
 

Highly crystallized as-grown smooth and superconducting
MgB2 films by molecular-beam epitaxy
Citation for published version (APA):
van Erven, A. J. M., Kim, T. H., Muenzenberg, M., & Moodera, J. S. (2002). Highly crystallized as-grown smooth
and superconducting MgB2 films by molecular-beam epitaxy. Applied Physics Letters, 81(26), 4982-4984.
https://doi.org/10.1063/1.1530732

DOI:
10.1063/1.1530732

Document status and date:
Published: 01/01/2002

Document Version:
Publisher’s PDF, also known as Version of Record (includes final page, issue and volume numbers)

Please check the document version of this publication:

• A submitted manuscript is the version of the article upon submission and before peer-review. There can be
important differences between the submitted version and the official published version of record. People
interested in the research are advised to contact the author for the final version of the publication, or visit the
DOI to the publisher's website.
• The final author version and the galley proof are versions of the publication after peer review.
• The final published version features the final layout of the paper including the volume, issue and page
numbers.
Link to publication

General rights
Copyright and moral rights for the publications made accessible in the public portal are retained by the authors and/or other copyright owners
and it is a condition of accessing publications that users recognise and abide by the legal requirements associated with these rights.

            • Users may download and print one copy of any publication from the public portal for the purpose of private study or research.
            • You may not further distribute the material or use it for any profit-making activity or commercial gain
            • You may freely distribute the URL identifying the publication in the public portal.

If the publication is distributed under the terms of Article 25fa of the Dutch Copyright Act, indicated by the “Taverne” license above, please
follow below link for the End User Agreement:
www.tue.nl/taverne

Take down policy
If you believe that this document breaches copyright please contact us at:
openaccess@tue.nl
providing details and we will investigate your claim.

Download date: 24. May. 2023

https://doi.org/10.1063/1.1530732
https://doi.org/10.1063/1.1530732
https://research.tue.nl/en/publications/1a6ab81d-9d1d-44ab-a9ed-07e5d20fb9bb


APPLIED PHYSICS LETTERS VOLUME 81, NUMBER 26 23 DECEMBER 2002
Highly crystallized as-grown smooth and superconducting MgB 2 films
by molecular-beam epitaxy

A. J. M. van Erven,a) T. H. Kim, M. Muenzenberg, and J. S. Mooderab)

Francis Bitter Magnet Laboratory, Massachusetts Institute of Technology, Cambridge, Massachusetts 02139

~Received 20 September 2002; accepted 25 October 2002!

We have investigated the growth of superconductive thin films of magnesium diboride (MgB2) by
molecular-beam epitaxy. A Si~111! substrate with a seed layer of MgO was used for the growth of
these films by varying parameters such as the growth temperature, Mg:B flux ratio and deposition
rate as well as the background pressure. It was found that highly crystallized films could already
form at 250 °C; however, only in a narrow window of growth parameters. The highest critical
temperature of 35.2 K with a sharp transition (DTC of 0.5 K! was observed for films grown at
300 °C. Using a capping layer of MgO proved to be highly beneficial for the preservation and the
smoothness of these films. Together with the fact that MgO proved to be a good seed layer for thin
films of MgB2 makes it an ideal candidate for growing all epitaxial MgB2 Josephson
junctions. © 2002 American Institute of Physics.@DOI: 10.1063/1.1530732#
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The observation of superconductivity at 39 K in magn
sium diboride1 has generated much interest since it has tw
the transition temperature of Nb-based alloys and the ab
to carry strongly linked current flow.2–5 For many electronic
applications using this material, high-quality thin films are
prerequisite. Most reports on magnesium diboride (MgB2)
thin-film preparation techniques describe a process that
quires postdeposition annealing to produce superconduc
films.6–12 However, as-grown superconducting thin films a
favorable for applications utilizing, for instance, Josephs
junctions. Two groups13,14 reported as-grown superconduc
ing MgB2 films, however, those films showed poor cryst
linity. We report the synthesis of highly crystallized an
smooth as-grown thin films of MgB2 by molecular-beam ep
itaxy ~MBE! with near ideal properties for junction fabrica
tion.

