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Mass spectrometric characterization of oligomeric
phosphaalkenes
Bronwyn H. Gillon, Derek P. Gates, Matthew A. Henderson, Eric Janusson, and J. Scott McIndoe

Abstract: Oligomeric phosphaalkenes are readily characterized using electrospray ionization mass spectrometry (ESI-MS). The high
affinity of phosphines for silver ions permits the detection of the unadulterated polymer as [M + xAg]x+ ions (x = 2–3). When the oligomers
are oxidized using H2O2, the resulting phosphine oxide polymer may be treated with sodium ions to produce [M + xNa]x+ ions (x = 2–3).
Both methods predict a similar distribution of oligomers: Mn values of 3450 ± 100 Da and a PDI of 1.09 ± 0.01 cover both analyses. This
distribution represents oligomers of the general formula Me(PMesCPh2)nH from n = 4–20, maximizing at �n = 10.
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Résumé : Les phosphalcènes oligomériques peuvent être facilement caractérisés par spectrométrie de masse à ionisation par
électronébulisation (ESI-MS). La forte affinité des phosphines pour les ions d’argent permet la détection du polymère intact sous la
forme d’ions [M + xAg]x+ (x = 2 ou 3). Lorsque les oligomères sont oxydés par le peroxyde d’hydrogène (H2O2), le polymère d’oxyde de
phosphine résultant peut être traité à l’aide d’ions de sodium pour former des ions [M + xNa]x+ (x = 2 ou 3). Les deux méthodes
permettent de prédire une distribution oligomérique similaire : les résultats correspondent à des valeurs de masse moléculaire
moyenne (Mn) de 3450 ± 100 Da et un indice de polydispersité de 1,09 ± 0,01. Cette distribution représente des oligomères de formule
générale Me(PMesCPh2)nH dans l’intervalle où n = 4 à 20, et atteint un maximum autour de n = 10. [Traduit par la Rédaction]

Mots-clés : spectrométrie de masse, phosphore, polymère, ionisation par électronébulisation, oligomères.

Introduction
The development of phosphorus-containing polymers is moti-

vated by the prospect of discovering new materials with unique
properties, structures, and chemical functionality.1–5 Despite the
widespread importance of polyphosphazenes,6,7 developments in
phosphorus polymer chemistry are hindered by the lack of gen-
eral synthetic methods to incorporate phosphorus atoms into
long chains. Recently, there have been numerous breakthroughs
in the synthesis of phosphorus macromolecules.8

The addition polymerization of olefins is perhaps the most widely
applicable and general method of organic polymer synthesis. By con-
trast, the polymerization of heavier-element-containing multiple
bonds remains largely unexplored, even being dismissed for
heavy element multiple bonds (e.g., Si=Si).9 Over the past decade,
our group and the group of Baines have successfully developed a
polymerization chemistry for the P=C bonds,4 and Si=C or Ge=C
bonds.10,11 For phosphaalkenes, we have developed routes to homo-
and co-polymers using radical and living anionic methods of polymer-
ization and have shown that the resultant poly(methylenephosphine)s
have unique properties and potential applications: supports for
metal-catalyzed organic transformations, flame retardants, tem-
plates for the self-assembly of gold nanostructures, and turn-on
sensor materials.12–23 Recent work has shown that the radical
polymerization of 1 proceeds via an unprecedented addition-
isomerization mechanism whereby the o-Me group of Mes is acti-

vated and serves as the propagating species (see: 2 where x �� y).24

Although still under investigation, we believe that the anionic
polymerization of P-Mes phosphaalkenes may follow a similar
pathway.

