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bonds (known as kosmotropic vs chaotropic behavictYhis idea
has been called into question by recent experiments which indicatg
that the ions have little effect on the overall hydrogen bonding of
water in bulk solutiof and do not display the predicted thermo-
dynamic behavio?.Another theory suggests that dispersion forces
play a large role in the order of the Hofmeister setealthough
this hypothesis has been largely examined theoretically rather tha

First proposed in 1888the Hofmeister series is a qualitative 4 -
ordering of ions based originally on their propensity to salt-out . Fits
proteins from aqueous solutidn? It is now known that a variety o' e NaSQO,
of processes from enzymatic activity to polymer and protein folding | '8 e NaCl
also display a Hofmeister effect. However, despite the wide rangel’s 3 A e NaNO,
of aqueous chemistries that follow this series, an underlying _a‘:_s o NaBr
molecular level description of the mechanism is still far from | e Nal
complete. Two basic hypotheses have been put forward. The firs.ﬁ e NaClO,
one involves the various ions’ ability to make and break hydrogen § 2 1 e NaSCN
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experimentally. 0+ T T -
Herein we demonstrate a novel Hofmeister effect in an octa-| 2800 2850 2900 2950 3000
decylamine monolayer spread on salt solutions by using vibrationa Infrared Frequency (cm™)

16
§um frequency s_pectros&opy (VSFS)* The advantage of VSFS_ Figure 1. VSFS spectra of ODA monolayerEl(= 15 mN/m) spread on

is that both the interfacial water strulcture as Wel! as the ordering p,o subphases at Z&. Each subphase contained 10 mM of a given salt
of the monolayer can be followed directly. Specifically, because as indicated in the legend. All spectra were recorded with the ssp (s - signal,
VSFS is sensitive to the alkyl chain conformation of the mono- s - visiblg p - infrared) polarization combination and normalized to the
layeri"-18we can show the propensity of any given anion to induce Signal from a piece of-cut crystalline quartz.

gauche defects into the fatty amine film at constant temperature rp/e 7. CH Symmetric Stretch Ratios and Surface Potentials for
and pressure. The results clearly demonstrate that an anion’s abilityODA Monolayers on Subphases Containing 10 mM Salt

to disorder the alkyl chain region follows the Hofmeister series. salt Vo(CHy)v(CHy) surface potential (mV + 20)
Suc_h_a process is in I|n_e 'Wlth t'he idea that dispersion forces play NaSO; 60200 635
a critical role in determining this effeétBy contrast, the role of NaCl 4.7+ 0.4 606
the ions in the hydrogen bonding and interfacial water structure NaNOy 41+0.4 562
were less clear-cut. NaBr 33+04 563
In a first set of experiments, VSFS data were collected from Nal 17+£03 365
L . . NaClOy 1.1+01 303
monolayers spread on,D subphases containing various sodium NaSCN 0.8501 193
salts. The vibrational spectra collected in the CH stretch range no salt 4.4+ 03 852

showed dramatic differences in the degree of ordering in the alkyl
chains as a function of the specific anion in the subphase (Figure
1). As can be seen from Table 1, the ratio of oscillator strengths thiocyanate go in more facilely. Bromide appears to display
from the methyl symmetric stretchg(CHs) at 2891 cm?, to the intermediate behavior.

methylene symmetric stretchy(CH,) near 2863 cmt, changed Next, surface potential data were collected at the air/ODA/
quite substantially. It is already well established that the higher subphase interface for each respective anion using the vibrating
this ratio, the more ordered the monolayer is under a given set of capacitor method (Table 1). As expected, the surface potential was
conditions!316.18.19The ratios for the anions follow a series from greatest for ODA on pure water. This positi\/e potentia| was

most ordered to least ordered monolayer as: generated by the protonation of some of the surface amines under
these conditions. The addition of the various salts caused an
SO* > CI” > NO, >Br >1" > ClO,” > SCN’ attenuation of the potential in the same order as that seen above

for alkyl chain ordering. In other words, the anions that could most
This is recognizable as the Hofmeister series. The basis for this efficiently partition into the monolayer caused the greatest attenu-
ordering is related to an individual anion’s ability to penetrate into ation of the surface potential, while those that were excluded showed
the alkyl chain portion of the monolay#&t,2? thereby disrupting the least effect. This finding is in line with the notion that those
the hydrocarbon packing. Sulfate, chloride, and nitrate ions show anions which partition to the greatest extent into the monolayer
relatively little tendency to do this, while iodide, perchlorate, and had the highest interfacial concentration.
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As with these fatty amine monolayers, the penetration of the
hydrophilic surface of a folded protein would lead to ion specific

disruption of the structure. Such ion-induced changes in the
conformation of the biomacromolecules are a more likely origin

of the observed Hofmeister effect, rather than merely alteration in
water structure.

5 down in the present case where ions can penetrate past the amine

» NaSO, headgroup region. In Figure 2, larger water features are frequently
e NaCl observed from ions responsible for lower surface potentials (Table

= e NaNO, 1). This result is not completely surprising, given the fact that a

F © NaBr central tenet of GouyChapman theory does not hold for this

& * Nal system.

& : :agg: It might also be anticipated that Guoy-Chapman theory would

% & break down in biological systems where more hydrophobic ions

- can penetrate the hydrophilic shells of aqueous proteins so as to

N interact with the more hydrophobic portions of the macromolecules.
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It was important to exploit VSFS’s unique ability to probe Supporting Information Available: Experimental procedures for
interfacial water structure to correlate changes in interfacial VSFS and surface potential measurements. This material is available
hydrogen bonding with changes observed in monolayer ordering. free of charge via the Internet at http://pubs.acs.org.

