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Solar energy exerts a strong influence on the ability of water molecules to the self-organization. This influence is mani-
Jested on the chemical reactivity of water clusters. The rate of hydrolytic reactions involving water clusters can vary
within very large limits over the course of minutes, hours, days, months, and years. The results of regular 4-year
(2015-2018) investigations of the hydrolysis of triethylphosphite in acetonitrile indicate that the rate of this reac-
tion with all other conditions being equal displays diurnal and annual variations and may be also modulated by
the 11-year cycles of solar activity. The hydrolytic cleavage of a phosphorus-oxygen bond in triethylphosphite can be
considered as a simplified model system of the conversion of adenosine triphosphate (ATP) to adenosine diphosphate
(ADP), which is known to underlie bioenergetics processes in living organisms. The dependence of biochemical proc-
esses on the solar activity during the rotation of the Earth around its axis and around the Sun is well known in all
Jorms of life (in plants, animals, fungi, and bacteria) as circadian and circannual rhythms. For example, owing to
the 11-year cycles of solar activity, the annual growth rings in trees have different thicknesses and are arranged
in 11-year sequences. Taking into account that water is a necessary constituent in all forms of life, one can suppose
that the discovered diurnal and annual variations of the water reactivity may underlie the circadian and circan-
nual rhythms.
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It has been recently found that, at constant temperature, concentration, and other conditions be-
ing equal, the rate of hydrolysis of triethylphosphite in acetonitrile (Fig. 1) is highly dynamic and
varies throughout the year over a very wide range [1]. This was shown by regular measurements
started in 2015 (Fig. 2).

In January, the reaction was very slow and accelerated twice in February. In March, it slowed
down again. In April, it started to grow gradually till the middle of June. At the end of June, a
sharp rise occurred, after which a very high rate was established. It lasted two months till the end
of August and then slowed down rapidly within two weeks back to the April level. From Septem-
ber, after the autumnal equinox till the end of the year, the average reaction rate declined gradu-
ally 2 times more. It is remarkable that, in December, the rate did not return to the level of
the beginning of the year and exceeded it about 2-3 times.
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Fig. 1. Hydrolysis of triethylphosphite 1 into diethylphosphonate 2. *'P-NMR spectrum displays two signals
at +140 ppm and +9 ppm, respectively. Measuring the integral intensities of these signals allows determining
the conversion rate

Thus, the rate of hydrolysis of triethylphosphite in acetonitrile at 80 °C changed in 2015
within a very large range, the difference between single experiments in January and in July
reaching 50 times. Simultaneously, the experiments were also conducted at room temperature.
The character of annual deviations of the reaction rate at 80 °C and at room temperature was
the same. However, the amplitude of changes at the low temperature was even more significant.
For example, the reaction in July was completed in 10-15 minutes, whereas the same reaction
mixture could react 2 days in January.

Such considerable annual alteration of the reaction rate should be connected with the rota-
tion of the Earth around the Sun. This means that the rate of this reaction should be dependent
on the geographic latitude and can considerably differ at the same time in north and south he-
mispheres, because of different distributions of the solar energy between them.

One more important conclusion is that this reaction is in constant dynamics and also de-
monstrates diurnal variations because of the rotation of the Earth around its axis. These varia-
tions are not chaotic. In the morning, the rate is usually lower and rises in the day time, and then
it slows down again. The range of diurnal changes can reach 4-5 times. However, it is not constant
and varies on different days throughout the year. In the periods of low solar activity, the reaction
rate decreases, and the diurnal variations become insignificant.

Diurnal and annual rate variations of this reaction because of the rotation of the Earth
around its axis and around the Sun unambiguously point to the influence of the solar energy. Solar
irradiance at short wavelengths, like the Extreme Ultraviolet (EUV), is highly dynamic and
varies by as much as an order of magnitude on time scales of minutes to hours (solar flares), days
to months (solar rotation), and years to decades (solar cycle). The space weather impacts are
also highly dependent on the solar wind speed, solar wind density, and the direction of the mag-
netic field embedded in the solar wind [2].