Although these recent mechanistic investigations involved
multinuclear one- and two-dimensional NMR spectroscopy, we
earlier studied the MALDI-TOF MS of oligomers derived from
the anionic oligomerization of MesP=CPh2 with MeLi or BuLi
(25 mol%).25 Oligomerization of 1 (Scheme 1) leads to a mixture of
oligomeric species (2n) that can be characterized by MALDI-TOF
MS as the phosphine oxides (3n) after oxidation with H2O2. These
results revealed oligomers stretching out to �3500 Da, with an
exponential decay in intensity beyond the trimer. The oligomers
were of two types: the expected oligomeric series [3n + H]+ and an
additional series [4n + H]+, which appeared as though it might
arise either through fragmentation during the ionization process
or via genuine chemistry during polymerization. MALDI-TOF has
been used previously to characterize phosphorus-containing den-
drimers up to generation 4, with a variety of fragmentation pro-
cesses observed.26 Oligomers with phosphonium end-groups have
been characterized by both MALDI and ESI-MS.27 The use of ESI-
MS to characterize inorganic polymers has been fairly limited.
Poly(aminoboranes) have been shown to be detectable by ESI-MS
up to n = 49;28 we are not aware of any previous studies character-
izing poly(methylenephosphine)s by ESI-MS.
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Results and discussion
Herein, we describe the analysis of oligomeric models for poly-

mer 2 by using ESI-MS methods,29 both with and without oxida-
tion of the oligomeric products. The oligomers, 2n were prepared
following the identical procedure to that described previously for
the earlier MALDI-TOF analyses (Scheme 1).25 ESI-MS is a powerful
tool for the examination of inorganic materials.30,31 ESI-MS relies
on being able to analyze ions, so examining neutral compounds
such as those under study requires the addition of a cation, whose
identity is best selected based on the affinity of the neutral com-
pound for different cations. Before oxidation, the mixture of oli-
gomers 2n has phosphorus sites in the backbone with a free lone
pair that has high affinity for soft metal ions such as silver. So the
initial analysis involved adding a drop of AgNO3 solution to an
acetonitrile solution of the oligomer mixture.32,33 The resulting
mass spectrum was complicated but entirely tractable to assign-
ment, as �99% of the total ion current could be attributed to reason-
able species that had acquired charge through cationization (Fig. 1).

None of the species observed were monocations. All of the oli-
gomers were bound to at least two silver ions. The most promi-
nent series consisted of the dications [2n + 2Ag]2+, which provided
a distribution between n = 6 and n = 13, with n = 9 being most
abundant. The fact that the peaks in the isotope pattern are m/z 0.5
apart readily identifies the dicationic nature of these species. The
next highest series was [2n + 3Ag]3+, appearing between n = 9 and
n = 18, and peaking at n = 14 (all have peaks in the isotope pattern
m/z 0.33 apart). Unsurprisingly, the more phosphorus in an oli-
gomer, the more likely it is to associate with more silver ions. Two
smaller series also appear as a manifestation of the high affinity of
silver ions for chloride ions, the di- and tri-cationic species [2n +
3Ag + Cl]2+ (n = 9–15) and [2n + 4Ag + Cl]3+ (n = 13–19). While chloride
was not directly involved in the analysis at any point, it is one of
those ions that is almost impossible to exclude from the instru-
ment entirely, and the oligomers had been in contact with CH2Cl2.

Making the approximation that the area of each peak is propor-
tional to the abundance of that species, we can sum the contribu-
tions of each mass spectrometrically observed series to the overall
distribution (Fig. 2). No oligomers below n = 4 or above n = 20 were
observed, and the distribution maximizes at n = 9. The Mn and Mw

were calculated at 3550 and 3800 Da, respectively, giving a poly-
dispersity index of 1.07.

A sample of the same oligomer was then oxidized with H2O2,
converting all phosphines into phosphine oxides. The affinity of
the oxygen for Ag+ is low, but is good for the harder Na+, so
sodium ions were used as the ionization aid in this analysis.34

Overall, the signal was considerably weaker than for the previous
experiment, resulting in a noisier baseline (Fig. 3).

Just as in the unoxidized oligomeric mixture, no monocations
were observed. There were two principal series present, the most
prominent series being the dications [3On + 2Na]2+, which pro-
vided a distribution between n = 5 and n = 18, with n = 8 being most
abundant. The dicationic nature of these species is given away by
the peaks in the isotope pattern being m/z 0.5 apart. The next
highest series was [3On + 3Na]3+, appearing between n = 8 and
n = 20, and peaking at n = 13 (all have peaks in the isotope pattern
m/z 0.33 apart). Some additional complexity appears because oxi-
dation is not complete. Thus, some peaks appear at intervals of
m/z 8 (m/z 5.33 for the 3+ species) below the completely oxidized
oligomers.