Films were grown on a Si~111! substrate with a 50 Å
seed layer of MgO in an MBE chamber with a base press
of 1 – 2310210 Torr. Pure metal sources of Mg and B we
used: Mg was evaporated from a Knudsen cell~K-cell! and B
was deposited by electron-beam evaporation. By proper c
bration and real time monitoring of the Mg and B depositi
rates by quartz crystal microbalance~QCM!, the Mg–B
deposition on the substrate could be well controlled.15 The
deposition rates of Mg and B were monitored using t
independent QCM whereas the film thickness was typic
600 Å. Various parameters like the growth temperature (TS),
Mg:B flux ratio, deposition rate, and background press
were varied.TS was varied between 200 and 350 °C a
superconducting films were obtained in the ran
200– 325 °C. However, not all films grown in that ran
were superconductive. Some films were insulating or show
normal metallic behavior even down to 4.2 K~no sign of
superconductivity!, depending on other growth paramete

a!Permanent address: Department of Applied Physics, Center for Nano
terials and COBRA Research Institute, Eindhoven University of Techn
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This is not in agreement with the work of Liuet al.16 who
predicted a thermodynamic stability window of Mg–g
1MgB2 in which the growth is adsorption controlled, bu
confirms the observations of Joet al.14 who had trouble find-
ing this window as well. Auger electron spectroscopy~AES!
showed that it is difficult to grow MgB2 thin films with the
right stoichiometry and that they are easily contamina
with oxygen which can be one of the main reasons for
insulating behavior. Each growth temperature had a spe
window of growth parameters in which superconducti
films were formed.

The AES spectra displayed in Fig. 1 show for film
grown; Fig. 1~a! at 310 °C with a Mg:B flux ratio of 1.8, and
Fig. 1~b! at 300 °C with a Mg:B flux ratio of 2.0. The num
bers in Fig. 1 indicate the atomic concentrations obtained
the spectral intensity analysis. Spectrum~a! is taken from a
film which showed a critical temperature (TC) of 31 K and
spectrum~b! is obtained from a film with aTC of 27 K. The
spectra show that the growth is not adsorption controlled
that a higher Mg flux results in a film that contains more M
Furthermore, they show that a better stoichiometry result

a-
l-
FIG. 1. Auger electron spectra of MgB2 thin films with aTC of 31.1 K ~a!
and 27.0 K~b!. The Auger spectrum~c! was taken half an hour later tha
spectrum~b!. Film composition as determined by the peak intensity is a
indicated.
2 © 2002 American Institute of Physics
P license or copyright, see http://apl.aip.org/apl/copyright.jsp
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a higher critical temperature and that the films are conta
nated with oxygen. Spectrum~c! was obtained for the sam
film as in ~b! but was taken half an hour later to investiga
the oxidation rate. It shows that the oxygen concentrat
almost doubled, even while the film was exposed to a ba
ground pressure of only 6.0310210 Torr.

The detrimental effect of oxygen was demonstrated
varying the background pressure~partial oxygen pressure!
during film deposition. Films were grown at a backgrou
pressure in the range from 3.531029 to 1.031027 Torr and
it was found that, independent of other growth paramet
all the films that were grown at a pressure higher th
;3.031028 Torr showed insulating behavior. It was als
found that the specific window of growth parameters
which the superconductive films were formed became lar
with a lower background pressure.

The quality of the MgB2 thin films was also strongly
dependent on the deposition rate of Mg and B. This w
varied between 0.5 and 2.3 Å/s and it was found that fil
grown with a deposition rate below;1.5 Å/s were all insu-
lating and that the films that were grown with the highe
deposition rate had the highestTC . The negative effect of
low deposition rates is probably caused by the low par
Mg pressure when depositing at low rates. Because o

FIG. 2. XRD 2u–u patterns of MgB2 thin films grown at 250 °C and 300 °C
on Si~111! with a MgO seed layer.
Downloaded 05 Apr 2007 to 131.155.151.48. Redistribution subject to AI
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volatility, a high partial Mg pressure is necessary to obt
good quality films at the required growth temperatures. F
thermore, at low deposition rates the chance of oxidation
higher. Higher deposition rates were limited by the ma
mum rate that could be used for the evaporation of B. Wh
the deposition rate was not constant during growth, it ha
negative effect on the quality of the film as well.

