction of 4f and 5d electrons
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The electron spin dynamics of Ce** ions in YAG crystals is studied by time-resolved photoluminescence
spectroscopy with an alternating left and right circularly polarized continuous-wave laser modulation technique.
The electron spin relaxation due to hyperfine interaction with randomly oriented nuclear spins can be efficiently
suppressed by a weak external longitudinal magnetic field. The suppression of the hyperfine-induced spin
relaxation makes the electron spin polarization increase from 0.001 to 0.016 for the lowest 4 f state, and from
0.08 to 0.32 for the lowest 5d state. The suppression magnetic fields for the 4 f electrons are several times weaker
than that for the 5d electrons, dependent on the crystal orientation. The dispersion of the local hyperfine field
distribution A B is isotropic and equal to 4.0 mT for the 5d electrons, and anisotropic for the 4 f electrons with
ABjgor; = 0.8 mT, AByjj9) = 1.1 mT, ABy;19) = 2.4 mT. The hyperfine coupling strength for the 4 f electrons is

~4 times weaker than that for the 5d electrons.
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I. INTRODUCTION

The electron spin states have initiated extensive research
for their prospective application in quantum information pro-
cessing [1,2]. Dopants in solids and semiconductor quantum
dots are often-studied materials because of their spatially
localized electron wave function, which helps to maintain
long spin lifetimes [3-5]. At low temperature and in the
absence of or weak magnetic field, electron spin relaxation in
these systems is dominated by the electron-nuclear hyperfine
interaction. Previous studies on hyperfine interaction usually
viewed the electron g tensor as isotropic [6-9]. In practical
systems, the electron g tensor could have strong anisotropy
[10,11].

Rare-earth cerium-doped garnet crystals are well-known
scintillators with high performance and high luminous effi-
ciency [12,13]. In recent years, optically oriented electron
spin states of Ce** ions in yttrium aluminum garnet (YAG,
Y3Al501,) crystals have attracted much interest [14—17]. Op-
tical pumping can initialize the spin of both the 4 f ground
and 5d excited electrons of Ce* ions. The 5d electron spin is
thermally robust and can be detected up to room temperature.
The 5d electron g tensor is quasi-isotropic with a value of
~2.0, as measured by time-resolved pump-probe Faraday
rotation spectroscopy [17]. In contrast, the 4 f electron spin
is observed only at low temperature [16] and the g tensor
is strongly anisotropic [11,16,18]. It has been revealed that
electron-nuclear hyperfine interaction dominates the electron
spin relaxation both in the 4 f and 5d states at weak magnetic
fields [14—17]. The nuclear hyperfine field is mainly provided
by neighboring ?’Al nuclei (spin I =5/2, 100% natural
abundance) due to the fact that all the cerium nuclei have
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zero nuclear spin. For the 4 f ground electrons of Ce** ions,
the transferred hyperfine interaction with the nearest AT
ions has been confirmed by pulsed-electron nuclear double
resonance (ENDOR) techniques [19,20]. For different shell
electrons of the 4f and 5d states, however, it is unclear
whether or not the properties of hyperfine coupling are dif-
ferent, such as hyperfine coupling strength and the dispersion
of the local hyperfine field distribution A B.

The often-used optical techniques for detecting electron
spin dynamics include time-resolved photoluminescence and
pump-probe measurements with pulse lasers. Time-resolved
photoluminescence measurements under instantaneous pump-
ing typically detect the electron spin dynamics of the excited
states. The pump-probe technique, including time-resolved
Faraday and Kerr rotation spectroscopy, is sensitive to both the
ground- and excited-state electron spins. Pump-probe mea-
surements usually make it hard to directly separate the longi-
tudinal electron spin signals between the ground and excited
states. Furthermore, pump-probe measurements are difficult
to quantify the spin polarization degree of ensemble electrons.
In this work, we study the hyperfine interaction in parallel for
the 4 f and 5d electrons of Ce*" ions and the influence of
longitudinal magnetic fields. Under an alternating continuous-
wave o1 /o~ circular polarization laser excitation, electron
spin dynamics can be directly evaluated from the photolumi-
nescence (PL) transients [21,22]. Via this technique, the 4 f
and 5d electron spin signal can be separately identified in one
measurement, from which the information of the electron spin
polarization degree and spin lifetime can be extracted. A weak
external longitudinal magnetic field can efficiently suppress
electron spin relaxations due to the hyperfine interaction with
randomly oriented nuclear spins. The value of the dispersion
of the local hyperfine field distribution AB is obtained for
both the 5d and 4 f electrons. AB is anisotropic for the 4 f
electrons and isotropic for the 5d electrons.
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FIG. 1. Experimental setup for electron spin dynamics measure-
ments. The sample Ce**: YAG crystal is [111] oriented. Light vector
k || magnetic field B || [111]. EOM: electro-optical modulator; G-L:
Glan-laser polarizer. F1-500 nm long wave pass filter; F2-532 nm
band pass filter with bandwidth 10 nm. APD: avalanche photodiode.