No oligomers below n = 4 or above n = 20 were observed, and the
distribution maximizes at n = 8 (Fig. 4). The Mn and Mw were
calculated at 3350 and 3680 Da, respectively, giving a polydisper-
sity index of 1.10. This distribution was very similar to that ob-
served for the unoxidized polymer, giving confidence that the
results are meaningful. Mn values of 3450 ± 100 Da and a PDI of
1.09 ± 0.01 covers both observed distributions, despite the fact the
polymers are chemically distinct and the ionization mechanisms
are quite different from one another. As such, we combined to-
gether both sets of results in an averaged plot (Fig. 5), which

Scheme 1. Reagents and conditions: (i) MeLi (1 equiv.), Et2O, −80 to 25 °C, 30 min; (ii) 1 (3 equiv.), 25 °C, 16 h; (iii) H2O quench (1 drop); (iv) H2O2

(excess), CH2Cl2, 25 °C, 30 min. The higher oligomers were isolated by precipitation from a CH2Cl2 solution with hexanes.

Fig. 1. Positive ion ESI-MS of oligomerized phosphaalkene 1 to
make oligomeric mixture 2n, recorded in acetonitrile with the
addition of AgNO3.
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suggests the molecular weights of the oligomers form a pattern
that is quite close to a normal distribution. The fact that the
estimated degree of polymerization (DPn ≈ 10) is larger than that
expected for an oligomer generated from a [M]:[I] ratio of 4:1 (e.g.,
DPn = 4) is not unexpected, since monomer 1 was not purified to
the extent required for a “living” anionic polymerization nor was
the initiator (n-BuLi) titrated prior to use. For these reasons, the
actual degree of polymerization of 2n or 3n is expected to be
higher than the calculated molecular weight from the [M]:[I] ratio,
as observed. Another possible explanation is that the higher mo-
lecular weight oligomers have higher ionization efficiencies than
the lower members of the series, regardless of the source of ion-
ization (Ag+ or Na+).

Failure to observe any oligomers of the form 4n suggests that
the appearance of these species in the MALDI-TOF MS of 3n is a
result of fragmentation. Although MALDI is generally a soft ion-
ization technique, it does of course involve intense laser ablation
and this oligomer contains a high proportion of aromatic rings
that will absorb UV light effectively. Further evidence that frag-
mentation is happening in MALDI can be gathered by examining

the distribution of oligomers — it peaks at 33, which by ESI does
not exist in appreciable quantities at all in solution. It does seem
that the fragmentation observed is somewhat selective, as the
fragments observed are primarily generated through cleavage of a
P-C backbone bond (as opposed to the P-Cmesityl, C–C, C–H or P=O
bonds).

Experimental
ESI-MS data were collected on a Waters Micromass Q-Tof micro

mass spectrometer with Z-spray electrospray source. Samples
were infused from a 250 �L gas-tight syringe at 10–40 �L min−1 via
syringe pump. Instrument settings: capillary voltage 2900 V, cone
voltage 20 V, source temperature 100 °C, desolvation gas temper-
ature 200 °C. Nitrogen was used as the desolvation gas.

Conclusions
ESI-MS appears to be an effective way of characterizing inor-

ganic oligomers with phosphorus in the backbone. Addition of

Fig. 2. Oligomeric distribution generated by combining
contributions from all of the 2n series observed in Fig. 1.

Fig. 3. Positive ion ESI-MS of oligomerized and oxidized
phosphaalkene 1 to make oligomeric mixture 3n, recorded in
acetonitrile with the addition of NaI.

Fig. 4. Oligomeric distribution generated by combining
contributions from all of the 3n series observed in Fig. 3.