The annual alterations of the reaction rate were confirmed by further observations. In 2016,
the general character of rate deviations of this reaction was like in the previous year (see Fig. 2).
At the beginning of 2016, the reaction rate was relatively small. Then it accelerated considerably
towards summer and slowed down again by the end of the year. However, noticeable differen-
ces manifested themselves as well. A sharp acceleration of the rate occurred almost 4 months
earlier — not at the end of June, but at the beginning of March. The period of high activity lasted
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Fig. 2. Fluctuation of the rate of hydrolysis of triethylphosphite in acetonitrile in 2015, 2016, 2017, and 2018
(conversion after 25 min of the heating at 80 °C)

2 months longer, till the end of July, after which the rate decreased rather sharply. In the se-
cond part of September, another acceleration occurred. However, it had a shorter duration and
smaller intensity.

In 2017, a noticeable lowering of the activity of this reaction was observed. The annual diffe-
rence between the “winter” and “summer” rates became considerably less pronounced. However,
the reaction continued to remain dynamic (see Fig. 2).

In 2018, the slowing down of the reaction became especially strong (see Fig. 2). In the first
half of the year, the reaction continued to remain very dynamic. But, after August, deviations
became insignificant and disappeared by the end of the year. Against the background of a very low
rate, the extremely sharp accelerations of a short duration took place four times in 2018 (June 2,
July 29, November 8, and December 3). During 4-6 days, the rate gradually relaxed to the ori-
ginal value. On November 8 and December 3, this occurred at the moment of conducting mea-
surements, which allowed us to determine that the reaction rate increased (more than 20 times)
within several minutes. Such sharp acceleration with the following relaxation of the rate points
to the fact that it can be caused by external factors only, like, for example a solar flare or the co-
ronal mass ejection.

The dependence of the rate of this reaction on the extraterrestrial influence was confirmed in
September 2018 by conducting simultaneous measurements in Stuttgart and in Kiev. In both
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places, the diurnal deviations were distinctly observed. The average rate in Stuttgart was con-
stantly approximately 2.5 times higher than in Kiev.

Thus, the regular measurements over 4 years showed that the rate of hydrolysis of triethy-
Iphosphite in acetonitrile ceteris paribus can vary within very wide ranges throughout one year.
However, as can be seen from Fig. 2, the picture of rate changes is different every year. Moreover,
from 2016 to 2018, a general deceleration of the reaction took place. This deceleration corre-
lates with a decrease of the solar activity in the course of the current 24-th 11-year cycle which
started in December 2008. The solar activity is evaluated by the number of Sun spots and ex-
pressed in Wolf numbers. In 2014, the annual Wolf number reached maximum (121.8) and then
gradually reduced to a minimum (6.5) in 2018.

The hydrolytic cleavage of a phosphorus-oxygen bond in triethylphosphite can be considered
as a simplified model system of the conversion of adenosine triphosphate (ATP) to adenosine di-
phosphate (ADP), which is known to underlie bioenergetics processes in living organisms [3, 4].
The dependence of biochemical processes on the solar activity during the rotation of the Earth
around the Sun is well known as circannual rhythms, which are also not the same every year [5].
For example, owing to the 11-year cycles of solar activity, the annual growth rings in trees have
different thicknesses and are arranged in 11-year sequences [6]. This proves that the conditions
for biochemical processes are different each year and are modulated be the 11-year cycles of solar
activity.

In all forms of life (in plants, animals, fungi, and bacteria) the so-called circadian rhythms,
which are 24-hour oscillations of biological processes, are also widely observed [5]. Taking into
account that water is a necessary constituent in all forms of life, one can suppose that the diurnal
and annual variations of the water reactivity discovered may underlie the circadian and circan-
nual rhythms.

The change of the rate of hydrolysis of triethylphosphite is well accounted for by the ability
of water molecules to form clusters (H,0),. In the bulk phase, all water molecules form a com-
mon continuous three-dimensional network of hydrogen bonds, in which every molecule has
tetrahedral bonding directions [7, 8]. However, on mixing water with acetonitrile, this network
disintegrates with the formation of clusters [9]. The chemical reactivity of water clusters de-
pends on their size, which may vary in a wide range — from a few water molecules to several
hundreds. Large clusters contain fewer free hydroxyl groups (—OH), which are not involved in
the network of hydrogen bonds, which reduces their chemical reactivity, whereas the clusters of
the size n < 6 are especially reactive, since they are unable to form three-dimensional structures
[7,8,10-12].