In Fig. 2 is displayed two x-ray diffraction~XRD! pat-
terns for MgB2 films showing that highly crystallized films
can already form even at a growth temperature of 250
For the MgB2 thin films grown at 250 °C and 300 °C, th
full width at half maximum of the~002! peak is 0.70° and
0.69°, respectively, corresponding to a grain size of ab
740 Å.17 Not every film grown in the range of 250– 300 °
showed this high degree of crystallinity. Films that were
sulating showed no XRD peaks, whereas films with a low
TC showed a reduced crystallinity, having smaller MgB2

~00L! peaks in their spectra which were sometimes acco
panied by a small Mg~002! peak, depending on the growt
parameters. Even very poorly crystallized films still show
superconductivity which is in agreement with the results
Ueda et al.13 However, in our case, a higherTC corre-
sponded with the higher degree of crystallinity while the
films remained poorly crystallized even when having aTC of
32.8 K.

FIG. 3. Resistivity vs temperature data for a MgB2 thin film grown at
300 °C.
FIG. 4. AFM pictures of a MgB2 thin film without a MgO capping layer~a! and with a MgO capping layer~b!.
P license or copyright, see http://apl.aip.org/apl/copyright.jsp
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Figure 3 shows the resistivity versus temperature cu
for the same MgB2 film grown at 300 °C that was displaye
in Fig. 2. It was grown at a deposition rate of 2.2 Å/s a
with a Mg:B flux ratio of 1.5. The transition temperatu
range (TC

onset–TC
zero) of the film is 35.4–34.9 K~with a DTC

of 0.5 K!. In spite of the high crystallinity, theTC of this film
is still well below the best bulkTC , probably because of th
contamination with oxygen and possible presence of
stoichiometric material in grains or at the grain boundari
Furthermore, the lattice constant of MgO is 4.21 Å, where
it is 3.05 Å for MgB2 implying a lattice mismatch of 28%
This would mean that MgB2 cannot grow with good epitaxy
directly on top of the MgO seed layer, but that there is so
interface layer that is highly stressed which can also cau
reducedTC .18 However, a 45° in-plane rotation of the MgB2

film with respect to the MgO~001! direction results in a lat-
tice mismatch of only;3% for two unit cells of MgB2 on a
MgO unit cell, which would make epitaxial growt
possible.12 More experiments are needed to investigate
possibility of such an orientation.

We also characterized the film surface by atomic fo
microscopy~AFM!. Figure 4~a! shows an image of a film
grown at 300 °C that had aTC of 35.2 K and no capping
layer of MgO. It has a root-mean-square~rms! roughness of
255 Å and the average size of the features in the pictur
about 3200 Å, which is about four times larger than the gr
size obtained by XRD measurements of the same film
Fig. 4~b!, an AFM image is shown of a film grown at 250 °C
having a critical temperature of 32.7 K that had a 30 Å th
MgO capping layer. It has an rms roughness of 4.2 Å and
average feature size of 480 Å which is comparable with
grain size obtained by XRD for that film. This shows th
having a MgO capping layer is highly beneficial for th
smoothness of the films. It was also observed that fi
quickly degraded when exposed to air without a capp
layer. Together with the fact that it proved to be a good s
layer for the growth of MgB2 films, it can be an ideal can
didate for serving as a barrier in MgB2 Josephson junctions

In conclusion, we have investigated the properties of
grown MgB2 films on a Si~111! substrate with a MgO see
layer under different conditions. Mg:B flux ratios, grow
temperature, deposition rate, and background pressure
varied to determine the conditions to provide the highe
quality films for the fabrication of tunnel junctions. It wa
found that it is difficult to obtain high-quality films, becaus
for each growth temperature, there is a specific window
growth parameters in which superconductive films w
formed. However, when this window is found highly crysta
lized and very smooth MgB2 thin films already form at
Downloaded 05 Apr 2007 to 131.155.151.48. Redistribution subject to AI
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250 °C. This study thus shows the high potential for growi
in situ Josephson junctions for applications.
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N00014-02-1-0119!. One of the authors~A.J.M.v.E.! grate-
fully acknowledges the support of the Eindhoven Univers
of Technology in The Netherlands which made his stay
MIT possible.

1J. Nagamatsu, N. Nakagawa, T. Muranaka, Y. Zenitani, and J. Akimi
Nature~London! 410, 63 ~2001!.