Fig. 5. Oligomeric distribution generated by averaging the
contributions from all of the 2n series observed in Fig. 1 and the
3n series observed in Fig. 3.
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Ag+ provided a suitable means of cationizing the phosphorus with
available lone pairs, and Na+ proved to have a strong affinity for
phosphine oxides. Therefore, this approach should be generally
useful to analyze oligomeric materials provided the choice of cat-
ion is judicious. One might expect, for example, that if the oligom-
ers were transformed into phosphine sulfides that silver ions
would be a better choice than sodium ions. The reverse would be
true for a phosphazene oligomer. Like all such materials, as the
average molecular weight of the polymeric compound rises the
analysis will become more challenging; there will be more species
with greater degrees of charging. Furthermore, the overlap of
signals increasingly becomes a problem, and the ions will be dis-
tributed across many more values of m/z, hence degrading the
signal-to-noise ratio. We plan to explore these limits in future
work — how many repeat units can be added while still preserv-
ing reasonable data quality?

Acknowledgements
J.S.M. thanks the Natural Sciences and Engineering Research

Council (NSERC) of Canada, the Canada Foundation for Innova-
tion (CFI), the British Columbia Knowledge Development Fund
(BCKDF), and the University of Victoria for instrumentation and
operational funding. D.P.G. is grateful to NSERC of Canada for
support of this work.

References
(1) Priegert, A. M.; Rawe, B. W.; Serin, S. C.; Gates, D. P. Chem. Soc. Rev. 2016, 45,

922. doi:10.1039/C5CS00725A.
(2) Caminade, A.-M.; Majoral, J.-P. New J. Chem. 2013, 37, 3358. doi:10.1039/

c3nj00583f.
(3) Ren, Y.; Baumgartner, T. Dalton Trans. 2012, 41, 7792. doi:10.1039/

c2dt00024e.
(4) Bates, J. I.; Dugal-Tessier, J.; Gates, D. P. Dalton Trans. 2010, 39, 3151. doi:10.

1039/B918938F.
(5) Baumgartner, T.; Réau, R. Chem. Rev. 2006, 106, 4681. doi:10.1021/cr040179m.
(6) Allcock, H. R. Dalton Trans. 2016, 45, 1856. doi:10.1039/C5DT03887A.
(7) Allcock, H. R. Chemistry and Applications of Polyphosphazenes; Wiley: Hoboken,

2003.
(8) For recent work, see (a) Womble, C. T.; Coates, G. W.; Matyjaszewski, K.;

Noonan, K. J. T. ACS Macro Lett. 2016, 5, 253. doi:10.1021/acsmacrolett.
5b00910; (b) Rawe, B. W.; Gates, D. P. Angew. Chem. Int. Ed. 2015, 54, 11438.
doi:10.1002/anie.201504464; (c) Marquardt, C.; Jurca, T.; Schwan, K.-C.;
Stauber, A.; Virovets, A. V.; Whittell, G. R.; Manners, I.; Scheer, M. Angew.
Chem. Int. Edit. 2015, 54, 13782. doi:10.1002/anie.201507084; (d) Schäfer, A.;
Jurca, T.; Turner, J.; Vance, J. R.; Lee, K.; Du, V. A.; Haddow, M. F.;
Whittell, G. R.; Manners, I. Angew. Chem. Int. Ed. 2015, 54, 4836. doi:10.1002/
anie.201411957; (e) Guterman, R.; Rabiee Kenaree, A.; Gilroy, J. B.;
Gillies, E. R.; Ragogna, P. J. Chem. Mater. 2015, 27, 1412. doi:10.1021/
cm504784e; (f) Wolf, T.; Steinbach, T.; Wurm, F. R. Macromolecules 2015, 48,
3853. doi:10.1021/acs.macromol.5b00897; (g) Tian, Z. C.; Chen, C.;
Allcock, H. R. Macromolecules 2014, 47, 1065. doi:10.1021/ma500020p;
(h) Matano, Y.; Ohkubo, H.; Honsho, Y.; Saito, A.; Seki, S.; Imahori, H. Org.

Lett. 2013, 15, 932. doi:10.1021/ol4000982; (i) Wang, X.; Cao, K.; Liu, Y.;
Tsang, B.; Liew, S. J. Am. Chem. Soc. 2013, 135, 3399. doi:10.1021/ja400755e;
(j) He, X.; Woo, A. Y. Y.; Borau-Garcia, J.; Baumgartner, T. Chem. Eur. J. 2013,
19, 7620. doi:10.1002/chem.201204375; (k) Greenberg, S.; Gibson, G. L.;
Stephan, D. W. Chem. Commun. 2009, 2009, 304. doi:10.1039/B817960C.