The size of water clusters and therefore their chemical reactivity are greatly influenced by
various physical factors. For example, with an increase of the temperature the clusters decom-
pose and become more reactive. That is why after cooling the heated reaction solution from
80 °C to 20 °C, the reaction rate decreases only about 5 times rather than 64 times according
to the law of chemical thermodynamics. Light also decomposes clusters and accelerates the
hydrolysis of triethylphosphite in acetonitrile. Particularly strong is the influence of ultra-
violet radiation [13]. The rate of hydrolysis of triethylphosphite in acetonitrile is also affected
by the electric field which can both speed up and slow down the reaction at different times of
the year [1].
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Thus, the self-organization of water molecules and their chemical reactivity are extremely
sensitive to the extraterrestrial influence associated with variations of the solar energy. This in-
fluence obviously has a complex mediated mechanism and requires detailed study.

Materials and Methods. Triethylphosphite was distilled before use. Acetonitrile was com-
mercial and contained 0.01 % of water. All experiments were conducted in darkness. *'P-NMR
spectra were recorded with Varian Gemini 400 MHz and JEOL FX-90Q spectrometers. The
& *'P chemical shifts are referenced to 85 % aqueous H,PO,

In a 20-ml glass vial (diameter 27 mm), triethylphosphite (30 mg) was added under nitrogen
to a freshly prepared solution of water (7 mg) in acetonitrile (400 mg). The vial was sealed and
placed on a hotplate. When water was mixed with acetonitrile and during the reaction, the sam-
ples were shielded from light. After 25 min of the heating at 80 °C, the vial was quickly
cooled to 0 °C, the reaction mixture was transferred to a 5mm-NMR tube, and the *'P-NMR
spectrum was recorded. The conversion was determined by measuring the integral intensities
of the signals of triethylphosphite (chemical shift 140 ppm) and diethylphosphonate (9 ppm) in
ST P.NMR spectra.

Experiments were conducted with distilled water and with fresh water and gave the same
results. At room temperature, the reactions were conducted in NMR-tubes. *'P-NMR spectra
were recorded after 2 h. After this time, the degree of conversion was approximately the same as
at 80 °C during 25 min.

The author thanks Professor Dietrich Gudat for the assistance in conducting the experiments in
his laboratory at the University of Stuttgart and is also grateful to the Alexander von Humboldt
Foundation for the financial support.
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BIIJIUB COHAYHOT EHEPTIT HA CAMOOPTAHI3AIIIIO MOJIEKYJI BOJIN.
JOBOBI, PIYHI TA 11-PTYHI BAPIAIIIT

Conguna eHepris CUJILHO BIUIUBAE Ha 3[IATHICTH MOJIEKYJT BOAM 710 camoopranizaitii. [le BUABIAETbCA B XiMiUHii
AKTUBHOCTI BOAHMX KJacTepiB. IIIBUAKICTD TiIAPOMITUUHUX IMPOIIECIB 32 yYaCTi BOAHUX KJIACTEPIB MOXKE 3Mi-
HIOBATHCS B Iy:Ke TMUPOKUX MesKaX MPOTIATOM XBWJIMH, TOWH, THIB, MiCAIIB Ta POKiB. Pe3ybraTu perymasapaHux
4-piunux (2015—2018) pocsimkens rigponisy TpuernsacocditTy BKadyioTh Ha Te, 10 MBUAKICTD i€l peakiii 3a
BCiX OJIHAKOBUX YMOB Ma€ 7000Bi i piuHi Bapialii, a TaKOK MOIYTIOETHCS 11-piTHUME TIMKJIAMU COHSTIHOI aK-
tuBHOCTI. [ixpomiTiynuii po3pus dhocop-KUCHEBOTO 3B'I3Ky B TPUETHIPOCDiTI MOKHA PO3TISIATH SIK CIIPO-
[IeHy MOJIETbHY CHCTEMY JJisl iepeTBoperHs ageno3untpudocdary (ATD) B anenosunaudocdar (A D), sxuii,
STK BiZIOMO, JIEKWUTh B OCHOBI G10€HEPreTHUHKX TIPOIECIB Y JKUBUX OpTaHizMax. 3ajeskHicTh 6i0XIMIYHUX Mpolle-
CiB BiJI COHSIYHOI aKTMBHOCTI BHACIOK 0OepTanHs 3eMJIi HaBKOJIO CBOET oci Ta HaBkosro Conns no6pe BizoMa y
BCiX hopMax KUTTS (POCANHAX, TBAPUHAX, IPprOax Ta 6akTepisix) K MMPKaIHI Ta IMpKaHyasbHi puTmu. Harpu-
KJ1aJ1, BHACIIOK 11-pIYHUX IUKJIIB COHSYHOI AKTUBHOCTI PiYHi KiJIbIIS B CTOBOYPAX JePeB MAIOTh Pi3HY TOBIIMHY
Ta yropsiikoBati B 11-piuni mocrizosrocTi. Bepyuu 110 yBaru e, 110 Bojia € HeOOXiTHOO CKJIaI0BO0 YaCTUHOIO Y
BCiX (hopMax JKUTTSI, MOKHA TIPUITYCTHUTH, IO 3Hali/ieHi 1000Bi Ta piuHi Bapiallii akTHBHOCTI BOAU MOKYTH Jie-
JKaTU B OCHOBI IUPKA/IHUX T IIUPKAHYATbHUX PUTMIB.