II. EXPERIMENTAL METHOD

The sample is a [111]-oriented Ce-doped YAG crystal
with a thickness of 0.5 mm and cerium content of 0.2 at.%
(Hangzhou Shalom Electro-optics Technology Co., Ltd.).
The crystal is mounted in a closed-cycle cryostat, with the
sample temperature set at ~5 K. The cryostat is placed in
an electromagnet with removable iron poles. The setup for
electron spin dynamics measurements is shown in Fig. 1.
The excitation laser is a low-noise diode-pumped solid-state
continuous-wave laser of 473 nm with linear polarization. An
electro-optical modulator and a /4 wave plate are used to
alternatingly modulate the laser between o and o~ circular
polarization. The laser wave vector is parallel to the [111]
crystal orientation and the magnetic field B (the Faraday
configuration). The PL circular polarization is distinguished
by a A/4 wave plate and a Glan-laser polarization analyzer.
After blocking the excitation light by a long-wave pass filter
of 500 nm, the PL signal is detected in o polarization mode
by an avalanche photodiode (APD) together with a digital
oscilloscope (OSC, LeCroy Wavepro 760Zi) for time-resolved
PL measurements.

III. RESULTS AND DISCUSSIONS

As is known, the 4 f shell of Ce3* ions has only one
unpaired electron, which can be optically excited into the 5d
state [17]. The spin-orbit coupling splits the 4 f state into *Fs
and *Fy/, manifolds and the 5d state into ?D3/, and Ds)
manifolds. The crystal field splits the 4 f and 5d states further
into 7 and 5 Kramer’s doublets, respectively. The Kramer’s
doublets are further split into spin-up and spin-down states by
external magnetic fields.

Figure 2 shows the steady-state PL spectra of Ce** : YAG
crystals under either o or o~ circular polarization excitation
at 5 K, with the detection fixed in o™ mode. There are
typically two fluorescence peaks centered at 534 and 588 nm.
The 534 nm band corresponds to the transition from the lowest
5d state into the lowest 2F5/2 state. The 588 nm band is
dominated by the transition from the lowest 5d state into
the 2F7/2 manifolds. As shown in Fig. 2, the 534 nm PL
band is circularly polarized with the same polarization as
the excitation laser, while the 588 nm band has opposite
circular polarization to the excitation laser. When the external
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FIG. 2. PL spectra of Ce*" : YAG crystals under o+ and o~
circular polarization excitation at low temperature 7 = 5K. The
longitudinal magnetic field (a) B = O0mT and (b) B = 100mT. The
excitation wavelength is 473 nm. The signal detection is fixed in the
ot polarization mode.

longitudinal magnetic field is changed from zero to 100 mT,
the ot circular polarization degree increases from 8% to
36% for the 534 nm peak; meanwhile, the o~ circular po-
larization degree increases from 7% to 15% for the 588 nm
peak.

In the time-resolved PL measurements, the detection win-
dow is set from 528 to 537 nm with a 532 nm band pass
filter of 10 nm bandwidth. Figure 3 shows the time-resolved
PL spectra of Ce’*:YAG crystals under the excitation of
periodic circular polarization switching at zero and 30 mT
magnetic field and low temperature of 5 K. At both zero and
30 mT, the PL signal under copolarized excitation-detection
mode is larger than that for counterpolarization. At B =
30mT, the PL signal weakens gradually to a steady state
under copolarized excitation-detection mode. In contrast, the
amplitude of the PL gradual change is much less at B = O mT.
The intensity difference between the co- and counterpolar-
ization mode for B = OmT is evidently smaller than that for
30 mT.
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FIG. 3. PL transients under periodic circularly polarized switch-
ing excitation at zero and weak external magnetic field B = 30 mT
for low temperature T = 5 K; signal detection is always in the o™
polarization mode.