(9) Mark, J. E.; Allcock, H. R.; West, R., Inorganic Polymers, 2nd ed.; Oxford Uni-
versity Press: Oxford, 2005.

(10) Pavelka, L. C.; Holder, S. J.; Baines, K. M. Chem. Commun. 2008, 2008, 2346.
doi:10.1039/B801762J.

(11) Pavelka, L. C.; Milnes, K. K.; Baines, K. M. Chem. Mater. 2008, 20, 5948.
doi:10.1021/cm802016s.

(12) Tsang, C.-W.; Yam, M.; Gates, D. P. J. Am. Chem. Soc. 2003, 125, 1480. doi:10.
1021/ja029120s.

(13) Tsang, C.-W.; Baharloo, B.; Riendl, D.; Yam, M.; Gates, D. P. Angew. Chem., Int.
Ed. 2004, 43, 5682. doi:10.1002/anie.200460939.

(14) Noonan, K. J. T.; Gates, D. P. Angew. Chem. Int. Ed. 2006, 45, 7271. doi:10.1002/
anie.200602955.

(15) Noonan, K. J. T.; Patrick, B. O.; Gates, D. P. Chem. Commun. 2007, 2007, 3658.
doi:10.1039/B704967F.

(16) Noonan, K. J. T.; Feldscher, B.; Bates, J. I.; Kingsley, J. J.; Yam, M.;
Gates, D. P. Dalton Trans. 2008, 2008, 4451. doi:10.1039/B718140J.

(17) Gillon, B. H.; Patrick, B. O.; Gates, D. P. Chem. Commun. 2008, 2008, 2161.
doi:10.1039/B719199E.

(18) Noonan, K. J. T.; Gillon, B. H.; Cappello, V.; Gates, D. P. J. Am. Chem. Soc. 2008,
130, 12876. doi:10.1021/ja805076y.

(19) Noonan, K. J. T.; Gates, D. P. Macromolecules 2008, 41, 1961. doi:10.1021/
ma702136k.

(20) Dugal-Tessier, J.; Serin, S. C.; Castillo-Contreras, E. B.; Conrad, E. D.;
Dake, G. R.; Gates, D. P. Chem. Eur. J. 2012, 18, 6349. doi:10.1002/chem.
201103887.

(21) Rawe, B. W.; Chun, C. P.; Gates, D. P. Chem. Sci. 2014, 5, 4928. doi:10.1039/
C4SC02133A.

(22) Priegert, A. M.; Siu, P. W.; Hu, T. Q.; Gates, D. P. Fire Mater. 2015, 39, 647.
doi:10.1002/fam.2264.

(23) Serin, S. C.; Dake, G. R.; Gates, D. P. Dalton Trans. 2016, 45, 5659. doi:10.1039/
C6DT00306K.

(24) Siu, P. W.; Serin, S. C.; Krummenacher, I.; Hey, T. W.; Gates, D. P. Angew.
Chem. Int. Ed. 2013, 52, 6967. doi:10.1002/anie.201301881.

(25) Gillon, B. H.; Gates, D. P. Chem. Commun. 2004, 2004, 1868. doi:10.1039/
B406160H.

(26) Blais, J.-C.; Turrin, C.-O.; Caminade, A.-M.; Majoral, J.-P. Anal. Chem. 2000, 72,
5097. doi:10.1021/ac0003854.

(27) Coessens, V.; Matyjaszewski, K. J. Macromol. Sci. Part A: Pure Appl. Chem. 1999,
36, 653. doi:10.1081/MA-100101555.

(28) Metters, O. J.; Chapman, A. M.; Robertson, A. P. M.; Woodall, C. H.;
Gates, P. J.; Wass, D. F.; Manners, I. Chem. Commun. 2014, 50, 12146. doi:10.
1039/C4CC05145A.