This was carried out under the identical conditions as those shown
in Figure 1, but with HO rather than RO in the subphase. In this ~ References
case, CH stretches from the ODA molecules’ alkyl chains as well (1) Hofmeister, F 0l.888 24, 247—260.

as the OH stretches from the interfacial water were present in the (2) Eszzlﬁn& K. D.; Washabaugh, M. \Q. ingeitifilis 1985 18, 323~
spectra (Figure 2). Furthermore, a very weak band of _intens?ty near (3) Cacace, M. G.; Landau, E. M.; Ramsden, 0. |namiias 1997 30,
3100 cnrt came from the NH stretch mode of the partially aligned 241-277. )
amine headgroup$ (4) Clarke, R. J.; Lupfert, CRiglaes] 1999 76, 2614-2624.
g ) . (5) Batchelor, J. D.; Olteanu, A.; Tripathy, A.; Pielak, G ginteiiafmied.

As expected, two major broad water peaks were observed. The S0c.2004 126, 1958-1961.
first one near 3200 cni corresponded to water molecules with (6) %88‘2 %4‘3?23'2@1,2%21; Daggett, V.; Murphy, K. jimiaiiioc.
tetrahedral coordination. The second one was caused by water with (7) vanzi, F.: Madan, B.; Sharp, il 4 998 120, 10748

i i i 10753.
mo_rfgligrzgered hydrogen bonding and was located just above 3400 (8) Washabaugh, M. W.: Collins, K. DI. Biol. Chem 1986 261, 2477-
e 2485.

Figure 2 shows a partial Hofmeister-like trend in the water (9 gonlt%E;V%/XgKrOpman, M. F.; Woutersen, S.; Bakker gaogignge?003

structure data, but it has significant deviations and does not follow (310 Bostrom, M.; Wiliams, D. R. M.; Ninham, B. \\qixmiaamaii. 2001
the series nearly as rigorously as data from either the alkyl chain 87,168103. i ) ]

ordering or surface potential measurements. In fact, the relative ) fgﬁ(”'l\ggze Principles of Nonlinear Opticgohn Wiley & Sons: New
intensities of the OH features show several anomalies inconsistent (12) Shen, Y. RNalue 1989 337, 519-525.

with a Hofmeister effect. For example, although SCH at one (13) Guyotsionnest, P.i Hunt, J. H.; Shen, . iimitamisal. 1987, 59

end of the Hofmeister series, it shows OH signal intensities below (14) Miranda, P. B.; Du, Q.; Shen, V. ifinmiisssiapt? 998 286, 1-8.

- - gj i i (15) Gragson, D. E.; McCarty, B. M.; Richmond, G. jiiaiisiio -
Br=. The NG~ signal is also somewhat out of place, while the 1097 116, 6144-6152

OH stretch intensity from Brand CI~ are nearly identical. It should (16) Conboy, J. C.; Messmer, M. C.; Richmond, Gjisiisusmiisnsss %997,

also be noted that the SO ions cause almost complete destruction 101, 6724-6733. .
. . . . . . (17) Conboy, J. C.; Messmer, M. C.; Richmond, G giniiikifesiaigm1 996
of the water signal, which is consistent with the propensity of 100, 7617-7622.
divalent ions to drastically attenuate water sigiiéf The observed (18) Gurau, M. C.; Castellana, E. T.; Albertorio, F.; Kataoka, S.; Lim, S. M.;

differences between the way anions affect alkyl chain ordering and (;q, yang. R, D Cremer, F. Sl ﬂfﬁéggg%lggz

surface potential on the one hand and water structure on the other( ) 334.h .

; ; ; i« nrimarily, (20) Sachs, J. N.; Woolf, T. Binsisiiiio ©003 125 8742-8743.
argues aga_lnst the h_ypothe5|s _that the Hofmeister effect is primarily (21) Schnell. B.. Schurhammen R, WipHT, it 2004 108
due to the ions’ ability to mediate water structure. 2285-2294.

i (22) Shapovalov, V.; Tronin, Agagaauir 1997 13, 4870-4876.
Water StrUCtl."e atan aqueous mterface can be affgcted by several (23) Gurau, M. C; Kim, G,; Lim, S. M.; Albertorio, F.; Fleisher, H. C.; Cremer,

factors. These include surface potential and the ability to hydrogen P.S. 1R003 4, 1231-1233.
bond to terminal functional groups at the adjacent surface. It is (24) Richmond, G. L 2001, 52, 357—389.

. L . (25) Shultz, M. J.; Baldelli, S.; Schnitzer, C.; Simonelli, jSaisnsmiiasee B
also generally accepted that raising the salt concentration in solution 2002 106, 5313-5324.

decreases the Debye length, resulting in the attenuation of interfacial (26) While the ionic strength of the sulfate solutions is slightly higher due to

. the divalent nature of the anion, control experiments show that lowering
water structure at a charged interfd@dzurthermore, at greater the ion concentration has little effect.

surface potential, water alignment is normally expected to in- (27) Kim, J.; Cremer, P. Sl 2000 122, 12371-12372.
creasé52728 This last argument, however, is based upon the (28) Ong. S. W.;Zhao, X. L; Eisenthal, K. (iasusmilissamiep (1992 191,

327-335.
assumption that the interface is impenetrable in accordance with (29) Israelachvili, J. Nintermolecular and surface force2nd ed.; Academic
standard GouyChapman theor$® This assumption generally Press: London, 1991.

applies for systems such as the silica/water interface but breaks JA047715C

J. AM. CHEM. SOC. = VOL. 126, NO. 34, 2004 10523


http://dontstartme.literatumonline.com/action/showImage?doi=10.1021/ja047715c&iName=master.img-001.jpg&w=239&h=193