In order to quantitatively understand the PL transients
in Fig. 3, now we discuss the optical excitation and decay
processes and establish the corresponding rate equations.
Figure 4(a) shows the optical transitions of Ce®* ions in
YAG crystals under circularly polarized light excitation. The
excitation laser wavelength 473 nm is within the phonon-
assisted absorption band labeled 5d(1)P" [17]. 4f(1) and
5d(1) are the lowest-energy level of the 4 f and 5d states,
respectively. For the sake of simplification, 4 f(n) includes
all the other 4 f states except for 4 f(1). Circular polarization
selective excitation generates electron spin polarization both
in the 4 f(1) and 5d(1) states. Let us say that o™ circularly
polarized light selectively excites spin-down electrons in the
4 f(1) state into the spin-up 5d(1)" state. After excitation,
the spin-up electrons in 5d4(1) can directly relax to the
spin-up 5d(1) state or first spin flip to the spin-down 54(1)Ph
state and then relax to the spin-down 5d(1) state. Similarly,
the spin-up electrons in 5d(1) can directly emit o+ photons
back to the spin-down 4 f(1) state or first spin flip to the
spin-down 5d(1) state and then emit ¢ ~ photons to the spin-up
4 f(1) state. In this way, a part of the spin-down electrons
in 4 f(1) will be transferred to the arm of the spin-up 4 f (1)
state and a net spin-up polarization of the 4 f(1) electrons
is built up. In the same way, the transition from 5d(1) to
4 f(n) also drives the spin-down 4 f (1) electrons to the other
arm. Continuous excitation makes spin polarization of the
4 f(1) electrons larger and larger, and finally to a steady
state as shown in Fig. 4(b). Now, switching from o™ to o~
excitation starts up an opposite scenario with establishing a
net spin-down 4 f(1) electron. The nonequilibrium between
the two arms of the 5d(1) state directly leads to electron
spin polarization and circularly polarized emission. Selective
excitation transfers the electron from one 4 f(1) arm to the
other. The decreased electron population in the corresponding
arm leads to a weakened absorption, and thus the PL sig-
nal decreases, as shown in Fig. 3. Tracking the associated
emission transients thus directly reveals the electron spin
evolution.
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FIG. 4. (a) Optical transitions of Ce** ions in YAG crystals under
circularly polarized light excitation. 1, | :electron spin; T, : the
electron lifetime in the 54 (1)P! state; T, 7,, and 1, : the radiative life-
times of the 5d(1) state; 73 : the time of the transition from 4 f(n) to
4£(1); TPh, ¥, 1, and t¢ : spin-flip time of electrons in the 5d(1)P",
5d(1), 4 f(n), and 4 f(1), respectively; P. :optical pumping rates.
(b) Schematic of electron spin excitation and evolution dynamics.

The corresponding rate equations in Fig. 4(a) are
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and the unity condition
NS+ N¢ + Ny + N_+ NS+ N 4 NP 4 NP = 1,
(5)
where N§, Ny, N, and Nih represent the electron pop-
ulations in the two arms of the 4 (1), 4f(n), 5d(1), and
5d(1)P states, respectively. T, is the electron lifetime in the
5d(1)P" state. T, 71, and 7, are the radiative lifetimes of the
5d(1) state. 73 is the transition time from 4 f(n) to 4 f(1).
P h, ¢, 1, and 7 are the spin-flip times of electrons at the
state of 5d(1)P", 5d(1), 4f(n), and 4 (1), respectively. Py
are the optical pumping rates, where P, = Py, P_ = Oforo™
excitation and P_ = Py, P, = 0 for o~ excitation.
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The intensity of emission from the crystal is proportional to
the electron population in the excited state, i.e., [, oc N{°/1
and /- o« N¥*¢/7. Solving the rate equations (1)—(4), the PL
intensity under alternating o™ and o~ excitation depends on
the steady-state electron spin polarization of the 4 f(1) state
o5 and can be expressed by

Py 2 _
L) —\—F—— 1 — pf +2p8e ®), (6
+(0) 4<f%+f—2+1 Q)( P+ 2ple ), (6)