(29) Fenn, J. B.; Mann, M.; Meng, C. K.; Wong, S. F.; Whitehouse, C. M. Mass
Spectrom. Rev. 1990, 9, 37. doi:10.1002/mas.1280090103.

(30) Henderson, W.; McIndoe, J. S., Mass Spectrometry of Inorganic and Organometallic
Compounds: Tools — Techniques — Tips. John Wiley & Sons: Chicester, 2005.

(31) Yunker, L. P. E.; Stoddard, R. L.; McIndoe, J. S. J. Mass Spectrom. 2014, 49, 1.
doi:10.1002/jms.3303.

(32) Henderson, W.; Nicholson, B. K. J. Chem. Soc. Chem. Commun. 1995, 1995, 2531.
doi:10.1039/C39950002531.

(33) Öberg, E.; Orthaber, A.; Santoni, M.-P.; Howard, F.; Ott, S. Phosphorus, Sulfur,
Silicon Relat. Elem. 2013, 188, 152. doi:10.1080/10426507.2012.743145.

(34) Henderson, W.; McIndoe, J. S.; Nicholson, B. K.; Dyson, P. J. J. Chem. Soc.,
Dalton Trans. 1998, 1998, 519. doi:10.1039/A707868D.

Pagination not final (cite DOI) / Pagination provisoire (citer le DOI)

4 Can. J. Chem. Vol. 00, 0000

Published by NRC Research Press

C
an

. J
. C

he
m

. D
ow

nl
oa

de
d 

fr
om

 w
w

w
.n

rc
re

se
ar

ch
pr

es
s.

co
m

 b
y 

U
N

IV
 V

IC
T

O
R

IA
 o

n 
12

/1
6/

16
Fo

r 
pe

rs
on

al
 u

se
 o

nl
y.

 

http://dx.doi.org/10.1039/C5CS00725A
http://dx.doi.org/10.1039/c3nj00583f
http://dx.doi.org/10.1039/c3nj00583f
http://dx.doi.org/10.1039/c2dt00024e
http://dx.doi.org/10.1039/c2dt00024e
http://dx.doi.org/10.1039/B918938F
http://dx.doi.org/10.1039/B918938F
http://dx.doi.org/10.1021/cr040179m
http://dx.doi.org/10.1039/C5DT03887A
http://dx.doi.org/10.1021/acsmacrolett.5b00910
http://dx.doi.org/10.1021/acsmacrolett.5b00910
http://dx.doi.org/10.1002/anie.201504464
http://dx.doi.org/10.1002/anie.201507084
http://dx.doi.org/10.1002/anie.201411957
http://dx.doi.org/10.1002/anie.201411957
http://dx.doi.org/10.1021/cm504784e
http://dx.doi.org/10.1021/cm504784e
http://dx.doi.org/10.1021/acs.macromol.5b00897
http://dx.doi.org/10.1021/ma500020p
http://dx.doi.org/10.1021/ol4000982
http://dx.doi.org/10.1021/ja400755e
http://dx.doi.org/10.1002/chem.201204375
http://dx.doi.org/10.1039/B817960C
http://dx.doi.org/10.1039/B801762J
http://dx.doi.org/10.1021/cm802016s
http://dx.doi.org/10.1021/ja029120s
http://dx.doi.org/10.1021/ja029120s
http://dx.doi.org/10.1002/anie.200460939
http://dx.doi.org/10.1002/anie.200602955
http://dx.doi.org/10.1002/anie.200602955
http://dx.doi.org/10.1039/B704967F
http://dx.doi.org/10.1039/B718140J
http://dx.doi.org/10.1039/B719199E
http://dx.doi.org/10.1021/ja805076y
http://dx.doi.org/10.1021/ma702136k
http://dx.doi.org/10.1021/ma702136k
http://dx.doi.org/10.1002/chem.201103887
http://dx.doi.org/10.1002/chem.201103887
http://dx.doi.org/10.1039/C4SC02133A
http://dx.doi.org/10.1039/C4SC02133A
http://dx.doi.org/10.1002/fam.2264
http://dx.doi.org/10.1039/C6DT00306K
http://dx.doi.org/10.1039/C6DT00306K
http://dx.doi.org/10.1002/anie.201301881
http://dx.doi.org/10.1039/B406160H
http://dx.doi.org/10.1039/B406160H
http://dx.doi.org/10.1021/ac0003854
http://dx.doi.org/10.1081/MA-100101555
http://dx.doi.org/10.1039/C4CC05145A
http://dx.doi.org/10.1039/C4CC05145A
http://dx.doi.org/10.1002/mas.1280090103
http://dx.doi.org/10.1002/jms.3303
http://dx.doi.org/10.1039/C39950002531
http://dx.doi.org/10.1080/10426507.2012.743145
http://dx.doi.org/10.1039/A707868D