2D. C. Larbalestier, L. D. Cooley, M. O. Rikel, A. A. Polyanskii, J. Jian
S. Patnaik, X. Y. Cai, D. M. Feldmann, A. Gurevich, A. A. Squitieri, M. T
Naus, C. B. Eom, E. E. Hellstrom, R. J. Cava, K. A. Regan, N. Roga
M. A. Hayward, T. He, J. S. Slusky, P. Khalifah, K. Inumaru, and M. Ha
Nature~London! 410, 186 ~2001!.

3S. L. Bud’ko, G. Lapertot, C. Petrovic, C. E. Cunningham, N. Anders
and P. C. Canfield, Phys. Rev. Lett.86, 1877~2001!.

4D. K. Finnemore, J. E. Ostenson, S. L. Bud’ko, G. Lapertot, and P.
Canfield, Phys. Rev. Lett.86, 2420~2001!.

5P. C. Canfield, D. K. Finnemore, S. L. Bud’ko, J. E. Ostenson, G. Lap
tot, C. E. Cunningham, and C. Petrovic, Phys. Rev. Lett.86, 2423~2001!.

6W. N. Kang, H.-J. Kim, E.-M. Choi, C. U. Jung, and S.-I. Lee, Scien
292, 1521~2001!.

7C. B. Eom, M. K. Lee, J. H. Choi, L. J. Belenky, X. Song, L. D. Colle
M. T. Naus, S. Patnaik, J. Jiang, M. Rikel, A. Polyanskii, A. Gurevich,
Y. Cai, S. D. Bu, S. E. Babcock, E. E. Hellstrom, D. C. Larbalestier,
Rogado, K. A. Regan, M. A. Hayward, T. He, J. S. Slusky, K. Inumaru,
K. Hass, and R. J. Cava, Nature~London! 411, 558 ~2001!.

8M. Paranthaman, C. Cantoni, H. Y. Zhai, H. M. Christen, T. Aytug,
Sathyamurthy, E. D. Specht, J. R. Thompson, D. H. Lowndes, H.
Kerchner, and D. K. Christen, Appl. Phys. Lett.78, 3669~2001!.

9D. H. A. Blank, H. Hilgenkamp, A. Brinkman, D. Mijatovic, G. Rijnders
and H. Rogalla, Appl. Phys. Lett.79, 394 ~2001!.

10S. H. Moon, J. H. Yun, H. N. Lee, J. I. Kye, H. G. Kim, W. Chung, and
Oh, Appl. Phys. Lett.79, 2429~2001!.

11A. Berenov, Z. Lockman, X. Qi, J. Macmanus-Driscoll, Y. Bugoslavsk
L. F. Cohen, M. H. Jo, N. A. Stelmashenko, V. N. Tsaneva, M. Kamba
N. Hari Babu, D. A. Cardwell, and M. G. Blamire, Appl. Phys. Lett.79,
4001 ~2001!.

12S. D. Bu, D. M. Kim, J. H. Choi, J. Giencke, E. E. Hellstrom, D. C
Larbalestier, S. Patnaik, L. Cooley, C. B. Eom, J. Lettieri, D. G. Schlo
W. Tian, and X. Q. Pan, Appl. Phys. Lett.81, 1851~2002!.

13K. Ueda and M. Naito, Appl. Phys. Lett.79, 2046~2001!.
14W. Jo, J.-U. Huh, T. Ohnishi, A. F. Marshall, M. R. Beasley, and R.

Hammond, Appl. Phys. Lett.80, 3563~2002!.
15K-cell and electron-beam sources were placed about 45 cm from the

strate, whereas two QCMs were located near the substrate for separa
and B control. The deposition tooling factors for Mg and B were det
mined beforehand by initially placing another QCMat the positionof the
substrate.

16Z.-K. Liu, D. G. Schlom, Qi Li, and X. X. Xi, Appl. Phys. Lett.78, 3678
~2001!.

17Assuming that the Debye–Scherrer formula is valid for such orienta
films to give a rough idea of the grain size, whereas it is strictly valid o
for polycrystalline films.

18M. Monteverde, M. Nunez-Regueiro, N. Rogado, K. A. Regan, M.
Hayward, T. He, S. M. Loureiro, and R. J. Cava, Science292, 75 ~2001!.
P license or copyright, see http://apl.aip.org/apl/copyright.jsp