P . L
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P
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where the parameter Q includes all lifetimes in the optically
excited states,
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1,.(0) and I (c0) stand for the PL intensities under o+ excita-
tion at r = 0 and ¢ = oo, respectively, and /_(0c0) represents
the PL intensity under ¢ ~ excitation at t = co. From Egs. (8)
and (9), we can obtain

pE = [1:(0) — 14 (00)]/[11.(0) + I1.(c0)]. (14)

The electron spin polarization of the 5d(1) state p*¢ equals
the PL circular polarization. From Egs. (9) and (10), o is
described by

P = [11(00) = I-(00)]/[11.(00) + I-(00)]

={(1+rph/r§"‘)[1+(1/r:*°)/<1/r +1/n+ /o))
(15)

As expected, pS*¢ depends on the ratio of the spin relaxation
rate 1/t ¢ and radiative rate 1/t + 1/7; 4 1/712, and the ratio

of the spin relaxation rate 1/t " and relaxation rate 1 /Tph-
From the experimental data in Fig. 3, we can obtain the
steady-state spin polarization of the 4 f(1) state pf and the
5d(1) state pJ*°. Figures 5(a) and 5(b) show o and oS¢ a
a function of longitudinal magnetic field B. As is shown in
Fig. 5(a), the spin polarization of the 4 f(1) state increases
rapidly from 0.001 to 0.016 when the magnetic field is in-
creased from zero to 5 mT. When B > 5 mT, ,osg levels off. The
spin polarization of the 5d(1) state p$*¢ has similar magnetic
field dependence, but just needs a larger magnetic field of
20 mT for leveling off. p$*¢ increases from 0.08 to 0.32 with
application of the magnetic field. The magnetic field depen-
dences of both pf and p™° agree well with the expectation
for the electron spin dynamics dominated by the hyperfine
coupling mechanism. As demonstrated in Ref. [6], for an
ensemble electron spin polarization that is instantaneously
created, the electron spin polarization decays to a steady-state

(13 4 7o) (tpn + 78 )(Tl‘lf‘lfsexc + T+ 1T + T ToT)

(13)

(

value Rj(o0) of 1/3 of its initial polarization and 2/3 relaxes
fast due to electron-nuclei hyperfine coupling in zero external
magnetic field. Increasing longitudinal magnetic fields makes
the fast component less and the value of Rj(c0) tends to 1.
The magnetic field dependence of Rj(co) can be expressed

by [6]
yeXP( 22—y
R =1 [ Yoy

where 8 = B,/AB and AB is the dispersion of the nuclear
hyperfine field distribution. AB is direction dependent for
anisotropic electron g-tensor g, and can be expressed by [6]

NOMIC
AB x ——, (17)
BE8e

where A is the hyperfine coupling constant and g is the Bohr
magneton. Figure 5(c) shows the magnetic field dependence
of R)(c0) according to Eq. (16). Increasing 8 makes R)j(oc0)
increase from 1/3 to 1. The suppression magnetic field By
is defined when the spin polarization equals 90% of the
difference between zero and strong 8, B; = 3.8 AB, as shown
in Fig. 5(c). From the experimental data as shown in Figs. 5(a)
and 5(b), the values of the suppression magnetic fields for
the 90% points are 3.7 and 15.3 mT for the 4 f(1) and 5d(1)
states, respectively. Therefore, we can estimate ABj ) =
3.7/3.8 ~ 1.0 mT and A By = 15.3/3.8 ~ 4.0 mT for the
4f(1) and 5d(1) states, respectively. In view of the fact that
8eri11] €quals 2.2 and 2.0 for the 4 f(1) and 5d(1) electrons,
respectively, the large difference of the AB values for the
4 f(1) and 5d(1) states mainly comes from the difference of
the hyperfine coupling strength between these two states as

defined in Eq. (17). ,/Zj (AJ)* for the 4f(1) electrons is

, (16
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FIG. 5. External magnetic field dependence of the electron spin polarization of the Ce** ion in YAG crystals (T = 5K). (a) pg : the electron
spin polarization of the 4 f(1) state. (b) pg* : the electron spin polarization of the 5d(1) state. (c) Calculated magnetic field dependence of
R (oc0) according to Eq. (16) for an ensemble electron spin polarization that is instantaneously created. (d) Excitation power dependence of

relaxation rates 1/t¢ at B = 30 mT.