Kmouogi cnoga: consuna enepeis, 2ioponis, 600Hi Kiacmepu, YupKaoni pummu, yupkanyaioii pummu, 11-piuni
YUKTU.
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BJIMAHUE COJTHEYHOUW SHEPTUU HA CAMOOPTAHU3AIIIO MOJIEKYJI BO/IbI.
CYTOUHBIE, TOANYHDBIE 1 11-TETHUE BAPUAITNU

CoJHevHast 9HEPIUsA OKA3bIBAET CUJIbHOE BIUSHKIE HA CIIOCOOHOCTD MOJIEKYJI BOJBI K CAMOOPraHU3aI1u. ITO [po-
SIBJISIETCS] B XUMHWYECKOI aKTUBHOCTH BOJHBIX KIacTepoB. CKOPOCTH THAPOJIUTHUECKUX MTPOIIECCOB € YIACTHEM
BOJIHBIX KJIACTEPOB MOKET U3MEHSIThCSI B OUEHb IMUPOKUX IPe/IesiaX B TeYEHNE MUHYT, YACOB, [THEH, MECSIIER U
siet. Pesyabrarst peryssipubix 4-netaux (2015—2018) uccaenosanuii rugaposnsa Tpustuicocdura yKa3bBaoT
HA TO, YTO CKOPOCTH ITOM PEAKIUU IIPU BCEX OJMHAKOBBIX YCIOBUSIX MMEET CYTOUHbIE U TOJAUYHBIE BAPUAIUH, &
Takxke Momyaupyercss 11-JeTHUMU IUKJIaMU COJIHEYHO# akTUBHOCTU. [maposutuyeckuit paspoiB docdop-
KUCJIOPOZHOU CBSI3U B TPUITHI(OCHUTE MOKHO PACCMATPUBATH KaK YIPOMIEHHYIO MOJEIbHYIO CUCTEMY JIJIS
npespainenust ageHosuaTpudochara (ATD) B anenosunandocdar (AAMD), KOTOPHIH, KaK U3BECTHO, JIEKHUT B
OCHOBE OMOYHEPTETUYECKHX MIPOLIECCOB B JKUBBIX OPraHU3MaX. 3aBUCUMOCTb GUOXMMUYECKHX [IPOLECCOB OT COJI-
HEYHOI aKTUBHOCTU BCJIE/[CTBUE BpAllleHUsT 3eMJIM BOKPYT cBoeit ocu u BOKpyr CoJIHIIa XOPOIIO U3BECTHA BO
Bcex popMax Ku3HU (PaCTEHUX, KUBOTHBIX, TpUGaX U GaKTEPHUAX ) KaK IIMPKAHbIE U IUPKAHHYaIbHbBIE PUTMBL.
Hanpumep, BesiesictBre 11-1€THUX IUKJIOB COJHEYHON AKTUBHOCTH TOJMYHbBIE KOJIBIA B CTBOJIAX JIEPEBHEB MMe-
10T Pas3Hyio TOJIIUHY U yropsiiodensl B 11-1etHue nocaenoBareasbHocTu. [IpuHMast BO BHUMaHME TO, 9TO BO/A
SIBJISIETCST HEOGXOMMON COCTAaBHOM YaCThIO BO BCeX (hopMax JKU3HHU, MOKHO MPEATIOTIOKUTD, 4TO OGHAPYIKEHHBIE
CYTOYHBIE W TOAUYHBIE BAPUAIIUU AKTUBHOCTU BOJBI MOTYT JIEKATh B OCHOBE IMPKAIHBIX U ITUPKAHHYATbHBIX
PHUTMOB.

Knoueswie crnosa: comeunas snepzus, 2u0poiu3, B00Hvle KIACMeEPbL, UUPKAOHbLE PUMMbL, UUPKAHHYALLHBLE DU -
mol, 11-nemnue yuxaol.
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