	Article
	Introduction
	Results and discussion
	Experimental
	Conclusions

	Acknowledgements
	References


<<
	/CompressObjects /Off
	/ParseDSCCommentsForDocInfo true
	/CreateJobTicket false
	/PDFX1aCheck false
	/ColorImageMinResolution 150
	/GrayImageResolution 300
	/DoThumbnails false
	/ColorConversionStrategy /LeaveColorUnchanged
	/GrayImageFilter /DCTEncode
	/EmbedAllFonts true
	/CalRGBProfile (sRGB IEC61966-2.1)
	/MonoImageMinResolutionPolicy /OK
	/ImageMemory 1048576
	/LockDistillerParams true
	/AllowPSXObjects true
	/DownsampleMonoImages true
	/PassThroughJPEGImages true
	/ColorSettingsFile (None)
	/AutoRotatePages /PageByPage
	/Optimize true
	/MonoImageDepth -1
	/ParseDSCComments true
	/AntiAliasGrayImages false
	/GrayImageMinResolutionPolicy /OK
	/JPEG2000ColorImageDict <<
		/TileHeight 256
		/Quality 15
		/TileWidth 256
	>>
	/ConvertImagesToIndexed true
	/MaxSubsetPct 99
	/Binding /Left
	/PreserveDICMYKValues false
	/GrayImageMinDownsampleDepth 2
	/MonoImageMinResolution 1200
	/sRGBProfile (sRGB IEC61966-2.1)
	/AntiAliasColorImages false
	/GrayImageDepth -1
	/PreserveFlatness true
	/CompressPages true
	/GrayImageMinResolution 150
	/CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
	/PDFXBleedBoxToTrimBoxOffset [
		0.0
		0.0
		0.0
		0.0
	]
	/AutoFilterGrayImages true
	/EncodeColorImages true
	/AlwaysEmbed [
	]
	/EndPage -1
	/DownsampleColorImages true
	/ASCII85EncodePages false
	/PreserveEPSInfo false
	/PDFXTrimBoxToMediaBoxOffset [
		0.0
		0.0
		0.0
		0.0
	]
	/CompatibilityLevel 1.3
	/MonoImageResolution 600
	/NeverEmbed [
		/Arial-Black
		/Arial-BlackItalic
		/Arial-BoldItalicMT
		/Arial-BoldMT
		/Arial-ItalicMT
		/ArialMT
		/ArialNarrow
		/ArialNarrow-Bold
		/ArialNarrow-BoldItalic
		/ArialNarrow-Italic
		/ArialUnicodeMS
		/CenturyGothic
		/CenturyGothic-Bold
		/CenturyGothic-BoldItalic
		/CenturyGothic-Italic
		/CourierNewPS-BoldItalicMT
		/CourierNewPS-BoldMT
		/CourierNewPS-ItalicMT
		/CourierNewPSMT
		/Georgia
		/Georgia-Bold
		/Georgia-BoldItalic
		/Georgia-Italic
		/Impact
		/LucidaConsole
		/Tahoma
		/Tahoma-Bold
		/TimesNewRomanMT-ExtraBold
		/TimesNewRomanPS-BoldItalicMT
		/TimesNewRomanPS-BoldMT
		/TimesNewRomanPS-ItalicMT
		/TimesNewRomanPSMT
		/Trebuchet-BoldItalic
		/TrebuchetMS
		/TrebuchetMS-Bold
		/TrebuchetMS-Italic
		/Verdana
		/Verdana-Bold
		/Verdana-BoldItalic
		/Verdana-Italic
	]
	/CannotEmbedFontPolicy /Warning
	/AutoPositionEPSFiles true
	/PreserveOPIComments false
	/JPEG2000GrayACSImageDict <<
		/TileHeight 256
		/Quality 15
		/TileWidth 256
	>>
	/PDFXOutputIntentProfile ()
	/JPEG2000ColorACSImageDict <<
		/TileHeight 256
		/Quality 15
		/TileWidth 256
	>>
	/EmbedJobOptions true
	/MonoImageDownsampleType /Average