~4 times weaker than that for the 5d(1) electrons, which is
comprehensible since the inner-shell 4 f electrons of the Ce**
ions have a more vanished Bloch function at the neighboring
aluminum compared with the outer-shell 5d electrons. Note
that the nuclear spin of almost all cerium and oxygen isotopes
is 0, and the hyperfine influence of yttrium nuclear spin can be
neglected [15]. The substitution of Ce3* for Y3* in the YAG
crystal lattice forms a center electron spin. The neighboring
AI*T ions occupy either octahedral (2/5 ions) or tetrahedral
(3/5 ions) sites [20,23]. The transferred hyperfine interaction
with aluminum nuclei are expected from the AI** ions at the
tetrahedral sites, which has been demonstrated by ENDOR
spectra [19]. The AB value of 4 mT for the 5d(1) state is
the same as that previously reported in Ref. [24] evaluated
from laser-induced magnetization dynamics measurements.
From the anisotropic 4 f (1) electrons g tensor, gjoo1; = 2.738,
grop = 1.872, gpiop = 0.91 [11], the dispersion of the lo-
cal hyperfine field distribution for the three basic crystal
directions can be deduced, with A Bjgg;; = 0.8 mT, AByj10) =
1.1 mT, ABIITO] =2.4mT.

This spin lifetime defined by hyperfine interaction is on
a timescale of 10 ns [16], below our experimental resolu-
tion. For a longitudinal magnetic field much larger than the
suppression magnetic field Bs, the electron spin polarization
of the 4 f(1) state decays with the longitudinal lifetime 7.
According to Eq. (12), the spin relaxation rate 1/tg is pro-

portional to the excitation rate, and 1/7; is thus equal to
1/7x without the laser excitation. Figure 5(d) shows 1/t as a
function of the excitation power. From the linear fit, we obtain
T at zero excitation, i.e., the longitudinal spin lifetime 77,
which equals 2.1 ms. This value at 5 K is comparable to 4.5 ms
measured at 3.5 K for a single Ce>* ion in YAG crystals [15].
The longitudinal spin lifetime 7} for the 4 f(1) state is defined
by the spin-lattice relaxation time.

In principle, hyperfine interaction and continuous flip flops
between electron and nuclear spins can lead to dynamical nu-
clear polarization (DNP), which can be verified by changing
the modulation rate of the circularly polarized laser excitation
[21,22]. In our experiments, the DNP effect does not show
up, which is probably due to the fast relaxation rate of the
environmental >’Al nuclear 5/2 spin. Note that the 2’Al
nuclear spin has not only dipole-dipole interactions, but also
strong quadrupole interactions [19,20,23].

IV. CONCLUSION

In summary, we have investigated the electron spin
dynamics of Ce3* ions in YAG crystals at 5 K using
time-resolved PL spectroscopy. By an alternating o™ and
o~ circularly polarized continuous-wave laser modulation
technique, the electron spin polarization is periodically

switched between spin-up and spin-down in accord with
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the laser modulation rate. By solving the rate equations for
the electron excitation and decay processes, electron spin
polarization is quantitatively correlated to the PL signals.
The spin signals of the 4f and 5d electrons can be well
separated by analyzing the dynamics and steady-state circular
polarization of PL transients. A longitudinal magnetic field
can effectively suppress the electron spin relaxation due to
hyperfine interaction between the electron spins both in the 4 f
and 5d states of Ce>* ions and environmental nuclear spins.
The suppression magnetic fields for the 4 f electrons are four
times weaker than that for the 5d electrons. After suppressing
the hyperfine-induced spin relaxation, the electron spin
polarization is increased by 16 times for the 4 f electrons and
four times for the 5d electrons. The spin-lattice relaxation
time for the 4 f electrons is 2.1 ms at 5 K. For the 5d electrons
with isotropic g tensor, the dispersion of the nuclear hyperfine
field distribution A B is 4.0 mT and direction independent. For

the 4 f electrons with anisotropic g tensor, A Bjgo;; = 0.8 mT,
ABi10) = 1.1mT, AByjjp) = 2.4mT. It reveals that the 4 f
electrons have ~4 times weaker hyperfine coupling strength
than the 5d electrons.
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