	/DetectBlends true
	/EncodeGrayImages true
	/ColorImageDownsampleType /Average
	/EmitDSCWarnings false
	/AutoFilterColorImages true
	/DownsampleGrayImages true
	/GrayImageDict <<
		/HSamples [
			1.0
			1.0
			1.0
			1.0
		]
		/QFactor 0.15
		/VSamples [
			1.0
			1.0
			1.0
			1.0
		]
	>>
	/AntiAliasMonoImages false
	/GrayImageAutoFilterStrategy /JPEG
	/GrayACSImageDict <<
		/HSamples [
			1.0
			1.0
			1.0
			1.0
		]
		/QFactor 0.15
		/VSamples [
			1.0
			1.0
			1.0
			1.0
		]
	>>
	/ColorImageAutoFilterStrategy /JPEG
	/ColorImageMinResolutionPolicy /OK
	/ColorImageResolution 300
	/PDFXRegistryName ()
	/MonoImageFilter /CCITTFaxEncode
	/CalGrayProfile (Gray Gamma 2.2)
	/ColorImageMinDownsampleDepth 1
	/JPEG2000GrayImageDict <<
		/TileHeight 256
		/Quality 15
		/TileWidth 256
	>>
	/ColorImageDepth -1
	/DetectCurves 0.1
	/PDFXTrapped /False
	/ColorImageFilter /DCTEncode
	/TransferFunctionInfo /Preserve
	/PDFX3Check false
	/ParseICCProfilesInComments true
	/ColorACSImageDict <<
		/HSamples [
			1.0
			1.0
			1.0
			1.0
		]
		/QFactor 0.15
		/VSamples [
			1.0
			1.0
			1.0
			1.0
		]
	>>
	/DSCReportingLevel 0
	/PDFXOutputConditionIdentifier ()
	/PDFXCompliantPDFOnly false
	/AllowTransparency false
	/PreserveCopyPage true
	/UsePrologue false
	/StartPage 1
	/MonoImageDownsampleThreshold 1.0
	/GrayImageDownsampleThreshold 1.0
	/CheckCompliance [
		/None
	]
	/CreateJDFFile false
	/PDFXSetBleedBoxToMediaBox true
	/EmbedOpenType false
	/OPM 0
	/PreserveOverprintSettings false
	/UCRandBGInfo /Remove
	/ColorImageDownsampleThreshold 1.0
	/MonoImageDict <<
		/K -1
	>>
	/GrayImageDownsampleType /Average
	/Description <<
		/ENU (Use these settings to create Adobe PDF documents suitable for reliable viewing and printing of business documents.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
		/PTB <>
		/FRA <>
		/NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
		/KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
		/NOR <>
		/DEU <>
		/SVE <>
		/ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 5.0 e versioni successive.)
		/DAN <>
		/JPN <>
		/SUO <>
		/CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
		/ESP <>
		/CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
	>>
	/CropMonoImages true
	/DefaultRenderingIntent /RelativeColorimeteric
	/PreserveHalftoneInfo false
	/ColorImageDict <<
		/HSamples [
			1.0
			1.0
			1.0
			1.0
		]
		/QFactor 0.15
		/VSamples [
			1.0
			1.0
			1.0
			1.0
		]
	>>
	/CropGrayImages true
	/PDFXOutputCondition ()
	/SubsetFonts true
	/EncodeMonoImages true
	/CropColorImages true
	/PDFXNoTrimBoxError true
>>
setdistillerparams
<<
	/PageSize [
		612.0
		792.0
	]
	/HWResolution [
		600
		600
	]
>>
setpagedevice


